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Abstract

The Lecture Series will review developments in research, manufacture and exploitation of new light alloys (based on
Aluminium and Magnesium) for structural applications in aeronautics and space.

These new alloys exhibit significant potential for reducing structural weight and are gaining recognition as competitive
materials within the aerospace industries.

Topics to be addressed in the lectures include: metal physics and processing aspects, properties of existing materials and
prospects for future development and exploitation.

This Lecture Series, sponsored by the Structures and Materials Panel of AGARD, has been implemented by the Consultant
and Exchange Programme.

Abrégé

Ce cycle de conférences traitera des développements récents dans les domaines de la recherche, I'élaboration et I'exploitation
des nouveaux alliages légers (a base de I'aluminium et de magnésium) pour des application structurales dans les industries
aérospatiales.

Ces nouveaux alliages sont prometteurs d'une réduction en poids des structures et leur compétitivité est de pius en plus
reconnue par les industries aérospatiales.

Parmi les sujets qui seront abordés lors de la conférence on distingue: la physique des métaux et les traitements. les
caractéristiques des materiaux existants et les perspectives pour le développement et I'exploitation futurs.

Ce cycle de conférences est présenté dans le cadre du programme des consultants et des ¢changes, sous I'égide du Panel
AGARD des Structures et Matériaux.
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INTRODUCTION
by

Paul Costa
Materials Department, Head, ONERA
BP 72
F92322 Chatillon Cedex
France

The last fifteen years have been marked by considerable changes in aeronautical materials. One of the main areas
ot change has been a notable lightening of the structures employed in aircraft design, thereby increasing specific thrust, of
principal concern in military aeronautics, for both aircraft and helicopters. Reduction in weight has been achieved in a
number of ways; mainly through the increasing use of polymer matrix composites, from the initial smali-scale applications
involving mechanical parts with a low critical value to the more extensive applications in wings, as demonstrated with current
designs for combat aircraft.

Within the last few years, in response to the development of the polymer matrix materials, the main producers of
aluminium alloys have once again taken up the development of aluminium-lithiuin alloys in order to exploit their advantages
of low density and high elastic modulus. In fact, these alloys had been known about for some thirty years but major
investment was required for their development, especially in production technology. Work in this field has been particularly
dynamic and productive. In less than a decade, a fairly low level of understanding of the field has been transformed into the
industrial production of new optimised alloys (obtained using highly specialised casting techniques), the development of
associated technologies such as superplastic forming and the adoption of these alloys for current aircraft design projects.

A great many meetings have been held on aluminium-lithium alloys over the last five yars, but the AGARD
Specialists’ Meeting organised in Mierlo in October 1988 came at particularly opportune moment. For the first time, it
enabled a comparison to be made between existing alloys on the basis of research and characterization studies. These studies
were mostly carried out on a cooperative basis by alloy manufacturers and the major research establishments and provided
a picture of the industrial developments planned by the aircraft manufacturers.

At the same Meeting, one session (out of five) was devoted to other light alloys. A number of materials have
emerged concurrently in recent years: firstly, the aluminium and magnesium base alloys produced by powder metallurgy, often
involving rapid solidification routes; secondly, particulate composite alloys (often produced via powder metallurgy routes)
and intended for similar applications to the first group, and finally long fibre composites for use in space-flight structures
of high dimensional stability, but which may also find a use in certain aeroengine parts or for second generation supersonic
(and hypersonic) transport aircraft.

The Lecture Series on New Light Alloys has been organized on the same frame as this Meeting. The speakers have
been chosen among the authors of Mierlo, who have of course been requested to update their contributions, due to the
elapsed time (approximately two years). Beyond the total duration, which has been slightiv reduced, the main difference
between the two events lies in the general equilibrium between the various parts: the aluminium-lithium alloys wiil be this
time treated as one of the considered alloy families - though undoubtedly the most important -, and Dr. C.J. Peel (Royal
Aeronautical Establishment), who had formerly the task of giving a final synthesis of the contributions to the Specialists’
Meeting, will give an overall review of the state of the art in this field, which will be followed by a talk by Pr. E.A. Starke
Jr. (University of Virginia) more specifically devoted to the physical metallurgy of these alloys. Conversely, composites will
be more extensively treated; half a day will be devoted to this subject, with a talk on long-fibre composites by Dr. J.F. Stohr
(ONERA) and another one on particulate aluminium-matrix composites, materials which are along with aluminium-lithium
alloys closest to application, due to their relatively low cost, by Pr. Harris (Nottingham University).

The second day will be exclusively devoted to powder-metallurgy aluminium and magnesium alloys with, for the first
metal, an overall review by Pr. Koczak (Drexel University) and an account of some physical-metallurgy aspects by Pr.
Champier (Institut Polytechnique de Lorraine, Nancy), and finally a presentation of the new magnesium alloys by Dr. D.J.
Bray (Royal Aeronautical Establishment).

A round-table, interacting with the audience, will end this event.




INTRODUCTION
par

Paul Costa
Ingénicur Général de 'Armement
Direcieur des Matériaux a 'ONERA (France)
BP 72
F92322 Chatillon Cedex
France

La période de quinze ans qui s'achéve a été marquée par un renouvellement considérable des matériaux
aéronautiques. L'une des lignes de force de cette modification est I'allégement des structures qui contribue 3 'augmentation
de la poussée spécifique, préoccupation centrale de I'aéronautique militaire, tant pour les avions que pour les hélicoptéres.
Diverses solutions sont apparues : application tout d’abord & des composites & matrice polymere a des parties d'importance
croissante, dans un premier temps éléments peu critiques sur le plan mécanique, puis progressivement parties de 12 voilure,
notamment dans les‘avions de combat actuellement en cours de conception.

A quelques années d’intervalle et en concurrence des matériaux précédents, les principaux producteurs d’alliages
d’aluminium ont repris le développement des alliages aluminium-lithium, alliages de densité et de module d'élasticité tres
favorables. Ces alliages étaient connus depuis une trentaine d’années, mais leur mise au point et plus encore leur production
exigeaient des investissements importants. Les études dans ce domaine ont été particuliérement actives et fructueuses
puisque 'on a su, en guere plus de dix ans, parcourir tout le trajet séparant un niveau initial de connaissances assez fruste,
de la production industrielle d’alliages nouveaux optimisés, obtenus par des technologies de coulée trés particulieres, du
développement de technologies connexes comme le formage superplastique, et de I'insertion dans les projets en cours de
nouveaux avions.

De nombreuses réunions se sont tenues au cours des cinq derniéres années sur ce théme. La Réunion des
Spécialistes qui s’est tenue dans le cadre de '’AGARD a Mierlo en octobre 1988 est intervenue a un moment tout 2 fait
opportun, dans la mesure ol elle a permis pour la premiére fois une comparaison entre les alliages existants, sur la base
des recherches et des caractérisations, menées souvent sur le mode coopératif, par les industriels et les grands établissements
de recherche, et de faire le bilan des développements industriels envisagés par les constructeurs aéronautiques.

Parall¢lement, il a paru utile de consacrer une partie de la réunion - en fait une session sur cinq - & d'autres
matériaux dérivant des alliages légers. Plusieurs autres familles sont en effet apparues concurremment au cours des derniéres
années : alliages d’aluminium ou de magnésium, produits par métallurgie des poudres, et relevant le plus souvent de
techniques de refroidissement rapide, alliages composites particulaires, proches des précédents tant par la technologie
(métallurgie des poudres) que par les applications, composites a fibres longues, applicables aux structures spatiales Ge grande
stabilité dimensionnelle, mais qui peuvent également trouver un emploi pour certains éléments de moteurs aéronautiques,
ou des avions de transport supersoniques de seconde génération - voire hypersoniques.

La Série de Conférences (Lecture Series) sur les nouveaux alliages légers a été organisée dans le droit fil de cette
réunion. Les conférenciers ont été choisis parmi les intervenants de Mierlo, auxquels il a été demandé bien entendu
d’actualiser leur exposé en raison du temps écoulé (deux ans environ). Outre la durée, un peu réduite, la différence
principale entre les deux événements réside dans I'équilibre général entre les diverses parties : les alliages aluminium-
lithium seront cette fois traités comme I'une des familles d'alliages envisagés - sans doute la plus importante -, et il a été
demandé au Dr. C.J. Peel (Royal Aeronautical Establishment), & qui il était revenu précédemment de faire la synthése des
interventions lors de la réunion de spécialistes, de donner une revue globale de I’état de I'art dans ce domaine, revue qui
sera suivie d’un exposé plus particulier du Pr. E.A. Starke Jr. (Université de Virginie) sur les aspects relevant de la physique
métallurgique de ces alliages. A contrario, il a é1é prévu de s'étendre davantage sur les composites, auxquels sera consacrée
une demi-journée avec un exposé sur les composites A fibres longues de M. J.F. Stohr (ONERA) et un autre exposé sur
les composites particulaires, 2 matrice aluminium, qui sont sans doute avec les alliages Al-Li le matériau dont 'application
est la plus proche, en raison de son coit relativement limité.

La seconde journée sera exclusivement consacrée aux alliages légers d’aluminium et de magnésium obtenus par
métallurgie des poudres, avec pour le premier métal une revue de syntheése par le Pr. M. Koczak (Drexel University) et un
exposé sur la physique métallurgique du Pr. Champier (Institut Polytechnique de Lorraine, Nancy), et enfin une présentation
des nouveaux alliages de magnésium par le Dr. D.J. Bray (Royal Aeronautical Establishment).

Une table ronde, en interaction avec I'audience, terminera cette manifestation.
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THE DEVELOPMENT OF ALUMINIUM LITHIUM ALLOYS: AN OVERVIEW

C J PEEL

MATERIALS AND STRUCTURES DEPARTMENT
ROYAL AEROSPACE ESTABLISHMENT
FARNBOROUGH HANTS UK GU14 6TD

INTRODUCTION

For the last decade the aluminium industry has been redeveloping
aluminium-lithium alloys for aerospace use. Whilst not new in
concept or in technology, these alloys would appear to offer the
aircraft designer as much weight saving as non-metallic composite
materials with the added advantage of the continued employment of
well developed manufacturing routes supported by existing expensive
equipment. It is clear that, were it not for significant technical
and production difficulties, many of the airfames produced today
would already be manufactured in aluminium-lithium alloy. This
paper will attempt to highlight, not only the property advantages
that enable very significant weight savings to be achieved, but
those difficulties that are being slowly overcome by intensive
effort. The scale of this effort can be judged by the fact that the
last of the five International Conferences, held exclusively on
aluminium-lithium alloys, produced over 1700 pages of print (1). It
is far beyond the scope of this paper to comprehensively review
this aggregated volume of work but an attempt is made to precis
those aspects thought by the author to be most relevant to the
successful outcome of the development.

HISTORICAL DEVELOPMENTS

Lithium additions have been made to aluminium alloys since the
1920’s. Early work included inconclusive evaluations of lithium as
a strengthening addition to aluminium (2) and the effects of
lithium as a trace addition in alloys hardened by other elements
(3). However, the first known reference (4) to highlight the
potentially attractive properties of alloys containing more than
2wt % lithium, i.e. with a major density reduction, did not appear
in the United Kingdom until 1960, and was seemingly contemporary
with Russian work on aluminium~magnesium-lithium alloys. The
Russian work culminated in British and French patents in 1969 (5).
In North America interest in the value of lithium additions had
slowly developed around the perceived strengthening effects of
small lithium additions to the aluminium-copper system with the
1942 patented example (6) of LeBaron illustrating the strengthening
effects of a combination of approximately 1% lithium with a trace
element such as cadmium, indium or tin. This theme was further
investigated by Hardy and Silcock (7) and, in 1957, Alcoa
introduced the commercial X2020 variant as an aerospace alloy
exhibiting high compressive strength and stiffness with a modest
reduction in density. This alloy achieved some limited application
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and performed well (8), although the perception at the time was
that the alloy was brittle. A new plot of contemporary data reveals
that, although the 2020-Té6 may have exhibited low toughness, it was
being used in a very strong condition and not was not dissimilar in
its relative performance to other high strength alloys [ Fig.1 ].
Activity in France at this time resulted in a patent by Pechiney
covering a process to reduce oxidation during the melting of
aluminium-lithium alloys. Work on both sides of the Atlantic
continued in the 1960’s with detailed investigations of the trace
element strengthening effects of lithium additions, with a notable
contribution (9) by Silcock, and began during the 1970’s to
emphasize the value of density reduction achieved with higher
levels of lithium addition. By the late 1970’s focussed alloy
developments had been started with density reduction as a major
theme with strong contributions funded by Industry and Government
in North America and, to some extent in Europe. Developments during
the 1980’s have become increasingly commercial with the emergence
of major new alloys based on the targets of the late 70’s. The
performance and characteristics of these new alloys is the major
theme of this paper.

CONCEPTUAL DESIGN ASPECTS

Structural Design Concepts

With the realisation that aluminium-lithium alloys could be
developed to directly exploit their reduced density, in contrast to
the exploitation of elevated mechanical properties, it is
noteworthy that the Russian alloy now designated 1420 was both
early in its development and application and still exhibits one of
the lowest densities available for a commercial alloy. Compositions
and densities of some selected variants of these early alloys
illustrate this point [ Table 1 ]. Considerable attention had been
paid to design studies during the 1970’s and these appeared to
reinforce the concept of density reduction as the main driving
force behind the development of aluminium-lithium alloys. This is
typified by the Lockheed design data (10) [ Fig.2 ] which reveals
that weight savings achieved with density reduction far outweigh
the savir.ys gained from a similar proportional increase in
mechanical properties. Detailed design studies (11) predicted that
aluminium-lithium alloys meeting predefined alloy development
targets would be able to produce weight savings of the order of 8%-
15% by a combination of density reduction and property enhancement
[ Fig.3 ]. A retrospective study of these claimed potential weight
savings compared to those actually achieved in demonstrator and
prototype parts reveals that, in general terms, they were accurate
and that savings of up to approximately 15% are achievable with
aluminium-lithium alloys competitive with most advanced materials
including the non-metallic composites.

Structural designs that were optimised to exploit aluminium-lithium
alloys were found to require the new alloys to exhibit the same
range in properties that had long since been developed in
conventional alloys. This requirement allowed the concept of alloy
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substitution to be developed. In this technique literal
substitution of an aluminium-lithium alloy for a conventional alloy
could be contemplated with, all things being equal, an immediate
weight saving accrued from the density reduction. The concept could
be further extended to new design in which a notional substitution,
of a new alloy for the conventional, could be made to exploit both
the reduction in density and also any property improvements.
Substitution, in this case, would be on the basis of alloy type for
alloy type, i.e. a damage tolerant aluminium-lithium alloy would be
chosen where, conventionally, a damage tolerant material such as
2024-T3 would have been used. Whilst, in design terms, this concept
might well prove to be extremely effective allowing easy embodiment
of the new alloys, it has the disadvantage of producing a
requirement for the new alloys to meet many, quite different, alloy
specifications. For example, aluminium alloys are used at
relatively low strength levels, in a damage tolerant role, at
intermediate strength levels as a general engineering material,
where perhaps specific stiffness might be most important and,
finally, there is a relatively wide range of high strenjth alloy
variants.

The distribution of usage of alluys in these three categories is
illustrated [ Table 2 ]. Because aluminium alloys are used in a
variety of product forms including sheet, plate, extrusion,
forgings and tubes etc. the problem is compounded into a
requirement for all these product forms operating at the different
property levels outlined. Additionally, individual aerospace
companies, as potential users of the material, have raised their
own house specifications often subtly different from those of their
competitors. The complexity of the situation, as perceived for the
UK alloys, is illustrated ( Fig.4 ] but the same mutiplicity of
option faces all the other aluminium-lithium alloy suppliers,
further compounding the problem of too many alloys in too many
forms,

Cost of Material and Manufacture

The second major issue in conceptual design terms is the cost of
manufacture using aluminium-lithium alloys. Conventional aluminium
alloys have dominated in the manufacture of aircraft structure for
decades perhaps because of their combination of good technical
properties, low material cost and relative ease of manufacture.
Whilst the debate will continue, as to the relative technical
merits of non-metalliic versus metallic airframe construction,
ultimately decisions on the applications of these new materials
will probably be based on cost of manufacture. In this respect
advanced composites, both metallic and non-metallic, and aluminium-
lithium alloys are intrinsically expensive materials. With the
addition of up to 3% by weight lithium, these new alloys would
appear to have to carry a premium of at least 100% in the cost of
the raw material. It is clear that the efficiencies of production
and of utilisation of this more expensive material must better
those of conventional aluminium alloys, if at all possible, to
attempt to offset the initial premium on material cost. At present
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ingot sizes are relatively small and production routes somewhat
specialised but, in principle, improvements in this area do not
appear to be impossible since considerable attention has been given
to fabrication processes during production, forming and finishing
technigues and associated heat treatment practices. Moreover, the
predicted relatively high cost of the aluminium-lithium alloys has
concentrated attention on product forms that potentially can yield
high levels of utilisation such as extrusions, sheet and die
forgings and somewhat disc-~araged the development of thick gplate.

Detailed considerations of the effects of material cost in the cost
of aircraft manufacture reveal that, in addition to utilisation
rate, the intrinsic value of the scrap that is produced is a major
issue. Significant efforts have been made to generate a scrap
recovery system for the emerging aluminium-lithium alloys and to
develop cost effective technoiogy for the reclamation of the
valuable ingredients of the alloys for re-use (12). Considering
that major airframe manufacturers may well convert half of the
aluminium-lithium alloy that they purchase to scrap and that, if
all continues successfully, they may well be purchasing thousands
of tonnes of metal per year, it can be seen that this issue is of
major importance. The scrap cycle is illustrated [ Fig.5 ]
following the paper of Little (13).

ALLOY CHEMISTRY AND MANUFACTURING METHODOLOGIES
Alloy Chemistry

A range of new aluminium alloys containing lithium has slowly
evolved over the last decade. In addition to the Al-Mg-Li alloys
cypified by the Russian development of 1420 alloy, the Al-Cu-Li
alloy originally developed in North America as 2020 has been
extended to greater lithium concentrations in the newer 2090 alloy.
The Al-Cu-Mg-Li series was found to offer promise by research on
both sides of the Atlantic and alloys such as 2091 and 8090 have
developed, although the latter should be strictly described as an
Al-Li-Cu-Mg alloy. The compositions of these alloys are listed

[ Table 1 ] with their densities. It can be seen that the two
development themes earlier identified have continued. Those, with a
higher lithium addition such as 1420 or 8090, are aimed at
maximising the density reduction by lithium addition, whilst those
such as 2020 or Weldalite seek to exploit trace element effects of
the addition of the lithium in perhaps irducing greater levels of
precipitation. Whilst attention in this paper is focussed on
registered alloys undergoing commercialisation it should be
realised that they represent a very small selection from a very
large body of candidate alloys, too large to be encompassed in
detail in this paper.

Alloys developed specifically to suit manufacturing routes that can
exploit rapid solidification technology and mechanical alloying
practice should also be included and a limited selection is listed.
Once again the list of experimental alloys disclosed in the
literature is large.
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Finally, it may be the case that future developments (14) might see
the use of aluminium-lithium alloys as the basis of metal matrix
composites reinforced with the addition of ceramic material in
particulate or fibre forms.

Ingot Manufacturing Technology

It should be understood that the new aluminium-lithium alloys have
been primarily aimed at the bulk airfarme manufacturing market
which, inevitably, requires the routine production of large
quantities of metal, often in relatively large pieces, that is an
ingot manufacturing route is seemingly required. However, the high
reactivity of lithium, especially when present in molten aluminium
alloy, with atmospheric oxygen and water vapour has caused
considerable production difficulties. These include very rapid
reaction at melt surfaces with the potential for inclusion of
oxides, nitrides and carbonates in the melt, the reaction of the
melt with foundry materials, crucibles, linings and moulds and
apparently an increased explosion risk (15). The manufacturers have
clearly had to develop methods to control the reaction of lithium
with the atmosphere in the casting process. The results of a large
body of trial explosions conducted jointly by Alcan, RAE and the
University of Aston to assess the sensitivity of the reactions
between molten aluminium-lithium alloys and water must remain
mainly proprietary, but the effect of lithium in reducing the
surface tension of the molten alloy immersed in water can be seen
[ Fig.6 ].

Rapid Solidification Technology and Mechanical Alloying.

Alternative routes for production have also been developed (16-18)
including spray and jet casting, powder metallurgy and mechanical
alloying, in part to circumvent some of the ingot metallurgy
production difficulties and partly to attempt to take some benefits
from the extra alloying potential of rapid solidification and
related techniques. In discussing the value of these more elaborate
production techniques, two features seem to require investigation.
Namely, whether the advanced production route circumvents
production difficulties, such as the inclusion of flux or oxides in
casting, or introduces more problems of its own such as the
inclusion of oxide stringers derived from the particle surfaces for
example. Secondly, whether the increase in cost normally associated
with a more advanced technique is justified by an increase in
properties of value to the structural designer. Some of the
properties of the current alloys produced by these advanced
techniques are included later and it can be seen that, in general
terms, their balance of properties is somewhat similar to those of
the ingot metallurgy material. i.e. whilst there may be some
significant gains in the area, for example, of stress corrosion
resistance (18) there are losses in fracture toughness or
resistance to fatigue crack growth. Strength levels and density
reductions appear to be aimed at the same levels for ingot
metallurgy and rapid solidification materials.
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Indeed, to some extent, the performance of the alloys can be judged
to be independent of the method of manufacture such that there is
some evidence (16), for example, that 8090 Al-Li-Cu-Mg alloy can be
produced via the ingot metallurgy route or by spray casting to
yield similar properties. It may be that, at least in the author’s
opinion, rapid solidification per se is of little intrinsic value
in the aspect of increasing the lithium content in aluminium-
lithium alloys because the limiting feature is not a lack of solid
solubility but the damaging nature of the addition of lithium to
the mechanical properties. That is ingot alloys already contain in
the region of 10% lithium (atomic) at the tops of their composition
ranges. To achieve significant density reductions by the addition
of, for example, 15% lithium would produce major property
reductions, particulary fracture toughness. Materials that are
mechanically alloyed would appear to be optimised (18) for the
process which is expected to include oxides and carbides in the
material and possess natural limitations to the composition that
may be successfully alloyed as a consequence of its processing
route.

There remains the special issue as to the potential of the rapid
solidification routes to improve the performance of aluminium-
lithium alloys at elevated temperatures. This is addressed, to some
extent, in the Section on elevated temperature properties.
Additionally, it may be the case that the combination of
particulate reinforcement and an aluminium-lithium alloy matrix
will produce a very high performance metal matrix composites,
suitable for high temperature applications (14). These materials
are judged to be beyond the scope of the present paper. Whatever
route is chosen for production of the new aluminium-lithium alloys,
it is imperative that the metallurgical quality of the ingot or
billet is sound to enable premium quality aerospace materials to be
produced. In the author’s opinion, it is in this aspect that most
propblems have arisen.

Oxidation and Lithium Loss

One of the root causes of many of the production difficulties

would seem to remain the rapid oxidation of the lithium content of
the molten alloy. Even in the solid state, loss of lithium by
oxidation at the surface has posed problems. The combined reduction
of lithium and magnesium contents at the surfaces of metal heat
treated at high temperatures has led to the formation of what are
now referred to as "™ lithium depletion zones "™ in which the grain
structure of the alloys can be seen to be coarsened and the micro-
hardness reduced [ Fig.7 ). The surface zone of reduced solute
content and coarsened grain could well deleteriously affect the
strength of thin sheet products and there have been several studies
quantifying the rates of lithium depletion. The presence of water
vapour in the atmosphere of the heat treatment furnace seemingly
increases the rate of reaction considerably and can lead to the
formation of lithium hydride (21). However, this understanding has
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enabled thin sheet products to be produced and heat treated
successfully without significant degredation in properties and,
most encouragingly, there have been confirmed reports (22) that the
presence of a lithium depleted zone does not apparently adversely
affect the fatigue performance of the sheet metal. [ See Section on
Damage Tolerance ]

A related concern, to those of claimed added explosion risks in the
foundry and of lithium depletion, has been the performance of the
materials in high temperature salt baths. Here it had been surmised
that lithium contamination of the baths might produce a

deleterious build-up of lithium salts in the bath or that the
alloys might, in some way, cause an instability in the bath, even
an explosion. Carerully staged trials (23) of aluminium-magnesium
and aluminium-lithium alloys, the latter containing up to 10 wt$%
lithium addition, revealed that instability occurred in the baths
when the bath temperature was sufficient to melt the alloy being
heat treated. In the respect that the melting points of *-=
aluminium-lithium alloys were significantly higher than .Jse of
the aluminium-magnesium alloys, the lithium-bearing alloys could be
deemed safer than the conventional alloys. In the further respect
that the melting points of the aluminium-lithium alloys exceed the
safe maximum working temperatures prescribed for the nitrate salt
baths, typically 550°C, it could be stated that no new problem had
been uncovered beyond the normal requirements for the safe
operation of heat treatment salt baths.

There remains the general concern in the aluminium alloy industry
that contamination of conventional alloys by aluminium-lithium
scrap will aff:ct the properties of the conventional materials and
a series of proprietary trials have investigated this point.
Perhaps most at risk are special product forms such as welding
wire, where the presence of lithium contamination could prove
critical and sheet and foil with highly polished finishes that may
prove to be vulnerable to blooming caused by the rapid oxidation of
lithium contamination. These issues have been studied and are to
some extent controlled by the management of lithium containing
scrap and to some extent of less consequence than first feared.

PHYSICAL PROPERTIES

Three physical features of aluminium-lithium alloys require
particular comment. Firstly, significant attributes are the
reduction in density and the increase in elastic modulus achieved
with the addition of lithium to aluminium alloys.

Currently, commercial alloys contain up to approximately 10% atomic
concentrations of lithium (equating to approximately 2.75% by
weight) producing a density reduction of approximately 10% because
of the very low density of lithium ( 0.53 g/cc ).

To aid in the prediction of alloy density from composition or in

checking alloy composition, in particular lithium content, from
density, the author developed the following expression (24) for
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alloy density by assuming that each elemental addition would
contribute mass and volume in accord with its concentration and
individual density:-

Density, g/cc = 2.71 - 0.079Li + 0.0245Cu - 0.010Mg + 0.018%Zn

where the atomic symbols represent the concentration of those
elements in weight percent. This formula has proved sufficiently
accurate to predict densities to + 0.005 g/cc and a plot of
predicted densities against those determined practically is
included [ Fig.8 ]. The great value, in terms of saving weight in
new designs, by exploiting reduced densities should perhaps be
restated, noting that alloy chemistries have been included in this
plot that extend the density reduction beyond that achieved with
1420 or 8090 alloys.

The increase in modulus with lithium addition is also well
documented and the mechanism of the increase has also been
addressed to some extent (25). The levels of lithium addition
achieved in practical alloys would appear to limit the achievable
modulus to approximately 80 GPa [ Fig.9 ]. Further extensions
beyond this level would appear to require the use of rapid
solidification techniques or additions of ceramic reinforcements.
It would appear that the elastic modulus of the aluminium-lithium
alloys is reduced slightly and continuously by artificial ageing,
consistent with the principal stiffening influence of the lithium
addition being in solid solution form [ Fig.10 ] and by elevation
of the test temperature.

The addition of 10% (atomic) lithium also has a marked effect on
thermal and electrical conductivities [ Table.3, Figs.11 and 12 ].
The reduction of electrical conductivity to approximately half that
of a conventional aluminium alloy (24) could potentially pose
problems in the performance of structure struck by lightning. For
example, if the minimum gauge of sheet permitted is controlled by
electrical conductivity to withstand lightning strikes then the
weight loss achieved with the application of aluminium-lithium may
be lost by the need to increase gauge for conductivity reasons. Low
thermal conductivity may also produce some difficulties in terms of
the length of time required for heat treatment and in limiting
gauges of metal that can be used without problems of quench
sensitivity. The quench sensitivity of the current alloys has been
studied in some detail and it would appear that the richer alloys
are vulnerable to the precipitation of copious quantities of
embrittling T1 phase amongst others (26,27).

MECHANICAL PROPERTIES

It was indicated previously that several categories of aluminium-
lithium alloys could be selected on the basis of their mechanical
properties i.e. low strength alloys with high toughness or damage
tolerance, medium strength and high strength alloys. The necessity
for this selection of categories arising from the natural inverse
relationship of properties such as toughness and strength.

SR




Damage Tolerant Alloys

Two materials would appear to be contending in the important
cacegory of damage tolerant alloys suited for potential
applications such as lower wing skins and fuselage skinning. These
are both Al-Cu-Mg-Li alloys, 2091 and 8090, and both are seemingly
capable of producing high toughness at modest strength levels
(28,29). Additionally, both offer extremely good resistance to
fatigue crack growth under representative conditions. This latter
aspect being most important, being a major attraction of the
incumbent 2024-T3 alloy which, if they are to be successful, the
new alloys must replace. Two types of grain structure, with subtly
different properties should be included. Sheet, would seem to offer
the best combination of damage tolerance properties when
recrystallised and in an under-aged condition. Thicker gauges, such
as thin plate or extruded material would seem to be offered in an
un-recrystallised and under-aged condition. The gauge at which the
change in structure occurs is dependent upon the manufacturer and
the alloy. Controlled stretching, before ageing, appears to be
beneficial to the combination of strength and fracture toughness.
Tensile properties for these two damage tolerant alloys are
included [ Table.4 ] for the T81,/T8151, stretched and aged
conditions. However, it should be noted that, by accepting a
reduction in strength level, 2091 can be used in a naturally aged
condition to produce a high level of fracture toughness and
relative ease of manufacture, potentially suitable for damage
tolerant applications where strength is not critical. On the other
hand, the lighter, more dilute 8090 (in terms of copper and
magnesium contents) proves to be more stable enabling forming to be
conducted in the T3 condition with greater ease.

The key aspects of fracture toughness, represented by the Kr, crack
resistance curve, and the resistance to fatigue crack growth are
summarised in comparison to the performance of clad 2024-T3 sheet
[ Figs.13-16 ]. It can be seen (28-32) that both the selected
aluninium-lithium alloys can offer, potentially, a very high
resistance to fatigue cracking under constant amplitude conditions
and to fast fracture of long cracks, i.e. good fracture toughness.
The very high fracture toughness levels achieved in conventional
damage tolerant alloys and in the new aluminium-lithium alloys has
enforced the use of very large test pieces to attempt to obtain
validity in Linear Elastic terms. Plane stress Kr curves have now
been obtained by several independent bodies (33,34), including
those for panels up to 2m in width obtained by RAE. Plane strain
fracture toughness results are frequently found to be invalid
because of the limitations imposed on test piece size by plate
gauges, but Kq values can be quoted at representative gauges for
potential applications.

It seems to be clearly established that the resistance of the
aluminium-lithium alloys to fatigue crack growth under constant
amplitude loading is significantly better than that exhibited by
the conventional alloys. It is seeemingly the case that the reasons
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for this improved resistance to fatiqgue crack growth stem, in part,
from the increased level of elastic modulus but, principally, from
the propensity of the alloys to undergo plastic deformation in a
planar slip mode (35-38). That is, in the fatigue crack growth
process, the plastic deformation is concentrated on slip planes of
preferred crystallographic orientations producing facetted fatigue
crack fractures and crack growth at acute angles to the loading
direction. This type of fracture occurs in a most pronounced manner
at levels of stress intensity factor where the plastic zone size is
of the order of the grain size of the alloy and seems to be
maximised for the T-L stressing orientation. The tortuous crack
path increases the liklihood of crack closure effects on the
unloading portion of the fatigue cycle and as such the advantages
of the lithium containing alloys over the conventional diminish at
high mean stresses. The appearance of this tortuous crack path,
crack closure and shielding effects therefore control the extent to
which the aluminium~lithium alloys can outperform the conventional
in fatigue crack growth resistance and features such as stress
level and crack length, stress ratio, programme loading and
environment will all prove important in controlling crack growth
rates.

Of particular importance, in the author’s opinion, is the
resistance of the aluminium-lithium alloys to the growth of fatigue
cracks at low levels of stress intensity factor, whether at long or
short crack lengths. This is because in the practical situation of
the initiation and growth of many small cracks at neighbouring
fastener holes, the short crack growth behaviour will determine, to
a large extent, the all-critical crack growth life. A distinction
needs to be drawn between the short and long crack situations,
since for long cracks the advantage of the lithium-bearing alloys
is maintained whilst in the situation of short cracks, close to the
origin, the crack deviation and shielding mechanisms do not
necessarily produce such low crack growth rates (39,40). However,
further work may well be required in this area because many studies
of short crack growth behaviour naturally use field stresses that
are high in relation to general levels of stress applied in
practical structures and, for example the use of J integral rather
than linear elastic fracture mechanics has been found to be more
appropriate (40). Studies (41-44) have also been conducted into the
resistance of these new alloys under programmed load conditions and
in environments, more aggressive that the conventional laboratory
air. It would seem that, to some extent, both the application of
mixed loading levels, in the programmed load sequences, and the
presence of an aggresive environment speed up the rates of fatigue
crack growth relative to the 2024-T3 control alloy. However, in
many cases, the aluminium-lithium alloys maintain an advantage over
the existing alloys but perhaps on a reduced level. In the case of
programmed loading, it can be seen from the constant amplitude
loading data that the crack deviation effects are maximum at
intermediate levels of stress intensity factor, associated with a
critical size of plastic zone, and that a combination of programmed
cycles at stress intensity levels above and below this critical
regime, as well as in it, may well produce a crack straightening
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effect. That is, in particular, occasional cycles of high range in
stress intensity factor might well straighten a deviant crack, the
effects of the application of many small cycles being less obvious.
In this respect it is claimed (45) that the inclusion of single
compressive overloads is significantly more damaging to the fatigue
crack growth resistance of 2090 than to conventional alloys but
that the response to tensile overloads is better. However,
compression dominated programme loaded spectra can still show
advantages for aluminium-lithium alloys against conventional
control alloys.

It would appear that, in terms of resistance to fatigue crack
growth, the aluminjum-lithium alloys appear to possess a distinct
advantage over the conventional damage tolerant materials,
especially when the constant amplitude case is considered. It could
be arqued that it is this constant amplitude cycling that is most
important in that it represents the ground-air-ground aircraft
cycle which can produce a predominant contribution to the
accumulation of aircraft fatigue damage.

whilst, on a microscopical scale this effect of planar slip on the
nature of fatigue crack growth has given the aluminium-lithium
alloys a distinct advantage, the combination of the propensity to
planar slip and a pronounced crystallographic texture would seem to
give rise to longer range, macroscopic crack turning effects which
may be cause problems in structures, where a prediction of crack
growth direction is of importance (46). That is examples have been
produced, for all of the commercial alloys, of fatigue cracks that
produce a major change in growth direction away from the normal to
the applied stress. It would seem that the control of
crystallographic texture can induce or prevent this effect in
recystallised sheet according to the strength of the texture. This
is illustrated { Fig.17 ] for three sheets of 8090-T81 alloy with
selected crystallographic textures. Crack turning would seem to be
related to the strength of the texture and techniques that reduce
the textural intensity seem to prevent crack turning, but the exact
mechanism of the phenomenon is still being sought.

In terms of conventional fatigue life, S~N data, which is dominated
by crack initiation behaviour, aluminium-lithium alloys appear
(47,48) to behave as any conventional aluminium alloy, that is
their performance is controlled by aspects of surface quality and
the acuity of surface stress concentrations [ Figs.18,19 ]. It
would appear (49,50) that, in the respect of their sensitivity to
local chemical attack during anodising or pickling for example, the
aluminium-lithium alloys are less sensitive than some of their
conventional counterparts. This, in practice, may well lead to
small benefits in fatigue life for components given conventional
workshop finishes. Similarly, the new alloys appear to respond to
techniques such as cold working of the surface of notches or holes
to improve fatique resistance and they seem no more susceptible to
fretting fatique (51). Only a few studies of the performance of the
alloys in joints are available (52,53) that of Zink et al indicates
that that of damage tolerant 8090 can equal or better that of 2024.
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In studying the effects of surface quality on fatigque life, several
definitive studies (54-55) have been made on the effects of lithium
depletion on fatique life, stemming from concerns that soft surface
layers, such as pure aluminium cladding on conventional alloys,
significantly reduce fatique strengths [ Fig.20 ]. These studies
seem to show that lithium depletion does not significantly reduce
fatique strength, certainly in the case of tension-tension
stressing, although there are some indications that, under the
extreme conditions of bending stressing, some effects of the
depletion layer can be detected. Nevertheless, it would appear to
be the case that under notched or plain fatigue conditions,
aluminium-lithium alloys are likely to perform as well, if not
better, than conventional alloys. At present, it is not advised
that fatigue working stresses are increased for aluminium~lithium
alloys beyond the level that would be applied for conventional
alloys despite their apparently increased fatigue performance.

Medium Strength, High Stiffness Alloys

A considerable proportion of an aircraft structure is constructed
of medium strength general purpose alloy, typified by 2014-Té or
perhaps, 2024-T8. In many cases, stiffness is a critical property
in this category as may also be the limitations imposed by minimum
gauge. That is, with the thinner gauges of sheet material,
structure may well become stiffness critical and strength levels
and fatigue performance are unimportant, provided they exceed a
certain minimum level. High strength levels may be of little use,
because, to exploit very high strength levels, very thin metal may
be required ( e.g. < 0.3mm thick ), thinner than can sensibly be
manufactured or assembled into structure. With their reduced
density and increased stiffness, aluminium-lithium alloys appear
very attractive in this category. Comparison of the specific
stiffness of some selected aluminium-lithium alloys with
conventional alloys is made [ Fig.21 | revealing a 25% advantage
over conventional aluminium-zinc alloys. Advantage of the increased
stiffness and low density can also be taken in structure that is
prone to elastic buckling, where approximately 15% weight savings
can be made.

Achievement of the required levels of strength in the medium
strength category can be obtained from a range of alloys and heat
treatment practices (56-58) [ Table.5 ]. Seemingly both
recrystallised and un-recrystallised sheet and extrusion can
produce the required performance, but plate and forgings would
normally be unrecrystallised. The major requirement has been to
attempt to balance the properties of these alloys to optimise the
combination of strength, toughness and corrosion performance. In
terms of the usual design properties such as strength and toughness
in the longitudinal and transverse directions, few problems exist.
However, a closer inspection reveals problems with pronounced
anisotropy in property levels, particularly in unrecrystallised
sheet, such that in extreme cases, a 100 MPa drop in strength can
be observed (59) at angles in between the longitudinal and
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transverse [ Fig.22 ]. This effect afflicts all the aluminium-
lithium alloys produced by the ingot metallurgy route to variable
extents that depend upon the degree of recrystallisation and
precipitation. That is, it is once again the result of the
combination of a propensity to planar slip and the presence of a
strong crystallographic texture.

Recrystallisation reduces the anisotropy significantly in the case
of sheet [ Fig.23 ] and heavy precipitation of phases such as the S
phase (Al2CuMg) can be used to block planar slip producing
isotropic behaviour. The use of stretching, before ageing, and
duplex precipitation treatments (60) can encourage this type of
desired precipitation and is the more effective in plate and
extrusions, where stretching before ageing is virtually universally
applied. The anisotropy of tensile properties and, to some extent,
of fatiqgue properties has been checked in plate material both in
terms of variation of properties in the plane of the plate and in
terms of variation in planes tested at selected levels through the
plate (61). In common with other thick section alloys grain refined
with a zirconium addition, variations have been found, but, as with
the conventional alloys the lowest property levels measured, appear
to just achieve the specified miniumum property levels required.

In thicker section materials further problems arise in the need to
obtain high performance in the short transverse direction. Tensile
ductility, fracture toughness and stress corrosion performance are
the obvious measures of quality, but short transverse fatigue
strength and fatigue crack growth resistance have also been
checked. There seems little doubt that acceptably good levels of
short transverse ductility have been reproducibly obtained

[ Table.5 ] but also that, on occasions, the ductility in this
direction falls to zero reflecting difficulties in obtaining the
desired quality of material in the cast ingots. Poor ductility in
this direction is associated with reduced strength as is common
with all ductile metallic materials.

The fatigue strengths and resistance to fatigue crack growth in the
short transverse direction do not seem to be deficient. Indeed, in
comparison with conventional alloys produced and finished with
representative pickling and anodising treatments, the aluminium-
lithium alloys seem to be at least as good, if not better than the
high strength aluminium-zinc alloys that provided a natural
comparison [Fig.24 ]. In this respect, the low level of quench
sensitivity exhibited by the dilute 8090 alloy has proved a major
benefit. The situation with regard to short transverse fracture
toughness is not so clearly satisfactory however. Whilst acceptable
levels of S-L fracture toughness in excess of 18 MPa/m have been
demonstrated and, on occasion, high levels approaching 30 MPa/m
have proved possible, there remains the general concensus that the
short transverse toughness of aluminium-lithium alloys is lower
than that of the conventional alloys at the same strength level. In
the author’s opinion it would seem that obtaining high toughness in
this direction has proved possible, establishing that there is no
fundamental inaderjuacy in the aluminium-lithium alloy system, but
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that the high level of variabilty demonstrated indicates a certain
lack of understanding and metallurgical control. Some of this
variability may well stem from data obtained with early cast
material, in which the ingot quality might legitimately be
questioned and in this particular circumstance poor toughness can
be correlated with poor short transverse ductility. However, there
remain problems even in plate with demonstrably good quality.
Firstly, it can be seen that short transverse fracture toughness
decays with artificial ageing. This is common to all high strength
aluminium alloys that are precipitation hardened. After a period of
ageing the S-L toughness appears to reach a low plateau value and
little change occurs thereafter (62) ([ Fig.25 ]. In this respect
the aluminium-lithium alloys behave most like the aluminium~copper
alloys. It would seem that the rapid initial decay in toughness is
associated with the strengthening of the matrix and the
concentration of deformation at the grain boundaries and that the
very slow decay along the plateau with further ageing is associated
with the slow precipitation of coarse particles of intermetallic
phase on the grain boundaries. It has been discovered (63) that a
short "reversionary" ageing treatment can demonstrate a startlingly
powerful effect on the S-L toughness almost irresepective of the
aged condition of the material to which it is applied [ Fig.26 ].
There are several explanations proffered for this phenomenon.

In addition to these recognised effects of ingot quality and
precipitation, there has appeared a body of evidence (64-66) that
suggests that the aluminium-lithium alloys are more prone, in some
way, to embrittlement by alkali metal impurities additional to the
deliberate lithium addition. The mechanism proposed for this effect
is that of liquid metal embrittlement, in which phases containing,
for example, sodium and potassium are in a molten state in the
grain boundaries at room and slightly elevated temperatures. Low
levels of alkali metal contamination are common to most aluminium
alloys but it has been suggested that aluminium-lithium alloys
could be both subject to increased levels because of the alkali
contaminants in the lithium addition and because the elements such
as silicon, that may normally bind the sodium in an innocuous form
ir conventional alloys, are now associated with the lithium
addition, freeing the alkali impurities to concentrate on and
embrittle the grain boundaries. It would certainly seem to be the
case that deliberately added excesses of sodium or potassium can
embrittle [ Fig.27 ]. However, it is not clear whether the low
levels of residual impurity found in current commercial casts of
the aluminium-lithium alloys such as 5 ppm sodium, are in any way
deleterious. It would appear that by control of quality and heat
treatment practice, adequate short transverse properties will be
attained. It needs to be demonstrated that this can be done
consistently.

Transverse properties are also most important in forged material.
Considerable progress has been achieved in the development of
aluminium-lithium forgings both in the closed die and hand forged
varieties. A feature of particular significance is the slow
response of the aluminium-lithium alloys to ageing and the

R




consequent need to employ cold work before ageing to optimise
properties. This technique is naturally difficult in shaped die
forgings, although successful examples can be found in the
literature (67). Hand forgings are more readily cold worked before
ageing and a large body of data now exists for selected alloys in
this form. On one hand, it would seem that the dilute alloys such
as 8090 or 905XL will be suitable for thick section application in
that the quench sensitivity of these dilute alloys is low, on the
other hand, it would seem that the richer alloys may well respond
better to ageing without prior stretch and so be better candidates
for the higher strength requirements. It has been demonstrated
(68,69) that, both a delay before ageing, after quenching, and a
slow heat-up to the ageing temperature can be beneficial to the
balance between strength and fracture toughness. The properties
(70) of selected current alloys in forged form are illustrated
including data for very thick sections [ Table 6 ].

High Strength Alloys

Undoubtedly the combination of low density, high stiffness and high
strength would be of great value in many aerospace designs provided
other properties such as fatigue and corrosion resistance are
maintained at a viable level. For many applications, primarily
loaded in compression, a reduction in the levels found in the
medium strength categories for fracture toughness and possibly
corrosion performance could be acceptable. Potential and commercial
alloys meeting this categotry are represented by 2090, 8091 and
CP276 with 2090 being singularly the most advanced { Tables.1,7 }.
High strength alloys are required as sheet, thin plate, extrusions
and, importantly, as die forgings. Whilst it has proved possible to
obtain very high strength material in T8 tempers, once again
product forms such as sheet and die forgings, where cold work may
not always be employed, have proved difficult. It is presently the
case that to obtain very high strength levels, unrecrystallised
material is used which can introduce problems of anisotropy in
properties (71). Whilst very high strengths have been reproducibly
obtained, fracture toughness levels have proved to be at an
acceptable level, especially in material aged with prior cold work
(72). One explanation (73) for the relatively high level of
fracture toughness obtained in the important L-T and T-L directions
is that the relatively poor short transverse capability allows a
controlled form of delamination to occur in the plane of the
material, thereby effectively dividing the material into thinner
gauge laminates and so toughening it. Whether this argument is
accurate or not, as the short transverse properties slowly improve
there is little evidence of a deterioration of the L-T and T-L
values.

Relevant data (71) from a large compliation of results for 2090
have been included throughout this paper [ Table.7 ].
Compression performance is important in this category and a
brief comparison is made of the contending aluminium-lithium
alloys against aluminium-zinc alloys [ Table.8 }.

I
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CORROSION AND STRESS CORROSION

A major concern with all aluminium alloys used in aerospace
applications is the prediction of long term service
performance in real environments from accelerated laboratory
testing. Accelerated tests, on occasions, have proved both
pessimistic and dangerously optimistic. In many cases
seemingly good corrosion resistance is destroyed by galvanic
and crevice corrosion conditions. The forms of corrosion
attack that have been reported for the ingot metallurgy
aluminium-lithium alloys 2090, 2091 and 8090 are typical of
high strength aerospace aluminium alloys and include pitting,
crevice and intergranular corrosion, exfoliation and stress
corrosion cracking. The susceptibilty to attack in these
forms depends upon the alloy in question, its grain structure
and heat treated condition and the environmental regime in
which it was tested as for all aluminium alloys. For example,
comparison between sheet versions of aluminium-lithium alloys
8090 and 2091 and bare control alloys of the 2000 and 7000
series types revealed (75) that the aluminium-lithium alloys
have a propensity to exfoliation and blistering attack as
opposed to severe pitting in the case of the control alloys,
reflecting the more laminar grain structure of aluminium-
lithium sheet.

Corrosion Resistance

The resistance of aluminium-lithium alloys to forms of
general corrosion, such as pitting and dissolution, have been
assessed by weight loss and microscopy for a wide range of
alloys in different heat treatment conditions exposed to a
natural situations that have included the rural, industrial,
sea coast, tropical maritime and aircraft environments (76-
79). In general terms, all the ingot metallurgy alloys have
been found to pit, corrode intergranularly and exfoliate to
some extent depending again on grain structure, heat
treatment condition and alloy chemistry. 2090 and 8090 sheet
alloys in the unrecrystallised condition tended to exhibit an
exfoliation type of attack in the marine environment for
example. For 8090 an ageing condition slightly below peak
strength ( e.g. 16 hours ageing at 170°C ) conferred the
highest susceptibility to the alloy, lighter ageing typical
of an adhesive bonding cycle produced a highly resistant
condition and overageing also produced good results. In
slight contrast, the worst condition identified for 2090
appeared to be after a slack quench into boiling water whilst
a high strength condition T8E41 gave good resistance to sea
coast and tropical ocean exposure (80,81). Generally, 2091
performed well in comparison to the control alloys when
exposed to natural environments (82). Again a naturally aged
condition appeared to give good resistance to exfoliation and
pitting. Some scatter reported in American tests was
attributed to differences in grain structure (83).
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The relative rates of attack and the nature of the attack in
these natural environments have been compared to those
obtained in accelerated media [ Table.9 ] and weight losses
and corrosion susceptibilities have been explained to some
extent (84,85) using electrochemical characteristics
determined in the laboratory. For example, the current-
potential diagrams for 8090 and 2091 in sheet forms reveal a
performance typical of conventional aerospace aluminium’
alloys with cathodic corrosion with associated hydrogen
evolution at low potential values, followed by passivity at
intermediate levels up to the pitting potential with the
onset of pitting or intergranular attack beyond the breakdown
value according to the composition and heat treated condition
(84). Artificially aging tended to promote a reduction in
pitting potentials for the alloys studied in aerated 3.5%
NaCl solution and was again associated with an increased
tendancy to promote grain boundary attack (85).

In accelerated laboratory testing environments increasing
acidity in any corrodent increased the rate of attack and
tended to encourage intergranular forms of attack. In freely
corroding situations the composition of the matrix of the
alloy selected tended to control the rate of attack, that is
the rate of the cathodic reaction was controlling the
corrosion rate and, was itself, strongly dependent upon the
composition of the alloy. For example, those alloys rich in
copper show a much more rapid rate of attack than aluminium-
magnesium-lithium alloys under identical conditions. The
relative cleanliness and dilute nature of many of the
aluminium-lithium alloys tends to inhibit local pitting which
may be encouraged by the presence of coarse intermetallic
particles, whilst grain boundary attack was exacerbated by
under-ageing conditions that produced near-continuous grain
boundary precipitation. Again typical of most aerospace
aluminium alloys, grain boundary microstructures that were
very clean on a microscopic scale, e.g. as quenched
conditions, tended to produce very high levels of corrosion
resistance and thorough ageing of 2090 or 8090 to high
strength levels and beyond restored relatively high levels of
corrosion resistance associated, presumably, with grain
boundary particle coarsening.

Exfoliation Attack

Considerable effort has been expended on the correlation of
the results of accelerated media testing with those obta.ned
in the natural environment such as the sea coast with
particular respect to the prediction of sensitivity to
exfoliation. Several researches have indicated concern over
the value of the highly acidified EXCO test media and in
general the MASTMAASIS test seems to give a more consistent
correlation from alloy to alloy and temper to temper (83,86).
However, exceptions can be found to this conclusion. Grain
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boundary corrosion attack in the form of stress corrosion and
exfoliation has been reported for most of the ingot
metallurgy aluminium-lithium alloys in both sheet and plate
forms and a reliable quick test would be of great value.
Whilst, EXCO testing based on visual assessment or rating of
exposed panels did not appear to be able to distinguish
adequately the subtle nature of the response of the
aluminium-lithium alloys in different ageing conditions, it
has been claimed (87) that quantification of the degree of
attack in the EXCO tests iuproves matters.

There is some evidence (88) that other production routes,

that suppress or circumvent the formation of grain boundaries
containing precipitates, such as machanical alloying and
possibly some of the rapid solidification technicues (89) can
exhibit an inherently high resistance to these forms of grain
boundary attack. For the bulk of the aluminium-lithium alloys
however, it would appear that the conventional aluminium
alloy scenario will be relevant with differing levels of
performance being related to effects of composition, grain
structure and heat treatment. In sampling the exfoliation
resistance of plate materials, for example, the plane of the
test sample in the plate is important. An attempt to compare
the performances of the leading alloys in natural environments
with those obtained in the laboratory is included [ Table.9 ].

It would appear that metallurgical conditions can be
developed that will produce corrosion and exfoliation
resistance in the aluminium-lithium alloys that at least
matches that expected of conventional aerospace 2000 and 7000
series alloys. For example the high strength conditions
developed for 2090 would appear to be capable of matching the
performance of the incumbent 7075 in high strength tempers. A
similar approximate comparison is achieved between damage
tolerant 2091 and 8090 in comparison to 2024.

Stress Corrosion Cracking and Hydrogen Embrittlement

Stess corrosion cracking could also prcve to be a problem
with aluminium-lithium alloys. There is little doubt that the
new alloys will stress corrode and, whilst intermediate
levels of resistance to attack have been obtainecd by control
of metallurical variables, the levels of immunity associated
with double aged aluminium-zinc alloys have so far not been
achieved, with the possible exception of 905XL mechanically
alloyed material. Comparisons of the stress corrosior
cracking behaviour of different alloys and tempers is
difficult to make unless all the results have been obtained
in the same test house under identical conditions. This ideal
situation has not yet been achieved for aluminium-lithium
alloys, at least, as far as the author can ascertain.
Comparisons made between test houses can reveal greater
scatter for one material than is found for a whole range of
alloys and conditions from a single test source.
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Nevertheless, a comparison of the relative performances of
selected plate alloys has been attempted in the form of
threshold levels for cracking in standard alternate immersion
testing to the appropriate ASTM standards [ Table.10 ] (90-
92).

It would seem fairly clear that unrecrystallised sheet
whether, 2090, 2091 or 8090, has a very high resistance to
stress corrosion in the plane of the sheet ( exceeding 75% of
the 0.2% PS ) even when the material is aged to very high
levels of strength and in this respect is usually better than
the incumbent alloy. The results for recrystallised sheet are
much more confused with some sensitivity to stress corrosion
cracking being demonstrated for both 2091 and 8090 in this
damage tolerant form. However, once again, control of grain
structure and precipitation appears to subtly affect the
response at least as measured in accelerated testing (93).
Extended ageing, for example, producing much improved stress
corrosion resistance for 2091.

The short transverse threshold stresses for thicker gauges of
plate, forgings and extrusions, tested by alternate immersion in
in 3.5% NaCl solution for example, would appear to approximate
to a T76 temper when applied to 7075, and, consistent with this,
stress corrosion cracking does occur in a variety of natural and
marine environments. There appears to be evidence that, whilst
full immersion testing produces little or no cracking in these
aluminium-lithium alloys, alternate immersion is particularly
damaging and that the role of atmospheric C02 is important
(94,95). Some initial work has identified a contribution from
hydrogen embrittlement in the stress corrosion process (96-99)
and a sensitivity to pre-embrittlement. Extended ageing or
double ageing appears to improve the stress corrosion resistance
of 8090 plate significantly (87) as does the addition of some
zinc to the alloy (100). Clearly further work on stress
corrosion resistant tempers is required.

Stress corrosion crack growth rates have also been determined
using double-cantilever-beam test pieces ( DCB ) for a
limited range of alloys and conditions. Athough somewhat
discredited as a technique because of concerns over corrosion
product wedging, the DCB technique can illustrate differences
in the sensitivity of alloys to stress corrosion cracking
once cracks have initiated. These preliminary results (76)

[ Fig.28 ] appear to indicate that an intermediate level of
resistance can be obtained, similar to the T76 level
associated with aluminium-zinc alloys and consistent with the
trend revealed by the stress corrosion tests for crack
initiation. Differences in response have been recorded for
selected corrodents and comparison between 8090-T651 plate
and for example 7075-T651 or 2024-T351 showed the aluminium-
lithium alloy to have a slight advantage making its
resistance approximately equivalent to a 7075-T7651
condition, consistent with stressed beam and C-ring results.
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HIGH TEMPERATURE PROPERTIES

Some data has emerged (101-103) for the performance of the
aluminium-lithium alloys at elevated temperature both in

terms of tensile properties at elevated temperature and the
"recovery" condition of room temperature performance after

prior high temperature exposure. It would seem that, in the
simple aspect of high temperature strength and recovery
strengths, the new alloys are at least as good as the
conventinal Al-Cu alloys ( and Al-Zn ) they may well replace in
high temperature applications [ Fig.29 ]. That is the high
strength 2090 material outperforms 7075 and 8090 out performs
the medium strength 2000 series. Indeed the level of improvement
is such that a high temperature alloy can be envisaged to
produce a consistent absolute improvement over 2618 or 2219 over
the whole range of elevated temperature applications e.g. up to
200°C. However, some caution is required in that many of the
alloys are offered in an underaged temper to maximise the
relationship between fracture toughness and strength. Exposure
at elevated temperatures can then be seen to produce an increase
in strength both at temperature and on recovery, but there may
well be an associated drop in fracture toughness. The copper-
rich alloys such as 2090 and 2091 will be more prone to this
especially at higher exposure temperatures of 170°C and above.
Exposure of all the alloys at temperatures more typical of
aircraft operation i.e.70°C to 100°C has been found to produce
smaller reductions in toughness and checks of recrystallised
damage tolerant sheet alloys 2024, 8090 and 2091 after long
periods of exposure to these more modest temperatures show only
small toughness reductions (i.e.10%).

Little creep data is available. However, what there is again
seems to suggest that the alloys may have some benefits in
this regard (104). On the other hand, there have been reports
of a greater sensitivity of the aluminium-lithium alloys to
creep cracking than for conventional materials, especially
when they are stressed in the transverse directions
(105,106). It has been claimed that this is an effect of the
presence of low melting point impurity elements rather than
an intrinsic susceptlblllty to creep cracking but, clearly,
this issue requires further study.

CRYOGENIC PROPERTIES

Considerable effort has been spent in investigating the low
temperature behaviour of aluminium-lithium alloys because of
their potential application in space structures and cryogenic
tanking. Studies of 2090-T81 and 2091-T81 plate between ambient
and 4°K show a consistently increasing strength, modulus and
fracture toughness in the L-T and T-L directions (107). However,
the toughness in the short transverse directions

decreases slightly and more intergranular splitting is
observed. Tests on 2090-T83 sheet show a slight reduction in
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toughness with reducing temperature down to 77°K allowing a
consistent argument to be raised that increased strength is
achieved by restriction of slip systems and an increased strain
hardening rate whilst plane strain toughness is improved by a
mechanism of delamination and relaxation of the through
thickness stresses towards a plane stress condition (108).
Others, however, argue with this last hypothesis (109). Whilst
8090 was also found to show an increase in strength and
elongation with reducing temperature, a ninimum value in
tensile strength coinciding with a maximum value in

reduction of area was noted at 200°K associated with a

minimum value in strain hardening exponent and a change in
slip mode (110). Studies of the fracture toughness of 8090-
T852 hand forgings showed strength and ductility to increase
with reducing temperature but toughness to fall slightly and
consistently in all three testing directions. A comparison

of the strength-toughness relationship of superplastic sheet
versions of 2090 and 8090 with 2219 showed the 2219 to
maintain better properties at both 300°K and 77°K (111).

MANUFACTURING TECHNOLOGIES

Sufficient work has now been conducted for a balanced
appraisal of manufacturing aspects to be made. It has
already been stated that the cost effectiveness of these new
alloys depends, not only on their initial cost, but also on
the ease of manufacture and finishing. Little can be said
about proprietary practices in the aluminium factories
except that it seems to be the case that all the
conventional techniques of hot and cold rolling, forging,
extrusion and drawing are being successfully applied to a
range of aluminium-lithium alloys and that this, in itself,
is a very good indication of their general acceptability as
conventional aluminium alloys. Cold rolled sheet 2 metres
wide has become available as have very large forgings. High
levels of stretching are regularly applied to plate and
extrusion again signifying a high level of conventional
workability.

Cold Forming

More specific studies of the formability of sheet, plate and
extrusions have been undertaken. Generally it has been found
that metallurgical conditions have been developed in which
the aluminium-lithium alloys are at least as formable as
their conventional counterparts. Problems of anisotropy have
been identified, however, in trying to form unrecrystallised
sheet variants and in the high strength and stiffness of
some prestretched unrecrystallised products (112). In
forming sheet both solution annealed and low temperature
annealed conditions have been applied, although it would
seem to be the case that the solution treated condition is
the most formable.
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Recrystallised versions of 2091 and 8090 sheet alloys prove
to be highly formable with excellent retention of shape and
relatively low rates of natural ageing. In this respect they
appear to be a significant improvement over the incumbent
2000 series alloys (113).

Conventional workshop machining practices can all be applied
without any extra difficulties, although it has been
recommended that maching should be conducted using
lubrication, especially when surfaces are heavily oxidised
typically in the case of cast materials. This avoids the
pollution of the workshops with alkaline oxides and
hydroxides which are irritants. Similarly, it is recommended
(114) by several manufacturers that material be pickled
after high temperature treatments to remove surface oxides
and carbonates.

Chemical treatments, such as chemical milling, de=-oxidising,
anodising and conversion coating have all been evaluated for
2090, 2091 and 8090 alloys and most results using
conventional manufacturing processes appear favourable in
comparison to conventional alloys. Corrosion protection
afforded by conventioral pretreaments and final painting
appears to be at least as good as for the conventional
alloys (11%).

Superplastic Forming and Diffusion Bonding

Significant effort has been applied to the development of
superplastic variants of the aluminium-lithium alloys, with
the specific aim of further reducing structural weights and
manufacturing costs in pieces of complex structure. It was
discovered that not only were aluminium-lihtium alloys
superplastic but that they could be optimised to be more
plastic than most conventional alloys. In the particular
case of the dilute 8090 alloy, the benefit of low quench
sensitivity is a further demonstrable advantage in that it
allows the use of air cooling from the press after forming,
rather than requiring a full reheat~treatment. A similar
advantage could well be found for the aluminium-magnesium-
lithium alloys. Should the effort in diffusion bonding
currently being cxpended also come to fruition, then the
ability to air-cool material will become a necessity to
enable the heat-treatment of multi-leafed structures (116).

A significant data base has been developed for 2090 and 8090
material that has been superplastically formed and the
slight deterioration in properties associated with the
forming process has been quantified. Undoubtedly the proper
control of lithium-loss from the surface of thin sheets and
the suppression of internal cavitation are important
features. Fatigue properties should be most sensitive to the
internal and surface defects that can be produced by the
superplastic technique yet an acceptable level of
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performance has been established for several of the new
alloys (117-119).

Welding Technology

The three commercial ingot metallurgy alloys 2090, 2091 and
8090 nave each been assessed fairly thoroughly for
weldability. Gas metal arc, gas tungsten arc, electron beam
and laser welding all seem viable for each of the alloys
(120,121). Additionally techniques such as explosive bonding
and solid state diffusion bonding are receiving increasing
attention. Spot and seam electrical resistance techniques
also seem viable. It wouid appear that the low thermal
conductivity of aluminium-lithium alloys could prove a major
advantage in producing high quality welds (122).

Consideration of the difficulties encountered during early
welding trials all seem to indicate that porosity in the
welds was a major concern. Appreciation of the chemistry and
thickness of the surface films naturally encountered on heat
treated aluminium-lithium alloys and a general improvement
in the quality of cast metal in terms of gas content for
example has improved the situation considerably. That is, it
is recognised that the metal must have a low gas content and
that the surfaces must be cleaned, chemically or
mechanically, to remove oxides, nitrides and carbonates.

Filler materials seemingly preferred (123) for 2090 are
based on 4000 series (Al-Si) and 2000 series (Al-Cu), whilst
a clear preference for a variant of the Al-Mg system has
developed for 8090. Autogeneous welding does not necessarily
produce the best results.

Studies of the susceptibilities of the alloys to cracking in
the fusion and heat affected zones revealed that both are
possible, even likely, depending on the techniques applied
(124), but this is a feature of the high strength aerospace
aluninium alloys. The general perception appears to be that
all three commercial aluminium-lithium alloys are more
weldable than difficult alloys such as 2014 but slightly
less weldable than 2219.

Benefit has been made of the low quench sensitivity of 8090
and of the natural ageing capability of 8090 and 2091 to
produce welds in fully heat treated material using no post-
weld heat treatments. It appears to be the case that with
developments to the welding techniques these commercial
aluminium-lithium alloys can produce acceptable welds even
in comparison to the incumbent alloys such as 2219. The
strengths of welded joints in these alloys can compare
favourably in absolute terms with those of the best current
high strength aluminium alloys with joint efficiencies in
excess of 70% quite possible.
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However, mention should be made of the Russian alloy 1420
and its variants in that this alloy has seemingly been
extensively used in welded aircraft structures apparently
with successful service applications and very significant
weight savings (125).

A specialised development (126) of a new alloy or series of
alloys coded "Weldalite" has continued with particular
relevance to cryogenic welded tanks. This AL-Cu-Li-Ag-Mg-Zr
alloy appears to be virtually as weldable as 2219 alloy and
have the distinct benefit of a rapid natural ageing
response. Unlike the higher lithium - lower copper alloys it
does not require the application of deformation before
ageing to achieve very high strengths and may well prove to
be compatible with cryogenic requirements (127).

QUALIFICATION AND APPLICATION

The aluminium-lithium alloys considered in this paper are
initially aimed at aerospace applications. Such applications
require a long and careful process of testing and
qualification before application is approved. Many such
programmes are now underway. Part of the development process
is the use in flight trials of demonstrator components.
Early examples of these have been the upper wing panels in
the McDonnell Douglas F15-SMTD variant (128), in the the
flying control surfaces of an experimental British Aerospace
aircraft (129) and in the internal structure of the Dassault
Rafale (130). Early civil demonstrator programmes include
the use of aluminium-lithium forgings in a nose
undercarriage by Boeing and in access panels on the Fokker
F100 (131). 8090, 2090 and 2091 have all been used in one or
other of these programmes.

The next steps involve the considerable undertaking of applying
aluminium-lithium alloys to structures undergoing full-scale
testing and in their embodiment in prototype or pre-production
aircraft. Several manufacturers have reached this stage, with
notable examples being the committment (133) to test
considerable quantities of aluminium-lithium alloys in the next
generation of Airbus aircraft [ Fig.30 ], the completed testing
by Dornier of a pressure cabin section (132) and the widespread
application of aluminium-lithium alloys to the new Westland-
Augusta EH101 helicopter (67). Potential European and North
American applications to military aircraft can be found, and
significant use has already been made in space structures.

CONCLUDING REMARKS

It would appear to be the case that the present casting
capacity available in the Western World for aluminium-
lithium alloys readily matches current levels of demand and
has the capability to be stretched to the levels predicted
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to be required during the next decade. Clearly, if
aluminium-lithium alloys are to succeed, they must prove to
be a cost effective route to significant weight savings. In
this respect, it is most important that the early examples
of application are brought to a thoroughly satisfactory
conclusion. This being the case, then a very significant
expansion in capacity will be sought in the next few years
to match the increasing demands of the aerospace industry.

Whilst cost may dominate the arguments as to applicability
of these developing alloys, some technical problems still
require resolution by the aluminium-~alloy industry. The
relevance of individual technical issues depend critically
on the application intended but, to the author, improved
performance in high strength categories without benefit of
cold work and a general improvement in short transverse
behaviour of the thicker gauges of material remain the major
issues.
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Fig.6 Samples of pure aluminium amd aluminium-lithium poured
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Fig.17 Macroscopic turning of fatigue cracks in damage tolerant 8090.
Crystallographic texture in sheet [1] > sheet [2] > sheet [3].
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notched test pieces after McDarmaid
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Fig.24a Short transverse fatigue strength of 9omm 7075-T7351 plate in the
machined, pickled and anodised conditions ( CA R=0.1 ).
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Fig.24b sShort transverse fatigue strength of 90mm 8090-T8771 plate in the
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NaCl ( CA R=-1.0 ) after Bolam et al ( Ref.49 ).
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Fig.29 Tensile strengths of 8090-T651 plate tested at temperature after 24,
100, and 1000 hours prior exposure compared with 2618 aluminium
alloy after Peel et al ( Ref.30 ).
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TABLE 1

COMPOSITIONS OF SELECTED ALUMINIUM-LITHIUM ALLOYS
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ALLOY Li Cu Mg Si Fe Zr S.G.
1420  1.5-2.6 - 4.0-7.0 ( Mn+Cr ) 0.05-0.3 2.50
2020 1.1 4.5 - ( Mn+Cd ) - 2.71
2090 1.8-2.6 2.4-3.0 0.25 0.10 0.12 0.08-0.15 2.60
2091 1.7-2.3 1.8-2.5 1.1-1.9 0.20 0.30 0.04-0.10 2.58
8090 2.1-2.7 1.0-1.6 0.6-1.3 0.20 0.30 0.04-0.16 2.53
8091 2.4-2.8 1.8-2.2 0.5-1.2 0.30 0.50 0.08-0.16 2.54
8092 2.1-2.7 0.5-0.8 0.9-1.4 0.10 0.15 0.08-0.15 2.53
8192 2.3-2.9 0.4-0.7 0.9-1.4 0.10 0.15 0.08-0.15 2.51
905XL 1.5 - 4.0 (1.1C +0.80 ) - 2.57
6448 2.55 1.0 0.5 0.03 0.03 0.50 2,52
WELD- 1.3 4.5-6.3 0.4 (0.4Ag) 0.14 2.73
ALITE
TABLE 2
CONTENDING ALLOYS FOR SELECTED POTENTIAL APPLICATIONS
POTENTIAL APPLICATIONS PRODUCT FORMS ALLOYS
DAMAGE TOLERANT STRUCTURE
FUSELAGE SKIN AND WING SKIN  THIN PLATE, EXTRUSIONS  2091-TBX
FOR TRANSPORT AIRCRAFT AND RECRYSTALL I SED SHEET 2001-TBX51
HEL | COPTERS 8090-T81
8090-T8151
MEDIUM STRENGTH AND STIFFNESS CRITICAL STRUCTURE
DETAILED FORMED PARTS, SPF PLATE, EXTRUSIONS 2000-T84
PARTS, WING AND FUSELAGE HAND AND DIE FORGINGS zom-Te/‘rax
SKINNING, CONTROL SURFACES, RECRYSTALL ISED AND
& FORMED STRINGERS, UNRECRYSTALL ISED SHEET 2091-1'3515 ;
SEAT RAILS, FORGINGS FOR 8090-T851
FRAMES AND
UNDERCARR IAGES. MAJOR SPACE 2000_TBE203
RAL APPL | CATIONS AL 908X
HIGH STRENGTH APPLICATIONS
FRAMES, RIBS, SPARS STRETCHED PLATE, 2090-T81/83
UNDERCARR | AGE PARTS EXTRUSIONS, FORGINGS 2090-TBESO
FLOOR BEAMS STRETCHED SHEET 2090-T88
UPPER WING SKINS CP 276-TB51
8091-T8/T8
8000-T8771
8090-TB51

POTENTIAL APPLICATIONS ALSO EXIST FOR WELDALITE, 2090, 8090 ETC IN

STRUCTURE SUC

H AS CRYOGENIC STORAGE TANKS, SPACE STRUCTURE

ETC AND FOR MINIMAL DENSITY CORROSION RESISTANT ALLOYS PERHAPS AS

FORGINGS e.g. AL 005X
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TABLE 3
TYPICAL PHYSICAL PROPERTIES OF ALUMINIUM-LITHIUM ALLOYS

PROPERTY 2000 2091 8090
DENSITY g@/cc 2.595 2,58 2.535
ELECTRICAL XJACS 17-19 17-20 18-21
CONDUCT IVITY
RESISTIVITY uOcm 9.4 9.4 9.3
AT 20°C
THERMAL W/m°C 70-80 76-88 80-90
CONDUCTIVITY
AT 20°-100°C
SPECIFIC J/Kg*c 1200 980 990
HEAT

-6
COEFF ICIENT /°¢ x 10 23.8 22 22
THERMAL.
EXPANS 10N

AT 20°C~100°C

TABLE 4
PROPERTIES OF DAMAGE TOLAERANT VARIANTS
RECRYSTALLISED SHEET UP TO 3.5mm THICK

ALLOY TEMPER 0.2X PS uTs EL Kapp Ke »
WPa MPa 1 MPa/m  MPo/m
2091 T8X L 348 440 18 100 150
T 335 480 17 90 140
2091 CPHK TBX L 335 420 14 130 90
T 325 435 13 125 8s
8090 T81 L 340 435 11 100 150
T 310 440 13 20 120
2024 e L 318 430 20 105 185
T 285 425 18 25 145

s 500mm CCT PANELS OF 1.6mm SHEET
RECRYSTALLISED AND PART RECRYSTALLISED THICK SHEET 3.5mm-7mm

2091 T8XS1 L 410 480 13 - -
T 385 485 18 - -
8000 T81 L 320 425 10 105 155 +
T 205 425 12 90 120

+ 400mm CCT PANELS 3-4mm THICK
UNRECRYSTALL ISED STRETCHED PLATE UP TO 40mm THICK

2091 T8xS1 L 410 490 13 Kq 45 WPa/m
T 3658 4838 18 40 WPa/m
8090 T8181 L 380 450 10 Kq >35 MPa/m
T 350 455 1 >58 MPa/m

M




TABLE 8

MEDIUM STRENGTH AND HIGH STIFFNESS VARIANTS
RECRYSTALL ISED AND UNRECRYSTALLISED SHEET

ALLOY TEMPER 0.2 PS urs €t Kapp
WPa WPa X MPa/m IP:(-
L T 60 L T 60 L T L-T T:
2001 T8S1 475 455 395 523 518 470 92 9
8090 UR T6/T82 385 380 343 483 470 455 5 8 80 80
UR T8 455 405 388 518 520 500 s 8 88 -
R T8 300 375 380 475 475 480 o 10 e 48
R Te2 3680 325 320 480 455 455 10 11 - -
UNRECRYSTALL ISED PLATE UP TO 100mm THICK Ka/Ki
e
2001 « T851 475 485 395 525 3500 470 9 9 38 25
8090 T851 488 485 395 500 500 480 7 7 33 30
8080 ¢ T8771 475 485 428 518 500 475 ¢ ¢ 37 33
8080 T8771 455 405 380 483 495 480 4 8 38 30
¢ THIN GAUGE ONLY < 25mm
EXTRUDED SECTIONS
0.2X PS uTS El Kq
L T L T L T L-T T
+ 8080 <8am TBS1 440 485 515 518 7 & - -
8080 <25am T851 505 428 580 493 5§ S8 33 177
8090 <75am T8351 480 378 830 300 4 5 a5 38
+ PECHINEY MATERIAL AS OPPOSED TO ALCAN
TABLE 6
PROPERTIES OF ALUMINIUM LITHIUM ALLOY FORGINGS
HAND FORGINGS
ALLOY TEMPER 0.2% PS 11223 EL Kle
MPa MPA MPa/m
L S L S L S L-T T-L S-L
8090 T6 390 340 430 430 S8 2 33 22 18
Te52 420 390 520 460 9 3 30 20 18
AL 905XL 480 440 515 480 11 - - 35 -
DIE FORGINGS
ALLOY TEMPER 0.2X PS 1132 Et Kic
WPa WPa 4 MPa/m
L S C S L § L-T TL Ss-L
8090 T6 410 340 500 420 & 3 3 20 22
Tes2 470 370 520 480 8 4 3 28 18
2090 TEE203 420 >348 495 455 6 4 25 - 18.83 ¢
AL 905XL 420 390 485 470 12 8 28 - 18 .

¢ DEFINITION OF TEST DIRECTION IS DIFFICULT [N FORGINGS




TABLE 7
PROPERTIES OF SELECTED HIGH STRENGTH ALLOYS

UNRECRYSTALL {SED SHEET

ALLOY TEMPER 0.2X PS UTsS El
MWPa MPa X
L T L T L T
2090 T83 510 490 565 540 5 7
2090 T84 470 480 525 320 -~ -~
UNRECRYSTALL ISED THIN PLATE
2090 T81 8558 552 593 588 8 &
2090 T8ESO >4358 >415 >490 >490 >S5 >8
8091 T851 518 485 555 335 6 S
THIN EXTRUDED SECTIONS
2090 + T8S 470 -~ 5177 - 4 -
+ T88 510 -~ 545 - 4 -
+++ T86 517 485 - 5 -
8090 T851 440 485 3515 515 7 &
CP 276 ¢« TBS51 550 4350 640 7 7
+ 0 - 3.15 mm gouge
=+ 3.15- 6.32 mm
+++ 6.32 - 12.75 mm
) 8.0 -30.0 mm
TABLE 8

&

Sllil

®&R

GIIII

COMPARISON OF TENSION STENGTHS WITH PRELIMINARY RESULTS FOR

COMPRESSIVE STRENGTH FOR SELECTED HIGH STRENGTH ALLOYS

8090 8081 2090
T8771 T8771 T83

Tension
0.2 ™S L 450 515 8548
T 420 483 523
45° 405 - 440
uTs L 518 555 600
T 800 5338 563
45° 485 - 503
Compression
LP L 348 400 -
T, 383 448 -
“ - - -
YS L 458 - 837
(0.2%) T. 450 - 565
45 - - 482
ucs L ) 750 -
T 878 785 -
43° - - -




TABLE 9

CORROSION AND EXFOLIATION RESISTANCE OF SELECTED ALLOYS
RECRYSTALL ISED AND UNRECRYSTALLISED SHEET

ALLOY TEMPER EXCO MASTMAASIS MARINE
1 2 4 1 2 4 1 2
2090 T83 - - EB - - P - N
2091 T8X N - EA EA EA - - EAJEB
2081 CPHK T8X P - EA - - - - EA/EB
8090 e - EA EA EA EB - - E
8090 T8 EB EC -~ EA EA - - -
8090 T8 - EA ED N P P/EA EA -
THIN PLATE + . o
EXCO MASTMAASIS MARINE
1 2 4 1 2 4 1 2
2090 T81 EA ED ~ P P P - N
2091 T8X51 EA EA EB - - P - -
8090 Te51 EA EC ED - EB - - E/EA
8090 T8151 E/EA EA EA - P - - EA
8090 T8771 - - EA - - - - -
+ TO ASTM G34-78 TIMES 1 2.4DAYS
¢ TO ASTM G8S TIMES 1,2,4
o DIFFERING MARINE ENVIRONBJTS TIMES 1,2 YEARS

TABLE 10

TENTATIVE STRESS CORROSION THRESHOLDS FOR SELECTED

ALUMINIUM-LITHIUM ALLOYS

STRESS MPo
MARINE EXPOSURE

172 < TH <240

SHEET
ALLOY TEMPER ALLOY CATEGORY
2090 T83 HIGH STRENGTH
2091 T8X DAMAGE TOLERANT
2001 CPHK  TBX DAMAGE TOLERANTe
8000 T81 DAMAGE TOLERANT
8090 T8/T8  MEDIUM STRENGTH
* WITH IMPROVED SCC RESISTANCE
THIN PLATE
ALLOY TEMPER ST
3.5%NaCl Al
2090 781 172
2091 TBX51 <Cam >200
2001 TEX51 <Cmm >250
2091 T851 >200
8000 T881 80-75
8090 T8771 140
FORGED MATERIAL
ALLOY TEMPER  THRESHOLD STRESS MPa
AL9OSXL - 348
8000 T8s2 200

1-55
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THE MICROSTRUCTURE AND PROPERTIES OF ALUMINUM-LITHIUM ALLOYS

Edgar A. Starke, Jr.
School of Engineering and Applied Science
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Boeing Commercial Airplane Company
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ABSTRACT

The advantages to be gained by weight reduction of aerospace structures have
encouraged the aluminum industry to develop a family of aluminum alloys which contain
lithium as one of the alloying elements. When alloyed with aluminum, lithium can reduce
the density by approximately three percent and increase the elastic modulus by six percent
for every weight percent added. A new series of aluminum alloys, typified by 2090, 2091,
8090, and 8091, have been developed and are currently being produced in commercial
quantities. These alloys have densities between 7% and 10% lower than the conventional
alloy 7075 with correspondingly higher stiffness. Although a combined set of specific
properties of the Al-Li-X alloys often exceeds those of the conventional aluminum materials
used in aerospace, these properties seem to be much more sensitive to processing
parameters. The strong processing-property relatjonship is associated with sharp
crystallographic textures that are developed during primary processing and very complex
precipitate microstructures whose distributions are sensitive to quench rates and degree
of deformation prior to aging. This paper describes the processing-microstructure-property
relationships of the new Al-Li-X alloys and focuses on strength, ductility, fracture
toughness, fatigue and stress corrosion properties.

INTRODUCTION

The development of Al-based alloys containing lithium began in Germany in the 1920's
and was primarily concerned at first with additions of very small amounts of lithium to
Al-Zn~Cu alloys to increase their strength (1,2). However, the development of modern
aluminum-lithium alloys can be traced to the discovery by LeBaron in 1942 that lithium
could be a major strengthening element in aluminum-~copper alloys (3). Subsequent work by
Hardy and Silcock (4,5) identified the lithium-containing strengthening phases in Al-Cu~Li
alloys and contributed significantly to the scientific understanding of these complex
materials. In the 1950's metallurgists at Alcoa recognized that lithium also increased
the elastic modulus of aluminum and developed the high strength Al-Cu-Li alloy 2020.
Later, metallurgists in Russia (6) developed the Al-Mg~Li alloy 01420 which had a
considerable density advantage over other medium strength aluminum alloys. However,
production problems combined with marginal engineering properties inhibited the widespread
use of these lithium-containing aluminum alloys.

In the early 1970's escalating fuel costs and the desire to develop more
fuel-efficient and high-performance aircraft generated a major interest in materials that
would reduce weight and thereby increase structural efficiency. Reducing the density,
without compromising strength, toughness, and corrosion resistance, has been shown to be
the most efficient way to accomplish this goal (7). Although carbon fiber and boron fiber
non-metallic composites offer a considerable density advantage over all other structural
materials used in aircraft, improvements in the properties of aluminum alloys seemed
desirable due to their relatively low acquisition cost and the aircraft community's
extensive design and manufacturing experience with these materials. Aluminum-lithium alloys
appeared attractive since lithium can reduce the density of aluminum by three percent and
increase the elastic modulus by six percent for every weight percent added (8). These
advantages have encouraged every major aluminum alloy producer in the U.S. and abroad to
develop alloys containing lithium, usually at levels of 2.0 weight percent and higher.
Both ingot metallurgy (I/M) and powder metallurgy (P/M) approaches were used during the
alloy development programs; however, most major advances were made using the former
technique.

Alloy designations and compositions of the new lithium~containing aluminum alloys are
listed in Table 1. Many of these alloys possess good combinations of strength, damage
tolerance and durability, in general are quite weldable, and several have demonstrated
excellent cryogenic and elevated temperature properties. 1In addition, to those listed in
Table 1, alloys are under development which show improved corrosion resistance and post-
weld properties. One of these, a high strength, weldable Al-5.0Cu-1.3Li-0.4Mg-0.4Ag~-0.12r
alloy, Weldalite 049, was developed specifically for cryogenic tanks associated with launch
vehicles (9). The properties of most of the new aluminum-lithium alloys appear
particularly sensitive to small variations in composition and processing. This sensitivity
seems to be associated with the difficulty in maintaining metal quality during casting,
the presence of recrystallization inhibiting elements, and the complexity of the
microstructure after primary processing and heat treatment. As with most aluminum alloys,
microstructural features of importance for property control of Al-Li alloys include: (a)
cast structure, (b) grain structure and crystallographic texture, (c) volume fraction, size
and distribution of insoluble intermetallic particles and grain boundary precipitates and
(d) coherency, volume fraction and distribution of strengthening precipitates.




TABLE 1. Current Al-Li Alloys and Compositions.

N Aoy [ 2000 ] ‘2000 | s0s0 | sosoa | sosr | xeoe2 | xsise
I Alcan and
i Alcoa C Pechiney C Pechiney Alcoa Aicar Aicoa Alcoa
! Element’ 8/6/84 418/85 May 1985 {Late 1985} 3129185 May 1985 Aug 1985
Si 0.10 0.20 020 010 030 010 010
Fe 012 0.30 0.30 0.15 050 015 015
Cu 2430 1825 10-16 1116 1822 0508 0407
Mn 0.05 0.10 0.10 0.05 0.10 005 00s
Mg 0.25 11419 061013 0814 0512 0914 0914
cr 0.05 0.10 0.10 0.05 0.10 0.05 005
N - - —_ — — — —_ |
2n 0.10 025 0.25 0.10 025 0.10 o010 |
Ti 0.15 0.10 0.10 0.15 0.10 0.15 0.15
L 1926 1723 2227 2127 24.28 2127 2.3-29
zr 0.08-0.15 0.04-0.16 0.04-0.16 0.080.15 0.08-0.16 0.08-1.5 0.08-1.5
Other: Each 0.05 0.05 0.05 0.05 0.05 0.05 0.05
thml 0.15 0.15 0.15 0.15 0.15 0.15 0.15

“Numbers Shown Are Either Maximums or Ranges

MICROSTRUCTURE AND DEFORMATION BEHAVIOR
Cast Structure:

casting problems have been associated with the development of Al-Li alloys since
Alcoa's entry with alloy 2020. Some of these are related to the reactivity of
lithium-containing aluminum alloys and associated safety problems which have necessitated
the use of modified refractories and degassing procedures, protective inert cover gases
and/or surface fluxes during melting and casting, and special ingot cooling techniques
(some employing organic coolants in place of water). These techniques have minimized the
hazards of casting Al-Li alloys and current work is focusing on improving the quality of
the as-cast product. The "as-cast quality" of ingot depends on both the surface quality,
which determines the amount of scalping prior to further processing, and the internal
structure which determines the processing steps necessary to produce the desired
microstructure-property relationship. There can be, of course, some casting defects which
are impossible to remove during subsequent processing. In addition to having a high
surface quality and a crack-free ingot, the ingot should be free of spherical voids and
blisters and have a medium-fine grain structure, a consistent composition throughout, a
low inclusion and alkali impurity content, and a low gas content (10).

A fine cast grain structure reduces porosity and the tendency for ingot cracking.
Aluminum-lithium alloys have been found to be more difficult to grain refine than
conventional aluminum alloys (11). The difficulty has been partly associated with the
presence of zirconium which is used to control the wrought grain structure, since zirconium
enhances the formation of twinned columnar grains (TCG) (12). Zirconium has beneficial
effects, of course, since it forms the coherent Al,2r during ingot preheat which is very
efficient in inhibiting recrystallization without thHe adverse effects on fracture toughness
that are sometimes associated with large Al1 (Fe,Mn) ,Si, A19Mn3si, and AlzocuzMn3 particles
present in many 2XXX alloys. During normaﬁ ingot breakddwn, hot working and “subsequent
heat treatment, the Al,Zr dispersoids inhibit recrystallization although the cast grains
do elongate in the diréection of metal flow. Consequently, in the final product most Al-
Li alloys are unrecrystallized, and the cast grain structure relates directly to the grain
structure.

Typical grain refining problems include a non-uniform grain size and the formation
of twinned columnar grains (TCG) which not only result in increased cracking during
processing but also reduce the elongation of the final product as shown in Figure 1. The
as-cast grain size correlates well with both the toughness and the stress corrosion
resistance of the final product. A fine as-cast grain size reduces fracture toughness,
and fatigue crack growth resistance, since it minimizes the beneficial crack branching and
the tortuous crack path often observed in larger-grained aluminum alloys. However, a fine
as-cast grain size has been shown to have beneficial effects on the stress corrosion
resistance of aluminum-lithium alloys, Figure 2. A reduction in grain size decreases the
slip length and reduces the stress concentrations at grain boundaries thus reducing the
mechanical component of stress corrosion cracking.

Inclusions may originate from the lining of the furnace, the flux, or from the
presence of certain impurities, e.g., iron and silicon. The effect of iron content on the
strength/toughness of alloy 2020 aged to the T8 temper (13) is shown in Figure 3. Molten
metal filtering, fluxless or inert gas casting, and high purity starter materials are

_-—————-—_
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Figure 1. The effect of twin columnar grains and lithium content on the elongation of Al-
Li alloys (From Labarre et al., reference 11).
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Figure 2. The effect of as-cast grain structure on the stress corrosion behavior of 8090~
T851 plate. Base-line data of 2012-T651 and 7075-T651 is shown for comparison (Courtesy
of A. Gray, Alcan International).
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Figure 3. The effect of iron content on the strength/toughness relationship of 2090 (From
Ashton et al., reference 13).

common methods used to minimize inclusion problems. Besides the well-known relationship
between inclusion content and fracture toughness, a high silicon content is believed to
have a detrimental effect on the corrosion properties of Al-Li alloys (14). For
compositions containing greater than 0.08 wt.% Si, the equilibrium AlLiSi phase forms upon
solidification and is retained through all subsequent thermal mechanical treatments. This
phase serves as an active nucleation site for surface pitting upon exposure to salt water,
and greatly diminishes the material's resistance to stress corrosion cracking.
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Precipitate Structure, Deformation Behavior and Fracture:

Al-Li: When binary Al-Li alloys containing more than 1 wt.% lithium are quenched from
the single-phase field and aged at a temperature below the solvus, homogeneous
precipitation of the metastable ordered phase §6' (Al,Li) occurs. For alloys containing
more than 1.7 wt.% Li it may be impossible to suppress 6' formation during quenching even
when using ice water as the quenching medium (15). These precipitates have an L1, type
superlattice structure, a spherical shape, and a cube/cube orientation with the aluminum
matrix (16,17). High temperatures and/or long aging times at normal aging temperatures
result in the heterogenecus precipitation of the equilibrium § (AlLi) phase at grain
boundaries and other planar interfaces. These precipitates consume lithium from the
surrounding region and produce a lithium-depleted precipita:e-free-zone (PFZ) adjacent to
the grain boundary. The microstructural features just described are shown in the
transmission electron micrographs (TEM's) of Figure 4a. In commercial Al-Li alloys that
contain zirconium the small (= 50 nm) coherent, ordered Al,Zr dispersoids that form during
the ingot preheat are isostructural with Al;Li and can act as nucleation sites for these
precipitates. These composite precipitates are often observed coexisting with the
homogeneously nucleated §t. Although the é' precipitates can be sheared by moving
dislocations, Figure 4b, they impede their motion and, consequently, greatly improve the
strength over that of unalloyed aluminum. During artificial aging the §' precipitates
coarsen but retain their coherency and spherical morphology to relatively large sizes (>50
nm). A change in deformation mode from shearing to Orowan looping does not occur during
practical heat-treatment times and temperatures.

When the §6' precipitates are sheared by dislocations during deformation, their
strengthening effect is reduced as both the degree of order and the precipitate size on
the glide plane is reduced when the precipitate is sheared. Although dislocations move
in pairs (superdislocations} in order to minimize the creation of antiphase domain
boundaries in the ', their shearing results successively in a local decrease in resistance
to further dislocation motion, a concentration of slip into intense shear bands, Figure
5 (15), and a reduction in ductility and fracture toughness. Cassada et al. (18) have
shown how the deformation can be homogenized and ductility improved by the addition of
non-shearable precipitates. Since PFZ's are weaker than the precipitation-~hardened matrix
they can also lead to strain localization, thus further lowering the ductility and fracture
toughness. This adverse effect is enhanced by the presence of the coarse grain boundary
precipitates which may fracture or act as stress risers and preferential sites for
microvoid nucleation and growth. Because of the severe strain localization effects
associated with §' and PFZ's, all aluminum alloys containing lithium that are being
developed for commercial use contain other alloying elements in order to modify the
precipitate types and sequences and thereby develop acceptable combinations of strength
and toughness.

St e e -
‘ ':' ‘c_" g e My A'_:..‘Q'::o(-'- » é- !
Figure 4. TEM's of an Al-Li alloy aged 24 h at 363K: (a) Bright-field image showing Al;Li

in the matrix, AlLi at grain boundaries and PFZ. (b) Dark field image showing the shearing
of AlL;Li that orcurs during deformation.

Figqure 5. TEM chowing intense shear bands in an Al-Li binary alloy.
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Al-Li-Mg: Tne effect of magnesium additions on the phase equilibria of Al-Li alloys
has been reported by a number of in.estigators (6,19,20). Magnesium decreases the
solubility of lithium in aluminum at all temperatures below about 425°C (21). Similarly,
the solubility of magnesium in aluminum is drastically reduced by the presence of lithiunm.
Beyond the region of solid solution, in Al-Li-Mg ternary alloys with compositions close
to the Al-Li binary, the decomposition of the supersaturated solid solution occurs via the
§' to é precipitation sequence. However, as the composition of the ternary alloy is varied
from the Al-Li binary towards the Al-Mg binary by increasing the magnesium to lithium
ratio, the phase that is in equilibrium with the a solid solution changes from § to
Al,MgLi. When supersaturated Al-Li-Mg alloys of practical interest are aged at
temperatures below about 240°C, the precipitation sequence occurs as follows:

agg * a, + &' ~ a + &' + Al MgLi -+ a, + Al,MgLi

where a, a,, and a,, refer to the supersaturated, the metastable and the equilibrium «
solid solutions, respectively.

The §' phase that forms in Al-Mg-Li alloys is similar to that which occurs in the
Al-Li binary. Al,MgLi has a cubic a-Mn crystal structure and forms as rods along the <110>
directions of the matrix (20). This phase is incoherent with the matrix, and nucleates
predominately along the grain boundaries, dislocations and other structural
inhomogeneities. Consequently, it does not contribute to precipitation hardening. Al,Li
is the only phase responsible for the strength of Al-Li-Mg alloys, with the magnesium
contributing to some solid solution hardening (22). Therefore, the deformation behavior
is coarse-planar, si-ilar to that which occurs in Al-Li binary alloys, and the extensive
strain localization that develops during deformation leads to premature failure. The
lithium-rich Al,MgLi phase that precipitates along grain and subgrain boundaries results
in the formation of §' PFZ's during prolonged artificial aging. As discussed previously,
these zones, and their ar ociated coarse grain boundary precipitates, have deleterious
effects on ductility, fracture toughness, and possibly corrosion resistance (19).

Al-Li-Cu: The addition of copper decreases the maximum solid solubility of lithium
in aluminum at all temperatures (5). Copper in solid solution does not influence the basic
character of the 6' precipitation reaction (23), but it does introduce additional
beneficial precipitation reactions that occu' independent of the §' reaction. The natures
of the metastable and equilibrium phases that form within this alloy system have been shown
to be dependent on the Cu:Li ratio and the aging temperature (5). For example, during
aging at temperatures typical of commercial aging practices (120° to 200°C) the
decomposition of the solid solution in 1 2090 type alloy (Al1-2.2Li-2.7Cu-0.122r) results
in the formation of the metastable ' (Al,Cu-the primary strengthening phase in Al-Cu
alloys) and the equilibrium T, phase (Al,CuLi)(5,624,25). Al,Cu has not been observed for

Cu:Li ratios less than approximately 1.3. Al,Cu has a tetragonal crystal structure and the
precipitates form as platelets parallel to the (100) planes of the matrix. T, has a
hexagonal crystal structure with a = 0.497 and ¢ = 0.934 nm and also forms as thin
platelets but with a {111} habit plane. In commercial Al-Li-Cu alloys such as 2090, T, is
the predominant copper bearing strengthening phase present after artificial aging to the
near peak strength condition, although 6' may be present to a lesser degree. Figures 6a
and 6b are TEM's of a 2090-type alloy showing the complex precipitate structure after aging
to peak strength.

Both T, and 8' nucleate heterogeneously on dislocations and low angle grain
boundaries, and other substructural features. Al,Li normally is the first precipitate that
forms during the aging of Al-~Li-Cu alloys having compositions of commercial interest.
Subsequent precipitation of T, and 6' may reduce the volume fraction and alter the
distribution of é' since T, incorporates lithjum and artificial aging may result in some
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Fiqure 6, TEM's of the 2090 alloy solution heat treated showing a complex precipitate
atructure that includes o', [, &', and Al v (f'). (A) Bright field, (b) dark field.
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reversion and reprecipitation of §&'. Although Noble and Thompson (24) and Gregson and
Flower (26) have suggested that growth of the T, platelets is sustained by lithium from
solid solution rather than dissolution of the §' particles, Sanders (27) has clearly shown
that during growth the T, precipitates cut through the §' precipitates and may consume
them, Figure 7. Reducing the volume fraction of 6' is beneficial in reducing the degree
of strain localization (15).

Apart from the metastable 6' and equilibrium T, precipitates, the addition of copper
also introduces another copper-containing phase, T,, having the stoichiometry of Al,CuLi,
(5) which nucleates predominately on high angle boundaries. Electron (28-31) and x-ray
diffraction (29) analyses of this phase provide strong evidence that T, displays five fold
icosahedral symmetry. The formation of the T, phase particles (which are richer in lithium
than é') along the grain boundaries lead to the development of §' PFZ's adjacent to these
boundaries, Figure 8, with concomitant reduction in ductility and fracture toughness.
Cassada et al. (30) have shown that in 2090-type Al-Li alloys the T, phase is stable over
the temperature range of 170°-520°C. Consequently, grain boundary precipitation of this
phase should be anticipated in products that are slowly cooled or aged at temperatures
above 170°C.

Early work by Price and Kelly (32) on Al-Cu single crystals aged to precipitate '
indicated that 68' was not sheared but was looped and bypassed by moving dislocations in
accordance with the Orowan model of strengthening. However, Starke and Lin (33) clearly
showed that when the Al-Cu-Li alloy 2020 was aged to peak strength, where both 8' and §6'
were present, deformation occurred by coarse planar slip. Huang and Ardell (34) obtained
indirect evidence that 'I‘1 is looped and bypassed by glissile dislocations, confirming an
earlier suggestion by Sainfort and Guyot (35). The former authors aged an Al-Li-Cu alloy
to produce §' and T, and then applied a reversion treatment to eliminate §'. However, Jata
and Starke (36) showed direct evidence of T, shearing in an Al-Li-Cu alloy which also
contained 8' and é' precipitates. Howe et al. (37) used high resolution electron
microscopy to study the structure and deformation behavior of T, plates in an Al-2Li-1Cu
alloy and showed conclusively that T, plates are cut by dislocations during deformation and
that such cutting leads to a disruption of nearest-neighbor bonding in the plates.
Shearing of T, and 6' when §é' is present may result from the superdislocations associated
with §' having a pileup force sufficient to shear these partially coherent precipitates.

Figure 7. pDark-field micrograph showing T1 precipitates cutting through and consuming
Al,Li precipitates (Courtesy of T.H. Sanders, Jr.).

Figqure 8, Microqraphs illustrating qrain boundary precipitates and dnﬁocintodlrrx: (a)
Bright-tield micrograph with T, grain boundary precipitates with 1livo—1old (hHractxc_)n
symmetry arrowed, (by Al i dark ficld chowing the location of grain boundary and grain
boundary preocipitates (Courteay of WoAL Cansada),
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Although both €' and T, may be sheared in the presence of §', they do appear to
decrease the extent of strain localization that occurs in binary Al-Li alloys. The
resistance that a shearable strengthening precipitate offers to a glissile dislocation
depends on a number of factors which include the coherency strain field, the interfacial
energy, the internal structure of the precipitate, etc. For ordered precipitates, such
as §', the strengthening mechanism assocjated with the internal structure is reduced by
shearing. The small lattice misfit (-0.18%) (16) and the small interfacial energy (180
ergs/cm°) (38) between &' and the matrix suggest that these strengthening mechanisms are
not important for §'. However, the much larger misfits and interfacial energies between
6', T, and the matrix suggest that these strengthening mechanisms do operate when these
precipitates are present. Neither strengthening mechanism is as effectively destroyed by
particle shearing as is order strengthening and, therefore, the tendency for strain
localization by work softening on the glide plane is reduced when €' and T, are present.
The alloy Weldalite may be used to illustrate the effect of é' and T, on the deformation
behavior of Al-Li-Cu alloys (39). Weldalite-T3 is characterized by fine GP zones and §'
particles and deforms by intense localized planar slip, Figure 9a. When aged to the T8
temper, T, is the only strengthening phase and deformation is more homogeneous, Figure 9b,
indicating that there is no significant loss in strength on the slip plane during
deformation (39) and supporting the contention that T, is difficult to shear in the absence
of &§'.

Al-Li-Cu-Mg: When magnesium is added to Al-Li alloys containing copper, matrix
precipitation of §' (Al,CuMg) occurs. The exact nature of the phase equilibria of the
quaternary Al-Li-Cu-Mg alloys depends on the relative concentrations of all three alloying
elements. For example, the addition of small amounts (0.5 to 1.0 wt.%) of magnesium to
a high copper alloy such as 2090 suppresses the formation of 8' and introduces the S' phase
(40). Since S' contains no lithium, é' precipitation is not markedly influenced by the
magnesium addition and T, remains the dominant secondary phase in such an alloy. For
alloys such as Al-3Cu-1.6Li-0.8Mg little or no §' forms and there appears to be equal
amounts of T, and S' (40). In higher lithium - lower copper alloys such as 8090, S', which
precipitates with &' and a small amount of T,;, becomes the dominant Cu-bearing phase
(26,41). As the magnesium to copper ratio is progressively increased, the precipitation
of T, is fully suppressed and S' becomes the primary Cu-bearing strengthening phase. This
is the case for 2091 which has a nominal composition of Al-2Li-2.2Cu-1.5Mg~0.8Zr (42,43).
When the concentration of magnesium exceeds that of copper the Al,MgLi phase may
precipitate in addition to S' (44).

The S' phase has an orthorhombic crystal structure (a = 0.405 nm; b = 0.905 nm; c =
0.72 nm) and forms initially as rods or needles aligned along the <100> directions in the
matrix. The precipitates are partially coherent with the matrix and show a strong tendency
for heterogeneous nucleation along matrix dislocations, low angle grain boundaries and
other structural inhomogeneities, Figure 10. However, unlike the case of T, precipitation,
the heterogeneous precipitation of S' does not result in PFZ's along either low or high
angle grain boundaries. A T,~type phase (possibly Al,Cu(LiMg);) has been observed on grain
boundaries of 8090-type alloys and, similar to such precipitation in Al-Li-Cu alloys, it
does result in PFZ's. The combination of these microstructural features may lead to low
ductility, fracture toughness, and corrosion resistance although the presence of S' in the
matrix certainly minimizes these effects. Crooks et al. (45) and Crooks and Starke (40)
have clearly shown that when S' is present in Al-Li-Cu-Mg alloys strain localization is
suppressed indicating that the precipitate is not sheared by glissile dislocations. These
observations were later confirmed by Gregson and Flower (26). The S' precipitates do not
have densely packed slip planes parallel to the matrix slip planes and are, therefore,
unlikely to be penetrated by dislocations (26).

A schemgtic representation of the various phases found in basic as well as the more
complex Al-Li-X systems that encompass modern Al-Li alloys is shown in Figure 11.

Figure 9. TEM showing deformation behavior in Weldalite (a) aged to the T3 temper, (b)
aged to the T8 temper after 2% plastic strain.
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Figure 10. Dark field TEM showing §' precipitation on matrix dislocations and low angle
boundaries in an Al-2.7Li-1.5Cu-1Mg-0.152r alloy.
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(Includes Alloys 2091 and 8091)
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Figure 11. A schematic illustration of the precipitate phases that form in Al-Li-X alloys
(from Narayanan and Quist).

EFFECT OF PROCESSING ON MICROSTRUCTURE DEVELOPMENT AND PROPERTIES

As mentioned previously, the first Al-Li-X alloys that were developed for
commercialization suffered from low ductility and fracture toughness. These problems were
primarily associated with strain localization and grain boundary precipitates, and alloying
additions and processing methods were selected to minimize these problems. A variety of
production methods, including rapid solidification and powder metallurgy consolidation,
mechanical alloying, and ingot casting have been used for the development of the new Al-Li
alloys. Rapid solidification and mechanical alloying were used as a means of reducing the
grain size and extending solid solubility; however, ingot casting has proven to be the
most feasible method for the production of large plate and extrusion products and is being
used for the alloys that are currently in commercial production. However, powder
metallurgy methods, including mechanical alloying, may offer advantages for certain product
forms such as forgings.

Processing begins with homogenization to reduce segregation, remove the low-~melting
nonequilibrium phases, and thus improve workability. This thermal treatment also serves
to precipitate the dispersoid-forming elements, such as those containing zirconium, so that
they may perform their role of grain control during subsequent processing. One must be
very careful in going to the final homogenization temperature to ensure that the
low-melting phases are dissolved before their melting temperatures are reached. The
atmosphere used in the homogenization treatment should be relatively dry in order to
minimize oxidation and hydrogen pickup. One also needs to be concerned about lithium loss
from the surface (46). The homogenization treatment is followed by hot working for ingot
breakdown and st.ape change to the appropriate product form. The wrought product is then
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solution heat treated, quenched, possibly worked, and aged to develop the desired
microstructure. The temperature, amount of deformation prior to aging, etc., depend on
the alloy composition and the final microstructure and properties that are desired.

Density and Elastic Modulus:

Lithium is the lightest metallic element and, with the exception of beryllium, is the
only metal that both increases the modulus and reduces the density when alloyed with
aluminum. Although the presence of heavier elements such as copper will somewhat offset
the density advantage afforded by lithium, the overall reduction in density achieved will
still be dominated by the amount of lithium added (47), Figure 12. Several investigators
have developed empirical equations to predict alloy densities from known composition. One
such formula by Peel et al. (41) is as follows:

Density (g/cc) = 2.71 + 0.024%Cu + 0.018%Zn + 0.022%Mn - 0.079%Li - 0.01%Mg - 0.004%Si.
In this equation the elemental concentrations are expressed in weight percent.

The modulus enhancement of aluminum by lithium additions is due to both solid solution
effects as well as to the precipitation of lithium bearing compounds, and will change
relative to both the amount of lithium added and the prior thermal treatment (48,49).
Copper has a slight beneficial effect and magnesium a slightly negative effect on the
modulus of aluminum (50,51). Recent studies by O'Dowd et al. (52) for 2090-type alloys
and Broussaud and Thomas (53) for Al-Li binary alloys have shown that a maximum in modulus
occurs just prior to the peak strength condition, Figure 13. Using the law of mixtures
and a modulus for aluminum of 80.7 GPa O'Dowd et al. calculated a modulus for é' of 97 GPa
and a modulus for T, of approximately 350 GPa. They observed a sharp drop in modulus with
the precipitation of the icosahedral T, phase. Their data suggested that T, has an
extremely low intrinsic modulus and is very detrimental to the elastic properties of
Al-Li-Cu alloys. Figure 14 shows a comparison of the modulus of elasticity of several
Al-Li-X and baseline aluminum alloys (54).

Alloy T T T T

30

Specific Gravity
Figure 12. A comparison of densities for several Al-Li and conventional alloys (From
Wakeling, reference 54).
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Figure 13. Young's modulus versus aging time at 190°C for an Al-2.31Li-2.24Cu-0.162r
alloy. Precipitation occurs as indicated on the figure (From O'Dowd et al., reference 52).
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Figure 14. A comparison of Young's modulus for several Al-Li and conventional alloys (From
Wakeling, reference 54).

Grain Structure and Crystallographic Texture:

Starke and Lin (33) showed that grain structure and texture can have a significant
effect on the ductility of aluminum-lithium alloys. They related the poor ductility and
fracture toughness of a 2020 alloy plate product to a partially recrystallized structure,
very large recrystallized grains, and a high volume fraction of large inclusions. They were
able to significantly improve the ductility of 2020 by thermomechanical treatments that
produced either a completely recrystallized structure with small recrystallized grains or
a completely unrecrystallized structure with a sharp deformation texture. Subsequently,
Lin (55) showed that when PF2's are present the grain aspect ratio of the recrystallized
grains also has a major effect on the deformation behavior and fracture mode.

For alloys that deform by planar slip and/or have soft PFZ's, e.g., 2020, large
recrystallized grains result in long slip lengths which produce large stress concentrations
at grain boundaries and enhance low-energy intergranular fracture. Deformation is
localized within the PFZ only when this region is favorably oriented for slip. This is
always the case for equiaxed grains but occurs with less frequency for elongated grains
when the stress axis 1is parallel to the long grain dimension. Grain boundary
misorientation, i.e., texture, also plays a role in determining slip length and type of
fracture. Grain boundaries can be a major barrier to slip if the misorientation is large,
which is the usual case for recrystallized aluminum alloys. However, grain boundaries may
not inhibit slip if the misorientation is small, e.g., for unrecrystallized materials with
sharp deformation textures (56) (this is the situation for most Al-Li alloy products).
The deformation process, i.e., the operative slip system(s), strongly depends on the
crystal orientation. Shape accommodation, due to the constraint of material flow, varies
with the crystal orientation and the misorientation between adjacent grains.

Small grains and large misorientations enhance multiple slip due to von Mises
criterion, which may reduce stress concentrations at grain boundaries and the incidence
of intergranular fracture. However, when the grain size is larger than some critical
value, (which depends on the strength of the boundary, the degree of slip planarity, etc.)
a large misorientation produces an effective barrier to slip, resulting in a stress
concentration which may increase the incidence of intergranular fracture. A sharp
deformation texture enhances slip continuity across grain boundaries and increases the
probability of higher energy transgranular fracture. However, if slip is coarse-planar
and strain localization extensive, the fracture toughness may be low even though the
fracture mode is transgranular (27).

The desired grain structure may depend on the stress condition (57). Plane stress
fracture toughness is believed to be controlled by the amount of plastic deformation
occurring in a large plastic zone and a fine recrystallized grain structure aids in
producing a maximum amount of plastic deformation. On the other hand, plane strain
fracture toughness may be more influenced by grain boundary particles and increased
toughness may result from a large grain boundary spacing. 1In Al-Li alloys these effects
are particularly important, and it is found that sheet material with a recrystallized fine
grain size often produces the highest plane stress toughness whereas unrecrystallized
coarse grained thick section material is best for high plane strain fracture toughness
(57) .

Texture may have a significant effect on strength as predicted by the Taylor
relationship: o = MY, where o is the yield strength, ” the critical resolved shear
strength on {111} planes and M an orientation factor which averages the distribution of
grain orientations. When this distribution is isotropic, M = 3. The textures produced
in aluminum alloys depend on a variety of parameters which include alloy content,
precipitate structure and deformation mode, grain size and shape, starting texture, degree
of recrystallization, directionality of deformation, and temperature of deformation. The
crystallographic texture usually cannot be simply described since it may consist of a
number of deformation and recrystallization components.
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Commercial aluminum-lithium alloys normally have very strongly developed textures with
resultant anisotropic properties (58-67). Both Al-Li-Cu-Zr and Al-Li-Cu-Mg-Zr alloys
exhibit pronounced yield stress and ductility anisotropy in sheet, plate, and extruded
products. In sheet products, mechanical properties vary with angle of the stress axis to
the rolling direction (67), Figure 15. In thicker products, e.g., plate and extrusions,
the texture may vary throughout the thickness resulting in an additional ar isotropy, Figure
16 (65). Some of the through-thickness texture variation is usually associated with a
limited amount of recrystallization that normally occurs near the surface. In addition
to anisotropic effects due to crystallographic texture, variation in properties throughout
a product may be due to variations in volume fraction and distribution of the strengthening
and grain boundary precipitates (14). Rapid heat-up rates during solution heat treatment,
e.g., associated with salt baths, may decrease the degree of anisotropy, Figure 15 (67).
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Figure 15. The mechanical properties of Al-Li alloy 8090 as a function of solution heat
treatment practice and angle to the rolling direction (From Reynolds et al., reference 67).

The texture may also influence delamination cracks that are often observed in Al-Li
alloys. Rolled plate and extrusions of 2090- and 8090-type Al-Li alloys may have a
tendency to form delamination cracks extending in the processing direction during fracture
(68-72). Some authors have suggested that the delamination phenomena increases the
conventional fracture toughness due to "delamination toughening" (72), i.e., the L-T, L-
S and T-S oriented specimens show higher fracture toughness than S-L and S-T specimens.
Moreover, recent research indicates that the cryogenic fracture toughness in the L-T
orientation is higher than at room temperature (68-71) and is accompanied by an increase
in the yield strength, UTS, strain to fracture and the strain hardening exponent (68-70).
Roven et al. (73) recently examined the influence of PFZ's and variations in the relative
misorientations between grains in the S-direction on the delamination behavior of an 8090-
type alloy at cryogenic and room temperature. Two conditions are investigated, i.e., one
condition having a wide PFZ and the other condition with no PFZ. The recently developed
(74) and modified EBSP technique in the SEM (75) was employed for micro-texture
measurements. This technique is unique since it makes direct correlations between the
microstructure and the crystallographic orientation possible on a macroscopic specimen
(75) -

Roven et al. (73) found that the delamination behavior could be characterized by (i)
a "fine delamination" whose spacing was independent of both aging condition and test
temperature, i.e., 77K and room temperature, and (ii) a "coarse delamination" whose spacing
varied both with aging condition and test temperature (RT and 77 K). However, the coarse
spacing was roughly equal for the two conditions at 77 K. The spacing of the "fine
delaminations" correlated very closely to periodical events of high to low relative
misorientations of grains in the S direction. The fracture processes of the PFZ-containing
condition included slip localization both in slip bands and in the PF2s giving
intergranular failure. In the PFZ-free condition the fracture process was dominated by
slip localization in slip bands giving slip band decohesion. The latter condition had
better cryogenic properties than the PFZ-containing microstructure.

The sharp textures that occur in Al-Li-X-Zr alloys are strongly associated with the
use of zirconium as a grain refiner and recrystallization inhibitor. In addition, lithium
probably has a contributory effect (76). Unless special procedures are applied no
significant amount of recrystallization occurs in Al-Li-X-Zr alloys during ingot breakdown
or subsequent thermomechanical processing, including intermediate anneals and solution heat
treatments. This results in a very well defined deformation texture and the consequential
effects mentioned previously. Cross rolling may spread the predominant poles and decrease
the degree of anisotropy (13,61). As noted earlier, recrystallization textures normally
lead to more isotropic properties and a very fine recrystallized grain size offers
advantages under plane stress conditions (assuming grain boundary effects do not dominate).
Sheet products of two alloys, 2091 and 8090, are being marketed in the recrystallized
condition to optimize their plane stress fracture toughness.

Alloying additions and/or microstructural features that homogenize deformation
normally reduce the effect that a sharp texture has on property variations. Although
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Hirsch et al. (63) have shown that some control over texture may be obtained by controlling
the initial texture, grain shape and aging, the anisotropy of properties associated with
the texture of commercial Al-Li~X alloys is still a major problem and production methods
need to be developed to produce the desired texture in all product fornms.

Quench Sensitivity and Grain Boundary Precipitates:

The primary purpose of quenching age-hardenable aluminum alloys is to maintain a large
degree of supersaturation of solute atoms homogeneously distributed in solid solution.
This permits precipitation of an optimum concentration and distribution of hardening
particles during the aging treatment. As quench rates decrease, more time is allowed for
solute atoms to migrate to grain boundaries or precipitate as matrix phases. Grain
boundaries act as heterogeneous nucleation sites by reducing the free energy barrier to
nucleation (77). When thermodynamic and kinetic demands are satisfied, precipitation can
occur along the grain boundary and enhance intergranular cracking, grain boundary
decohesion and premature material failure (46).

Slow quench rates are unavoidable in very thick plate or heavy section forgings and
under such conditions precipitation of grain boundary phases may occur. Lewis et al. (14)
have shown that when 8090 is quenched from the solution treatment temperature at rates
slower than 10°C/sec, precipitation of the icosahedral T, phase occurs at high angle grain
boundaries. These brittle precipitates can lead to 1ow fracture toughness by acting as
stress risers and preferential sites for microvoid nucleation and growth (78).
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Taylor factor (M) through the thickness (From Vasudevan et al., reference 65).

Colvin and Starke (79) have determined time-temperature-transformation diagrams for
the precipitation of bcth the T, and S phases for two compositional variants of 8090,
Figure 17. A solute-rich Al-~- 2 58Li-1.36Cu-0.9Mg-0.132r alloy exhibited a greater
sensitivity to quenching rates than did a solute-lean Al-2.28Li-0.86Cu~0.9Mg-0.132r alloy.
Colvin and Starke related the precipitation of the T, and S phases with the fracture
toughness of the alloy, F1gure 18, and concluded that Tz was the principal cause for the
loss of mechanical properties in poorly quenched 8090. Staley (80) has recently determined
TTT diagrams and related mechanical properties for 2090 and has found results similar to
tnose obtained for 8090.

Strengthening Precipitates:

Engineering properties important in the design of Al-Li alloys for aerospace
applications include a proper balance between strength, ductility, fracture toughness,
fatigue resistance, formability, and corrosion resistance. The volume fraction, size,
spacing, and distribution of the strengthening precipitates are important microstructural
features that impact all of these properties. Processing of the wrought product to
optimize the microstructure and properties begins with the proper selection of the solution
heat-treatment temperature. This treatment should ensure that the maximum amount of solute
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has been put in solid solution and that the rate of heat-up and maximum temperature does
not result in nonequilibrium eutectic melting (81). The solution heat treatment is
followed by a quench which should be sufficiently rapid to prevent deleterious
precipitation of grain boundary phases, as discussed previously, without causing quench
residual stresses that will produce warping. The warping issue is more serious than with
normal aluminum alloys due to the relatively high solution treatment temperatures and low
thermal conductivity associated with Al-Li alloys.

Quenching is often followed by some type of cold work in order to redistribute the
quenched in residual stresses. However, for Al-Li-Cu and Al-Li-Cu~Mg alloys that contain
e, T,, and S' strengthening precipitates, cold work prior to aging is used in conjunction
with the aging temperature to control the distribution of the precipitates. Deformation
prior to aging increases the dislocation density and thereby the number of nucleating sites
for heterogeneous precipitation. Since the dislocations would also be in the vicinity of
the grain boundary, precipitation of the strengthening precipitates would be encouraged
in this region, thus minimizing the probability of PFZ formation. Dislocations are most
effective as nucleation sites for those precipitates that have large interfacial energies
and/or strains, e.g., 8', T, and $', but have no significant effect on the nucleation of
§'.
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Figure 17. Time-temperature-transformation curves showing volume percents of T, and S
phases. (a) T, for Al-2.58Li-1.36Cu-0.9Mg-0.13Zr (rich) alloy; (b) T, for Al-2.28Li-0.86Cu~-
0.9Mg-0.13Zr (lean) alloy; (c) S for the rich alloy and (d) S for the lean alloy (From
Colvin and Starke, reference 79).
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Figure 18. Iso mechanical lines showing the percent loss of Charpy energy values as a
function of time at various temperatures (a) rich 8090 alloy and (b) lean 8090 alloy (From
Colvin and Starke, reference 79).

Figure 19 shows the effects of different amounts of deformation prior to aging on
the number density of the T, precipitates formed during aging for various times at 190°C
(82). Since strength is reiated to the precipitate structure, there is a corresponding
effect on strength, as shown in Figure 19(b). The significance of this data relates to
commercial processing and different product forms, since a nonuniform distribution of
deformation prior to aging can result to wide variances in strength within a product. Some
product forms, such as complex forgings and those formed by superplastic deformation, are
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not easily conducive to cold deformation prior to aging. Consequently, there is interest
in examining heat treatment procedures and/or alloying additions that may aid in the
nucleation of the strengthening precipitates in a way that is similar to the effect of
dislocations.
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Figure 19. Effect of stretch on the precipitation and strength of an Al1-2.4Li~2.4Cu-0.182r
alloy. (a) Number den51ty of T, as a function of aging time at 463K for various degrees
of stretch prior to aging and (b) corresponding yield strength vs. aging time (From
Cassada, Shiflet and Starke, reference 82).

Lewis et al. (14) have improved the fracture toughness and stress corrosion resistance
of 8090 by aging at 150°C instead of the commonly used 190 °c. Pitcher (83) has recently
shown that a slow heat-up rate to the aging temperature can lead to a better balance of
tensile strength and toughness in 8091 than a rapid heat-up rate when deformation prior
to aqing is impossible. He relates the enhanced precipitation of S' to the release of
vacancies, as the §' precipitates grow during the slow heat up. These vacancies assist the
formation of homogeneous S'. A slow heat-up rate has the same effect as a duplex age,
i.e., at a low temperature followed by aging at a high temperature. Both a slow heat-up
rate to the aging temperature and a low = high temperature duplex age are common practices
for 7XXX alloys. Recent studies by Blackburn et al. (84) have demonstrated that small
additions of indium to 2090 can aid in the nucleation of both T, and ©'. This has an
effect similar to a 3 to 4% stretch, when compared with an 1nd1um-free alloy.

Ashton et al. (47) have established that a combination of cold work (up to 7%) prior
to aging and a low aging temperature can significantly improve the strength-toughness
relationship in both 2090 and 8091. As mentioned, deformation increases the number of
nucleation sites for ', T, and S'., Lowering the aging temperature increases the degree
of supersaturation and the dr1v1ng force for nucleation of the strengthening precipitates.
Consequently, higher strengths than realized at higher aging temperatures may be obtained.
In addition, since diffusion rates are decreased, the size and volume fraction of the grain
boundary precipitates are also decreased, which produces an improvement in the fracture
toughness.

In general, for alloys that contain a low volume fraction of constituent phases and
grain boundary precipitates, the fracture toughness is controlled by the deformation
behavior, being maximized when deformation is homogeneous (36). Jata and Starke (36)
showed that the fracture toughness variation with aging time can be quantitatively related
to the changes in slip planarity, i.e., the fracture toughness decreases as the slip band
width decreases and the slip band spacing increases. They also determined (85) that slip
localization decreases with decreasing temperature, thus explaining the major reason for
the large improvement in fracture toughness with decreasing temperature. The higher
fracture toughness at cryogenic temperatures has also been attributed to: (a) low melting
point grain boundary phases which solidify at low temperatures and remain liquid at room
temperature (85,86), (b) a larger number of crack delaminations perpendicular to the short
transverse direction or perpendicular to the fracture surface in an L-T oriented specimen
(71,87) and in plane crack deflections (71) and (¢) higher strain hardening capacity at
low temperatures (88). The Jata and Starke model is consistent with the increase in strain
hardening capacity at low temperatures.

The optimum microstructure for fatique crack initiation resistance is consistent with
that required for high fracture toughness (89). However, the situation is somewhat
different for fatigue crack growth resistance (90). Lin and Starke (91) have shown that
a tortuous crack path and crack branching, both of which are enhanced by coarse planar
slip, are desirable for a hiqgh fatigue crack growth resistance in aluminum alloys. The
torturous crack path reduces the '"crack driving force" due to extrinsic effects which
include roughness-induced crack closure (92-94), Fiqure 20. The propensity of Al-Li
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alloys to deform by coarse planar slip results in a significant improvement in fatigue
cracl_c growth resistance under both constant amplitude (57,94-96) and variable amplitude
loading (97) when compared with conventional high strength aluminum alloys. Figure 21,
taken from the work of Ritchie and co-workers (98), compares the crack growth behavior of
2090-T8E41 (T-L orientation) with that for two different tempers of 2124 and 7150.

Figure 20. Scanning electron micrograph showing the fatigue crack profile and the presence
of "roughness induced closure" in an Al-Li-Mg alloy.
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Figure 21. Crack propagation behavior of long fatigue cracks in 2090-T8E41 (T-L
orientation), as a function of the nominal stress intensity range, compared to
corresponding results in 2124 and 7150 alloys. Data for tests in moist air at R = 0.1
(From Ritchie and coworkers, reference 98).

Aluminum-lithium alloys have not demonstrated the same significant advantages over
baseline alloys for short crack growth resistance (99). This is partially the result of
reduced crack tip shielding effects (94,100). However, even in this regime Al-Li should
show some improvement considering that they normally have a modulus of between 10 to 15
percent larger than conventional aluminum alloys. Although the fatigue crack initiation
resistance of Al-Li alloys may be somewhat poorer than that of conventional alloys
(101,102) (most likely due to the extensive strain localization and sharp texture normally
present) their overall fatigue performance under S-N type test conditions is generally
equivalent to, or better than, that of standard aluminum alloys.

The precipitate structure also has a significant effect on the stress corrosion
cracking behavior of Al-Li alloys (103). While Al-Li, Al-Li-2r, and Al-Mg-Li-Zr alloy
systems exhibit a high resistance to stress corrosion crack initiation (104,105) the
Al-Li-Cu-zr and Al-Li-Cu-Mg-Zr systems do not (104,106-110). This suggests that the
presence of one of the copper containing precipitate phases, e.q., T,, S', T, or Al Cu(MgLi),
may be responsible for promoting crack initiation rather than AlLi or Alznqii (103).
Underaged tempers have been shown to be less susceptible than peak or overaged tempers to
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scC initiation for Al-Cu-Li-Zr alloys (103) but overaging has been shown to decrease the
susceptibility of Al-Li-Cu~-Mg-Zr alloys, Figure 22. Although underaged tempers appear to
offer the highest resistance to SCC propagation for both alloy systems, Figure 23, the
propagation behavior is relatively insensitive to temper as well as being insensitive to
alloy chemistry and test environment (103).
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Figure 22. The influence of temper on the stress-life curve of 8090 plate (ST
orientation). (From Gray et al., reference 103).

Aluminum-lithium alloys, particularly 2090, have surprisingly different forming
characteristics than the industry standard aircraft aluminum alloys such as 2024 and 7075
(111) . These differences in formability reflect the unique deformation behavior and grain
structure exhibited by Al-Li alloys, in particular, their propensity for localized planar
slip. The formability of Al-Li alloys has also been shown to be more sensitive to grain

direction and prior cold work than the standard aircraft aluminum alloys. Maximum
formability has been observed when Al-Li alloys are in the "as-quenched" condition and
the bend axis is parallel to the long grain direction (111). It was previously shown that

cold work prior to aging is necessary to develop the optimum strength-fracture toughness
in Al-Li-Cu-X alloys. However, this step often reduces formability, forcing a compromise
between the most desirable part shape and the resulting properties. This has necessitated
the development of procedures which utilize the cold work imparted during forming to bring
the final product to the required strength level.
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Figure 23. Crack growth velocity versus stress intensity curves for under- and peak-aged
8090 in artificial sea water and peak-aged 8090 in a 95 percent relative humidity
atmosphere at 40°C (From Gray et al., reference 103).
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OTHER ENGINEERING PROPERTIES

In addition to those properties discussed above, there are certain other engineering
properties of Al-Li alloys that are attractive in comparison to conventional baseline
aluminum alloys. _For example, most Al-Li alloys are amenable to superplastic forming
(112,113), display moderate to good weldability (114,115), can be chemically milled,
bonded, anodized, alclad, and painted. Oon the debit side, as noted previously, Al-Li
alloys often display considerable anisotropy in strength and ductility. They are somewhat
more susceptible to surface oxidation at moderate temperatures, and are prone to warping
during quenching (mostly attributable to the relatively high quenching temperature).
Diffusion of lithium can occur out to the surface during high temperature heat treatments
which may lead to a lithium-depleted layer, and for sheet products a reduction in strength
(116). In addition, all Al-Li~X alloys suffer from low ductility and fracture toughness
in the short transverse direction. These problems are due to a combination of grain
structure and segregation effects and should be minimized by improved processing. Most
problems associated with Al-Li-X alloys appear to be solvable by the development of
intelligent processing methods and the advantages in density and modulus that they offer
over conventional aluminum alloys have already led to their usage in a number of aerospace
systems.
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LES COMPOSITES A MATRICE METALLIQUE A FIBRES LONGUES

par
J.F. STOHR

ONERA, Direction des Matériaux
B.P. 72, F-92322 Chitillon Cedex, France

Résumé

Le renforcement des matrices métalliques par des fibres longues de céramique comme I'alumine, le carbone, le
carbure de silicium, conduit 2 des caractéristiques spécifiques en rigidité et résistance trés élevées, tant A température
ambiante qu'a haute température. Les progrés enregistrés dans le développement de nouvelles fibres plus performantes a
redonné un nouveau souffle aux études sur les composites & matrice métallique. Aprés un rappel des lois élémentaires de
la mécanique linéaire des composites unidirectionnels et la mise en évidence du role fondamental joué par Pinterface fibre-
matrice dans la micromécanique et le comportement de ces matériaux, Particle traite de la mise en oeuvre et des
caractéristiques des composites 3 matrice métallique. On montre ainsi que les nouvelles générations de composites doivent
beaucoup non seulement au traitement de surface des fibres, mais également aux technologies dérivées de la fonderie pour
I'élaboration par voie liquide, et aux techniques de dép6t par voie physique ou issues de la solidification rapide depuis I'état
liquide pour I’élaboration par densification en phase solide.

Des caractéristiques concernant les composites 2 matrice d’alliages 1égers, de composés intermétalliques et de supe-
ralliages sont présentées. Enfin, les problemes spécifiques de tenue au cyclage thermique et de corrosion sont abordés pour
quelques composites.

Abstrac

The reinforcement of metal matrices by long ceramic fibres such as alumina, carbon, silicium carbide, leads to very
high specific characteristics such as stiffness and strength at both room and high temperature. Progress achieved in the
development of new fibres more performing has revived the interest for metal matrix composites development. After having
briefly reviewed the basic faws of unidirectional compasites linear mechanics and shed some light on the major role played
by fibre-matrix interface in the micromechanics and behaviour of these materials, the article deals with their processing
techniques and characteristics.

The improvement of the mechanical characteristics of the new generation of composites arises not only from the fibre
surface treatment leading to a control of fibre matrix bond strength, but also to the processing techniques derived either from
casting or rapid solidification rate techniques.

Mechanical characteristics of the most relevant MMC are presented for both metallic and intermetallic matrices.
Attention is drawn to particular behaviours such as thermal expansion, thermal cycling and corrosion resistance.

INTRODUCTION

Les composites & matrice métallique renforcée par des fibres longues présentent, comme les composites A matrice
organique, des caractéristiques spécifiques élevées (fig. 1) [1) et une faible masse volumique, caractéristique essentielle
aujourd’hui dans I'industrie aéronautique et spatiale ol la réduction de la masse des structures est primordiale. Par rapport
aux matrices organiques, et en dépit des gains en température obtenus avec les matrices polyimides, les matrices métalliques
présentent les avantages :

- d’'une tenue en température supérieure,

- d’un allongement 2 rupture plus élevé que celui des fibres et d’'une ténacité élevée,
- d’'une bonne stabilité A I'environnement, rayonnement et humidité,

- d’une bonne conductibilité thermique et électrique.

Le développement de ces matériaux avait jusqu’alors été freiné 2 Ia fois par des problémes de mise en oeuvre et par
la faiblesse de certaines propriétés intrinséques, comme la tenue au cyclage thermique et la stabilité thermique.

Aujourd’hui, le besoin en nouveaux matériaux associé aux projets spatiaux - satellites et lanceurs - ou aéronautiques
- nouvelles cellules - a relancé I'intérét pour ces composites, intérét qui était tombé aprés les travaux importants des
années 70.

Le développement, d’une part de nouvelles fibres, carbure de silicium en meche, carbone 2 allongement accru et a
fort module, monofilament de carbure de silicium ou de diborure de titane, d"autre part de nouveaux traitements de surface
permettant d'assurer une double compatibilité chimique et mécanique avec la matrice, a donné un nouvel essor aux études
conduites sur ces matériaux. Ainsi, 3 c6té des composites & matrice d'alliage léger aluminium ou et magnésium, trouve-t-
on des compasites & matrice de titane dont certaines nuances pourraient travailler 3 950°C et, bien siir, 2 matrice superalliage
pour les températures atteignant 1100°C.

- e —
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Parallélement 2 ces travaux sur les composants, les retombées des résultats acquis dans la compréhension du
comportement mécanique des compasites & matrice organique se sont traduites par un choix plus judicieux des systémes
fibres/revétement/matrice. Cest A partir de cette réflexion que nombre de travaux ont pu déboucher aujourd’hui sur des
composites performants et réalisables industriellement.

1- ELEMENTAIR P DIR

Le souhait de tout concepteur de composites serait d’en prévoir les caractéristiques mécaniques (rigidité, résistance
2 la rupture) 2 partir de celles des deux constituants, sans avoir 2 faire intervenir les notions de régularité d’alignement ou
d’hétérogénéité de distribution des fibres. Ce chapitre traitera principalement de la résistance 2 la rupture d’un composite
unidirectionnel sollicité parallélement 2 la direction des fibres.

1.1 - Rigidité

Dans le cas le plus général d’un composite orthotrope qui comprend trois plans de symétrie orthogonaux entre eux,
le tenseur d’élasticité est défini par neuf constantes indépendantes ; si, de plus, le matériau est isotrope dans le plan normal
aux fibres, le nombre de constantes se réduit 2 cing. Le calcul rigoureux de ces constantes conduit aux expressions suivantes

[2:

€= EV, + EV + 4V.V ( )2/[v"' v, ! (1.1
= + + VoV —_——— .
frf Em m f'm f Kpf Km cm )
[ 1 1 ] v,V 1
veEv Ny Vs Ve — - — |/ |—t—+— (1.2)
Kpf Kpf Kpn Gm
1 Ve v, [ 1 1 ]2 [ Vv, V¢ 1
— e — | /RS e— (1.3)
ny Kpf Kwn Kpf Knm Kpf Knm Gm
LI .. V.V (GG )2/ [6:G. (Ge(14V,)+6.V (1.4
—_—— - —— - — — - - .
.. 5, 6 6 . f¥nlbg-bp 0 (G (14V()+6,V, ) ] )
1V v, Vv, V. 1 2
a2 v,vm(c,-am)z/(cfzc,,f[— Pt —e— ] ) (1.5)
ny Gf Gm Gf Gm Gm Kpln

oil les lettres E, G, V K, et v désignent respectivement le module d’Young, le module de cisaillement, la fraction volumique
de chaque constituant, le module de compressibilité en déformation plane et le coefficient de Poisson, les indices f et m
désignant chacun des deux constituants, les fibres et 1a matrice.

Pour la majorité des composites, du fait que I'écart 2 la loi des mélanges est proportionnel & (vrv,), quantité dont
la valeur est trés faible, 'équation (1.1) conduit 2 la forme usuelle du module d’Young donnée par la loi des mélanges :

£~ EV, + EV, (1.6)

Dans la plupart des cas, I'écart entre la valeur exacte du module donnée par (1.1) et celle résultant de I'application de la
loi des mélanges reste inférieur A 2 %.

Pour le coefficient de Poisson, du fait que v, est plus petit que v,, et que K, est plus grand que K, la valeur de v
est inférieure 2 celle prédite par la loi des mélanges.

1.2 - Résistance 3 rupture du composite
1.2.1 - Courbe de traction du composite unidirectionnel

Dans le cas général, o a la fois fibres et matrice ont un comportement plastique, la courbe contrainte-déformation
du composite présente quatre stades :

Fibres et matrice se déforment élastiquement

La matrice se déforme plastiquement et les fibres élastiquement’
Les deux constituants sont plastiques

La rupture de 'un des constituants se produit

&N =

Dans le stade 1, le module d'Young du composite est donné par la loi des mélanges, tandis que dans le stade 2 il
prend la forme :

do
E, = E V¢V, { . ]cc (1.7)
de,

le terme (do./de, )¢, représentant la consolidation de la matrice dans le composite.

" Si la déformation A rupture des fibres reste supérieure A la déformation de la matrice pour sa limite d'élasticité.

¢
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Pour des métaux purs, et si la distance entre fibres reste suffisamment grande (> 10 pm), la contribution de la
consolidation de la matrice au module tangent, trés faible (de P'ordre de E_/100), peut &tre négligée. Le module du
composite dans le stade 2 est alors égal 2 la contribution pondérée des fibres E,V,

1.2.2 - Contrainte 3 rupture en mécanique linéaire (cas déterministe) [3]

Lorsque fibres et matrice se déforment plastiquement, la rupture du composite est régie, comme dans le cas des
matériaux monolithiques métalliques, par I'apparition de la striction. Pour un composite unidirectionnel soumis 2 une charge
F. = 0A, + 0,A,, 0l A et A_ désignent les fractions surfaciques de fibres et de matrice dans une section droite, la condition
de stabilité du matériau avant la striction spécifie que pour tout incrément de déformation de, 'incrément de charge reste
positif :

dF = 0, dA; + A, do; + 0, dA + A  do, 20 (1.8)
Pincrément d’allongement étant le méme pour les deux constituants :

de = - dA;/A; = - dA /A,
Il vient :

do, do,,
Ve (— -0) +V, (— -¢q,) 20 (1.9)
de de

En admettant que les relations contrainte-déformation des fibres et de la matrice suivent une loi puissance, Mileiko
[4] a démontré que la contrainte 2 rupture du composite prend la forme :

O, = X Op Ve 4+ 2, 0, V, (1.10)

ol A, et A, sont des expressions complexes qui ne dépendent que des paramétres des lois puissances reliant coutrainte et
déformation des deux constituants. Si, de plus, les élongations 2 rupture des fibres et de la matrice sont les mémes (mod2le
déterministe admettant I'unicité de ces valeurs), alors les facteurs A, et ), sont tous deux égaux 3 l'unité et I'on retrouve la
loi des mélanges :

6, =0, Ve 0, V) (1.11)
0., 0, €t 0, désignant les contraintes a rupture du composite, des fibres et de la matrice respectivement. La relation (1.11)
constitue une limite supérieure de la contrainte 4 rupture du composite.

Si maintenant I'allongement 4 rupture des fibres est trés inférieur A celui de la matrice, et que parallelement la
contrainte & rupture des fibres est trés supérieure a celle de la matrice - ce qui est généralement le cas dans les CMM -,
a,, V, est beaucoup plus grand que g,,, V,, et I'application de la loi des mélanges A I'allongement 2 rupture des fibres conduit
alors 2 une limite inférieure de la contrainte 2 rupture du composite :

g, =0, V, +o, V¢ (1.12)
olt 0, désigne la contrainte dans la matrice pour la déformation 2 rupture des fibres. Il s’ensuit que la contrainte 2 rupture
du composite va se trouver a I'intérieur du triangle ABC (fig. 2).

Il importe de mentionner ici que pour un composite renforcé par des fibres A haute résistance, la déformation 2
rupture du composite, généralement égale 2 celle des fibres pour des fractions volumiques du renfort pas trop faibles, reste
trés petite, de sorte que o, sera trés petit devant o,. Pour ces composites 2 fibres fragiles, la rupture d’une fibre entrainera
celle des autres dans la méme section droite et, partant, celle du composite, sauf si la fraction volumique de fibres reste
suffisamment faible pour que la matrice, du fait de sa consolidation, puisse soutenir la charge une fois les fibres rompues.
La contrainte a rupture du cumposite ne sera alors donnée par (1.12) que si :

g, 20, (1-V) (1.13)

cu
de sorte que Ia relation (1.12) ne s’appliquera que pour les fractions volumiques supérieures & V,,, tel que :

’
Opy - Op

vV, = — (1.14)
o, + (0,707}

Pour ies faibles fractions volumiques de fibres, inférieures 4 V, :
0,=0,(1-V) (1.15)

De plus, dans cette région de faible fraction volumique de fibres, le renforcement de {a matrice par les fibres ne se
fera sentir que pour les fractions volumiques de fibres supérieures & V_,, tel que :

o, ¥y + 0, (1-V,) > o, (1.16)
0, -0,

Vo = ——— (1.17)
O¢, - Op




Pour des fractions volumiques de fibres inférieures 3 V,,, le composite peut étre déformé sans rupture a des
allongements bien plus élevés que I'allongement 2 rupture des fibres : c’est le domaine de la rupture multiple des fibres, od
les fibres rompent en segments dont Ia longueur tend vers une limite avec la déformation du composite. Cette limite de la
longueur des segments de fibres résulte de la déformation plastique de la matrice, qui induit une contrainte de cisaillement
7 & I'interface fibre-matrice, prés d’'une extrémité de fibre ; Cest cette contrainte de cisaillement qui conduit au rechargement
linéaire de la fibre 2 partir de son extrémité (fig. 3). La limite supérieure de 7 est la contrainte de rupture en cisaillement
de l’/interface ou de la matrice. Pour une fibre de rayon r, la longueur des segments sera comprise entre |, et 21, avec |, =
g, /1.

L’approche précédente, due essentiellement a Kelly [5), ne s’applique que dans certaines limites pour les fractions
volumiques de fibres supérieures 2 V,,, ; en effet dans la mesure ol le matériau présente un comportement fragile, toute
rupture de fibre entrainant celle du composite, deux correctifs sont & apporter :

1-  Les fibres ne possédent pas une contrainte de rupture unique, mais une distribution de contrainte a rupture
bien décrite par la loi de Weibull ;

2- la rupture du matériau interviendra donc lorsqu’un défaut de taille critique, au sens de la mécanique de la
rupture, se sera développé dans une section du composite. L'approche de la rupture du composite, soit par une
analyse statistique, soit en mécanique de la rupture 2 partir de la notion de défaut critique, repose sur la
micromécanique A I'échelle de la fibre, indispensable pour évaluer I’état des contraintes dans les fibres rompues
et leur redistribution.

1.3 - Le transfert de charge entre fibres et matrice

La description et la compréhension du mécanisme de renforcement par des fibres discontinues, de méme que celle
des phénomenes qui interviennent lors de la rupture de fibres dans un composite 2 fibres continues, requidrent que soit
connue la mani¢re dont la contrainte est transférée de la matrice aux fibres. Lorsqu’un composite contenant des fibres
alignées uniaxialement est soumis 2 une contrainte parallele 2 la direction des fibres, les déplacements de points courants
situés en vis-a-vis, mais 2 une certaine distance 'un de 'autre, dans les fibres et la matrice ne seront pas identiques, en raison
de la différence des modules d’élasticité des deux phases. Il en résultera des déformations en cisaillement sur les plans
paralleles aux fibres. Les champs de déformation en cisaillemen; et les contraintes afférentes sont les processus par lesquels
les charges supportées par les fibres et la matrice se distribuent entre les deux constituants.

1.3.1 - Rechargement élastique

La maniére dont une fibre se recharge a partir d’'une extrémité peut &tre calculée simplement, dans le cas d’'un
composite monofilamentaire (fig. 4). Suivant Cox [6], la variation de la ch ge P A une distance x de son extrémité peut
s'exprimer de deux maniéres, d’'une part en fonction de la différence des déplacements u de la fibre et v de la matrice :

dp

— = H (u - v) (1.18)
dx

ol H est une constante,
d’autre part en fonction des constantes élastiques E, de la fibre et de sa déformation du/dx :
du
P=E A — (1.19)
dx

ol A, est la fraction volumique de fibres.

De plus, pour ce matériau modele 2 faible fraction volumique de fibres, la déformation globale e loin de la fibre est
homogéne et égale A dv/dx. En regroupant (1.18) et (1.19), il vient :

a%p p
=H[— - e] (1.20)
dx? EfA
Cette équation différentielle conduit a une contrainte dans la fibre en forme de sinus hyperbolique :

cosh 8 (1/2 - x)
g =E e[l - ] (1.21)
cosh B 1/2

H
,l/?
EfA'

avec B = (

Aucunc charge n'étant transmise 2 la fibre par sa section 2 ses extrémités, la contrainte dans la fibre croit A partir
de ses extrémités, ce qui implique que seules les fibres de longueur infinie peuvent atteindre la déformation du composite.

Une valeur approchée de H peut étre obtenue dans le cas des composites ot les fibres sont réguliérement disposées,
en remarquant qu’'au voisinage des fibres, et en admettant que la fibre ne glisse pas par rapport A la matrice, le déplacement

4—“
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dans la différentiel fibre-matrice W est égal a celui de la fibre u; en revanche, a mi-distance R entre deux fibres, ce déplacement
sera celui de la matrice v. L'équilibre en cisaillement de la matrice impose alors :

28 r 7 =28 {r+dr)(r + dr) (1.22)
s
soit 7(r) = 7,—
r

ol ryest le rayon de la fibre et t; la contrainte de cisaillement a I'interface fibre-matrice, parallelement 4 I'axe des x.

En remarquant que la contrainte de cisaillement dans la matrice t(r) s'exprime en fonction du déplacement radial
suivant :

du
il s’ensuit : 7(r) = G,—
dr.

ol G_ est le module de cisaillement de la matrice, il vient :

T\ R
u(rg) = u(R) + — Ln—
Gr T'¢
26,
alors H = (1.23)
Ln R/re
La distribution des contraintes en extrémité de fibre prend alors la forme suivante :
cosh B{1/2 - x)
o=Eefll- ] (1.24)
ch B8 1/2
G, ¥ sh B(1/2 - x)
T=Ee (1.25)
2 E; Log R/v, cosh B 1/2

ol 0 est la contrainte longitudinale dans la fibre, et 7 la contrainte de cisaillement a l'interface fibre-matrice (fig. 5).

L’évolution des contraintes de cisaillement a Pinterface fibre-matrice peut conduire soit 3 une déformation plastique
de la matrice, soit 4 une décohésion fibre-matrice, la continuité du déplacement élastique n’étant alors plus assurée. Une
fois la décohésion fibre-matrice intervenue, la contrainte de cisaillement 2 l'interface fibre-matrice en extrémité de fibre
restera limitée. Suivant Ochiai [7] et Jacques [8], le profil des contraintes prend alors la forme illustrée sur la figure 6. La
fibre est décollée de sa gaine de matrice sur une longueur 1, sur laquelle la contrainte de cisaillement a I'interface fibre-
matrice est purement frictionnelle et supposée constante et égale A 7, La contrainte de cisaillement remonte alors jusqu’a
la contrainte ultime de cohésion fibre-matrice 7,, puis décroit suivant le profil élastique du modele de Cox. Ce schéma
n’est bien évidemment valable que si la contrainte ultime de décohésion fibre-matrice reste inférieure a la contrainte
d’écoulement plastique de la matrice 7,. Dans le cas contraire, le transfert de charge de 1a matrice 2 la fibre sera régi par
la contrainte d'écoulement de la matrice 7,.

Sur le plan expérimental, dans les composites A matrice métallique, on peut avoir acces a la valeur de la contrainte
moyenne maximale de transfert de charge a P'interface fibre-matrice 7, en effectuant un essai de traction sur composite
monofiiamentaire.

132 - A

Dans I'essai de fragmentation sur éprouvette monofilamentaire (fig. 7), la traction est puursuivie jusqu'a saturation,
c’esta-dire jusqu'a ce que les segments de fibres ne puissent plus rompre’, la contrainte maximum atteinte dans chaque
segment restant inférieure a sa contrainte 2 rupture.

La contrainte de cisaillement maximale moyenne A Pinterface fibre-matrice est alors donnée par :
3 reo0;

Ty = — ——— (1.26)
8 1

A titre d’illustration, le cas des composites 4 matrice TA6V (Ti-6-4) ou d’aluminium (A9, 5083) renforcés par des
fibres de carbure de silicium de fort diamétre est bridvement décrit ci-dessous.

Pour les composites & matrice d’aluminium renforcés par des fibres de carbure de silicium AVCO {9], et quel que
soit I'alliage d’aluminium utilisé comme matrice, la contrainte maximale moyenne de transfert de charge est toujours égale

* Dans les composites 2 matrice métallique, Ja détection des ruptures de fibres se fait par émission acoustique, la saturation
est alors atteinte lorsque les signaux d'émission acoustique provenant de la rupture de la fibre cessent.
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2 la contrainte d’écoulement plastique de Ia matrice en cisaillement [9]. Pour ces matériaux, c'est toujours la matrice qui
sera limitante sa_uf si, dans le composite a forte fraction volumique de fibres, la consolidation de la matrice devenait
importante du fait de la limitation du libre parcours moyen Jes dislocations résultant de la faible distance interfibre.

Pour les composites A matrice d’alliage de titane TA6V (Ti-6-4) renforcés par des fibres SCS6 d’AVCO, en revanche,
la contrainte maximale moyenne de cisaillement 2 I'interface fibre-matrice reste, pour toute température comprise entre 20
et 900°C, inférieure 3 la contrainte limite d’écoulement en cisaillement de la matrice [10). Cette résistance modérée de
linterface fibre-matrice est corroborée par les déchaussements de fibres observés 2 la surtace de rupture du composite ; la
décohésion fibre-matrice se produit 2 I'interface fibre SiC-revétement, ce dernier jouant le role de fusible mécanique’. De
ce fait, dans ce composite, la contrainte de cisaillement 2 I'interface fibre-matrice aura une forte composante de friction ;
en conséquence, la contrainte de cisaillement 4 l'interface fibre-matrice évoluera de maniére importante avec la température,
du fait de la diminution des contraintes de frettage de la fibre par la matrice lorsque la température augmente. Le transfert
de charge de la matrice 2 la fibre perdra donc de son efficacité lorsque la température d’essai s'éléve. Cette perte d’efficacité
du transfert de charge lorsque la température croit est sans aucun doute un des parametres qui permet d’expliquer la baisse
des caractéristiques des composites SiC(AVCO)-TA6V avec la température.

Pour bien comprendre le réle des divers parametres, il est indispensable d’avoir une approche de la rupture des
composites qui dépasse la modélisation déterministe d’Aveston, Cooper et Kelly, et prenne en compte le caractére aléatoire
de la rupture des fibres li€ 2 la présence de défauts distribués au hasard dans leur volume.

Toutes les fibres utilisées pour la réalisation des composites 4 matrice métallique ont une contrainte de rupture qui
peut étre décrite par une statistique de Weibull, dans laquelle la probabilité pour une fibre de rompre entre les contraintes
¢ et 0+do est donnée par la fonction densité de probabilité f(o) :

f(o) =Lama™! exp (-L a o™ (1.27)

ol L est la longueur de la fibre, @ et m deux paramatres. Avec cette formulation, Coleman [11] a montré que la valeur
moyenne de la contrainte 2 rupture et I'écart type sont reliés aux paramétres @ et m par les relations :

o=(xl)"T (14 1/m) (1.28)
s=(@l)Y™ {r(+2/m -T2+ 1/m )2 (1.29)

Le coefficient de variation cv, quotient de I'écart type par la valeur moyenne de la contrainte 2 rupture, ne dépend
que de m:

3 (T (1+2/m -T2+ 1/m))
V= — = (1.30
o I (1 +1/m)

Rosen [12,13] a alors montré que pour les valeurs du cv faibles, comprises entre 0,05 et 0,5, le module de Weibull
m restait proche de I'unité (m = 0,92), de sorte que I'inverse de m est une mesure du coefficient de variation et que, pocr
les fibres usuelles, m sera largement supérieur A l'unité. Ainsi, pour un module de Weibull de 10, un changement de la
longueur de fibre d’un facteur 10 n’entrainera qu’une diminution de 25 % de sa contrainte A rupture. Pour les fibres de verre,
le module de Weibull est de 11 environ alors qu'il se situe entre 3 et 6 pour les fibres de bore. La contrainte de rupture la
plus probable des fibres de longueur L, obtenue en écrivant que la dérivée de (1.27) est nulle, s'écrit :

o*=l(m-1)/m] (@u)y (1.31)
ce qui, dans le cas des modules de Weibull élevés, conduit 2 :
o* = (L a)’Vm (1.32)
la quantité (L @)™ pouvant étre considérée comme une référence pour le niveau de la contrainte 2 rupture des fibres.
Le cas des torons de fibres a €té traité par Daniels [14), qui a montré que pour des nombres de fibres N élevés dans
les torons, la distribution de 1a contrainte moyenne de rupture des fibres approche une loi normale 2 la contrainte de rupture

du toron, qui s’écrit :

Oy = Oy [ 1 - F(Ogp) ] (1.33)

ol F(0) est la loi cumulée de distribution des contraintes A rupture donnée par :

F(o) = r f(u) du
0

* Les revétements effectués sur les fibres jouent plusieurs roles dans les CMM, A savoir : barridre de diffusion, mais
également controle de I'adhésion fibre-matrice, voire diminution du nombre de défauts de surface.
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Daniels a ainsi montré que pour des fibres dont la contrainte de rupture obéit A une statistique de Weibull, la valeur
maximale et la valeur moyenne de la contrainte & rupture d’un toron s'écrivent respectivement :

aTmax = (L a m)—l/m
(1.34)

o, = (Lame)?/m

1.4.2 - Approche d'un critére de rupture

Ce sont Rosen [12,13] et Zweben [15] qui les premiers ont proposé des modeles qui permettent de prévoir la
contrainte 2 rupture de composites 2 fibres fragiles dont la matrice présente une rigidité bien plus faible que celle du renfort.
Dans son modele, Rosen {12] suppose que la rupture du composite résulte du cumul de ruptures élémentaires de fibres,
séparées par des barrieres 2 la propagation des fissures qui ne sont rien d’autre que la matrice, supposée tenace, c’est-a-
dire ne permettant pas i une fissure lenticulaire de se développer. Pour ce faire, le composite unidirectionnel (pli
élémentaire) est supposé constitué de N fibres de longueur | juxtaposées parallélement les unes aux autres (fig. 8). Pour une
contrainte appliquée o, certaines des fibres rompent tandis que les autres demeurent intactes. La rupture d’une fibre
individuelle ne la rend pas incapable de supporter la charge sur toute sa longucur, mais seulement au voisinage de la rupture
sur une longueur I, appelée distance d'inefficacité, sur laquelle la charge supportée par la fibre est alors nulle. Rosen passe
alors de ce modele dit "paralléle” 2 un modele dit "série”, dans lequel le composite est constitué d’'un empilement de P
couches d’épaisseur 1, chaque couche étant constituée d'un toron contenant N fibres. En conséquence, si une fibre rompt
dans une couche, la totalité de la longueur de fibre sera inefficace, et la charge supportée avant rupture par cette fibre sera
redistribuée apres rupture sur toutes les autres fibres du toron, ce qui exclut la notion de concentration locale de contraintes.
La contrainte de rupture est atteinte lorsqu’un élément de hauteur égale 4 I, se trouve dans 'incapacité de supporter une
augmentation de contrainte du fait du cumul de rupture de fibres individuelles. Ce modele dépend bien évidemment
fortement de la distance d’inefficacité 1, que Rosen avait considéré étre égale a la distance sur laquelle la contrainte dans
la fibre retrouvait, par rechargement élastique, 90 % de sa valeur avant rupture’.

La contrainte 2 rupture du composite est alors donnée par la contrainte a rupture du toron, pondérée par la fraction
volumique de fibres, soit :

O = Ve op =V (1, ame)/” (1.35)

Dans son modele série, Rosen ne prenait pas en compte les effets de report local de la charge sur les plus proches
voisines, lors de la rupture d’une fibre. Zweben [15] les a effectivement pris en considération dans le sien, en admettant que
le composite était constitué de N x P éléments. Ainsi, lors de la rupture d’un €lément, la charge qu'il supportait avant rupture
est reportée sur les éléments proches voisins par le biais d’un facteur multiplicatif K. Toutefois, ce mode opératoire conduit
A des durées de calcul prohibitives, de sorte que on préfére généralement considérer seulement le cas du modele série en
ne prenant en compte qu'une tranche d’épaisseur I, dont I'épaisseur peut évoluer avec le chargement [10).

Les améliorations a ce modele de cumul de dommages proposées depuis par divers auteurs ont essentiellement porté
sur les points suivants :

- le cas de composites hybrides, en considérant la rupture soit de deux fibres contigués, soit de deux fibres séparées par une
fibre intacte [16] ;

- la prise en compte des effets dynamiques qui accompagnent la rupture d'une fibre [17] ;

- enfin, Pintégration aux modeles de Zweben et Rosen d'interfaces plus réalistes, prenant en compte une décohésion fibre-
matrice [18].

Néanmoins, I'intégration dans ces modeles de mesures expérimentales de la cohésion fibre-matrice, ou encore de la
contrainte moyenne de cisaillement & I'interface fibre-matrice, n’a pas encore €€ réalisée ; c’est I'objet de ce qui suit.

143 - isati mposi idirecti i i ransfer
har ‘inter fibre- ice [8

Les composites unidirectionnels 3 matrice d’aluminium (6061) ou de titane (Ti-6-4) renforcée par des fibres de
carbure de silicium de fort diameétre sont de bons candidats pour I'évaluation de modeles de rupture. En effet, il est possible
de mesurer dans ces deux systémes la contrainte moyenne maximum de transfert de charge a I'interface fibre-matrice par
un essai de fragmentation sur composite monofifamentaire d’une part, et d'en déduire la contrainte de transfert de charge
A I'interface dans les unidirectionnels, du fait de leur fraction volumique de fibres relativement faible, 30 a 45 %, d'autre
part.

La simulation de la rupture s’effectue en utilisant un modele de type <érie. Dans ce modele, cn considére une tranche
de composite d'épaissur L a laquelle va étre appliqué le chargement ; la contrainte dans chaque fibre supposée identique
est obtenue par la loi des mélanges. Chaque fibre se voit attribuer une contrainte 2 rupture déterminée A 'aide de la
statistique de Weibull. La rupture de la premiére fibre intervient lorsque la contrainte qu'elle supporte o, est supérieure 3
sa contraintc de rupture o, ; la charge supportée par cette fibre, avant rupture, est reportée aprés rupture sur les plus

Le fait de considérer des fibres de longueur |, dans I'équation (2.36) conduira A un accroissement de la contrainte A rupture
par rapport A celle que I'on obtiendrait A partir de la contrainte 4 rupture de torons de longueur { > > {. Cet effet avait
été prévu par Rosen.

B e




3-8

proches voisines (six dans le cas d'un a;rangement hexagonal). Ce report de charge s’effectue, comme dans le modele de
Rosen, par une longueur dite d'inefficacité L, calculée 2 i'aide de la contrainte de transfert de charge mesurée par la
relation :

L, = ——— (1.36)

Lors de la poursuite du chargement de la tranche de composite, le nombre de zones endommagées 2 fibres rompues
croit jusqu'a ce que l'augmentation du nombre de ruptures de fibres devienne catastrophique, pour une valeur de la
contrainte appliquée égale 2 la contrainte 2 rupture du composite. Les résultats d'une simulation effectuée sur un composite
représentatif renfermant 400 fibres (20 x 20)" a permis de dégager les conclusions suivantes :

une augmentaton du module de Weibull des fibres se traduit par une forte augmentation de la contrainte a rupture du
composite (fig. 9a). En effet, pour une méme contrainte moyenne 2 rupture des fibres, de 4000 MPa pour une longueur
de jauge de 5 mm, le fait de passer d’'un module de Weibull de 4 2 un module de Weibull de 24 conduit 3 une
augmentation de la contrainte a rupture de plus de 55 %. En revanche, un faible module de Weibuil permet une
accumulation plus grande de I'endommagement avant rupture du composite (fig. 9a,b,c) ;

- leffet du transfert de charge matrice --> fibre est d’autant plus sensible que le module de Weibull des fibres est faible
(fig. 10). Cette influence s’estompe pour les modules de Weibull élevés (m > 20) ;

- la localisation de la surcontrainte locale lors de la rupture d’une fibre sur une faible longueur (longueur d'inefficacité L,
petite) est favorable ;

- la concentration de contrainte locale résultant d’'une rupture de fibre est d’autant moins nocive que le nombre de fibres
affectées par le report est important ;

- enfin, en ce qui concerne les dimensions de la fibre, un petit diamétre de fibre est favorable, d’autant qu'il minimise les
effets dynamiques de transfert d’énergie qui accompagnent toute rupture de fibre.

En ce qui concerne la comparaison simulation-expérience, les résultats obtenus sur les composites & matrice
d’aluminium (SCS2) et de titane (SCS6 ; Ti-6-4) ont permis de dégager les points suivants :

- le facteur limitant le transfert de charge de la matrice 2 la fibre est la contrainte d’écoulement plastique de la matrice pour
les composites base aluminium, et la décohésion fibre-revétement pour les composites 3 matrice titane (cf § 1.3) ;

- pour les composites 3 matrice d’aluminium, dans lesquels la seule diminution des caractéristiques mécaniques de la matrice
avec la température ne permettait pas de rendre compte de la baisse de résistance observée avec la température par le
biais de la loi des mélanges, la forte chute de la capacité de la matrice 2 transférer la charge lorsque la température
augmente permet de rendre compte de la diminution de résistance du composite SCS2-6061 a partir de 350°C (fig. 11a) ;

- pour les composites & matrice de titane, dans lesquels une décohésion fibre-revétement se produit, la contrainte de
transfert de charge par cisaillement a Pinterface fibre-matrice comprend une forte composante de friction provenant de
la zone décollée de la fibre. Cette composante de friction est proportionnelie 2 la contrainte de frettage de la fibre par
la matrice, qui décroit fortement avec la température. La simulation effectuée en tenant compte de ce paramétre conduit
a une reproduction correcte de la courbe expérimentale (fig. 11b).

En conclusion, les modéles de prévision de la rupture des composites unidirectionnels qui se fondent sur le caractére
aléatoire de la rupture des fibres commencent A conduire 2 des résultats encourageants. Toutefois, une connaissance correcte
des mécanismes de transfert de charge A I'interface fibre-matrice semblable a celle acquise pour les composites & matrice
organique (8] est indispensable.

1.5 - Résistance en traction dans le sens travers

Il est généralenient bien admis que la contrainte A rupture dans le sens travers des composites 3 matrice métallique
dépend essentiellement de la résistance de I'interface fibre-matrice, mais également de la fraction volumique de fibres. La
résistance dans le sens travers des CMM est trés faible par rapport a celle dans le sens long (fig. 12). Pour les composites
fibres de hore/matrice alliage d’aluminium 6061, une étude assez compiéte effectuée par Prewo & Kreider [19] montre l'in-
fluence de I'état de la matrice hrute de fabrication (F) ou traitée thermiquement au pic de revenu (T6) sur la contrainte
a rupture dans le sens travers. Ainsi le composite A I'état T6 présente-t-il une contrainte de rupture de 140 MPa et un
allongement A rupture faible (= 8.10%), tandis qu'a I'état brut de fabrication la contrainte a rupture est plus faible (90 MPa)
et I'allongement plus élevé, indiquant I'existence d'une liaison fibre-matrice plus faible A I'état F qu'a I'état Té.

Pour fes composites carbone-aluminium, Islam & Wallace [20] montrent, dans leur revue effectuée sur les composites
de premiére généraiion, que la résistance en traction dans le sens travers reste trés faible, comprise entre 10 et S0 MPa, alors
que les caractéristiques dans le sens long dépassent 1100 MPa. Pour la grande majorité des composites & matrice métallique
il en est de méme, avec des contraintes A rupture dans le sens travers trés inférieures a la limite de rupture de la matrice
seule, ce qui montre Ja forte contribution de la décohésion fibre-matrice. Ce rOle dominant de la liaison fibre-matrice est
confirmé par la décroissance de la contrainte A rupture observée lorsque la fraction volumique de fibres augmente [19].

La encore, un controle des caractéristiques de l'interface fibre-matrice apparait indispensable.

Une augmentation de la taille du composite (nombre de fibres trés élevé) ne modifie pas les conclusions, mais entraine
des temps de calcul prohibitifs.
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1.6 - Ténacit¢ des composites 3 matrice métalliques

L'application stricte de la mécanique linéaire de la rupture, développée pour des matériaux homogénes et isotropes,
aux composites A matrice métallique n’a bien évidemment pas permis d’obtenir des caractéristiques - facteur d’intensité des
contraintes K ou taux d’énergie libérée en fond de fissure G - intrinséques pour un matériau donné. Dans un matériau
composite, il faut prendre en compte les effets locaux, arrachement des fibres de la matrice et plasticité de la matrice induite
a fond de fissure par Peffort de fermeture des fibres non rompues, qui agissent alors comme des raidisseurs. Pour un
composite 2 fibres continues, I'énergie libérée a fond de fissure peut alors s'écrire comme la somme de trois termes [21] :

Gig = Gy + Wopy + W, (1.37)

G, est I'énergie libérée a fond de fissure par un matériau biphasé dans lequel les deux phases sont supposées se
déformer identiquement ;

W,  est le travail nécessaire pour extraire les fibres de leur gaine de matrice sur la longueur décohérée ;
W,  est le travail de déformation plastique de la matrice résultant du pontage des 1&vres de la fissure par les fibres.

Cette formulation se comprend sur la base du cumul d’'une approche macroscopique de la ténacité, représentée par
le premier terme, et d’'une approche locale {21], décrite par les deux autres ; 'énergie de fracture macroscopique G,, peut
étre estimée a Yaide de la mécanique linéaire de la rupture, dans le cas d’une isodéformation des deux phases [22), en
considérant un matériau homogeéne équivalent (fig. 13). Le terme s’écrit alors :

1 a
Gy =15i£0 6—a— 0, uf dx (1.38)
0

ol a est la longueur de fissure, 0, et u,° les contrainte et déplacement dans le matériau homogene équivalent parallélement
3 la direction des efforts ;

Gy = [Vo(E6,/E )Y + (EcGie/E,)%12 (1.39)

ot G, est le taux d’énergie restituée en fond de fissure dans un solide infini de la phase i (i = m,f) défini par une équation
identique & (1.38). Dans le cas oi v, = v, = v, (1.39) se simplifie et 'on a alors :

Gw=x1-v?) ola/E (1.40)

La contribution de I'extraction des fibres au taux de restitution d’énergie a fond de fissure a été calculée dans le cas
de composites 2 fibres longues possédant des points faibles par Cooper [23), et celle résultant de la déformation plastique
de la matrice par Pigott [24] ou Ishikawa & Taya [22] A l'aide de la méthode de I'ouverture critique (COD).

L’énergie totale de rupture d’'un composite unidirectionnel W, peut étre représentée par I'aire sous-tendue par la
courbe force-déplacement. L'énergie de rupture par unité de surface est alors le quotient du travail de rupture W, par le
double de l'aire du ligament. Cette quantité a été estimée par Taya & al [25 A 27] en intégrant I'équation (1.37) entre les
dimensions initiale a, et finale a, conduisant  la rupture du composite, d’une fissure lenticulaire préexistante. Les valeurs

de I'énergie de rupture obtenues par cette méthode recoupent les valeurs expérimentales mesurées dans les composites
C/6061 et B/Al 1100.

2 - LES CONSTITUANTS ELEMENTAIRES ; FIBRES ET MATRICES
2.1 - Les fibres utilisables pour les composites 3 matrice métallique

Les caractéristiques essentielles recherchées pour les composites & matrice métallique étant la résistance et la rigidité
spécifiques, les fibres candidates au renforcement des CMM devront posséder 2 la fois des propriétés mécaniques élevées
et une faible densité. De plus, elles cevront étre le plus inerte chimiquement vis-3-vis de la matrice, afin de conserver leurs
caractéristiques tant pendant la phase d’élaboration du matériau que pendant celle de son utilisation, dans le cas des
composites destinés 2 travailler A haute température. A c6té des fibres longues utilisées dans les composites élaborés par
synthese, it faut mentionner les trichites de carbure de métaux de transition, qui constitue le renfort des composites de
solidification obtenus par réaction eutectique, dont le domaine d'utilisation est celui des hautes températures. Les fibres de
renfort peuvent ainsi étre classées en deux groupes suivant le domaine de température d'utilisation des composites.

211 - i re d'utilisati 4

Une grande variété de fibres peuvent étre utilisées pour ces matériaux, que I'on peut ramener d quatre composés
principaux : le bore, le carbone, le carbure de silicium et les alumino-silicates (tableau 1).

Les fibres de bore ou de carbure de silicium de fort diameétre (100 & 140 pm) sont toutes deux obtenues par dépot
chimique en phase vapeur sur un filament préchauffé de tungstene pour le bore, de tungsténe ou de carbone pour le carbure
de silicium. Malgré leurs caractéristiques spécifiques tr2s élevées, ces fibres demeurent peu utilisées en raison de leur codt
élevé et de leur manque de souplesse, ce qui rend leur mise en oeuvre difficile (ces fibres n~ sont par exemple pas tissables).

Les fibres de carbure de silicium obtenues sous forme de torons de filaments de faible diametre, par pyrolyse d'un
précurseur organométallique, contiennent généralement des impuretés en teneur trés élevée - oxygéne pour les fibres
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d’origine japonaise Nicalon ou Tyranno, azote pour les fibres frangaises de Rhdne-Poulenc. Cette teneur élevée en oxygéne
est une des raisons de la thermostabilité limitée a trés haute température (= 1200°C) pour les fibres japonaises, avec un
avantage pour la fibre Tyranno ; quant aux fibres Rhéne-Poulenc, leur thermostabilité a été largement accrue par rapport
A la fibre Nicalon. Les caractéristiques mécaniques de ces fibres sont donc plus limitées que celles des fibres obtenues par
dépot chimique en phase vapeur (tableau 1) ; en revanche, elles possédent une grande souplesse et une excellente inertie
chimique vis-2-vis des matrices aluminium ou magnésium, sauf lorsqu’elles contiennent de la silice (surtout en surface) qui
réagit violemment avec le magnésium liquide.

Les fibres d’alumino-silicates (xAl,0;, (1-x)SiO,) sont produites soit sous forme de torons de filaments continus de
10 & 20 pm de diameétre, soit sous forme de fibrilles discontinues de 1 a2 7 gm de diameétre (tableau 1). La forte réactivité
des fibres contenant de la silice avec le magnésium 2 I'état liquide conduit a leur dégradation ; en revanche, la relative
inertie de ces fibres vis-d-vis de I'aluminium liquide se traduit par une adhésion fibre-matrice faible, qu’il est possible
d’augmenter par ’emploi d’alliages aluminium-lithium.

Les fibres de carbone sont de divers types selon le précurseur utilisé et les caractéristiques mécaniques recherchées
(tableau 1). Il existe essentiellement deux types de précurseurs utilisés nour la fabrication des fibres de carbone : le
polyacrilonitrile (PAN) et le brai.

Les fibres issues du précurseur PAN peuvent étre classées en deux grandes familles selon la température de pyrolyse :

- une pyrolyse 2 basse température de 'ordre de 1500°C conduit aux fibres a haute résistance, supérieure a 3500 MPa ; les
fabricants de fibres ont fait évoluer les caractéristiques des fibres en affinant le précurseur et en augmentant le taux
d’étirage des fibres PAN, ce qui s’est traduit par une augmentation de I'allongement A rupture, voisin de 1 % pour les
fibres dites de premiere génération, caractérisées par la fibre T300 de Toray, & prés de 2 % pour les derniéres fibres
apparues sur le marché, caractérisées par la fibre TS800H ;

- une pyrolyse effectuée a trés haute température conduit aux fibres 2 haute module en raison d’un taux de graphitisation
élevé, caractérisées par la fibre GY70 de Celion.

Les fibres issues de précurseur brai sont toutes des fibres 4 haut module, dont I'allongement 4 rupture a suivi une
évolution parallele tout en restant A des niveaux nettement plus modestes que celle des fibres A haute résistance ; les
derniéres-nées possédent des modules tres élevés (840 MPa) proches du module théorique du graphite.

L’ensemble des fibres de carbone ou de carbure de silicium utilisables dans I'industrie aérospatiale sont regroupés
sur la figure 14 dans un diagramme module-résistance a rupture qui perret de séparer le domaine des matériaux pour
structures spatiales, essentiellement dimensionnés en module, de celui des matériaux pour structure aéroautique, ot la
résistance reste un critére de dimensionnement important.

Le coiit de ces diverses fibres dépend 2 la fois de leur nature et du volume produit annuellement (fig. 15) [28]. Les
fibres monofilamentaires obtenues par dép6t chimique en phase vapeur restent trés onéreuses (plus de 1500 $/kg), suivies
de prés par les fibres de carbure de silicium élaborées par pyrolyse d’un précurseur organométallique (700 $/kg pour les
fibres Nicalon) ; & 'opposé les fibres d’alumino-silicates sont produites a des couts trés faibles, de 2 & 40 $/kg. pour les fibres
de carbone, les colts varient largement, de 50 2 100 $/kg pour les fibres haute résistance courantes, a prés de 4000 $/kg
pour les fibres haut module expérimentales.

2.1.2 - Composites pour application 3 haute température (> 400°C)

La nature des fibres pour des compasites utilisables 2 haute température est beaucoup plus restreinte, dans la mesure
ou les fibres doivent 2 la fois :

- conserver leurs caractéristiques en température ;
- étre inertes vis-a-vis de la matrice, tant dans la phase d’élaboration que dans celle de I'utilisation.

De ce fait, la nature des fibres retenues pour un composite est fortenient liée A celie de la matrice, constituée essentiellement
a I'heure actuelle d’alliage de titane ou de superalliage.

Pour les alliages de titane, les fibres utilisables sont nécessairement des monofilaments de fort diamétre, en raisor
de la trés forte réactivité du titane avec le bore ou le carbure de silicium (cf. § 3.1.2). Pour ces matériaux, le développement
de fibres de diborure de titane est engagé aux Etats-Unis, compte tenu de la bonne stabilité de ce composé.

Les fibres utilisables avec des matrices superalliages sont soit des monofilaments de tungstene, soit des trichites de
carbure de métaux de transition obtenus directement par croissance dans les composites de solidification (tableau 2).

2.2 - Les matrices utilisables pour les CMM

Dans les matériaux composites de fagon générale - et les CMM n’échappent pas 2 la ragle -, les roles essentiels de
la matrice sont, d’une part d’assurer la cohésion entre les fibres et d’assurer le transfert de charge, d’autre part d'éviter les
agressions de l'environnement. Diverses matrices métalliques peuvent étre employées en fonction de la température de
fonctionnement des composites ; on trouvera ainsi par température d'utilisation croissante les alliages légers d'aluminium
ou de magnésium (utilisables jusqu’a 400°C au plus), puis les alliages de titane (jusqu'a S50 ou 650°C), les composés
intermétalliques de titane (dont certains peuvent atteindre 950°C), les superalliages de nickel (pour des températures de
1100°C), et enfin, mais il s’agit 12 de prospective, les alliages de niobium (utilisables jusqu'a 1300°C).
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2.2.1 - Les matrices basse température, d’aluminium ou de magnésium

Pour ce qui est des alliages d’aluminium, nombre de matrices ont été utilisées pour la réalisation de composites 2
matrice métallique. On trouve ainsi :

- les matrices d’aluminium pur de la série 1100 ;

- les alliages aluminium-magnésium de la série 5000, qui ont été trés largement employés pour les composites de la premiere
génération élaborés dans les années 70 : il s’agit essentiellement des nuances 5056, 5154, Al-5SMg, Al-10Mg. Toutefois, il
faut remarquer que tous les alliages aluminium-magnésium sont des alliages de corroyage dans lesquels le controle de la
microstructure et, partant, les propriétés mécaniques, résultent de traitements thermomécaniques mettant en jeu des taux
de déformation élevés qu'il est bien évidemment impossible de réaliser dans des composites a fibres longues ;

- les alliages aluminiun-silicium de la série 6000, soit faiblement alliés comme le 6061, soit trés riches en silicium comme
les alliages de fonderie Al-13Si ;

- les alliages aluminium-cuivre de la série 2000, comme Dalliage 2024.

Il convient de remarquer que les alliages aluminium-zinc trés haute résistance de la série 7000, comme le 7075, ont
é1é tres peu utilists comme matrice de composites a fibres longues.

Pour les matrices base magnésium, les alliages les plus employés sont :

- d’une part le magnésium pur,
- d’autre part les alliages magnésium-aluminium, tels les alliages AZ61 et AZ91.

2.2.2 - Les matrices moyenne température de titane ou de composés de titane

La forte réactivité des matrices & base de titane imposant une mise en oeuvre 2 I'état solide, les alliages les plus
utilisés sont ceux que 'on peut trouver sous forme de feuillards de faible épaisseur, de I'ordre de 100 um, qui de plus
possédent un domaine contrainte-température dans lequel ils sont superplastiques.

Pour les alliages de titane, le plus utilisé est le TA6V (Ti-6-4), alliage a-8 laminable qui présente un domaine de
superplasticité au-deld de 900°C. On trouve également des commposites réalisés avec valliage 15-3-3-3 (15-3) de TIMET,
alliage 8 métastable, facilement laminable et disponible sous forme de feuillards de faible épaisseur.

Pour les composés intermétalliques de titane, les seuls composés envisagés a ce jour sont les composés base Ti,Al,
soit I'alliage de base Ti-14Al-25Nb’ [29], soit encore le composé super-a, Ti-14A1-20Nb-3V-2Mo* [30], tous deux développés
aux Etats-Unis par TIMET, et que I'on peut obtenir sous forme de feuillards de faible épaisseur [31]. Ces matériaux,

utilisables jusqu’a une température maximale de 650°C, font 'objet d’une évaluation comme matrice de matériaux composites
[32].

Les aluminiures de titane dérivés du composé TiAl, dont la tenue a I'oxydation est supérieure, devraient, eux, étre
utilisables 3 des températures voisines de 950°C ; toutefois, actuellement les nuances d’alliages ne sont pas encore
completement figées. De ce fait, la réalisation de composites avec ces matrices en est encore au stade des études.

2.2.3 - Les matri ralli our emploi ,

Les superalliages de nickel sont actuellement utilisés sous forme d’aubes monocristallines jusqu'a des températures

de 'ordre de 1050°C [33]. Il faut cependant noter que les autres catégories de superalliages ont des températures d'emploi
limitées a 980°C.

Deux types de composites & matrice superalliage sont susceptibles d’étre utilisés :

- les composites de synthese, renforcés par des fibres longues de tungsténe ;
- les composites de solidification, renforcés par des trichites de carbure.

Dans le premier cas, de nombreuses matrices sont utilisables, les seules limitations étant liées d'une part au procédé
de fabrication - les matériaux devant étre disponibles soit sous forme de feuillards, soit sous forme de poudres préalliées -
, d’autre part aux réaction fibre-matrice. Ainsi, pour ces composites de synthése, nombre de matrices en superalliage
(Hastelloy X, 713C, ...) [34], en alliage 2 forte résistance a P'oxydation (FeCrAlY) ou en composé¢ intermétallique (dérivé
des systemes NiAl, FeAl, Fe,Al) sont des candidates sérieuses.

Dans le second cas, la composition des matrices est limitée par les diagrammes d'équilibre des phases, tant lors de
la solidification dirigée que lors de lutilisation, du fait des réactions en phase solide.

2.24 - Les matrices pour trés haute température

Au-dela de 1200°C, les seules matrices utilisables actuellement sont des alliages base niobium durcies seulement en
solution solide, comme les alliages Nb-19Zr utilisables & condition d'étre protégés contre l'oxydation au-deld de 1300°C.

* Pourcentages pondéraux
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2.3 - La compatibilité fibre-matrice

Dans les composites & matrice métallique, la compatibilité entre fibre et matrice e pose a deux niveaux, chimique
et mécanique.

2.3.1 - Compatibilité chimique

) La compatibilité chimique est & considérer lorsque des réactions peuvent se produire entre les fibres et la matrice,
a rinterface, tant lors de la mise en oeuvre du matériau que lors de son utilisation 3 haute température. Les problémes qui
se posent et les remeédes qui peuvent étre apportés sont spécifiques a chaque couple fibre-matrice.

Dans les composites & matrice d’aluminium, les fibres dont la compatibilité avec la matrice mérite une <‘tention
particuliére sont les fibres de carbone et celles de carbure de silicium ou de bore :

- les fibres de carbone réagissent avec 'aluminium pour former du carbure d’aluminium Al,C,, qui croit & I'interface fibre-
matrice sous forme de particules anguleuses [35]. La présence de cette phase a V'interface induit au niveau du compaosite
plusieurs effets déléteres [36] :

une baisse de résistance de la résistance intrinséque des fibres ;
une augmentation du nombre des sites d’amorgage de fissures en raison de leur forme et de leur dureté ;
une détérioration des caractéristiques de corrosion, déja trés médiocres dans les composites C-Al.

De ce fait, les composites C-Al requierent pour leur mise en oeuvre que la protection des fibres de carbone soit assurée
a l'aide d’un revétement ; celui-ci devra en outre assurer le mouillage Ces fibres par I'aluminium liquide, les fibres de
carbone n'étant pas naturellement mowllées par I'aluminium liquide.

- le carbure de silicium réagit avec I'aluminium, pour les températures supérieures & 557°C [37], cuivant la réaction :
4Al (lig) + 3SiC ---> ALGC, + Si (sol-sol)

Pour les températures inférieures, le carbure de silicium et I'aluminium sont en équilibre. A haute température, la réaction
entre 'aluminium liquide et le carbure de silicium s’arréte lorsque la teneur en silicium dans 'aluminium correspond a
I'équilibre entre le métal liquide et la phase SiC (figure 16).

En ce qui concerne le mouillage du carbure de silicium par I'aluminium, il est possible d’affirmer aujourd’hui que celui-
¢i ne résulte pas de la formation du carbure d’aluminium ; le mouillay- est obtenu naturellement pour des durées de
contact de l'ordre de 60 minutes {38). De ce point de vue, le carbure de silicium apparait étre un matériau de protection
des fibres de carbone bien adapté.

- pour les composites & matrice d’alliage de titane. les fortes réactions observées tant avec les fibres de bore [39] qu'avec
celles de carbure de silicium n’ont pas permis d’utiliser ces fibres sans protection de surface. En effet, I'importance des
zones de diffusion 2 'interface fibre-matrice (plusieurs micrométres de largeur) et la présence dans ces zones de composés
intermétalliques fragiles (TiB,, TiSi,...) conduisaient & des matériaux trés médiocres sur le plan mécanique [40].

2.3.2 - Compa*ihilité therniique

La compatibilité thermique, et par conséquent mécanique, se pose en raison de la grande différence des valeurs des
coefficients de dilatation thermique entre les fibres céramiques et la matrice métallique, qui peut atteindre 24,7.10°/°C dans
les composites carbone-aluminium. Cette forte différence des valeurs des coefficients de dilatation entre fibres et matrice
va se traduire par I'existence dans les CMM de contraintes internes élevées, qui peuvent induire une plastification généralisée
de la matrice.

Pour répondre aux problémes liés & la compatibilité fibre-matrice, il est nécessaire de pouvoir -ontrdler les
caractéristiques de I'interface fibre-matrice, par le biais de revétements de surface des fibres notamment.

3 - LINTERFACE FIBRE-MATRICE : TRAITEMENTS DE SURFACE ET REVETEMENTS PROTECTEURS

Comme dans tout composite, les caractéristiques de ['interface fibre-matrice joue~t un réle fondamental dans
I'élaboration, les caractéristiques mécaniques et la stabilité thermique des CMM.

Pour ce qui est de I'élaboration, les propriétés recherchées son: a la fois une bonne mouillabilité de la fibre pai le
métal liquide dans le cas d’'une mise en oeuvre par des procédés dérivés de la fonderie, et une inertie chimique relative de
la fibre vis-3-vis du méial liquide afin d'éviter sa dégradation et la formation de phases indésirables & interface.

Pour ce qui est des caractéristiques mécaniques, le but visé est le controle de I'adhésion fibre-matrice par le biais
des réactions A I'interface lors de "éluboration.

Enfin, pour la stabilité thermique, I'objecui” est ta limitation des réactions fibre-matrice en phase solide.

L'objectif 2 atteindre est done double : il faut mettre en place une barriere de diffusion qui présente toutefois unc
réactivité non totalement nulle avec la matrice, afin de permettre un réglage de I'adhésion fibre-matrice.

Les moyens d'action du concepteur procédent d'une part du contrdle des conditions d'élaboration, traité dans le
chapitre suivant, d’autre part du traitement de surface des fibres.
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Les traitements de surface different selon le procédé de mise en oeuvre et les objectifs recherchés. Deux exemples
concernant les fibres de carbone et de carbure de silicium de fort diamétre seront traités plus en détail ; les autres
traitements de surface, en cours de développement, seront seulement mentionnés.

3.1 - raitemen fibr. rbon ns | mposi N

De tout temps, les fibres de carbone utilisées pour le renfort des composites 4 matrice d’aluminium et, dans une
moindre mesure, de ceux 3 matrice de magnésium, ont nécessité un revétement de surface a la fois pour les rendre
mouillables par Paluminium liquide et pour éviter leur attaque et la formation de carbure d’aluminium ALC..

3.1.1 - Traitement d’'imprégnation_de

Pour les composites de premiére génération, élaborés au début des années 1970, I'essentiel des traitements étaient
destinés 2 améliorer la mouillabilité des fibres ; leur intérét, surtout historique jusqu'a un passé récent, renait en raison de
la meilleure homogénéité de la distribution des fibres au sein du composite que I'on obtient lorsqu’elles sont mouillées par
I'aluminium liquide.

Il est ainsi utile de mentionner :

- limprégnation aux métaux alcalins (sodium, potassium) (41], effectuée sur les torons, traitement dans lequel le mouillage
résulterait de lintercalation d’atomes alcalins dans les plans graphitiques du carbone. Dans ce procédé, onéreux mais
conduisant  des caractéristiques mécaniques proches de la limite donnée par la loi des mélanges, la protection des fibres
contre 'attaque de I'aluminium liquide est assurée par un film d’alliage Sn-2%Mg, probablement par la formation d’'un
composé intermétallique Mg,Sn ;

- I'imprégnation par des solutions colloidales d’argent, qui permet, grace a I'enrobage de chaque filament par un dép6t fin
et homogeéne, un excellent mouillage des meches {42} ;

- le dépot électrolytique de cuivre ou de nickel conduit également a un bon mouillage ; toutefois, la nécessité de revétir de
maniére homogeéne chaque fibre conduit dans le composite a des alliages chargés en cuivre ou en nickel, ce qui nuit 2 la
fois aux caractéristiques de la matrice et A sa densité.

Néanmoins, tous ces dépdts métalliques ne permettent pas d’assurer lors de I'imprégnation des meches par le métal
liquide une bonne protection des fibres de carbone contre I'attaque par 'aluminium liquide ; c’est I'une des raisons qui leur
fait préférer les revétements céramiques, utilisés a la fois comme barriere de diffusion, donc justifiables de mises en oeuvre
en phase solide comme en phase liquide, et pour assurer le mouillage des fibres par 'aluminium liquide.

3.1.2 - Dépdts de céramiques

Divers revétements de céramiques ont été utilisés, tant pour protéger les fibres elles-mémes que pour assurer leur
mouillabilité, bien que les céramiques soient généralement mal mouillées par 'aluminium [43]. Les céramiques les plus
utilisées sont soit des carbures de titane ou de silicium, soit des composés de bore et de titane Ti,B  soit encore de la silice
Si0,. Tous ces revétements sont réalisés par Dépot Chimique en Phase Vapeur (DCPV) [43 2 45], procédé dans lequel on
décompose par voie thermique (figure 17) un composé contenant les éléments chimiques du composé que I'on souhaite
déposer. It est également possible de mapporter que I'un des deux constituants du composé, l'autre étant alors fourni par
le substrat lui-méme ; dans ce dernier cas, on parle de dép6t chimique en phase vapeur réactif.

Le non-mouillage des céramiques par I'aluminium liquide au voisinage de son point de fusion est vraisemblablement
lié a la présence d’une fine pellicule d’alumine 2 la surface du métal liquide [46].

Dans le cas de dépots effectués de maniére non réactive, il est en général nécessaire d'opérer sous pression réduite,
inférieure 2 la pression atmosphérique, et avec des débits d’espéces réactives faibles afin d’obtenir un revétement homogeéne
des fibres au sein du toron. En effet, la cinétique de dépdt comporte deux régimes en fonction de la température (figure 18) :

- un régime dit de surface, observé A basse température, dans lequel ce sont les phénoménes de surface (adsorption puis
réaction dans la phase adsorbée) qui contrdlent la vitesse de dépdt, toujours lente ;

- un régime dit diffusionnel, observé a plus haute température, dans lequel la vitesse de dépdt est régie par I'accés des
especes réactives 2 la surface du substrat. Ce régime est bien évidemment A proscrire, car il ne conduit pas A une
concentration en espéces réactives identique  coeur et en surface du toron ; le dépdt est alors limité aux fibres externes.

La faible vitesse de dépdt en régime de surface observée sous pression atmosphérique peut étre améliorée en
diminuant la pression de travail ; la transition régime de surface/régime diffusionnel se trouve en effet repoussée vers les
hautes températures lorsque la pression dans le réacteur est abaissée (figure 18). Dans ces conditions, les dépdts obtenus
par germination et croissance présentent généralement une structure équiaxe, ou 3 grains colonnaires pour les dépGts plus
épais. Les vitesses de dépdt, de quelques micrométres A I'heure, restent acceptables dans le cadre d'un traitement industriel,
dans la mesure ol les épaisseurs des revétements nécessaires A la protection des fibres de carbone demeurent faibles,
généralement de I'ordre de quelques dizaines A quelques centaines de nanometres. Un grand nombre de composés peuvent
ainsi étre obtenus sous forme de revétement protecteur des fibres, de carbone notamment (tableau 3).

Actuellement, sur le plan industriel et en ce qui concerne les fibres de carbone, seul le co-dépot de titane et de bore

(Ti,B) a fait I'objet d’une industrialisation aux Frats-Unis par la société Materials Concept Inc. Les dépdts réalisés, tres fins
(20 nm), sont utilisés pour 'obtention de préimprégnés filamentaires.
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Pour ce qui est des dépdts chimiques en phase vapeur réactifs, la variété des espéces qu'il est possible de déposer
est bien évidemment plus réduite et serait, dans le cas des fibres de carbone, limitée aux carbures. Ce procédé présente
toutefois I'avantage théorique de donner sur des torons des revétements d’épaisseur trés homogene du fait de son
autorégulation. En effet, le revétement s’effectuant en empruntant I'un des éléments, ici le carbone, A la fibre, la cinétique
de croissance du revétement sera notablement plus faible pour les fibres déja revétues (en raison de la nécessité pour
I'élément métallique de diffuser a travers le dépot pour réagir ensuite avec la fibre) que pour les fibres nues. Cette technique
a €1€ appliquée avec succes au revétement de fibres de carbone, essentiellement haute résistance, par I'équipe du Professeur
Bouix [47]. Les revétementes obtenus sont minces (quelques dizaines a quelques centaines de nanometres), continus et
protégent efficacement les fibres de carbone contre 'oxydation {48]. Son efficacité en tant que barriere de diffusion pour
F'élaboration de composites carbone-aluminium est en cours d’évaluation.

3.2 - La protection de surface des fibres de bore et de carbure de silicium

Les fibres de bore ou de carbure de silicium utilisées pour le renforcement des composites 3 matrice titane
demandent la mise en place d’'une barriére de diffusion.

Pour les fibres de bore, la meilleure barriére de diffusion est le carbure de bore B,C, et des fibres B/B,C ont été
produites industriellement par la société AVCO (filiale de TEXTRON) sous licence SNPE dans les années 70.

En ce qui concerne les fibres de carbure de silicium, le seul producteur industriel actuel est la société AVCO, qui
a développé deux types de finition de surface des fibres selon la nature de la matrice, aluminium ou titane. Ces revétements,
généralement complexes, jouent plusieurs roles, barriere de diffusion et adaptateur mécanique, qui seront détaillés dans le
cas de la fibre dénommée SCS6, destinée aux composites 4 matrice titane. La fibre SCSG est obtenue par dépdt chimique
en phase vapeur sur un filament chaud de carbone, ce qui autorise de trés fortes vitesses de croissance, et le traitement de
surface est réalisé en ligne dans le réacteur qui sert A élaborer la fibre. Une fibre SCS6 (figure 19) est donc constituée {40] :

- d’un coeur de carbone de 33 pm de diameétre ;
- d’une couronne de carbure de silicium (B) de 100 pm d’épaisseur environ ;

- d’'un revétement protecteur constitué de plusieurs couches, riche en carbure de silicium vers I'intérieur et en carbone vers
'extérieur.

La complexité du revétement, qui comprend six a sept couches, ainsi que la finesse des microstructures 2 l'intérieur
de chaque couche, n'ont pu étre élucidées qu'en faisant appel aux techniques de microscopie électronique a haute résolution
[49]. La couche interne est constituée de microcristallites de SiC noyés dans une gangue de carbone turbostratique (figure
20a), tandis que la couche externe est presque uniquement constituée de carbone turbostratique (figure 20b).

Le fonctionnement de ce revétement peut se comprendre comme suit : lors de la mise en oeuvre du composite, le
carbone présent a la surface de la fibre réagit avec le titane de la matrice pour former une couche plus ou moins continue
de carbure de titane Ti,C,, qui va jouer le rdle de barriere de diffusion [50]. Toutefois, il nest pas possible d’obtenir ce
résultat en effectuant un simple dépot de carbone sur la fibre de carbure de silicium obtenue par DCVP ; en effet, la forte
différence des coefficients de dilatation du carbone et du carbure de silicium couduit, pour des dépots de carbone de 3 a
4 pm d'épaisseur, & un décollement du dépdt de carbone de la fibre. Afin d’obtenir un dépot adhérent, il est donc nécessaire
de passer graduellement des caractéristiques du carbure de silicium 2 celles du carbone turbostratique de surface, ce que
réalise le revétement de la fibre SCS6.

La fibre SCS6 représente donc un excellent exemple de la réalisation d'un revétement évolutif, capable d'assurer
I'adaptation mécanique de la barriére de diffusion a la fibre.

3.3 - Les autres revétements protecteurs de fibres

Des revétements protecteurs peuvent étre nécessaires pour assurer la compatibilité de fibres avec des matrices
différentes de celles déja mentionnées, aluminium, magnésium ou titane. Parmi les matrices utilisables a haute température,
les superalliages et les composés intermétalliques, essenticllement de titane {51], ont déja été cités. Pour ces derniers, un
double effet peut étre avancé, d'une part une élévation des températures de mise en oeuvre et de fonctionnement, qui peut
nécessiter de nouveaux revétements, d’autre part (et cela vaut essentiellement pour les aluminiures de titane) une stabilité
accrue du carbure de silicium dans certains composés du titane, comme le Ti,Al [52]. Si une nouvelle protection des fibres
de carbure de silicium s’avére nécessaire, il sera possible de faire appel A des composés trés stables vis-A-vis du titane,
comme les oxydes de terres rares,

Pour effectuer le revétement des fibres, diverses techniques peuvent étre utilisées [45] : il s’agit essentiellement des
techniques de dép6t physique en phase vapeur (figure 21), de dépdt chimique en phase vapeur assisté par plasma (figure
22) ou par laser, ce qui permet d'abaisser les températures de dépot, et enfin des techniques sol-gel.

3.3.1 - DépGt physique en phase vapeur (DPPV)

Dans le cas des céramiques, les vitesses de dépot obtenues en pulvérisation cathodique restaient trop faibles pour
espérer effectuer des revétements en des temps compatibles avec un procédé industriel. Toutefois, I'adjonction d'un champ
magnétique a permis d'augmenter la densité du plasma au voisinage de la cible et, partant, la vitesse de pulvérisation. Les
céramiques sont généralement produites en utilisant des atmospheres réactives d'oxygene pour les oxydes, d'azote pour les
nitrures et de méthane pour les carbures. Les vitesses de dépot peuvent étre élevées, de 'ordre de quelques pm/min [S2).
Toutefois, les techniques de DPPV rest- 1% directivco ci detmiandent que les torons soient étalés afin d'éviter les effets
d’ombrage, particuli¢rement marqués.




3.3.2 - Dépét chimique en phase vapeur assisté par plasma ou laser

L'utilisation d’un plasma, développé jusqu’ici essentiellement pour les dépdts dans I'industrie de la microélectronique,
permet un abaissement substantiel des températures de réaction. De nombreux composés : carbures, nitrures, borures, ont
ainsi été déposés [43,45). Lutilisation de cette technique pour le revétement des fibres présente tous les avantages du DPPV,
sans 'inconvénient d’une forte directivité. La réalisation de revétements d’oxydes par décomposition de chlorures en présence
de méthane rend ainsi possibie le revétement de fibres en dessous de 1000°C. Cet abaissement de la température de dépdt
présente également I'avantage de conduire & une taille de grain plus petite dans le revétement.

3.3.3 - Revétement par voie sol-gel

Lutilisation de techniques sol-gel pour I'élaboration de films minces de céramiques fait aujourd’hui lobjet d’études
de développement [53 4 58]. Les gels, composés généralement amorphes, présentent 1'avantage de pouvoir étre synthétisés
A température ambiante soit A partir de suspensions colloidales d’oxydes ou d’hydroxydes métalliques, soit & partir de
polymeres inorganiques, comme les alkoxydes M(OR), qui peuvent &tre obtenus avec une grande pureté. Il est ainsi possible
d’obtenir des gels d’'une grande variété d’oxydes métalliques (SiO,, TiO,, ZrQO,...).

Les gels ont requ un grand nombre d’applications dans la réalisation de films minces [53] ; cette technique serait bien
adaptée 2 la protection des fibres, dans la mesure ou elle n’exige pas I'emploi de températures élevées.

4 - LES PROCEDES D’ELABQRATION DES COMPOSITES A MATRICE METALLIOUE

Les procédés d’élaboration des composites 2 matrice métallique peuvent étre classés en deux grandes familles selen
que I'on opere en phase solide ou en phase liquide [59]. La mise en oeuvre en phase solide implique généralement, et c’est
toujours le cas pour les matrices a bas point de fusion, d’avoir recours & des préimprégnés, matériaux intermédiaires
unidirectionnels dans lesquels les fibres sont recouvertes d’une fine couche de métal. Par ailleurs, et cela vaut pour les deux
types de mise en oeuvre, il est également possible d’opérer a partir d’empilements de couches de fibres et de feuillards
métalliques minces que les procédés conventionnels de la métallurgie - coulée + transformation thermomécanique - ne
permettent d’obtenir que pour les nuances d’alliage corroyables. De ce point de vue, les techniques du refroidissement
rapide depuis I'état liquide s’avérent prometteuses {60).

4.1 - Les procédés par voie liquide

Les procédés par voie liquide sont utilisés dans le cas des alliages d’aluminium et de magnésium, soit pour réaliser
directement des pieces de forme simple, plaques, tubes, raidisseurs, soit - et cela a constitué les premiéres élbaborations de
CMM - la fabrication de préimprégnés filamentaires.

4.1.1 - Préimprégnés filamentaires

Ce type de demi-produit présente un intérét limité dans la mesure ol il se présente sous forme d'une baguette rigide
qui nm"aacepte pas de faible rayon de courbure, du fait de sa raideur. Le procédé, généralement adapté pour la réalisation
de fils, consiste A faire passer une meche de fibres de carbone dans un bain d’aluminium liquide. Le mouillage des fibres
doit étre quasi instantané, ce qui implique un traitement adéquat préalable du toron. De bons résultats ont été obtenus pour
les fibres de carbone avec un revétement de titane et de bore [61].

4.1.2 - Procédés dérivés des technigues de fonderie

Ces procédés apparaissent aujourd’hui comme les plus intéressants du fait de leur capacité a permettre la fabrication
de pieces finies a des prix de revient acceptables. Pour ces techniques, de nombreux problémes ont di étre résolus ; ils
concernent :

- les préformes fibreuses,
- les outillages et conditions d’élaboration.

L’intérét essentiel des préformes fibreuses réside dans la diversité des architectures réalisables, adaptée & chaque
piece ; les fibres qu'il est possible d’employer doivent étre de ce fait tissables, ce qui exclut les monofilaments de fort
diamétre en bore ou en carbure de silicium, trop rigides, et les fibres d’alumine FP, trop fragiles.

Les technologies de mise en oeuvre doivent 2 la fois assurer une bonne infiltration de la préforme fibreuse et
permettre un contrdle précis des durées de cycles, qui sont déterminantes tant sur le plan de la productivité que sur celui
de 1a qualité du composite obtenu. Des études récentes [62,63] montrent qu’a une vitesse d'infiltration donnée, I'anisotropie
de I'architecture fibreuse joue peu mais, en revanche, que sa température et celle du métal liquide ont un réle prépondérant
(fig. 25). Sur le plan de la santé du matériau, les deux paramatres microstructuraux qu’il importe de contréler sont d'une
part Iintégrité des fibres et leur liaison avec la matrice, d’autre part leur séparation, qui toutes trois conditionnent pour une
grande part les caractéristiques mécaniques du composite [64].

Les procédés issus de la fonderie et ayant déja donné lieu a des fabrications industrielles de petites pré-séries de
faisabilité et de démonstration, tant aux Etats-Unis qu’au Japon ou en Europe, vont de la coulée par gravité a la coulée sous
forte pression. Parmi ces procédés, il convient de mentionner ;

- le pracédé de coulée sous pression modérée développé par la société Craycir [65], dénommé "Liquid pressure forming”,
qui permet la réalisation de pieces de forme ;

- le procédé de forgeage liquide, ou coulée sous haute pression, qui met en jeu des pressions plus élevées, de I'ordre de 1000
bar.
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Dans e procidé 1.PF (fig. 24), Pélaboration se fait en quatre étapes successives :

- introduction de la préforme et fermeture du moule,

- mise sous vide du moule,

- coulée du métal liquide dans le moule par mise sous pression du bain,
- solidification du composite et éjection.

Les principaux avantages du procédé, selon Craycir, résultent d'une part de la mise sous vide du moule, qui évite toute
présence de porosité, d’autre part du prélévement de métal liquide au coeur du bain, ce qui évite toute pollution par te film
d’oxyde superficiel.

Dans le procédé de forgeage liquide, les trés fortes pressions utilisées (= 1000 bar) permettent 2 la fois de s’affranchir
des difficultés d’imprégnation liées A la mouillabilité médiocre des fibres de carbone ou de carbure de silicium par
Paluminium {ou le magnésium) liquide, et de réduire la porosité finale du composite. L’inconvénient principal provient de
la détérioration possible du renfort lors de P'application de la pression, surtout pour les préformes trés rigides.

4.2 - Les procédés par voie solide

La mise en oeuvre des composites 2 matrice métallique s’effectue :

- soit directement A partir d’empilements alternés de couches d’architecture fibreuse et de feuillards ou de feuilles
métalliques ;
- soit 4 partir de préimprégnés.

4.2.1 - Les techniques de réalisation des préimprégnés drapables

L'utilisation de préimprégnés en forme de nappes procéde d’une part de I'idée générale de transposer aux CMM les
techniques de mise en oeuvre des composites & matrice organique, et ceci vaut pour les matrices aluminium et magnésium,
d’autre part de disposer de produits intermédiaires manipulables.

4.2.1.1 - Les préimprégnés 3 matrice aluminium ou magnésium

Deux procédés peuvent étre utilisés pour réaliser des préimprégnés en nappes carbone-aluminium ou carbone-
magnésium’, I'évaporation thermique ou la pulvérisation cathodique. Une caractéristique commune 2 ces deux techniques
est leur forte directivité, qui impose une mise 2 plat des torons de fibres de maniere a les disposer parallélement dans un
méme plan, afin d’éviter les effets d’ombrage d’une fibre sur I'autre.

L’évaporation thermique présente I’avantage de vitesses de dépot plus élevées ; en revanche, elle ne permet ni
le dépdt d’alliages - sauf si les tensions de vapeur des métaux a déposer ne sont pas trop diftérentes - ni le revétement
simultané des deux faces de la nappe. Des nappes sont réalisées sur un plan semi-industriel [66].

La pulvérisation cathodionie permet le dépdt d'alliage et le traitement des nappes de fibres en une seule opération,
et une excellente adhésion fibre-matrice ; c’est pourquoi, en dépit de vitesses de dépot plus lentes qu'avec I'évaporation, cette
derniere technique est actuellement préférée.

42.1.2 - Les préimprégnés 3 matrice de titane ou de composés de titane

A Theure actuelle, les composites ayant une matrice & base de titane sont exclusivement renforcés par des fibres de
carbure de silicium. Les feuillards de composites comprennent une couche unidirectionnelle de fibres noyées dans une
matrice d’alliage ; ces composites monocouches ont une épaisseur égale au diametre des fibres, 140 nm Ils sont réalisés en
faisant appel aux propriétés de superplasticité de la matrice.

La réalisation d'un feuillard de composite monocouche comprend les étapes suivantes (fig. 25) :
1)Réalisation d’'une nappe unidirectionnelle de fibres rendues solidaires par un liant fugace. Cette nappe est généralement
obtenue par bobinage sur un cylindre suivi d’imprégnation par le liant fugace ; 'obtention de la nappe plane résulte du
découpage des fibres le long d’'une génératrice du cylindre
2)Empilement de la nappe de fibres entre deux feuillards de 75 um d’épaisseur
3)Pressage sous vide A 925°C de I'ensemble précédent, en utilisant des feuillards de molybdene revétus de démoulant
Une alternative A cette méthode est d’effectuer directement le dépdt de métal liquide sur le mandrin tournant, apreés
disposition des fibres parallelement 4 la génératrice du cylindre’. Dans le cas des alliages de titane, ceci impose de travailler

sous pression réduite de gaz neutre afin d’éviter toute pollution de l'alliage de titane par les interstitiels azote et oxygene.

422 -

Les technologies de la solidification rapide permettent d’obtenir sous forme de produits minces - rubans, feuillards -
ou divisés - poudres, fibrilles - des alliages que leur composition rend intransformables par les méthodes usuelles de la

© Compte tenu des applications visées, aéronautigues et spatiales, ce sont ies renforts de carbone qui sont les plus
intéressants.

" Cette technique a été employée avec succes par la société AVCO pour la réalisation de compaosites SiC-Al.




3-17

métallurgie. Ces nuances d’alliages présentent un grand intérét en tant que matrices de composites, en raison de leurs
caractéristiques - tenue a Poxydation par exemple - et de la finesse de leur microstructure, qui facilite la mise en oeuvre 2
I'état solide.

Parmi les techniques d’élaboration des alliages par solidification rapide, les plus pertinentes pour les CMM sont [60] :

- les procédés dérivés de la trempe sur rouleau, comme la coulée pelliculaire™ qui permet d’obtenir en grande largeur et
faible épaisseur - quelques centaines de micromeétres - des feuillards d’alliages difficilement laminables comme ceux de
magnésium, ou non transformables comme les MCrAlY, olt M désigne 'un des éléments Fe, Co ou Ni ;

- les méthodes de pulvérisation, qui conduisent 2 des poudres fines, de 70 4 150 um en moyenne pour les alliages de titane,
a quelques dizaines de micrometres pour les alliages légers. L'obtention de films métalliques de faible épaisseur facilement
manipulables a partir de ces poudres fait appel, comme pour les nappes unidirectionnelles de fibres, a un liant organique
fugace ; les produits correspondants sont dénommés chiffons métalliques™.

4.3 - Fabrication de composites

Diverses variantes de mise en oeuvre peuvent étre utilisées pour la réalisation des composites ; elles relevent
néanmoins toutes du pressage a chaud, technique dans laquelle des empilements de préimprégnés ou de couches alternées
de fibres et de feuillards de matrice sont comprimés entre deux plateaux ou dans un moule porté en température. La
densification du matériau s’effectue grice aux mécanismes de diffusion a I'état solide et d’écoulement plastique de la matrice,
prépondérant dans le cas de certaines matrices titane en raison de leur comportement superplastique. Par cette méthode,
les composites peuvent étre directement mis en forme en utilisant des procédés dérivés de ceux utilisés pour les composites
a matrice organique.

Un autre procédé de densification, direct, est l'utilisation de la projection de métal fondu 2 'aide d’'un chalumeau
plasma [21]. Par cette technique, on peut facilement réaliser des corps creux résistant 2 la pression.

5 - APPLICATIONS ET POTENTIEL DE MPOSITES A MATRICE METAILLIQUE A FIBRES LON

Les composites & matrice métallique 2 fibres longues se caractérisent a la fois par des caractéristiques mécaniques
et un prix de revient élevés, associés pour la majorité d’entre eux a une densité faible.

De ce fait, ils sont essentiellement destinés 2 des piéces de structure aéronautiques, spatiales, ou encore de systémes
de propulsion pour lesquels des valeurs élevées des caractéristiques spécifiques sont requises (fig. 26) [67]. A c6té de ces
applications structurales, les caractéristiques de conductibilité thermique et de stabilité dimensionnelle les rendent attrayants
pour l'industrie électronique.

Les composites 2 matrice métallique a fibres longues peuvent étre classés en deux groupes relativement distincts, les
composites pour basse température - utilisables jusqu’a 400°C -, dont la matrice est un alliage d’aluminium ou de magnésium
(tableau da), et les composites moyenne et haute température - utilisables jusqu'a 1100°C - & matrice superalliage
(tableau 4b).

5.1 - Composi mpératur

5.1.1 - Composites pour applications structurales

Les caractéristiques en traction de quelques composites unidirectionnels sont rassemblées dans le tableau 5. S'il est
possible d’atteindre des caractéristiques trés élevées dans le sens longitudinal pour les composites A renfort carbone, les
caractéristiques travers restent extrémement faibles, surtout pour des fractions volumiques de fibres aussi élevées que 70 %,
qui ne permettent pas d’assurer la santé métallurgique du matériau. De ce point de vue, des résultats récents obtenus en
France sur des composites 3 matrice d’aluminium-10 % de silicium renforcée par des fibres Nicalon, ou de magnésium
renforcée par des fibres de carbone M40, élaborés en phase liquide, ont montré que :

- les composites unidirectionnels Al-10Si renforcés par 45 % de fibres présentaient une contrainte & rupture de 450 MPa,
de 20 a 350°C [68] ;

- les composites unidirectionnels AZ61 renforcés par 40 % environ de fibres présentaient & 20°C une contrainte A rupture
de V'ordre de 1000 MPa [69).

Le niveau et la reproductibilité des caractéristiques sont obtenus par une maitrise des conditions d’élaboration par
infiltration, qui permet de contréler le temps de contact entre la fibre et le métal liquide, paramétre dont I'importance est
unanimement reconnue aujourd’hui [68 A 70] pour tous les CMM. Un autre intérét des CMM a matrice d’alliage Iéger est
un maintien des caractéristiques a des niveaux de température o la matrice ne présente plus aucune caractéristique (fig. 27).
Ainsi un composite unidirectionnel (SiC/6061) conserve-t-il ses caractéristiques dans le sens long jusqu’a plus de 200°C,
tandis qu'un quasi-isotrope 0/90/90/0 conserve les siennes jusqu'a 400°C.

" Les vocables anglais pour ce procédé, plus connus, sont "melt drag” ou "melt overflow".

™ lLa dénomination anglo-saxonne est "powder cloth”.
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Une autre caractéristique importante pour ces matériaux est leur coefficient de dilatation et, partant, leur stabilité
dimensionnelle. En appliquant la loi des mélanges, le coefficient de dilatation thermique s'écrit :

eV E + qVE "
e, = (5.1)
EV, + EV,

Pour que ¢, soit le plus faible possible, il est nécessaire que le dénominateur soit le plus élevé possible, et donc de
réaliser les composites avec des fibres 2 haut module. La figure 28 donne les variations des coefficients de dilatation avec
la température pour quelques composites 3 matrice métallique comparés avec le composite organique C-GY70/matrice
époxyde. C'est le composite C-P100/Mg qui présente le coefficient de dilatation le plus faible dans la plage 0-70°C, avec une
valeur de moins de 10°°C. C'est la raison qui rend ce matériau attrayant pour la réalisation de structures spatiales, du fait
de son excellente stabilité dimensionnelle.

La stabilité dimensionnelle se caractérise par le coefficient k;/a,, quotient de la conductibilité thermique dans le sens
travers par le coefficient de dilatation dans le sens long ; elle représente la capacité d’'un matériau 2 rester indéformable
en présence d’une irradiation thermique asymétrique, comme I'éclairement par le soleil d’une tour d’antenne de satellite ;
plus ce coefficient est élevé, meilleure est la stabilité dimensionnelle. Le composite C-P100/Mg est de de point trés supérieur
a tous les autres composites (fig. 29).

5.1.2 - Composites pour Uindustrie électronique

Les matériaux support de circuit doivent posséder 2 la fois une bonne conductibilité thermique, un faible coefficient
de dilatation thermique et, pour les applications embarquées, une faible densité.

Les composites aluminium-fibres de carbone haut module réalisés en utilisant un empilement quasi-isotrope {7.9M
répondent au cahier des charges, avec une conductibilité proche de celle de I'aluminium et un coefficient de dilatation
thermique proche de celui de Palumine [72]. Ces produits proposés par la société DWA sont en concurrence avec les
composites STALAB de Péchiney 2 matrice d’aluminium renforcée par des fibres SiC Nicalon [73]. Les caractéristiques de
ces deux composites sont comparées dans un diagramme conductibilité thermique-coefficient de dilatation thermique (fig.
30) avec d’autres matériaux utilisables pour cette application.

5.2 - Les composites 3 moyenne et haute température

Deux types de composites appartiennent a cette classe de matériaux : ceux 3 ma’ .ce titane, et ceux a matrice
superalliage.

5.2.1- composit matrice titan

Actuellement, seuls les composites & matrice d’alliage de titane Ti-6-4 (TA6V) ou Ti-15-3 ont fait 'objet de travaux
poussés jusqu'a une pré-série industrielle. Les caractéristiques du composite SiC-SCS6/TA6V sont trés élevées (tableau 5).
Malheureusement, la température d’emploi de ce matériau restera limitée par la tenue 2 I'oxydation de la matrice 2 500,
voire 550°C.

Les composites 2 matrice Ti,Al pourront atteindre des températures de 650°C, et ceux A base de TiAl 950°C. Les
données concernant ces matériaux A matrice intermétallique restent trés limitées, mais leurs caractéristiques de traction se
situent vers 1500 MPa 2 température ambiante, et décroissent lentement jusqu’a 650°C (fig. 31) [74]. Pour ces composites,
la forte zone de réaction fibre-matrice peut expliquer I'écart A la loi des mélanges, notamment 2 haute température. De plus,
leurs caractéristiques en sens travers restent trés faibles.

5.2.2 - Les composites 3 matrice superalliage

Les composites & matrice superalliage a base de nickel doivent permettre, grice au renforcement fibreux, d’augmenter
la température de fonctionnement du métal des aubes de turbine. Ils peuvent étre renforcés soit par des fibres de tungsténe,
s'il s’agit de composites de synthase élaborés par pressage en phase solide a chaud [75], soit par des trichites de carbure de
métaux de transition, niobium et tantale essentiellement, qui sont obtenus comme les superalliages 4 grains colonnaires par
solidification dirigée [76]. La caractéristique dimensionnante des aubes de turbine étant la tenue en fluage, les températures
potentielles d’emploi pour une durée de vie en fluage de 1000 heures sous une contrainte de 150 MPa de divers alliages sont
comparées (fig. 32) avec I'un des composites de solidification les plus performants.

Toutefois, les composites de synthése, comme les composites de solidification, souffriront d’un handicap de coit par
rapport aux ailiages monocristallins, lié a la mise en oeuvre pour les composites de synthese, 2 la faiblesse de la vitesse de
solidification (2 cm/h au lieu de 30 3 40 ¢cm pour les aubes monocristallines) pour les composites de solidification.

Les composites de synthése, qui peuvent &tre associés 3 de nombreuses matrices, pourront toutefois présenter un
avantage pour la propulsion A I'hydrogene, dans la mesure o ils pourront renforcer des matrices insensibles 2 la fragilisation
par I'hydrogene et donner naissance A des matériaux sans concurrence.

' En fait, Levin [71) a montré que le coefficient de dilatation dans le sens long d'un composite unidirectionnel a était
encadré par deux valeurs a™ et a™ telles que :

a"'" = Ea/E < a < Ka/K < o™ (5.2)

o Ea et E sont données dans (5.1), Ka et K étant des expressions similaires avec le module de compressibilité, relié a
E par K = E/3(1-2v) ou v désigne le coefficient de Poisson.




5.3 - Quelques problémes spécifiques des CMM

Deux caractéristiques mécaniques sont a considérer avec une attention particuliere dans les CMM, la tenue en cyclage
thermique et la tenue en fatigue.

5.3.1 - Tenue en cyclage thermique

Le cyclage thermique est pour les CMM la sollicitation thermique la plus sévére. L'endommagement du composite
en cyclage thermique résulte de la forte différence des coefficients de dilatation des deux constituants, qui peut atteindre
24,7.10%/°C dans le cas du composite fibres de carbone haut module-matrice d’aluminiurn. Pour une amplitude de variation
en température de 200°C, la déformation d’origine thermique dans la matrice sera de 5.10° c’est-a-dire bien supérieure a
la déformation 2 la limite élastique de la matrice.

La plasticité induite dans la matrice conduira 2 un endommagement de méme nature que celui observé en fatigue
oligocyclique. Dans les composites 2 fibres longues de toute nature [77], 'endommagement est souvent locaiisé A I'interface
fibre-matrice, od il se manifeste sous forme de décohésion résultant de la coalescence de pores ou de la propagation de
fissures. Cet endommagement est décelable par les variations dimensionnelies auxquelles il corduit, aussi bien en sens long
quen sens travers. L’endommagement en cyclage thermique conduit 3 une baisse des caractéristiques mécaniques ; ainsi,
dans le composite B-Al (6061), un cyclage thermique avec une amplitude de 320°C ne conduit & aucune baisse de
caractéristiques en 2000 cycles, tandis qu'une amplitude de 420°C conduit & une baisse de 40 % de la contrainte A rupture
[78).

C’est 1 I'un des principaux handicaps des CMM pour des applications imposant de fortes variations thermiques. Sur
le plan de la stabilité dimensionnelle, un moyen de pallier les variations dimensionnelles du matériau est de jouer sur les
séquences d’empilement des plis [79].

Enfin, un important travail de base reste a faire pour comprendre et modéliser 'endommagement, notamment dans
les composites a forte fraction volumique de fibres, dans lesquels le comportement de la matrice dans le composite différe
certainement notablement de celui de la matrice prise isolément [80).

5.3.1 - Comportement en fatigue

La tenue en fatigue des composites, et surtout des unidirectionnels, est bien plus élevée que celle de la matrice seule.
Toutefois, les composites s’endommagent en fatigue par fissuration de la matrice et décohésion fibre-matrice [77). Dans les
composites B-Al, cet endommagement conduit & une forte réduction du module du composite, comme I'ont montré Dvorak
et Johnson [81} dans le cas d’'un composite & empilement symétrique [0,,( *45),,90,0,(%45),90], ol un essai effectué avec
une contrainte maximum de 350 MPa conduit 2 une baisse du module de 40 % aprés 2,5.10° cycles, et de prés de 50 % aprés
10° cycles. Cette forte influence de la contrainte maximale sur la limite d’endurance a donné lieu au développement d’'un
modele simple par Gouda et ses collaborateurs [82]. Dans leur modele, ils séparent les deux types de défauts, la propagation
de fissure conduisant 4 une courbe d’endurance en forme de sigmoide, semblable 2 celle résultant de la propagation des
fissures dans une matrice monolithique. En revanche, et dans le cas de fibres parfaites ne présentant pas de maillons faibles,
la décohésion fibre-matrice conduit 3 une courbe d’endurance plate, la limite d’endurance étant alors égale 2 la contrainte
a rupture en traction monotone. Les fibres n’étant pas parfaites, la courbe réelle se situe généralement entre les deux formes
ci-dessus (fig. 33). Ces formes de courbes ont 1€ observées dans le cas de composites Al,O, FP/AZ41 [83], une liaison fibre-
matrice forte conduisant a une forme sigmoidale de la courbe d’endurance et une liaison fibre-matrice faible A une courbe
contrainte-nombre de cycles & rupture trés plate.

Au-dela de ces études macroscopiques, des travaux visant 4 comprendre la phase d’amorgage et portant sur le
mécanisme du transfert de charge fibre-matrice [84] et sur le comportement plastique de la matrice dans le composite sont
indispensables au développement de ces matériaux.

5.4 - Tenue 2 la corrosio.: des composites & matrice d'alliage léger [85]

L'essentiel des travaux publiés concernent les composites & matrice d’aluminium [86,87], probablement en raison du
développement plus récent de ces matériaux et de leur domaine d'application potentiel spatial. Teutefois, pour les composites
4 matrice de magnésium, la corrosion peut se produire lors des périodes de stockage au sol.

La corrosion des composites a matrice métallique peut avoir plusieurs origines {87] :

- la corrosion galvanique entre fibre et matrice ;

- la corrosion galvanique entre des phases intermétalliques et la matrice ;

- Tattaque préférentielle sur le carbone ayant diffusé des fibres vers la matrice ;

- l'accroissement du nombre de sites anodiques du fait de la présence des interfaces.

54.1 - mposi ice d'aluminiym

Dsns le cas des composites bore-aluminium, Pohlman [87] a montré que la corrosion galvanique provient non pas
du couple bore-aluminium, mais du couple aluminium-borure d’aluminium formé lors de I'élaboration par pressage a chaud
du matériau ou de traitements thermiques.

Dans des composites & matrice d'aluminium commerciaux, ou lalliage Al-Si-Mg 357, renforcés par des whiskers
d’alumine SAFFIL ou des fibres Nicalon, Otani et al. [88] concluent que la corrosion n'est pas directement liée au renfort
mais aux modifications microstructurales de la matrice liées au procédé d'élaboration du composite par coulée. Par excmple,
la présence de seconde phase comme Al Fe, dont le poientiel de corrosion est plus élevé que celui de 'aluminium, risque
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d’avoir un effet de pile. Il faut alors modifier la composition de I'alliage en améliorant sa pureté et/ou, lorsque cela est
possible, homogénéiser le matériau par un traitement thermique. Cette influence des phases intermétalliques a été confirmée
par Mclntyre et al. [89] dans des composites SiC/2124.

Pour les composites carbone-aluminium, le mécanisme avancé pour leur corrosion en brouillard salin comprend les
étapes suivantes [90] :

- pénctration de 'agent corrodant dans le matériau par pigiiration, au droit d’un défaut, par capillarité le long des fibres ;
- corrosion galvanique de I'aluminium a linterface C/Al, régie par réduction de I'oxygéne sur les fibres de carbone ;
- dégradation mécanique par un effet de coin des produits de réaction formés au cours de la deuxiéme étape.

La réduction de l'oxygéne 2 la surface des fibres de carbone a été particulierement étudiée par Jagannathan {91],
qui a montré que la cinétique de cette réaction est plus rapide sur les fibres de bas module.

Il est important de mentionner que si un revétement de silice ou la présence de couches enrichies en silicium
diminuent la cinétique de réduction de I'oxygene 2 la surtace des fibres et, partant, la corrosion galvanique [90], la présence
de cuivre ou de nickel a un effet opposé.

Enfin, il convient de mentionner le role néfaste que peut jouer la présence dans le composite de traces de produits
issus du traitement de mouillage des fibres. Hihara et al ont ainsi mis en évidence dans un composite P100/6061 une
corrosion accélérée dans les régions du composite qui contenaient du chlore ; ce dernier provenait du revétement 2 base
de Ti-B réalisé en atmosphére gazeuse de TiCl,, BC, et Zn.

5.4.2 - Composites carbone-magnésium

Quelques observations ont été rapportées par Hall [90] sur un composite T300/Mg-1%Al élaboré par coulée sous
pression par Honda au Japon, i I'état brut de fabrication et aprés un maintien de 72 h A SO0°C destiné a favoriser la
formation du carbure AlLC, a l'interface fibre-matrice. L'exposition 2 I'air ambiant conduit 3 'hydrolyse des carbures, avec
formation d’acétyléne, et 2 une corrosion galvanique entre fibre et matrice avec une vitesse de pénétration voisine de 100
pm/an. Suivant Hall, les carburcs waffectent pas de fagon significative le comportement en corrosion des composites C-

Mg.
En conclusion sur la corrosion des composites 2 matrice d’alliage lger, il faut surtout retenir :

- limportance possible de I'effet de pile entre les phases intermétalliques et la matrice environnante ;
- l'effet bénéfique sur la corrosion galvanique du couple C/Al de revétements contenant du silicium.

N ION
Les composites 2 matrice métallique renforcée par des fibres longues possédent aujourd’hui un ensemble de
caractéristiques qui doit leur permettre  terme de répondre aux besoins des industries aérospatiales. Quelques problémes
sont encore non résolus et des travaux complémentaires restent 3 accomplir avant que leur introduction au niveau des
structures froides ou chaudes ne devienne une réalité.
1. En ce qui concerne I'élaboration des composites, les avancées concernent :

- les traitements de surface des fibres réalisés essentiellement par dép6t chimique en phase vapeur, maitrisés et contr6lés
pour les fibres de gros diametre et en cours d’évaluation pour les fibres de carbone ;

- Télaboration des composites A matrice d’alliage léger aluminium ou magnésium, pour lesquels la maitrise du procédé

permet Q’obtenir des produits sains A petite échelle en milieu industriel. Si les matériaux apparaissent en catalogue, pour
Vindustrie électronique notamment, les prix de revient restent élevés, faute d’'un volume de production suffisant ;

- I'élaboration en phase solide, qui restera vraisemblablement encore longtemps la seule méthode pour les composites a
matrice d’alliage ou de composé intermétallique de titane, devrait bénéficier des acquis des technologies du refroidissement
rapide, grice A la métallurgie des poudres et aux techniques de projection.

2. Les caractéristiques mécaniques des composites A matrice d’aluminium ou de magnésium approchent maintenant celles
correspondant a P'application de la loi des mélanges grice A un strict contrle des réactions interfaciales, et donc de
I'adhésion fibre-matrice.

Des travaux sont encore nécessaires afin de répondre aux questions suivantes :

- la liaison fibre-matrice doit-elle &tre forte ou faible ; comment I'ajuster au bon niveau dans chaque systéme ;

- I'endommagement en cyclage thermique inhérent A certains matériaux les condamne-t-il 2 une plage réduite d’utilisation
en température ? Convient-il de développer des fibres stables thermodynamiquement et mécaniquement ;

3.1a modélisation du comportement des CMM doait &tre développée, afin d'affiner les modeles de prévision de la rupture :
- modélisation réaliste du transfert de charge ct prévision des contraintes a rupture ;

- comportement plastique de la matrice dans le composite, en second lieu I'établissement de lois de comportement
permettant un dimensionnement des pidces.
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La réponse aux questions qui se posent encore, la poursuite de I'étude du comportement mécanique et le développement
de Pindustrialisation des composites permettant d’abaisser leur colt de maniere 2 en augmenter la diffusion font
qu'aujourd’hui encore le succes de ces matériaux appartient toujours un peu au futur.
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Tableau 1

Fibres utilisables pour les composites 3 matrice métallique
pour emploi & température basse ou moyenne

Masse Résis- | Allon-
Fibre Fabricant | Diametre vo]umigue Module | tance gement
(pm) (Mg/m’) (GPa) | (MPa) (%)
B (C) AVCO 100 2,2 365 3 280 -
B/B,C AVCO/SNPE 140 2,5 405 4 075 -
(W
SiC (C) AVCO 140 3,05 420 4 000 0,8
(SCS6)
SiC Nicalon 10-15 2,6 220 2 700 1,5
SiC Tyranno 10-13 2,4 220 |> 2 500 -
SiC Rhone P.
A1,0, ICI 1-5
Saffil RF
A1,0, FP du Pont 20
1300 Toray 7
c
a | 1800 Toray 5,5
r
b | GY70 Celion 8,4
0
n | P55 uc 10
e
P100 uc 10




Masse Résis- | Allon-
Fibre Fabricant | Diamétre volumigue Module | tance gement
{um) (Mg/m’) (GPa) | (MPa) (%)
SiC AVCO 140 - - - -
W - 25-150 19,3 340 2 900 =]
410 3 700
Trichites - 0,5-1 40 500 25 000 -
(TaC) . o
Tableau 2 - Fibres utili-
B,C (W) - - 2,36 483 2 280 - sables pour les composites
4 matrice métallique pour
TiB, (W) - - 4,48 510 100 - emploi a haute tempé-
rature.
Composé Précurseur Température | Processus réactionnel
déposé (*C)
SiC CH,SiC1, 1400
TiC sic1,,CH, 1000
§$i0, sic1,,co, 800 Réduction par H,
B,C BC1,,CH, 1300
Si SiH,C1, 1050-1150
C CH, > 1000 Pyrolyse
Tableau 3 - Revétements TiB Tic1,,BC1, > 800 Réduction par H, ou In
obtenus par dépdt chimique Sic* sicl, = 1100 Réduction par H,
en phase vapeur.
* Dép6t chimique en phase vapeur réactif
Procédé de Domaine
Fibre Matrice fabrication d’application
B revétu SiC Al Métallurgie Aérospatial
des poudres
C revétu Al Type fonderie Aéronautique
(Ti,B), SiC
c Mg Type fonderie Spatial
et ses alljages
Consolidation
c Mg par pressage en Spatial
et ses alliages phase solide
a chaud
SiC toron Al Type fonderie Aéronautique
et ses allfages Electronique
Projection plasma
S1C monofilament Al + consolidation Aéronaut ique
et ses alliages | en phase solide Corps pressurisés
3 chaud
Consolidation Applications
S1C monofilament Alliages de Ti 3 chaud multiples
en phase solide
A0, Al-Li Type fonderie Aéronautique .
Propulsion Tableau 4a - Composites
matrice d'alliage léger.

et S A




Tableau 5

Caractéristiques de traction 3 température ambiante

de quelques composites unidirectionnels

Densité Fraction Contrainte Module Allongement
CMM vol. de a rupture élastique a rupture
(g/cm®) | fibres (%) (MPa) (GPa) (%)
a) Sens long
B/A1 2,5 48 1220 247 0,5
C/Al 2,1 70 1250 250 0,5
C/Mg 1,7 70 1350 150 0,9
FP/Al 3,2 50 570 200 -
Fp/Mg 2,8 50 520 200 0,3
B/Ti 3,5 50 962 210 -
SiC/Ti 4,05 35 1470 240 -
b) Sens travers
B/Al 2,5 48 150 - -
FP/Al 3,2 50 140 150 -
Fp/Mg 2,8 50 70 100 0,24
B/Ti 3,5 50 408 195 -
Tableau 4b
Composites pour application haute température
Procédé de Domaine
Fibre Matrice fabrication d’application
Type Propulsion
Sic Intermétallique métallurgie Structures
"Ti,A1" des poudres aéronautiques
chaudes (650°C)
SicC Intermétallique " " (950°C)
"TiA1"
Ti8, Intermétallique " ")
de titane
W Superalliage " Propulsion
W Intermétallique " " (1100°C)
base Fe, Ni
Trichites de
métaux de transi- Superalliage Solidification " (1100°C)
tion Nb, Ta, Cr dirigée
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by
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ABSTRACT

Major programmes exist in the USA and Burope to produce lightweight, stiff and strong
metallic materials with the aid of discontinuous reinforcement. These efforts relate to
light metal matrix alloys (aluminium, magnesium and titanium) and the use of short fibres,
whiskers and particles of ceramic to provide the necessary reinforcement. Major interest
has recently been centred on the development of particulate reinforcement of aluminium
alloys. This paper reviews the various wmethods of producing these metal matrix
composites. Then the influences of reinforcement size, shape and volume fraction, matrix
alloy selection, processing route and heat-treatment on the mechanical properties, e.g.
stiffness, strength and toughness of the composites, are discussed. Microstructural
evidence is used to interpret property data where possible. Elevated temperature and
creep properties are described, as well as the ability of these composites to handle
thermal cycling. Other properties, e.g. fatigue and corrosion, which influence the life
of components fabricated from these materials also come under review.

1. INTRODUCTION

To provide competition to the increasing use of polymer-based composites in airframe
parts (1), the development of lightweight metallic materials has been continued
vigorously. The availability of metallic matrix composites (MMCs) with attractive
physical and mechanical properties at reasonable cost would become a significant part of
the competition. Two distinct forms of reinforcement for these composites are under
consideration, i.e. continuous fibres which are ceramic monofilaments or discontinuous
reinforcements which may be short fibres, whiskers or particles, again of ceramics. The
use of discontinuous reinforcement, which is the subject of this paper, provides
opportunities for smaller gains in mechanical properties, such as stiffness or strength,
than would be the case with continuous fibres. Whilst the gains are modest, the ability
to provide more or less isotropic behaviour from these materials is a major advantage in
many potential applications.

In the past decade, major efforts have been made to develop production methods for
MMCs with discontinuous reinforcements. These efforts have involved techniques of
allowing metal to infiltrate preprepared fibre arrangements or preforms, blending and
consolidation of powdered metals and ceramic reinforcement, and the cospray of liquid
metal and solid ceramic particles. Many of these developments were laboratory-based five
yeara ago and have, within the past year, become pilot scale, and this has meant that
materials are now coming forward in greater quantities and with better 1levels of
consistency. Although net shape components are of interest to the aerospace industry,
the majority of the effort has been in the production of rolled sheet and plate and also
of extruded forms. Machining of such materials has begun to be studied (2) so that
production routines and costs of expensive diamond tooling can be optimised. Problenms
in joining these materials do exist in a number of instances but there are indications
that processes such as friction welding may come to the fabricators’ assistance.

Within the discontinuous reinforced MMC, greater attention has been focused on
particle-reinforced alloys. This move away from short fibres and whiskers has been
influenced by the availability of relatively cheap a-silicon carbide particles or grit,
the abilities to handle such particles in a composite fabrication operation, and finally
to produce properties which are not judged to be inferior to those produced from other
reinforcements.

Aluminium alloys still predominate as the watrix materials and a range of 2000, 6000
and 7000 series alloys have been used. The prime requirement for reduced weight in these
MMCs has allowed aluminium-lithiuw alloys, e.g. B0S0O Al-Li-Cu-Mg to be used. This has
been necessary as the addition of silicon carbide to aluminium alloys does raise the
density. The lithium addition to the matrix is more than capable of beslancing that
increase. Suitable reinforcement particles or fibres with densities less than that of
aluminium are difficult to find, one attempt (3) has been made with boron carbide (B,C).
Other matrix alloys, i.e. titanium, magnesium, and intermetallics, such as aluminides,
are also of significant interest. Magnesium, with its very low density, has great
attractions but until solutions are found to its corrosion problems, which already limit
the application of these alloys in the unreinforced state, then efforts to reinforce them
will be low key. The reinforcement of titanius by suitable ceramic particles would be
a great attraction. Unfortunately, chemical or metallurgical interaction at the
reinforcement-titanius slloy interface during fabrication or in elevated temperature
service do provide a major problem. This manifests itself by causing embrittlement and
by the inability to deliver satisfactory strength properties. The nature and properties
of interfaces in titanium and eluminium alloy MMCs is considered in more detail later.
Intermetallic matrices are under active development for elevated temperature applications.
Possibilities do exist for improving the ductilities of these materials but a need for
reinforcement is necessary. This reinforcement is most likely to be continuous fibresa,.
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This paper attempts to display the range of properties achieved in light metal alloy
reinforced with discontinuous reinforcements. It represents an update on the paper
presented at the AGARD meeting on New Light Alloys at Mierlo in the Autumn of 1988 (4).
Besides dealing with short term and long term mechanical properties, thermal behaviour,
etc. the paper attempts to provide information on the current understanding of
reinforcement-matrix interfaces and matrix microstructures and to show how they nmay
influence yield, fracture and fatigue processes.

2. FABRICATION OF SHORT FIBRE AND PARTICULATE COMPOSITES

Initially, major efforts were made to produce composites with short fibre and whisker
reinforcement. This made use of short fibre preforms which were infiltrated with liquid
metal either under vacuum or by the application of pressure as in squeeze casting (5,6),
or by the mixing of powders and reinforcing whiskers followed by consolidation by pressing
and heating (7). A greater emphasis has now been placed upon particulate reinforcement
whereby three methods of manufacture have gained much attention:

(a) stirring reinforcing ceramic particles into a melt

(b) spray deposition of solid ceramic particles with atomised droplets of
liquid metal

(c) mixing and blending of metal powders with reinforcing particles in a
related fashion to that mentioned above with whisker reinforcement.

Whilst methods (a) and (b) use the metal in the liquid state to promote effective
mixing and dispersion of the particles, the powder based system may promote the liquid
phase in small amounts during the consolidation and not in the mixing stage.

Melt stirring represents the simplest form of production for particle reinforced
MMCs (8). The particles, usually a-SiCp(= 10pm in size) are surface treated prior to
being stirred into the molten alloy. Surface treatment of the particles is necessary to
obtain particle wetting and thereby achieve even distribution in the melt. Excessive
reaction between particles and melt has to be guarded against by selecting the alloy
matrix and controlling the level of superheat and time of mixing prior to solidification.
Increasing levels of superheat promotes a reaction at the matrix-particle interface.

38iC + 4A1 & ALC, + 3Si (1)
which allows crystals of aluminium carbide to grow, see fig. 1. The presence of silicon
in the original ealloy does slow down the reaction and prevent the deterioration of
properties in the resultant composite. Solidification of the casting results in the
silicon carbide particles occupying the intercellular regions which have grown from the
melt and pushed the SiCp ahead of the liquid-solid interface. The cell sizes, as in the
unreinforced alloys, can be modified by cooling rate, see fig. 2, and this may influence
the distribution of particles. At faster cooling rates the cell size approaches that of
the SiCp and this promotes interdendritic trapping of the particles, and a better
distribution of the reinforcement than is the case with more slowly cooled composites,
see fig. 3. Variations in particle distribution do occur through the casting section as
cooling rates change from the surface to the centre.

A variant on stir casting is Rheocasting or Compocasting (9), where the metal is
held in the semi-solid or ’'mushy’ condition when particle mixing takes place.
Thixotropic conditioms occur, provided that adequate control is maintained over the
volume fraction of solid particles (dendriteas and SiCp). The products from the melt
stirring and Compocasting operations may be cast to shape or be subjected to a working
operation in the solid state or with a proportion of liquid present, where it may be
referred to as thixoforging.

Spray deposition has developed as a feasible technique for producing unreinforced
and reinforced alloys (10,11). Here metal is melted in a crucible usually by induction
heating and under pressure of a suitable gas, e.g. nitrogen, see fig. 4. The metal is
passed from crucible through & nozzle into an atomizer. The resultant atomized stream
of metal is then collected on a substrate placed in the line of flight. Final product
shape depends on the atomizing conditions and the shape and motion of the collector, e.g.
extrusion ingots, forging stock or hollow tubes can be produced. Metal flow rates can
exceed 6 kg/min and typical recovery efficiencies are in the range 50-85X% depending upon
the product form. Fine as-cast grains sizes can be produced of approximately 15um with
minisum segregation thus minimising times for homogenisation. Metal matrix composite
ingots can be obtained by introducing ceramic particles, e.g. 13um diameter a-SiCp, into
the metal spray stream. Good control over the atomising process and the particle feed
can promote more even distribution of the reinforcement in a matrix which is 95-98%
dense. Ingots of 100 kg are currently being produced and possibilities exist for
doubling this weight. A wide range of alloys (2000, 6000, 7000, 8000 and Al-Si casting
allcys) have been sprayed to form composites with 10-15 vol.X of SiCp. Sprayed MMC
ingots have been fabricated by extrusion, rolling, forging and remelting. Prior to
working, the ingots are machined. Conventional extrusion procedures are adopted but some
increases in applied forces as well as significant wear on extrusion dies has been noted.
Some alignment of the SiCp takes place, the degree depends on the extrusion ratio
employed. Minimal particle breakdown and decohesion at particle-matrix interfaces have
been observed in the composite. Hot rolling characteristics of the MMC are similar to
those of conventional alloys. The higher elastic modulus and work hardening rates do
influence cold working response; despite this, MMCs have been rolled down to 100um foil.
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As already indicated, & solid state consolidation route has been in use for some
time for the production of whisker and particulate based MMCs (7). The processing
involves the preparation of suitable pre-alloyed powders to which §iC in whatever form
is added, see fig. 5.. This allowa SiC particles to be added over a wide size range,
i.e. 3-40pm. Particular care is taken over the blending operation to ensure effective
distribution of the reinforcing particles (11). The blended powders are canned and
vacuum degassed prior to hot preasing in order to minimise surface oxidation and
contamination. An alternative to conventional hot pressing is the use of hot isostatic
pressing (HIPping) in order to provide more homogeneous consolidation. Secondary
processing such as extrusion, forging or rolling is necessary to break up remaining
interparticle films. Although this form of processing can lead to net-~shaped parts, the
major efforts have been concentrated on sheet, plate and extruded sections. A variant
of the powder based route, which is termed ’'Mechanical Alloying’, subjects a mixture of
metal powders, oxides and carbides to a ball-milling treatment in order toc achieve the
necessary blending of constituents (12).

3. INTERFACRES IN AS-FORMED COMPOSITES

The irterface produced between the reinforcing particle or fibre and the matrix does
have a major effect on the subsequent performance of the composite in service, The
fabrication stage has a major influence on the interfacial condition which exist within
any given MMC but other opportunities do exist to modify the interface, e.g. during heat-
treatment or service particularly at elevated temperatures. An interfacial reaction
involving the formation of ALC, has already been referred to in the melt stirring process
with aluminium and silicon carbide. The availability of oxygen on metal or reinforcement
interfaces has been shown to be important in controlling reactions between the carbides,
or boron and the aluminium alloy matrix. Rlectron microscope observations on S§iC
whisker-aluminium alloy (Al-Cu-Mg) produced by a solid state fabrication route have shown
small crystalline precipitates at the interface, see fig. 6; the BELS technique was able
to demonstrate that they contained oxygen; BEDS gave evidence of magnesium; and
diffraction patterns revealed a structure corresponding to MgO0. More recently Warner and
Stobbs (13) have compared chemically cleaned SiC (F-600 grit) with oxidised SiC in an
Al-1.9%Mg alloy matrix. The materials were prepared by the spray route and had
subsequently been extruded. Samples were examined in the TEM before and after heat-
treatment for 20h at 625°C. With the clean SiCp particles no reaction products were seen
before heat-treatment but after the treatment A1403 existed for distances up to 300nm from
the interface on the alloy matrix side. REvidence also existed of stressing of the SiCp
below the reaction products and of a heavily dislocated matrix. The oxidised SiCp had
an irregular zome (10-30nm thick) of mixed microcrystalline and amorphous material
existed at the interface in the pre-heat-treated MMC. Heat-treatment changed watters
with swall precipitates appearing at the interface and an amorphous layer of uniform
thickness (2nm) forming continuously around the SiCp Mg0 reflections were observed from
the small precipitates. It would appear that the aworphous layer is oxygen-containing
and this seems to inhibit Al,C; formation.

Reinforcement of titanium and its alloys by particulates is strongly influenced by
the conditions which are generated during fabrication or whilst they operate at elevated
temperatures. SiCp reacts with titanium at temperatures in excess of 650°C particularly
if they are maintained at this temperature level for periods up to 1000h. A sulti-
layered interface product forms involving titanium carbide (TiC) and titanium silicides
such as TigSy together with a solution of carbon in titanium and titanium taken up in the
8iCp (14)° Within the silicide layer precipitation of titanium carbide occurs.
Parabolic growth laws apply to the formation of the interface layer. Increased volume
fractions of SiCp reduces the rate of growth of the interfacial layers as the carbon
content of the matrix saturates at an early stage. These reactions are capable of
significantly reducing the volume fraction of SiC in the composite and promoting weak
and brittle interfaces. Since titanium and ita alloys are significantly stronger alloys
than aluminium there is a requirement for higher integrity interfaces in these materials.
Possibilities do exist for either putting a coating on the SiCp in order to prevent or
limit reaction or the introduction of a different type of particulate. Obaervations on
TiC particles in a Ti6Al4V alloy matrix have shown that carbon diffusion from fibre to
matrix occurs at elevated temperatures. This reverses with decreasing temperature if the
cooling rate is slow. Changing the alloy to Ti24Al111Nb prevents the carbon from
diffusing back as a stable precipitate. TiﬂAINb)C forms in the alloy close to the
interface (15).

4. INFLUENCE OF REINFORCEMENT ON MICROSTRUCTURE

In aluminium alloys it has been demonstrated that the following variables influence
the microstructure of the alloy:

(a) the size and shape of the reinforcement

(b) the volume fraction of the reinforcement

(c) the processing route for the composite

(d) the relative coefficient of expansion of reinforcement and satrix
(e) the type of alloy.

Composites have been produced with B-silicon carbide whiskers (diameter <(lum and
aspect ratio 50:1), a-silicon carbide particles (size 3-40um irregular in shape with an
aspect ratio of (2:1 and §-alumina fibres (diameter 3um, aspect ratio 50:1). The volume
fraction of reinforcement varies from 5 to 40 vol.X, but the majority of investigations
have concentrated in the 10 to 20 vol.X range. The differing processing routes can
interact with the differing reinforcement mize, shape and amount. Aa described already
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in the stir cast route, the processing conditions, e.g. cooling rate, car influence
particle distribution (8). A significant amount of particulate and whisker reinforced
composite has been hot or cold worked either during or after consolidation. Interactions
between forming temperature, particle size, volume fraction and deformation rate all

influence the subsequent microstructure of the matrix (16). The major influence relates
to the processeas of recovery and recrystallisation and the resultant grain sizes,
substructures and textures which remain in the composite after processing (17). The

grain size does reduce with particle diameter and with increasing volume fraction, see
fig. 7. It is possible to prevent recrystallisation at small particle diameters <5um and
at higher volume fractions, e.g. 30 vol.X of 3um particles. Textures in the matrix alloy
can be influenced by the reinforcement, e.g. use of SiCp in an B090 alloy has been shown
to remove the strong crystallographic textures which are produced in the unreinforced
versions of this alloy (18).

Forming processes, e.g. extrusion, can have a major influence on the form and
orientation of the reinforcement which has a significant aspect ratio, e.g. as whiskers
or short fibres. During such a hot working process, significant levels of whisker or
fibre fracture can take place which can reduce aspect ratio down to 2 or 3. The high
temperature deformation of MMCs depends upon the kinetics of dislocation motion and the
diffusive mass transport in the matrix. If both of these are inadequate to allow matrix
strain around the hard reinforcing fibres then a sharp rise in matrix flow occurs and
microstructural and particularly fibre damage will take place (19). Consequently, astrain
rate has & strong effect on flow stress and the only the use of high extrusion
temperatures permits high rates of deformation. The presence of a compressive
hydrostatic stress component during extrusion may also have a beneficial effect by
reducing fibre failure and it most certainly does limit cavitation at the interface,
particularly at fibre ends. Small diameter fibres of high strength, e.g. whiskers, are
more capable of resisting damage because the critical bend radius is reduced and for a
given aspect ratio the relaxation kinetics are enhanced as they depend on fibre length.

In both the a-SiC-sluminium alloy and 8-A1_O.aluminium alloy systems there is a
significant difference in the coefficient of ermal expansion, a, between fibre and
matrix, e.g. 8Al,0; a= 6 x 100 K" and Al, a = 23 x 10% K*|. After casting, hot working
or heat-treatment, the cooling process down to ambient promotes internal stresses in the
composite. At temperatures in excess of 200'°C these are, in part, relaxed by matrix
plastic deformation which can promote increased dislocation densities. Humphreys (17)
has demonstrated that in SiCp reinforced aluminium composites a dislocation cell
structure is formed during a fast cool or quench from 500°C. Under similar cooling
conditions an Al-Cu-Mg (2014) alloy also reinforced with S§iC particles was found to have
dislocation loops and helices. Nardone and Prewo (20) end Taya and Arsenault (21) have
demonstrated that such dislocations do form inhomogeneously in the matrix, i1.e. close to
the reinforcement. It is suggested by Humphreys (17) that such dislocations are more

likely in an alloy matrix where higher friction stress would be found. Cooling below
200°C may promote further plastic deformation but now as the matrix flow stress rises with
decreasing temperature the ability to retain elastic stresses increases. This leads to

a situation where the reinforcement goes into compression and the matrix remains in
tension. The residual wmisfit can be calculated in small volume fractions using Eshelby’s
theory. Meny workers, Mori and Tanaka (22), Taya and Arsenault (21) have sought to apply
this theory to large volume fractions of particles or whiskera. Withers et al (23) have
demonstrated the existence of these stresses in short SiC fibre reinforced aluminium
composites using a neutron diffraction technique to measure lattice parameters of matrix
and fibre during a heating and cooling cycle, see fig. B. Differences may be expected
between the mechanical behaviour of a whisker or short fibre composite at ambient and
that of a composite containing more equiaxed particles. For equiaxed particles, the
residual stress is hydrostatic whilst the pattern of such stresses in the whisker or
short fibre composite has an anisotropic shear component. In addition, large diameter
short fibre composites may have greater residual stresses when comparison is made with
composites containing whiskers of similar aspect ratios as the relaxation processes will
be more difficult to operate in cooling. This will produce a higher compreasive stress
in the as-quenched composite, see fig. 9.

A prime requirement for obtaining reasonable strength levels in discontinuous
reinforced MMCs is the use of a matrix with the ability to be heat-treated. The heat-
treatment procedure usually requires the alloy to be quenched from a solution treatment
temperature close to 500°C. Such a quench will significantly increase the dislocation
density of the matrix, probably in an inhomogeneous fashion. Two distinct and different
patterns of age hardening kinetics results in Al-Si-Mg (6061), Al-4%Cu, Al-Cu-Mg (2014
and 2124) as a result of the presence of the reinforcement, these are:-

(i) natural and low temperature artificial ageing
(ii) higher temperature artificial ageing.

Natural and low temperature ageing usuelly regquires the assistance of quenched-in
vacancies in order to assist with the formation of GP zones or intermediate precipitates
such as O"-CuAl, in Al-Cu alloys. The retardation of such precipitation in alloys
reinforced with both particles or whiskers (see fig. 10b) can be explained in terms of
the reduction of the available vacancy concentration produced by the presence of the
reinforcement (24). Nucleation problems at lower ageing temperatures can cause problems
for certain forms of precipitation usually produced at higher temperaturea, as transition
precipitates can assist with the in-situ nucleation of higher temperature precipitates
in unreinforced alloys. The twin influences of enhanced dislocation densities and
reduced vacancy concentration promoted by the presence of SiCp or §-A1,0 short fibres
accelerates the kinetics of formation of higher temperature precipitates, e.g. 0'-CuAl,
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in Al-4%Cu, see fig. 10a. Measurements made by DSC, dilatometer and observations by TEM
have shown the early onset of ©' precipitation in this alloy system (24,25). Since the
enhanced dislocation density plays a key role in assisting with the nucleation of 6’ (see
fig. 11), the uneven distribution of dislocation in the matrix region can have a major
effect. Higher particle volume fractions, finer particle sizes and good particle
distributions do improve the distribution and fineness of precipitation. Adding
magnesium to Al-Cu so that copper-magnesium ratios approach 2.2:1 promotes the following
ageing sequence of 2124 alloy with increasing temperature of ageing:-

SSSS - GPB » GPB + S’ » 8§’ » § (2)

The §°'(Al,MgCu) phase also nucleates on dislocations after ageing for short periods at
177°C. The higher dislocations found in the composite are punched from threads of the SiC
whisker during cooling in order to reduce thermal induced residual stress (26). A number
of helical dislocation loops which possibly arise from quenched-in vacancies also promote
further precipitation. The punching of dislocationa at whisker ends does appear to
promote even dislocation and S’ phase distribution in the matrix. Similar enhanced
ageing patterns were also obtained with SiCp reinforced 2124 alloys, see fig. 12.

With 7000 series (Al-Zn-Mg-Cu) alloys difficulties are experienced in gaining
maximum hardening from these alloys (27). Homogeneous precipitation of 0’ MgyZn
precipitation does occur in association with equilibrium n(MgéZn) at SiCp/matrix
interfaces (28). It is probably that the maximum volume fraction of W is not forming
in the matrix as a possible reduced vacancy concentration inhibits the intermediate
reaction and allows precipitation on the grain boundaries instead.

Work on lithium-containing alloys, e.g. 8090 (Al1-Li-Mg-Cu) with fine SiCp has shown
that the kinetics of natural and artificial ageing are accelerated by the presence of
this kind of reinforcement. Reasons for heardness plots rising to a plateau after 10h
natural ageing may suggest that GPB is forming more quickly in the composite than in the
unreinforced alloy where 50-100h is required. This explanation does appear to be
contrary to that given earlier for Al-Cu and other alloys where reduced vacancy
concentrations are held responsible for sluggish GP gzone formation and metastable
precipitation. At elevated temperatures, e.g. 170 and 190°C ageing is alsc quicker than
in the unreinforced alloy (29). Explanations of this are again difficult as the only
change appears to be a finer distribution of ¢’ (Al,Li) precipitate which does not usually
depend upon dislocations to assist nucleation. The s’(AIZCuM() phase which does require
additional dislocations to allow nucleation was not discovered in significant amounts
until the reinforced alloy had been overaged, e.g. at 190°C.

Bvidence has alaso been found of precipitation at reinforcement-matrix interface of
equilibrium phases under conditions of oversgeing, i.e. O(CuAl,) in A1-4%Cu and T, phase
in 8090 (Al-Li-Cu-Mg) alloy (24). Here the interface is acting as a high angle grain
boundary. Precipitate-free zones can also result in certain circumstances when reaction
takes place between reinforcement and matrix. An example of this has been found where
magnesium from an Al-Cu-Mg (2618) alloy reacted with the silica-rich surface of §-A1504
short fibres. The local removal of the magnesium from the matrix prevents the formation
of the S(AlzCuut) phase even though dislocations were available to assist with its
nucleation.

5. MECHANICAL BEHAVIOUR AT ROOM YEMPERATURE

Young’s Modulus

Short fibres, whiskers and particles of high modulus ceramics produce improvements
in the stiffness when added to metallic wmatrices. Whiskers and short fibres when
preferentially oriented within the composite can promote enhanced stiffness in the
direction of alignment. The modulus does not increase in a linear fashion with
increasing volume fraction of discontinuous reinforcement as is the case with uniaxially
aligned continuous fibres in a metallic or polymeric matrix, see fig. 13. This is
influenced to some degree by the fibre aspect ratio and the orientation of each fibre
relative to the test direction. Warner and Stobbs (30) have measured the modulus of SiC
particle and whisker reinforced 2000 series alloy produced by extrusion from blended
powder. The degree of alignment and aspect ratios were measured and testas carried out
on samples taken at a number of orientations with respect to the alignment of the
reinforcement. Predictions of modulus were also made from calculations of mean strain
values associated with reinforcement and matrix using methods devised by Eshelby (31) for
high volume fractions of elliptical inclusion in a metal matrix. Results and predictions
are in good agreement for aspect ratios between 1 and 56 and for volume fractioms up to
305, see fig. 14.

The moduli achieved in all the aluminium matrix composites referred to in Table 1
exceed those of recently developed aluminium-lithium alloys (8090, 2090 etc.). However,
additions of silicon carbide or alumina to aluminium alloys usually produce a small
increase in density. Values of specific modulus of 33 GPa m Mg-! are obtained with
reinforced composites prepared from 2000, 6000 or 7000 series matrix alloys and these
offer a small improvement over values for aluminium-lithium alloye (=31.5 GPa m Mg™).
It hes been demonstrated that silicon carbide particles cen be introduced into lithium-
containing alloys such as 8090 and this produces specific modulus values closer to 40 GPa
m Mg-' which represents a 50X improvement over unreinforced 2000 series alloys.
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Yield Behaviour

Proof stress values are increased by the addition of 5X or more whiskers, short
fibres and particles to a variety of matrix alloys, see Table I. There are instances
where this property has shown small improvements with a variety of reinforcements, e.g.
5—A12Q3 short fibres in Al-Mg or Al-Mg-Cu alloys and SiC particles in certain Al-Zn-Mg
alloys. It is usual that an increase in proof stress takes place as the volume fraction
increases from 5 ¢o 20% whilst increases beyond 25% reinforcement are more marginal.
Larger improvements in strength are usually encouraged by smaller particles and by lower
strength alloy matrices. Work by Miller et al (11) has demonstrated that 3um particles
can increase the 0.2X proof stress of an alloy by 60~-70 MPa over a composite with 23um
diameter particles, see fig. 15. Data in Table I also demonstrates that 10X particles
of intermediate size (~10um) are capable of improving a lower strength 6061 alloy by 60
MPa whilat 20X of fine particles (3um) only promote 80 MPa improvement in a higher
strength 2124 alloy. Reasons for these changes in yield or proof stress are complex and
relate to processing route, differential contraction between reinforcement and matrix,
interfacial conditions as well as particle and matrix alloy characteristics. Such a
situation can be simplified by considering two major contributions to the yield stress:-

(a) residual thermal stresses, and
(b) matrix strengthening effects.

The residual thermal stresses arise from the differential contraction and these can
leave the matrix in temsion prior to applying external load, thereby reducing the
effective yield stress. A number of processes can relax the magnitude of the thermal
stresses in the matrix, e.g. recovery. This ability diminishes as the temperature falls,
particularly in higher strength alloys. Formation of certain types of wmatrix
precipitation, e.g. 0’~-CuAl, in Al-Cu alloys can promote volume changes which may offset
residual tensile stresses ?26). Matrix strengthening processes rely on refinement of
grain structures, increased dislocation densities, particularly if they are evenly
distributed between the particles and fibres, and fine precipitation which may take place
on dislocations or homogeneously within the matrix. All of these processes depend upon
the menufacture route and the choice of particle size and volume fraction. As shown
earlier, the grain size and dislocation contents are extremely dependent on these factors
(17). The influence of fibre or particle aspect ratio and fibre orientation on yield
stress is complex and attempts by Warner and Stobbs (30) to resolve this situation using
the Eshelby model has proved to be only partially successful. Interfacial bonding
between reinforcement and matrix might also be considered as being critical in this area
in order to ensure effective load transfer. Results obtained by Warner and Stobbs (13),
with clean and oxidised SiCp in an Al-Mg matrix, show differences in elastic modulus
which can be explained in terms of enhanced bonding but this does not appear to influence
the yield stress.

Work Hardening

High rates of work hardening has been found to take place in all particle, whisker
and short fibre reinforced MMCs immediately after yield. Contributions do arise from
load transfer to the reinforcement most probably via Orowan dislocation loops. Humphreys
(16) has calculated the work hardening rate for the particle case using the Brown and
Stobbs equation (ref)

- L

T=G'T vf € (3)
(where 1 is the matrix mean stress, G’ the effective composite shear modulus, T is the
Eshelby accommodation factor, Vr the particle volume fraction and € the strain on the
composite). This calculation indicates a work hardening rate which is close to that
measured immediately after yield. At higher strain rates where the work hardening rates
in mcst composites begin to fall other mechanisms may become involved, these may include
relaxation of Orowan loops and the generation of more dislocations. Gao and Harris (32)
have compared the stress-strain plots (see fig. 16) and the work hardening rate in a
short fibre and a particle-reinforced Al1-4%Cu alloy matrix and this indicates a somewhat
higher and sustained rate of work hardening with the fibres which have s larger asapect
ratio. This would imply that more effective stress tranafer to the reinforcement takes
place and that relaxation does not take place until higher stresses are achieved.

Tensile Strength

The breaking strength of discontinuous systems is dependent upon the type, aspect
ratio, volume fraction and distribution of the reinforcement, the alloy and its heat
treatment and the fibre or particulate-matrix bond. If short fibres or whiskers are
aligned parallel to the loading direction, then their strength levels can be represented
in terms of a modified rule of mixtures equation:-

F F (4)
OC = or('|-1c/21)Vr+ OI;I Vm

where Op is the stress carried by the matrix at failure, 1 is the half length of the
fibre, and lc is the minimum fibre length that will be capable of carrying the fracture
stress of the fibres, op in the composite, it is given by:-

(5)
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where d is the fibre diameter and T is the shear stress acting parallel to the fibre
axis. When the lengths of fibres or whiskers are 10 times d, then the strength of the
composite is over 90X of that of a continuous fibre-reinforced material assuming similar
fibre strengths, etc. (33). Attempts have been made to align whiskers and short fibres
without causing damage during the fabrication stage. This has been of limited success
with short fibres which remain random in the plane of sheet or bar material, whilst more
alignment has been achieved with whiskers in extrusion processes. Consequently with
random reinforcement it is to be expected that strength levels will be reduced below
those given by equation 4.

Strength values obtained with SiC whisker reinforced alloys has usually been
superior to those achieved with 6-Al,0; short fibre composites. Comparison between data
obtained on the two forms of reinforcement when fabricated within a 6061 alloy matrix (T6
condition) reveals a 60X improvement in tensile strength for the whisker reinforcement
above that achieved in the short fibre composite (34,35). SiC whiskers produce
significant improvement in tensile strength in virtually all aluminium alloys and in many
cases this can almost double the values achieved on the corresponding wrought matrix
alloy. With extruded whisker materials differences in strengths are measured between
samples tested longitudinal and transverse to the extrusion direction, e.g. 584 MPa
compared with 480 MPa for a 20 vol.% SiC-6061 (T6) alloy. Particulate reinforced alloys
again show improvement in tensile strengths over the unreinforced alloys. Strength
increases tend not to be as high as whisker reinforcement particularly if there is some
whisker alignment through extrusion processing. With the stronger 2000 series alloys in
peak aged condition the improvement in strength is close to 25X as a result of adding 15-
20X of reinforcing particles. Greater improvements in strength are achieved by reducing
particle size and here strength increases approaching 10% can be achieved by using 3um
rather than 23um particles (11), see fig. 15. It should be noted that some improvement
in specific strength does take place when SiC whiskers or particles are added to
aluminium alloys, these improvements are quite modest as the SiC raises the density of
the composite.

Elongation to failure values are reduced quite markedly by the introduction of
whiskers or fibres and values below 3X have been measured when the reinforcement levels
exceed 10X by volume (27). Composites with short fibres show lower degrees of ductility
than those with whisker reinforcement. Significant improvement in this property does
take place when the aspect ratio and also the size of the reinforcement reduces.
Elongation values approaching 10% are achieved with composites using 3um diameter
particles at a volume fraction approaching 20X provided the matrix is subjected to a T4
treatment rather than a peak age (11,29). This produces a composite with a higher
tensile strength and elongation, i.e. =600 MPa and 8.0X but with a comparatively low
0.2X% proof stress of =400 MPa. Use of a lower density lithium-containing matrix elloy
(8090) has obvious attractions but problems atill exist with the ductility levels when
particles are added, even when the :llcy is underaged (11,29).

Fracture

Fracture strain in discontinuous MMCs of all types varies between 0.7 and 10X%. The
lower values result from higher volume fractions of reinforcement with large aspect
ratios, strong reinforcement-matrix interfacial bond strengths, strong matrix alloys and
reinforcement with small failure strains. Examination of fracture surfaces reveals
evidence of ductile failure of the matrix, failure at fibre~matrix interfaces and brittle
fracture of the reinforcement.

Low strein to failure values have always been found where greater than 10 vol.X of
short fibres have been introduced into low and high strength matrix alloys. In higher
strength alloys (2618 Al1-Cu-Mg) where a strong interfacial bond resulted from interaction
between the magnesium in the alloy and the silica near the surface of §-Al,0; fibres the
strains to failure were less than 1X and no effective strengthening of the alloy was
obtained (36,37). Use of lower strengtl matrices, e.g. Al1-4%Cu and reduced fibre-matrix
bond strengths did promote higher strains to failure (2.2X%) and thereby effective
strengthening, see Table I. With the stronger bond, the associated larger aspect ratios
of the fibres, and the problems of achieving stress relaxation in the matrix, the applied
stresses are more efficiently tranaferred from matrix to the fibres and opportunities
increase for the fibre to reach its breaking stress. If this tekes place at numerous
positions in the cross-section, e.g. in the fibre-rich area, the composite is weekened
and the cracks propagate from the fibres across the strongly bonded interface into the
matrix. In the more weakly bonded systems, e.g. Al1-4%Cu, load is not as effectively
transferred to the fibres and eventually, with increasing stress, the fibre-matrix bond
breaks down at the ends of fibres aligned in the loading direction or at other positions
around the fibre periphery when they are transverse to that direction.

Use of whisker reinforcement has produced a number of improvements in toughness when
cosparison is made with the short fibre systems referred to above. Nevertheleas, Nieh
et al (38) and Hasson et al (39) have shown that whisker materials are still notch
sensitive. Extruded composites prepared from 20X by volume SiC in s 6061 (T6) alloy
matrix give Ki- values of =~23 MPa}%'in the L-T direction whilst a similar system in the
form of rolled plate gives values of 6-7 MPavm (40). The higher toughness found in the
evt*~uded material was explained in terms of the larger effective mean path between the
whiskers due to the alignment. Changes in the root radius of the notch in the test
samplea almno produced significant changes in Kic values. The linear relationship between
crack opening displacement at crack initiation and the root radius indicated that
initiation was a strain-controlled process.




The role of the whisker-matrix interface has been shown to be crucial to the
toughness of the material. It has already been demonstrated that the SiC-Al interfaces
contain small oxide precipitates. These precipitates were found to be Mg0 ip 6061 (Al-
Si-Mg) alloy, see fig. 6. Nutt (41) was able to show that interfacial decohesion can
take place at fibre ends or sides where a continuous oxide layer was present, initial
fracture taking place within the oxide layer. However, examination of fracture surfaces
in a variety of whisker reinforced alloys showed only minor evidence of oxide induced
failure and a greater predominance of failure involving void nucleation and coalescence.
It has also been demonstrated that whisker ends are sites of intense plastic flow at
relatively low macroscopic strains. TEM examination showed that whiskers with flat ends
caused more intense plastic straining in the matrix adjacent to 90° corners and this leads
to void initiation in that region, see fig. 17. growth of the voids involves the
emission of matrix dislocations from the fibre ends (42). As soon as the voids nucleate
at the corners they tend to grow inwards towards the centre of the whisker end. Voids
approaching the whisker diameter (0.5pm) are formed and these are surrounded by large
plastic zones which extend for several whisker diameters. As the number of voids build
up at a number of whisker ends then the possibility of fracture initiation within the
composite becomes greater.

With particle reinforcement the controlling factors in fracture are more complex.
It is clear that fracture toughness decreases with increase in volume fraction of
particles (43), as with whiskers, etc, see fig. 1B. Particle size is alaso considered to
be a major variable. Differences have been found on composite fracture surfaces where
small particles (3-10pm) are not fractured whilst larger particles 20pum show significant
numbers of particle fractures, see fig. 19. Experiments by Flom and Arsenault (43) on
components with mean SiC particle sizes in the range 2-20um in an 1100 series alloy have
confirmed this situation and have shown two dimple populations; one associated with the
SiC particles and the other small dimples situated between. A section through a sample
with a partially propagated crack gives evidence of a series of short cracks ahead of the
main crack, see fig. 20. These short microcracks appear to be associeted with clusters
of SiCp. Here, in these matrix regions, it is maintained that a high density of
dislocations and a tensile triaxial state exist which encourages a plastic constraint.
A measure was also made on crack initiation fracture toughness and crack growth fracture
toughness. It was demonstrated that initiation toughness was independent of particle
size at constant volume fractions up to 20um diameter, but at 250um diameter a reduction
in toughness was measured, see fig. 2la. This was explained in terms of the high
probability of flawa existing in the larger brittle particles which then permitted
fracture at a lower stress intensity. Crack growth fracture toughness came from the
tearing modulus of a J-integral versus average size of SiCp plot, see fig. 21b. An
increese in this tearing modulus occurred with increasing particle size. Apnalysis of the
many factors, e.g. crack deflection, plastic zone size, void formation, failed to show
any dominant effect on crack initiation which is the case until particle fracture becomes
more dominant at sizes 220um. The increase in crack growth toughness with particle size
is explained in terms of increase in plastic deformation as inter-particle spacings
increase. Crack propagation, it is claimed, follows a pattern of microcrack formation

ahead of the main crack. The main crack propagates when the microcracks are joined
together by micro-void coalescence; this explains the dimpled pattern on the fracture
surface. The crack front deviates around the small SiC particles. Miller et al (11)

have demonstrated that there are benefits to the ductility and toughness of SiC particle
reinforced 2124 alloys by the use of fine 3um particle sizes provided care is taken to
obtain good particle distributions in the matrix. Experiments by Hunt et al (28) on a
7000 series alloy with SiC particles of 16um mean size showed that particle clustering
helped to generate damage ahead of a blunt notch. These workers (28) also demonstrated
that an underaged treatment given to the alloy did promote fractures in larger SiC
particles ahead of the crack tip; this was not the case with the overaged matrix alloy.
There is po definite evidence of SiC-matrix cracking in well produced particulate
composites which does represent a different pattern to that found with fracture in
whisker systems. The wmajor problem with fine particle systems is the need for
controlling the manufacturing systems aso that good particle distribution can be
guaranteed, thus preventing particle cluster and sites for lower stress intensity crack
initiation.

6. MECHANICAL PROPERTIES AT ELEVATED TEMPERATURES

It has been demonstrated that MMCs containing particles, whiskers and short fibres
do show improvements in modulus and strength at elevated temperature over unreinforced
alloys (34,44). 1In the case of aluminium alloy matrices, composite strengths in excess
of 200 MPa can be achieved at 300°C during short periods of exposure at this temperature,
see Fig. 22. Comparative data for continuous fibre reinforced systems is also given on

Fig. 22. Invertigations have been made on more extended times at temperature and during
thermal cycling and this has revealed certain dimensional instabilities. As the
temperature rises, the internal stresses within the composites begin to relax. At

temperatures above 250°C processes of recovery take place more quickly and have been shown
up by techniques such as neutron diffraction analysis (23).

Humphreys (17) has suggested that a transition in mechanical behaviour tekes place
in the discontinuous composites when tested at temperatures in the range 200-300°C. Below
the transition, high work hardening rates, high flow streases and low ductilities are
found. Above the transition, the work hardening rate reduces and increased ductilities
become apparent. Thermally controlled diffusional relaxation of stresses around
particles have been put forward as the reason for thies transition. Dislocations
associated with the particles begin to climb at the elevated temperature, so that they
do not accumulate around the particles as deformation takes place.
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Silicon carbide whisker (V. = 20%) reinforced 2024 alloys have been stress rupture
tested at 200°C and 300°C. At the higher temperatures these materials show that they can
carry the same applied stress for a hundred times longer than the unreinforced 2024 alloy
(45). Creep tests were also carried out on a similar type of composite material with
the exception that the matrix alloy was 6061. The creep curves determined on specimens
held at temperaturss in the range 232-371'C had short primary, long steady state and
negligible tertiary stages (46). The steady state creep rate with the composite is
significantly lower than that found in the unreinforced alloy and the activation energy
obtained from the data is three times greater than the activation energy for diffusion
of aluminium. Lilholt and Taya (47) have confirmed that the stress sensitivity of such
composites are larger than those associated with the matrix. Creep failure occurs in a
ductile manner with no evidence of fibre failure.

At temperatures in excess of 500°C particulate composites begin to show evidence of
grain boundary sliding. Under certain conditions, i.e. composites with small particles,
S5um in size and a fine matrix grain size 10um, superplastic deformation of MMCs becomes
possible (48). 1In the presence of large particles, coarse grains and higher strain rates
(48), lower ductilities can result.

7. FATIQUE

Improvements in fatigue properties have been shown (7,49-51) to take place in a
number of particle, whisker and short fibre composites. Where the reinforcement produces
an increase in tensile strength it is usually that the fatigue strength, as indicated by
stress amplitude versus number of cycle plots (S-N) will also be improved, particularly
under low cycle conditions. Where tensile strengthening does not take place, as with
certain short fibre 6-A1,0, composites, then the fatigue performance is below that of the
unreinforced alloy under low cycle conditions, but begins to approach it at high cycle
lives. With large monotonic strength improvements associated with whisker reinforced
alloys, then greater improvement in fatigue has been found. Work has shown only a small
increase in S-N curve behaviour if 10X by volume of 10pum SiC particles are added to 6061
and 2014 alloys, see fig. 23. Much greater improvements are found with 17 vol.X of 3um
SiC particles in a 2124 matrix (T4 condition), see fig. 24; this shows an improvement of
=140 MPa over the unreinforced material when tested in a similar condition at 100 cycles.
The tensile strength is raised by =200 MPa as a result of making this kina of particle
addition.

From observations made on fracture surfaces and on samples subjected to cyclic
loading in a four point bend test rig, it appears that in weakly bonded short fibre
systess, cracks initiate at either fibre-matrix interfaces or at interfaces involving
larger (25pm) ceramic particles (shot) which are included on a random basis from the
fibre production route. The multiple cracks grow into the matrix and them coalesce as
the number of cycles increases. In the more strongly bonded systems, the large shot
particles crack and initiate fatigue cracks in the matrix at relatively low cyclic
plastic strains. The cracks then continue to grow through fibre and matrix at crack
growth rates which exceed those determined on the unreinforced matrix at all values of
AK.

Williams and Fine (52) have carried out a study of microcrack initiation and growth
on silicon carbide-whisker-reinforced 2124 alloy under cyclic loading conditions. Crack
initiation occurred at the poles of the SiC whiskers after a certain number of cycles.
Propagation then proceeded down the fibre-matrix interface provided that it was
favourably oriented to the stress direction. These observations correspond to those made
on static fracture test specimens. The density of cracks increased quite rapidly (to
10%12) after a few hundred stress cycles in appropriate stress-cycle renges. Crack
lengths then increased with the number of cycles while the number of cracks decreased.
Comparisons of whisker reinforced 2124 alloy with the unreinforced material revealed that
the composite had crack growth rates that were slower than those observed in the alloy.
It was noted that the unreinforced material was able to sustain cracks which were 500um
long at peak cycle stress close to its yield stress whilst the composite could only
maintain a crack of 30um length at a stress which was 60X of its yield stress.
Improvement in long crack growth resistance occurred at low AK values and when the crack
was propagating normal to the fibres aligned by the extrusion process during fabrication.
At high AK values, the crack growth rates in the composite exceeded those in the matrix,
thus supporting the fracture-toughness observations.

Crack initiation studies on fine SiCp (3um) reinforced alloys have been carried out
(63). It has been observed that cracks did not begin to propagate until after the
specimen had received a large number of cycles at high stress levels. The cracks were
found to initiate in very discrete regions where particle clustering was found, see fig.
25. Within the particle clusters evidence of matrix voidage was found and it was from
such & region that a crack began eventually to grow into the matrix. Shang and Ritchie
(54) have determined fatigue crack growth rates on a composite containing 15 vol.X of
16pm SiCp. This showed poorer crack growth resistance at low AK values than the
unreinforced alloy, improvement at intermediate AK and, at high AK, the pattern reverted
back in favour of the unreinforced alloy. Evidence was found of SiC particle cracking
ahead of the main crack growth front when high AK values were imposed. The particles
which had craecked were not aligned with the main crack and therefore crack ligaments were
formed which required linking for further propagaticn of the main crack. This promoted
slower effective crack growth rates at given AK. Further work (55) on the effect of
particle size on crack propagation rates has shown that fine particles (5um) give an
inferior performance closer to threshold than coarse particles (16um) when the load ratio
R = Knif Koy i® 0.1. At intermediate and high AK values there is little difference between
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coarse and fine particle reinforced 7000 series alloys. Raising R to 0.75 does promote
a significant change in the order of these plots near threshold. Now the fine particle
composites have the superior results and are more able to resist crack growth propagation
at low AK values. This is explained in terms of crack closure effects whereby the coarse
particles become exposed on the fracture surface and thereby produce changes in Kgj,- 1In
these circumstances the crack tip is shielded from the full renge of M and crack growth
slows down. Fine particles do not promote the same levels of closure and the cracks
continue to grow more quickly. At higher values of R closure is not influential and
therefore crack propagation with the coarse particle system is faster.

Overall fatigue behaviour of MMCs appears to be controlled by particle sizes. The
presence of larger 25um particles in the 6-A103 composites was a key feature in
initiating cracks either by particle cracking with a strong interfacial bond or by
interface debonding with a weak bond. In coarse particulate composites the possibility
of particle cracking remains, particularly if the particle sizes are >20um. With fine
particles clustering becomes more of a problem and initiation takes place within such
arrangements. Crack propagation is also influenced by particle size but in this case
coarse particles may be more influential in that they cause closure problems and
consequentially greater crack propagation resistance results, particularly at low AK
values. At intermediate and high AK values particle sizes do pnot influence crack growth.
The presence of the particles at high AK values does reduce crack growth resistance when
da/dN vs. AK plots are compared with the unreinforced alloy equivalents. This might be
expected with the kind of fracture toughness behaviour of these composites which has been
described earlier.

8. THERMAL PROPERTIES

With the wmajority of ceramic fibre or particle reinforced materials there is a
significant difference in thermal expansion coefficient between reinforcement and
aluminium alloys. It has already been indicated earlier that 5-A1503 short fibres have
one quarter of the expansion coefficient of aluminium whilst the difference is greater
in the case of a-SiC (3.8 x IO‘WK) and aluminium (23 x 107°/K). The resultant coefficient
for the composite depends upon the volume fraction of the reinforcement and in the case
of short fibres or whiskers any alignment patterns will also influence the values. Fig.
28 demonstrates the change in the value of the coefficient in the temperature range 0-
170°C which has taken place by the addition of 20X 6—A1203 short fibres to an Al-4XCu
alloy. The fibres here are arranged randomly in the plane and measurements were made
parallel to that plane. Dinwoodie et al (34) have demonstrated in a similar system that
the value of the coefficient begins to change in a linear manner with increasing fibre
volume fraction but as V. increases above 12% the change occurs at a slower rate. It is
also to be noted that processes such as precipitation of a second phase, recovery or
other stress relieving processes in the matrix may influence the expansion
characteristics of the composite. Several workers (56,57) have noted a large enhanced
creep deformation during thermal cycling SiC particulate and whisker reinforced aluminiunm
under load. This cycle behaviour occurs without early void nucleation and fracture and
also witkout changing the dislocation substructure from cycle to cycle. It is concluded
by Pickard and Derby (57) that a mechanism must exist which allows recovery of the
dislocations which have been generated during straining.

The introduction of discontinuous ceramic reinforcement into metal matrix reduced
it thermal conductivity. The amount of the reduction depends on the volume fracti~n
shape and distribution of the reinforcement. Taya (58) bhas attempted to model this and
other physical properties associated with short fibres with some success. The model is
based upon Eshelby’s model for elastic behaviour.

9. CORROSION BEHAVIOUR

A limited pumber of corrosion studies (59-61) have been carried out on fibre and
particulate-reinforced aluminium alloys. The level and type of corrosion attack in
chloride solutions depends on type of reinforcement, the presence of reinforcement-matrix
interfaces and the type of alloy and its heat-treated condition when the reinforcement
is a noble phase, e.g. SiC, then the level of attack is increased (59). Regions where
SiC particles are clustered do enhance the level of attack and there is also evidence of
attack at particle-matrix interfaces in certain alloy systems. Much remains to be done
before an accurate assessment can be made of the influences of alloy type, processing and
heat-treatment on corrosion properties.

10. SUMMARY

Although work has been carried out on discontinuous metal matrix composites for the
past ten years or more, effective understanding of their behaviour has become apparent
only in the past two to three years. In reviewing the work which has been carried out
on a range of reinforcements (short fibres, whiskers and particles), it is now possible
to show some of the influences of reinforcement size and shape on a range of mechanical
propertieas. Because a degree of randomness is introduced into short fibre and whisker
reinforced materials then enhanced directional mechanical properties are difficult to
realise. Such reinforcements also can initiate fracture at lower strains and smaller
ievels of ductility than is the case with more equiaxed particles. This deleterious
behaviour is controlled in part by the nature of the interfaces between reinforcement and
matrix. Recent work with small particle reinforcements (~3;m diameter) has provided some
encouraging results; this does depend on their effective dispersion in the matrix. When
more even distribution does occur then higher ductility levels, better toughness and
improved resistance to fatigue crack initistion may result.
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Much of the effort on these MMCs has turned around a range of aluminium alloys.
Frequent use has been made of 2000, 6000 and 7000 alloy matrices to produce higher
modulus and strength results. Unfortunately, the use of SiC particles or whiskers in
these alloys does increase the density of the resultant composites. Attempts to use a
lithium-containing alloy are considered to be important from & weight reduction

viewpoint. it is then possible to produce significant improvements in the specific
properties of MMCs if these alloys are employed. Magnecium and titanium matrix alloys
could benefit from the introduction of & suitable form of reinforcement. However,

significant progress in these areas is being held up by the need for a more corrosion-
resistant magnesium alloy and the development of an effective way of preventing damaging
reactions between titanium and most forms of reinforcement.
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TABLE 1
Tensile Properties of Metal Matrix Composites

Material Fabrication Young’s 0.2%PS U T S Elongation Fracture

Method & Form Modulus (MPa) (MPa) (%) Toug s
(GPa) (MPavm)

Al-Cu sQueeze cast 70.5 174 261 14.0 -

Al-Cu+AbO; squeeze cast 95.4 238 374 2.2 -

(%=0.2 fibre)

Al-Cu-Mg (T6) (2014) spray formed 73.8 432 482 10.2 -
sheet

Al-Cu-Mg+SiC (T6) spray formed 93.8 437 484 6.9 -

(%F 0.1, l0um particle) sheet

Al-Cu-Mg (T4) (2124) powder rolled 72.4 360 6525 11.0 -
plate

Al-Cu-Mg+SiC (T4) powder rolled 99.3 420 610 8.0 18

(Vf= 0.17, 3pm particle) plate

Al-Cu-Mg (T6) (2124) powder rolled 73.1 425 474 8.0 26
plate

Al-Cu~-Mg+SiC (T6) powder rolled 99.6 510 590 4.0 17

(Vf= 0.17, 3um particle) plate

Al-Si-Mg (76) (6061) spray rolled 69.0 240 264 12.3 -
sheet

Al-Si-Mg+8iC (T6) spray rolled 91.9 321 343 3.8 -

(Ve= 0.1, 10pm particle) sheet

Al-Zn-Mg-Cu (T6) (7075) spray formed 71.1 617 659 11.3 -
extrusion

Al-Zn-Mg~-Cu+SiC (T6) spray formed 92.2 597 646 2.6 -

(%;0.12, 10pum particle) extrusion

Al-Li-Cu-Mg (T6) (8090) spray formed 79.56 420 505 6.5 38
plate

Al-Li-Cu-Mg+8iC (16) spray formed 104.5 510 550 2.0 -

(Vr=0.17. 3um particle) plate
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Fig. 1. Variation in Al C3
X-ray peak intensity ult{')
time at different levels of
superheat for a stir cast
2014-20 vol. % SiCp composite
(after Ref. 8).

Fig. 2. Relationship between
as-solidified cell size for
a stir cast A356 alloy with
and without the addition of
15% SiC particles and the
cooling rate applied to the
casting (after Ref. 8).

Fig. 3. Microstructure of
an A356 alloy with 15 vol. %
SiCp produced by stir casting
and subseauently cooled at a
rate of 1°C/3. Note the
uneven dispersion of SiCp
(after Ref. 8).
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Fig. 4. Spray forming of metal matrix ‘}
composite {after Ref. 3).
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Fig. 5. Processing route for metal matrix
composite using powder wetallurgy technology
(after Ref. 11).

e
Fig. 6. End-on view of SiC whiskers in 015 )
2124 Al alloy showing oxide particles
clustering along the interface (after
Ref. 41}.
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Fig. 8. Mean longitudinal strain values obtained
on an {a) aluminium matrix, and (b) silicon
carbide whisker reinforcement during a heating
and cooling cycle (after Ref. 23).

Fig. 7. Predicted recrystallised grain size

as a function of particle size and volume
fraction. Recrystallisation will not prob-

ably occur in the dotted regiona (after Ref. 17).
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Fig. 10. Ageing curves for a 10%SiCp reinforced
A1-4.3%Cu alloy and the same alloy without rein-
forgement {a) aged at 195°C and (b) aged at
135 C (aft.er Ref'. 24).
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Fig. 11. TEM micmgraphs of an Al-4.3% matrix alloy (a) without reinforce-
ment and (b) reinforced with 10% SiCp. Sample (a) has wainly O"
precipitation and sgmple (b) O' precipitation although both samples were
aged for 19h at 195 C (after Ref. 24).
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Fig. 12. 0.7% proof stress values obtained on 2124 (A1-Cu-Mg) and 8090 (Al-Li-
Cu-Mg) alloy in sheet form both with and without 20% SiCp reinforcement (after
Ref. 29).
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Fig. 18. Fracture toughness as a function of SiC
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Ref. 43).

Fig. 20. Cross-section showing crack tip region

s 3
T T T in a 20um SiCp/Al composite (after Ref. 43).
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Abstract

The historic development of aluminum powder metallurgy dates back
to the early 1900’s with initial flake powder production and has
matured to the present day production of viable aerospace alloys.
Primary powder production and processing techniques, such as
atomization and mechanical alloying are reviewed. Processing-
microstructure-property relationships in four classes of high
performance powder metallurgy (PM) aluminum alloys are considered.
These are (i) high strength alloys (Al-Zn-Mg-Cu-Co); (ii) high
specific modulus alloys (Al-Li-Cu); (iii) high temperature alloys
(Al-Fe-Co, Al-Fe-Ni); (iv) mechanically alloyed material (Al-Mg) and
composite alloys. Direct property comparisons with counterpart ingot
metallurgy alloys are presented where ever appropriate. Aluminum
powder metallurgy alloy development is now at a mature stage of
growth where commercial and aerospace application are being sought
and developed in competition with traditional aluminum ingot
metallurgy, titanium, and composite structures. The future growth and
development of these alloy systems is vested in reliable economic
processing and design reliability.

I. Introduction
A. Historic Development of Aluminum Powder-Metallurgy Alloys

Over one hundred years ago, Hall and Heroult independently
discovered a process to produce aluminum by electrolysis. This
refining technology opened the door for economical production of the
light metal and initiated a search for new applications. Use of
aluminum as powders began when flake-type aluminum powder was
manufactured in the early 1900s by milling or attriting thin sheets
into tiny flakes used as an additive pigment in paint formulations.
Introduction of the atomization process in the 1920s provided for a
more efficient production process and marked a new era in aluminum-
powder production. This process, coupled with the beginning of World
War II and the development of aluminized explosives, created a major
market for atomized aluminum powder. Subsequently, atomized aluminum
powder has found commercial applications in diverse commercial and
defense-related areas of technology. A partial 1listing includes
pigments for paints and roofing, commercial blasting materials,
reducing agents for the manufacture of metals and alloys, phar-
maceuticals, alumiweld conductors, cellular concrete, pyrotechnics,
chemicals, and rocket propellants. Furthermore, the commercial
viability of low-cost pressed and sintered aluminum powder-metallurgy
parts emerged in the 1960s, resulting in a further expansion of the
powder-metal market into near-net shape components. The chronological
development of dispersion and precipitation powder-metallurgy alloys
is charted in Tables I and Il. Table I can be divided into three
classes: high temperature, low density, and high modulus alloys,
which can include powder-metallurgy aluminum metal matrix composites.
In contrast, the precipitation-strengthened PM alloys (Table II) can
be conveniently categorized by conventional wrought-alloy designa-
tions; e.g., 2000, 7000 series. Exception however, is noted for the
pressed and sintered alloys, which are designated by 201, 601, and
80 on.

Considering dispersion alloys during the 1940s and 1950s, aluminum
powders were investigated for use in high-temperature applications,
Sintered aluminum products (SAP) or (XAP) utilized Al,0, dispersions
to improve the high-temperature strength and creep response of parts
consolidated from milled aluminum powder [1-4]). Shortly after this
period, experimental work (5-7] on atomized aluminum powders
containing high-solute contents was initiated and provided the
genesis of research which has evolved into development of the current
aluminum PM alloys. These alloys utilized the benefits derived from
rapid solidification, which include alloying flexibility, increased
solid-solubility limits, fine-scale microstructures, and composition-
al homogeneity.




From early research efforts emerged several types of alloy systems
which can be <classified 1into dispersion-strengthened alloys,
precipitation-strengthened alloys, and hybrid systems; e.q.,
mechanically alloyed or composite-reinforced systems. The disper-
sion-strengthened aluminum PM alloys contain fine dispersions of
relatively insoluble intermetallic phases. These alloys have good
elevated-temperature strength, thermal stability, wear resistance,
and they exhibit a high elastic modulus. An example of this type of
alloy system is the Al-Fe-X alloys where X represents a variety of
elements which form a high volume fraction (typically ranging from
5 to 40% of intermetallic aluminide phases in an aluminum matrix).
In addition, Al-Li and Al-Li-Be alloys for lower-density and blended
powder-metallurgy composites; e.qg., 2000 series with SiC whiskers and
particulate reinforcement, for greater stiffness are currently being
explored as of the later 1980's. Given the advantages of rapid
solidification and the flexibility inherent in blending different
powders, an opportunity exists to develop novel alloys with tailored
or designed physical and mechanical properties for a wide variety of
high-performance applications.

A second major alloy class (see Table II) developed along the lines
of traditional heat-treatable 2XXX and 7XXX ingot-metallurgy composi-
tions. In this sector, :apid solidification resulted in the ability
to produce a fine grain size and refined constituent microstructure
in powders. After consolidation, subsequent PM alloys have demon-
strated combinations of strength, fracture toughness, fatigue
resistance, and corrosion resistance superior to ingot alloys. Alloys
7064, 7090, and 7091 have been introduced in the 1980s and are
examples of advanced PM materials which are developed for commercial

aerospace applications.

Techniques for processing powder metallurgy alloys have also
evolved. Rapidly solidified particulate, in the form of powder,
ribben, or attrited flake, must be consolidated to full density to
maximize mechanical properties. Processing procedures must, there-
fore, be carefully designed to maintain the refined structure and to
obtain the benefits inherent in powder alloys. Advances in powder
processing such as vacuum degassing, consolidation, hot isostatic
pressing, direct spray deposition, extrusion, forging, and rolling
have aided the development of aluminum powder-metallurgy alloys for
structural applications. To this end, rapidly solidified particulate
produced by atomization, mechanical alloying, or attriting melt spun
ribbon has been consolidated to full density with excellent mechani-
cal properties. Additional information on the development of aluminum
powder metallurgy alloys and processing techniques is contained in
reviews by Jones [8], Pickens [9), Palmer and Tietz [10], Singer
[11), and Froes et al., [12].

B. Development of Rapid-Solidification Concepts

Since the 1950s, rapid solidification of aluminum alloys was based
on gas-atomization techniques. This processing technique allowed
researchers to explore formation of aluminum-base alloys containing
high nonequilibrium levels of a wide variety of solute elements.
Since the early work of Roberts (7], Towner [5], and Towner and Lyle
[6], greater understanding of the effect of cooling rate on refine-
ment of dendrite arm spacing (DAS) has evolved.

Based on the work of Spear and Gardner [(13], Dean and Spear [1l4],
and Flemings [15], a linear relationship between dendrite arm spacing
and cooling rate was established from measurements on Al-Cu alloy
castings, atomized powder, and a splat-cooled sample. Subsequent
research by Matyja et al., [16] confirmed extrapolation between DAS
and cooling rate to cooling rates of over 10® K/sec. Using Al-Fe and
Al-Si splat-quenching techniques pioneered by Pol Duwez (17]. The
general relationship between c¢:11 size and cooling rate is il-
lustrated in Figure 1. The graph shows that rapid solidification
inherent in atomization and melt spinning can refine the cell size
by over two orders of magnitude compared to direct-chill (DC) cast
ingot. Today, we know from the work of many researchers, which has
been summarized by Mehrabian [18), that a microstructural charac-
teristic such as dendrite arm spacing is a function of the liquid-
solid interface velocity, which is controlled by variables; e.g., the
amount of undercooling developed before nucleation, the rate of heat
flow, as well as thermodynamic and kinetic factors which are
dependent upon the alloy system considered. Figure 1 is, however,
useful in that it provides a perspective on the ability of rapid-
solidification process such as atomization, melt spinning, planar
flow casting, and splat quenching to refine the microstructure of an
alloy. A wide variety of rapid-solidification processes have been
applied to aluminum alloys {19]. These include gas atomization,
centrifugal atomization, rotating cup, rotating electrode process,
plasma rotating electrode process, single and double toll quenching,
ultrasonic gas atomization, thn Osprey process, and soluble gas
atomization process.




In addition to refinement of the dendrite arm spacing, extension
of solid solubility is of importance in maximizing the volume
fraction of second phases which can be precipitated from an extended
solid solution. Table III lists the maximum extended solid solubility
reported by various investigators. Following production of alloy
powders, secondary processes; i.e., mechanical alloying combining
carbide or oxide reinforcement, provide opportunities for high
temperature strength and modulus improvements. The refinement of
microstructure via rapid solidification and the extension of solid
solubility are important physical features of the process. The
resulting benefits; i.e., the mechanical-property improvement versus
weight saving, demonstrate the future utility of aluminum powder-
metallurgy alloys in aerospace applications, Figure 2. For example,
a 30% ir rease in strength or a 50% increase in elastic modulus in
a PM alloy or composite can translate into a 10% savings in weight
in aerospace applications. This goal for weight savings is equivalent
to that of Al-Li ingot alloys.

C. Advantages and Barriers to Mluminum Powder-Metallurgy Alloys

The ability to achieve a refined microstructure combined with
economical powder-processing techniques creates the potential for
aluminum PM alloys to be applied where high strength and stiffness,
elevated-temperature performance, corrosion, or wear resistance are
required. In addition, powder metallurgy alloys can offer combina-
tions of mechanical (strength, modulus, fracture toughness) and
physical properties; e.g., thermal and electrical conductivity,
tailored coefficients of thermal expansion, density, which are
superior to cast alloys’'. The benefits of rapid solidification are
highlighted in Table IV. Advances in PM aluminum have been achieved
in the areas of alloy design, atomization, and consolidation
processes. The future challenges involve the development of even
greater levels of properties coupled with reliability and reproduc-
ibility in powder properties and processing, so that design con-
fidence and cost- effective applications can be developed in commer-
cial and defense sectors. Significant achievements in weight savings
are possible as illustrated in Figure 2, when strength, modulus, and
fatique improvements are developed in aluminum powder-metallurgy
alloys. Barriers to the future development of aluminum PM alloys
include the necessary processing quality control and reliability of
design properties required for structural applications coupled with
a required cost reduction necessary for wider acceptance in commer-
cial automotive and aerospace applications. 1Initial commercial

applications in four areas include: (1) high strength alloys for
aircraft structural components, (2) wear resistant a.'oys and
composites for automotive engines and appliances, (3) high modulus

composite alloys for stiffness, and (4) high temperature alloys for
airframe and engine applications.

Although aluminum PM alloys offer significant potential in terms
of mechanical properties, there are several barriers which limit
their application and acceptance in the marketplace. These are listed
as barriers to growth in Table IV. As with most new materials, the
cost of substitution is usually a major hurdle. In addition, the cost
effectiveness must be clearly established in the total product life

cycle. Excluding pressed and sintered parts, the cost of wrought PM
aluminum alloys are greater than alloys produced from ingot metal-
lurgy because of the additional processing steps as shown in Figure
3. As of the late 1980s, estimates indicate that PM alloys will cost
1.5-5 times as much as ingot alloys. Therefore, applications for PM
alloys will initially be limited to components where superior
performance and effective materials utilization justifies their use.
It is expected, however, that the cost of PM alloys should be reduced
as the volume of powder-metallurqy components increases. This is
because the capital cost in terms of equipment will be spread over
a larger quantity of material produced. In addition, producers of
rapidly solidified components will seek more efficient methods to
produce atomized powders and attrited melt spun ribbons for con-
solidated components.

The growth of PM alloys has also been constrained by the size and
availability of billets which can be processed into wrought products.
In the 1970s and 1980s, applications were limited to forgings,
extruded shapes and sheet products which could be fabricated from
billets of less than 160 kg. As of the late 1980s, a number of
material producers (including Alcoa, Allied, Kaiser, Novamet, and
Pratt & Whitney) are in the process of increasing the size of the
consolidated billet up to 550 kg {20-21}, which will also be a step
to reduce the cost as well as increase the availability of advanced
powder-metallurgy materials.
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Quality is another issuve which must be addressed. Mechanical
proparties such as fracture toughness and fatigue are extremely
sensitive to the size, number, and distribution of inclusions. At
least part of the improvement of PM alloys in these areas can be
attributed to a refined microstructure which results in intrinsic
metallurgical benefits compared to ingot-metallurgy alloys. However,
care must be taken during processing of the powders to avoid
contamination by particles which could degrade inclusion-sensitive
mechanical properties.

Another factor that may be important to the growth of higher-cost
materials is a greater attention to the life-cycle cost of a
component. For example, over the 20-year life of an aerospace
component, the cost of a PM part may be lower due to savings in fuel
because of lower weight. Reduced frequency of inspection as well as
fewer maintenance or part-replacement requirements for fatigue or
corrosion damage are also factors in evaluating life-cycle costs.
Consideration of these factors will aid acceptance of wrought powder
metallurgy as cost effective structural materials. There |is,
therefore a need for joint effort combining the skills of design and
materials engineers to clearly assess performance-cost-life cycle
trade-offs and to determine future directions of powder processed
aluminum alloys for commercial, defense, and aerospace markets.

II. Precipitation- and Solid-Strengthened Powder-Metallurgy Alloys
A. 7000 Series PM Alloys
1. Exploratory Investigations

High-strength 7XXX PM alloys are strengthened by precipitates;
e.g., Guinier-Preston Zones, composed of elements such as 2n, Mg, and
Cu which are soluble in aluminum. These alloys offer combinations of
strength and damage tolerance as determined by fracture-toughness,
fatigue, crack propagation, and corrosion-resistance evaluations,
which are superior to their ingot-metallurgy counterparts. Atomized
powder compositions in the 7XXX series (Al-Zn-Mg-Cu) were among the
earliest systems to be explored. In the 1950s and 1960s, a number of
researchers were active in investigating combinations of 2n, Mg, and
Cu for high strength with a variety of dispersoid forming elements
to control recrystallization and maintain a fine grain size. Initial
efforts were directed at achieving high strength levels. For example,
Roberts [22] obtained yield strengths as high as 810 MPa. Towner and
Lyle [23) and Haar and Lyle (24) produced Al-Zn-Mg-Cu extrusions with
yield strengths of 858 MPa. Unfortunately, the ductility of ex-
trusiuns at these strength levels was low, typically less than 1%
elongation. From this early work, there were indications that high-
strength alloys made by powder metallurgy had corrosion-resistance
and fatigue-endurance limits which were supecior to ingot-metallurgy
alloys’'. Subsequent work by Cebulak and Truax [25]) demonstrated that
good combinations of strength (654 MPa), elongation (8%), exfoliation
resistance (immune), fatigue limit (207 MPa), and fracture toughness
(21 MPa-m'?) were obtainable in 7XXX PM alloys.

2. Process Development of Al-Zn-Mg-Cu Alloys

During the 1960s and 1970s, processing of powder-metallurgy alloys
advanced specifically in the understanding of powder handling prior
to consolidation. Cebulak [(26] and Roberts [27] independently
reported that vacuum degassing greatly improves toughness in high-
strength PM alloys. Figure 4 from Lyle and Cebulak [28] illustrates
improvements in the ratio of notch tensile strength to yield strength
for a die-forged Al-8.0% 2Zn-2.l% Mg-1.0% Cu-1.5% Co alloy obtained
by vacuum degassing compared to forgings fabricated from billets
which were heated in argon. Discovery of the benefit of vacuum
degassing was a significant step following a series of powder-
metallurgy processing patents [29]) discussing the importance of
heating the powder in a flowing protective atmosphere in order to
degas the powders. Later in the 1970s and 1980s, degassing procedures
became more sophisticated by incorporating a depurative gas treatment
[30] progressive evacuation cycles [31], and vacuum hot compaction
without a canister [32,33). The nature of complex decomposition
processes of the aluminum hydroxides during degassing has also been
investigated (34-36].

In addition, effort has been directed at scaling up the powder
billet size to allow fabrication of plate and sheet products combined
with cost reduction. One of the first efforts to scale up billet size
was conducted by Cebulak [37]). In that program, billets weighing 1500
kg composed of a high-strength Al-Zn-Mg-Cu PM alloy were produced
which were subsequently tolled into plate. More recently, Billman and
Jatkar (21] developed processing techniques to produce 550 kg billets
for both heat-treatable and dispersion-strengthened PM alloys. In




addition to producing large billets which could be rolled to sheet
gage, alternative powder-to-sheret techniques have been examined. For
example, Daugherty [38) discuszed a method where by plus 200 mesh

aluminum powers are fed continuously into a hot rolling mill to yield
sheet. More recently, Ro [39] examined the concept of blending
Al-Zn-Mg-Cu alloy powders with Al powders to develop a low-cost
method to produce high-strength 7XXX sheet.

3. Commercial and Second Generation 7XXX Alloys

The decade of the 1980s has been a milestone in the development of
commercial high-strength alloys. In 1980, the Aluminum Company of
America (Alcoa) registered powder-metallurgy alloys 7090 and 7091 and
Kaiser Aluminum and Chemical Corporation (Kaiser) cregistered X7064
in 1985. The compositions of these alloys are listed in Table V.
Comparison of the compositions between 7091 and X7064 shows these
alloys contain similar amounts of Zn, Mg, and Cu but have different
dispersoid-forming elements. As shown in Table VI, properties of
X7064-TX73 and 7091-T7E69 are similar and offer higher strength,
fracture toughness, and resistance to stress corrosion cracking
compared to ingot-metallurgy 7075-T73.

The compositions of two other 7XXX alloys, CW67 (developed by
Alcoa) and PM61 (a Kaiser developed composition), are also listed in
Table V. Ping [40] reported that PM61 was developed for peak-
strength T6 applications with yield strengths of 752 MPa and has been
evaluated for seat tracks in aircraft. Research at Alcoa by Hildeman
et al., [41), was directed at achieving high strengths similar to
7090’s and a fracture toughness eguivalent to 7091's in the T7
stress-corrosion-resistant temper. Figures 5 and 6 illustrate that
the second-generation alloys; i.e., CW67, X70%90, and X7091 has met
the desired goals by demonstrating the highest combination of
strength and toughness in a commercial die forging.

Fatique properties are vital to many aerospace applications. Alcoa
studies reported by Hart [42] demonstrated that S§-N fatigue resis-
tance of powder-metallurgy alloys 7090 and 7091 was superior to that
of 7075 and 2024. Evaluation of fatigue response addressed three
major areas: S-N fatique resistance, fatigue crack growth (da/dN)
versus K, and spectrum fatiqgue response. Early studies in the
1970’'s showed constant amplitude fatigue crack growth (FCG) rates of
the PM allows were greater than conventional alloys’. Subsequent
studies [43-45] have shown that although constant-amplitude FCG rates
of PM alloys may be higher than those of ingot alloys, under spectrum
fatigue conditions simulating actual load conditions, crack growth
rates of powder-me’allurgy alloys can be lower than growth rates of
ingot alloys. It is, therefore important to conduct screening tests
for fatigue which simulate the load and notch-stress fatigue
conditions that are expected in the actual application.

B. 2000 Series PM Alloys

Powder metallurgy alloys containing Cu and Mg as the major alloy
additions fall into the 2XXX alloy-composition classification. As in
the case.of 7000 series compositions, 2000 series PM alloys exhibit
improved combinations of strength and toughness compared to ingot
metallurgy alloys which have moderately high strengths (typically 300
to 450 MPa yield strength) with good damage tolerant properties,
including fatigue and corrosion resistance.

While most of the effort since the 1950s in heat-treatable alloys
has been directed at 7XXX compositions, a number of investigators
have examined application of powder metallurgy processing to Al-Cu-Mg
compositions. Roberts [22], and later Lebo and Towner and Lyle (6],
Grant [47) and Voss [31] examined alloy 2024. Compared to alloy 2024,
a gain in tensile strength and fatique life of PM 2024 fabricated
from the splat quenched droplets was obtained by Lebo and Grant.
However, to maximize the benefit that powder-metallurgy processing
can provide, alternative compositions and process techniques appear
to be necessary.

Addition of Zr in order to form stable dispersoids was one route
pursued by Kaiser and Alcoa/Lockheed. Table VII includes two 2024
powder-metallurgy alloys: PM63 under development by Kaiser [48] and
PM042 developed by Alcoa [49,50]. Both of these alloys contain levels
of Zr which are close to or exceed the solid-state solubility limit
of 0.28% 2r in aluminum. These additions of Zr exceed that which is
possible for ingot metallurgy and results in a fine grain size PM
alloy with excellent combinations of strength and toughness. Figure
7 demonstrates that powder-metallurgy variations of 2000 series
alloys containing 2r as a dispersoid result in superior combinations
of strength and fracture toughness compared to conventional 2XXX
alloys.

5-5




Another route to improve 2000 series alloys by powder metallurgy
processing is by mechanical alloying. Using the process technology
developed by Benjamin and Bamford (51]) for Al-Al,0,, Novamet has
developed alloy IN9021, which has a composition listed in Table VII
to be similar to 2024 except for the oxygen and carbon contents,
which are a result of the process. These alloys are produced by
attriting mixtures of Al, Cu, and Mg powders with organic additives
which control welding and fracturing during milling. During this
process, fine dispersions of oxides and carbides are formed from the
reaction of the organic additives with the milled powder. After
consolidation and heat treatment, the alloy is strengthened by
precipitates and a fine grain size typically less than 0.5 um. As
shown in Table VIII, IN9021-T4 forgings [(20,52] exhibit greater
strength, toughness, and stress corrosion «cracking resistance
compared to 2024-T4's.

C. Pressed and Sintered PM

An economical processing method to produce aluminum PM parts :s by
pressing loose powders in a die and sintering the compact in a low
dew point atmosphere. Early research (53,54) demonstrated the
feasibility of producing specimens with tensile strengths of 275 MPa
for Al-Cu sintered compacts. Subsequent work by Storchheim {55] and
Dudas and Dean [56) have made pressed and sintered aluminum PM a
commercial success. There are primarily two types of alloys which are
extensively utilized for pressed and sintered PM. Alloy 201AB
contains 4.4% Cu, 0.8% Si, and 0.4% Mg, while 601AB contains 0.25%
Cu, 0.0% 8i, and 1.0% Mg. Both alloys offer combinations of strength,
ductility, and finishing characteristics to provide a low-cost
alternative for replacement of die-cast or machined parts.

D. 5000 Series PM Alloys

In the 1960s, only a limited amount of research on Al-Mg alloys was
reported. Towner and Lyle [6] explored aluminum atomized Al-Mg powder
alloys in extruded form. Roberts ([46] evaluated the mechanical
properties of cast and powder extrusions of alloy 5083. A twofold
increase in yield strength was obtained for the PM alloy compared to
the cast alloy. In a comparison of 5005 sheet with roll-compacted
5005 particles, Daugherty [38) also demonstrated increases in
strength for the powder-metallurgy alloy, which was considerably more
resistant than conventional alloys to recrystallization.

In the early 1980s, International Nickel Company (INCO) developed
a mechanically alloyed Al-4% Mg designated IN9051 [57). This alloy
utilized a combination of strengthening mechanisms including solid-
solution strengthening from Mg, substructure strengthening from a
fine grain size of less than 0.5 um and dispersion strengthening from
oxides and carbides. Alloy IN9051 was subsequently replaced by IN9052
(Table VvII), which has an equivalent level of Mg but contains a
higher dispersoid content. As shown in Table VIII, IN9052 alloy
forgings [52] 1984) exhibit excellent combinations of strength,
toughness, and SCC resistance compared to ingot-metallurgy alloy
5083.

E. Low Density Aluminum Alloys

Based upon a calculated rule of mixtures [58,59) additions of Li,
Mg, or Be to aluminum have a significant effect on reducing density.
Lithium is the most potent since every 1 wt % addition reduces the
density of aluminum by 3% coupled with a modulus improvement.
Additions of almost 6 and 7 wt % of Mg and Be, respectively, are
required to reach equivalent density reductions. Since the maximum
solid-solubility limits of Li, Mg, and Be are 4.0, 18.9, and 0.063
wt %, respectively, density reductions are limited to approximately
12% for Li, 8% for Mg, and 0.03% for Be solely based upon solid
solubility considerations. It is, therefore, clear that powder
metallurgy processing offers alternatives in providing the ability
to reduce density through supersaturation of alloy additions beyond
the equilibrium solid solubility limits and increase strength via
dispersion strengthening from fine second phase particles produced
by rapid solidifications.

In the 1950s and early 1960s, Lyle et al., [40] and Towner and Lyle
{6,46]) explored Al-Li and Al-Be atomized powder alloys. Since these
elements simultaneously increase the elastic modulus while decreasing
density, they are attractive additions for alloys which require high
stiffness which is controlled by the ratio of modulus to density.
Unfortunately, the reactivity of Li and Be as well as the toxicity
of Be have hindered development of low-density alloys containing
these elements,




Driven by the economics of airrraft operational costs (such as the
increases in the cost of fuel in the late 1970s and early 1980s
[62)), development of aluminum alloys containing lithium was
initiated. While most of the efiorts by the major aluminum companies
focused on Al-Li compositions such as 2090, 2091, and 8091 (Table
IX), which could be formed into cast and wrought products a number
of studies utilized the potential powder metallurgy advantages of a

fine homogeneous microstructure to improve the low ductility and
fracture toughness associated with alloy 2020, an Al-Cu-Li alloy
developed by Alcoa in the 1950s. Initial research on PM Al-Li alloys
investigated compositions similar to 2024 with additions of Li.
Sankaran and Grant [63] showed that additions of 1 to 3% Li increased
the specific strength of 2024.

Additional studies by Gysler et al., [64] compared the properties
of PM and IM versions of 2020. In 1981, Palmer and Tietz [10]
reviewed the properties of PM and IM alloys which were being
investigated at that time. They concluded that powder-metallurgy
Al-Li alloys exhibited better combinations of specific strength and
elongation compared to ingot metallurgy alloys. Subsequent studies
[65] have shown that similar combinations of strength and elongation
were obtained for PM and IM Al-3% Li-1.5% Cu-1.0% Mg-0.15% to 0.2%
Zr alloys.

It is, therefore, apparent that if the mechanical properties of
low-density PM alloys are to greatly exceed those of ingot metallur-
gy corpositions, alloy developers will need to focus on chemistries
which provide weight savings greater than the 8-10% offered by IM
alloys such as 2090, 2091, or 8091 (Table IX). A comparison of a
spray-deposited Al-Li alloy; e.g., 8090, versus the cast and wrought
counterparts, Table X depicts the improvement in strength and
ductility. A number of companies are exploring Al-Li PM alloys in
order to take advantage of hiqgher specific modulus; e.g., Allied,
Alcan, Lockheed, and INCO (Novamet), Table X.

III. Dispersion Strengthened Powder Metallurgy Alloys
A. Elevated Temperature Alloys--Pioneering Studies

The concept of using aluminum alloys for elevated-temperature
applications dates back to the late 1940s, when oxide-dispersion-
strengthened aluminum was developed. At that time in Switzerland,
Irmann discovered that sintered aluminum had mechanical properties
similar to those of aluminum alloys; he attributed this enhancement
in strength to the presence of oxide films surrounding the individual
powder particles in the sintered matrix. On subsequent cold compac-
tion and hot-working, the oxide was broken up and distributed as
small dispersoids, thereby giving rise to strengthening of the
aluminum matrix. These materials are known as the sintered aluminum
products (SAP).

Subsequently in the United States, Alcoa developed a range of oxide
dispersion-strengthened aluminum materials similar to SAP or XAP. The
first detailed study of these SAP-type materials in the United States
was conducted by Lyle [3], who investigated SAP-type alloys contain-
ing 7.8-16.5% oxide by weight. It was found that these materials had
moderate room-temperature strength, compared to 2000 series aluminum
alloys. However, SAP alloys were stronger than ingot-metallurgy
alloys at temperatures above 200°C and had the ability to retain
strength after prolonged exposure at temperatures as high as 482°C.
Moreover, strength decreased with increasing temperature at a lower
rate than for conventional aluminum alloys with comparable room
temperature strength.

The pioneering work on SAP-type alloys lead to the development of
other types of dispersion strengthened aluminum alloys based on rapid
solidification in which intermetallic compounds generally 5-40% by
volume constituted the dispersed phase. These fine dispersoid
reinforcements, typically less than 0.5 microns, are formed in situ
during atomization of the alloy melt. Such powders are termed
prealloyed powders and are subsequently compacted and hot con-
solidated to produce a wrought alloy.

Roberts (7] and Towner and Lyle (5,6] independently studied several
alloys in which the dispersoid was an intermetallic. The rationale
for selecting the alloying elements was to achieve a fine dispersion
of an insoluble constituent in the aluminum matrix. Hence, alloying
elements such as Fe, Cr, and other transition elements having low
solid solubilities, high liquid solubilities, and low diffusion rates
in solid aluminum. In addition, many of the transition elements form
thermally stable intermetallic ccmpounds of relatively low density,
s0 that appreciable amounts of alloying elements may be added without
a prohibitive increase in the density of the final alloy.
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Towner and Lyle [6,23] found that binary Al-Fe alloys containing
7.5 wt %, 10 wt %, and 12.8 wt % Fe gave the highest tensile
strengths at 315°C and 427°C. More complex alloys of composition 7.8
wt % Fe and 0.2 wt % each of Cr, Ti, V, and 2r, and a quaternary
alloy of aluminum with 2.5 wt % Fe, 0.4 wt % Cr, and 3.4 wt % V also
gave excellent high-temperature strength up to temperatures of 427°C.
The complex alloy of aluminum containing 7.8 wt % Fe and 0.2 wt %
each of Cr, Ti, V, and 2r had the best stress rupture properties.

These alloys exhibited high-temperature strength due to microstruc-
tural stability at elevated temperatures relative to precipitation
thermodynamically stable and resistant to coarsening which is a
strengthened alloys. This is because aluminides are relatively
thermodynamically stable and resistant to coarsening, which is a
consequence of the extremely low equilibrium solid solubilities and
small diffusion rates of the alloying elements in the aluminum
matrix. To achieve sufficient strength at ambient and elevated
temperatures, it is necessary to have a high volume fraction of the
dispersoids on a fine scale that are uniformly distributed throughout
the matrix. This can only be achieved by resorting to rapid solidifi-
cation and PM processing. It is impossible to produce these alloys
by conventional ingot solidification since attendant slower cooling
rates result in considerable macrosegregation. In addition, the
intermetallic dispersoids formed at cooling rates of one degree per
second in ingots are relatively coarse and would not make a sig-
nificant strength contribution.

In addition to research directed at exploring alloy compositions,
Microstructural transitions in rapidly solidified binary alloys of
Al with Fe, Ni, Cr, Mn, Co, Ti, and V were studied by Jones [66]
among others. It was observed that metallographically, two types of
distinct zones were present, they were designated zone A and zone B.
zone A consisted of a very fine dendritic or cellular aluminum
structure and was optically featureless. The microhardness of this
zone was approximately twice that of zone B and did not change
significantly with annealing up to temperatures of 200°C, after which
it decreased. Zone B consisted of a much coarser structure. The
transition from the zone-A to the zone-B structure was explained in
terms of the cooling rates experienced by the two regions.

The microstructural stability of strengthening dispersoids is a
very important criterion in the selection of a new class of aluminum
alloys for high-temperature applications. Pontikakos and Jones [67)
studied the coarsening behavior o0f intermetallics in several
Al-transition metal alloys produced by rapid solidification. Al-Fe,
Al-Ni, and Al-Cr alloys were heat treated at 500°C to 625°C for time
periods up to 1,000 hrs and the size and distribution of the cor-
responding dispersoids were analyzed with respect to current
particle-coarsening theories. At lower temperatures, coarsening was
enhanced due to residence of the dispersoids on the grain boundaries.
The observed increases in the average particle size of FeAl, were
found to be in good agreement with predictions based on grain
boundary diffusion control at 500°C, and lattice diffusion control
at 600°C. The highest resistance to coarsening was exhibited by Cral,
at 500°C while FeAl, was more resistant than NiAl, for all conditions.

As a result of these preliminary investigations, Al-8 wt % Fe was
considered an excellent host binary candidate system. There were
further developments during the late 1970s. In that time period,
significant research efforts sponsored by the Air Force as well as
companies; e.g., Alcoa, Alcan, Allied, Sumitomo Light Metals,
Pechiney, Pratt & Whitney, Lockheed, and Kaiser, spawned the
development of alloy systems such as in Al-Fe-Ci, Al-Fe-V, Al-Fe-Ni,
and Al-Fe-Mo ternaries as well as quaternary variants of these
systems which exceeded the mechanical properties of 2000 series ingot
alloys. The objective of thesc programs was to determine optimum
production processes and alloy compositions for dispersion-strength-
ened alloys. Major factors include powder-solidification rate, powder
cleanliness, oxygen content, outgassing conditions, (time, tempera-
ture), and powder-consolidation conditions; e.g., extrusion tempera-
ture and reduction ratio. Each of these factors can contribute or
detract from mechanical properties by altering the second-phase
aluminide size, effecting bonding between powder particles and
modification of microstructural texture.

An example of the advantage of a dispersion-strengthened alloy
which evolved from these studies is shown in Figure 7. The yield
strength of Al-Fe-Ce PM alloy (68] is plotted against typical
properties of 2219, 2024, and '178. It is apparent that at tempera-
tures above 150°C, the dispersion-strengthened PM alloy exhibits
better strength. In addition, the room-temperature properties of the
dispersion-strengthened Al-Fe-Ce alloy are retained after exposure
to elevated temperatures whereas conventional precipitation strength-
ened alloys will lose much of their strength after exposure to
elevated temperatures. In addition to the Al-Fe-Ce alloy by Alcoa,
several other alloys were under development; e.g., Al-Fe-Mo by Pratt
& Whitney, Al-Fe-V-Si by Allied Signal, and Al-Cr-Mn-2Zr by Alcan,.
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B. Elevated-Temperature Alloys--Development Efforts

Based on the earlier composition and powder processing studies, the
development of high temperature aluminum alloys narrowed and matured
to a number of candidate alloy systems: Al-Fe-Ce, Al-Fe-Mo-V,
Al-Fe-2r-V, Al-Fe-V-Si, and Al-Cr-Zr-Mn. Table XI compares strength
elongation and modulus for the Al-8Fe, Al-8Fe-4Ce, Al-8Fe-2Mo, and
two Allied alloys and an Alcan high-temperature alloy. Alternative

approaches for production of rapidly solidified alloys consider
atomization, splat quench and rotating disc techniques. The eventual
successful alloy system must combine high performance with cost-
effective processing. In each of these alloy systems, the ability of
the dispersoids and intermetallic compounds to achieve a uniform and
fine intermetallic particle distribution is essential for the high
temperature strength of the candidate systems. Consequently, the
development of a low angle grain boundary structure that is pinned
by fine dispersions can provide enhanced elevated temperature
stability. As of the late 1980s, dispersion strengthened aluminum
PM alloys are being examined for use in aircraft and jet engines as
a replacement for 2000 series aluminum or titanium alloys. Rainen and
Ekvall (70] determined that Al-Fe-Ce and Al-Fe-V-Si sheet show
potential for significant weight and cost savings. Figure 9 plots the
mechanical properties of Al-7.1Fe-6.0Ce (Alcoa designation C242) and
Allied’s Al-8Fe-1V-2S8i; e.g., FVS0812, on a specific property basis
as a function of test temperature and exposure. In addition, if a
comparison is made of retained strength of the aforementioned alloys,
the stability of FVS0812 and C242 are shown to be superior to that
of 2090, 2024, and 2219 ingot-metallurgy alloys, Figure 10. Further-
more, the dispersion-strengthened PM alloys exhibit secondary
properties; e.g., fracture toughness and crack propagation rates,
which are equivalent to those of 7075-T6 as shown in Figures 11 and
12.

In an evaluation of aluminum PM alloys, it is useful to compare the
performance with not only ingot metallurgy alloys but with other
isotropic metals, metal and polymer matrix composites. On this basis,
Allied’s FVS1212 (Al1-12.4 wt % Fe-1.2 wt % V and 2.3 wt % Si) is
compared against a particulate SiC-aluminum metal-matrix composite,
2618-T61 and a graphite-polyamide-resin-matrix composite. The
ultimate tensile strength and specific modulus versus temperature are
shown in Figures 13 and 14, respectively. Unidirectional polymer-
matrix composites and some quasi- isotropic composites generally
excel with regard to specific strength and specific modulus. However
the properties must be considered on a cost-effective basis and in
terms of the life-~cycle cost of the product.

In summary, the elevated-temperature aluminum alloys utilize a
dispersion of aluminides and silicides ranging in volume fraction
from 5 to 40% in an aluminum matrix for strengthening. The size,
distribution, and coarsening response for the intermetallic phases
provide for excellent elevated-temperature strength with a sig-
nificant increase in modulus. Important issues to resolve are the
processing and mechanical property reliability, economy of scale of
biller production coupled with the ability to produce complex
structural shapes via forging, extrusion, or rolling superplastic
forming or forging approaches. Issues that also pose challenges to
these high temperature structural alloy systems are the elevated-
temperature coarsening response, fatique crack initiation, and
propagation response coupled with the oxidation and stress corrosion
performance.

IV. Hybrid Powder-Metallurgy Alloy Systems

A. Mechanically Alloyed Aluminum Powder Alloys

With the development of high-strength 7000 series alloys and
dispersion-strengthened elevated-temperature alloys, it would be
desirable to further strengthen these alloys by superimposing an
additional constituent; e.g., an oxide or carbide dispersoid, to
improve elevated-temperature response, or a high-volume fraction of
a whisker or particulate to increase the strength and modulus. To
this end, several hybrid aluminum powder-metallurgy alloys have been
developed. These include mechanically alloyed elemental and pre-
alloyed aluminum alloy powder systems; the mechanical alloying of
aluminum powders and carbides; aluminum metal-matrix composites
developed by mixing and consolidation aluminum powder and high-
modulus, low-density micron- and submicron-sized carbides (e.g., SiC,
TiC, B,C); and direct-spray deposition of aluminum powders with
refractory reinforcements (e.g. Osprey). In each of these processes,
the additional constituents provide for desirable and detrimental
changes to the alloy’s mechanical and physical properties. With the
addition of refractory SiC particulates and/or whiskers, the
strength, modulus, and wear resistance increase with a reduction of
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processing and mechanical property reliability, economy of scale of
biller production coupled with the ability to produce complex
structural shapes via forging, extrusion, or rolling superplastic
forming or forging approaches. Issues that also pose challenges to
these high temperature structural alloy systems are the elevated-
temperature coarsening response, fatigue crack initiation, and
propagation response coupled with the oxidation and stress corrosion
performance.

IV. Hybrid Powder-Metallurgy Alloy Systems

A. Mechanically Alloyed Aluminum Powder Alloys

With the development of high-strength 7000 series alloys and
dispersion-strengthened elevated-temperature alloys, it would be
desirable to further strengthen these alloys by superimposing an
additional constituent; e.g., an oxide or carbide dispersoid, to
improve elevated-temperature response, or a high-volume fraction of
a whisker or particulate to increase the strength and modulus. To
this end, several hybrid aluminum powder-metallurgy alloys have been
developed. These include mechanically alloyed elemental and pre-
alloyed aluminum alloy powder systems; the mechanical alloying of
aluminum powders and carbides; aluminum metal-matrix composites
developed by mixing and consolidation aluminum powder and high-
modulus, low-density micron- and submicron-sized carbides (e.g., SiC,
TiCc, B,C); and direct-spray deposition of aluminum powders with
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the additional constituents provide for desirable and detrimental
changes to the alloy'’s mechanical and physical properties. With the
addition of refractory SiC particulates and/or whiskers, the
strength, modulus, and wear resistance increase with a reduction of
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Advances in fiber, whisker, and particulate chemistry and process-
ing have led to programs to reinforce aluminum-base materials.
Specifically, the addition of fiber, whiskers, or particulate SiC
produces a composite material with excellent specific mechanical
properties. Techniques can include mechanical alloying, powder
blending, and consolidation or spray deposition, Figures 21, 22, and
23. The strength of fiber, whisker, and particulate reinforced
aluminum clearly depends upon the fiber and matrix properties,
whisker volume fraction, interface, aspect ratio, and orientation.
In addition, the excellent fiber or whisker reinforcement properties

must be maintained during the consolidation and extrusion process in
order to achieve the full potential of metal matrix composites. If
a reduction of fiber length or surface damage occurs, the subsequent
metal-matrix composite will suffer a natural strength reduction.
These factors have been examined analytically and experimentally to
define structurally competitive properties of reinforced aluminum-
base material systems. A balance of properties must be achieved in
these reinforced alloys. Specifically, reinforcements; e.g., SiC,
will enhance modulus, strength, and creep resistance while reducing
ductility, fracture toughness, and notched tensile properties. A
compromise in the volume fraction, size, and distribution of the
reinforcement phase is required in order to achieve a wuseful
structural alloy. Figure 24 compares of 8090 alloys and 8090 with SiC
additions formed by spray deposition. In general, increases in the
modulus and yield strength occur with a marked reduction in failure
strain. Furthermore, when carbide or oxide additions are combined by
mechanical alloying, similar increases in strength and a reduction
in ductility are noted, Figures 17 and 18. The application of
aluminum-metal matrix composite via the powder-metallurgy route or
combined by mechanical alloying or spray deposition offers a high-
modulus, high-temperature material. However, it is not clear whether
the addition processing costs will limit acceptance in the commercial
marketplace.

V. Summary

Aluminum powder metallurgy offers a processing technology with
great potential. Progress to date includes the development of
dispersion-strengthened, precipitation-hardened and metal-matrix
composite PM alloys. These alloys have been shown to exhibit superior
combinations of mechanical properties {(such as strength, fracture
toughness, elastic modulus, fatigue, and corrosion resistance)
compared to ingot-metallurgy alloys. As of the late 1980s, the high
cost of wrought PM components appears to be the major barrier
hindering acceptance and growth of aluminum powder-metallurgy alloys
as a structural materials. Nevertheless, the technology has developed
new alloys and processing concepts for aluminum alloys with superior
ambient- and elevated-temperature, which can be utilized in future
structural applications to take advantage of their higher perfor-
mance.
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TABLE |

DEVELOPMENT OF ALUMINUM POWDER-METALLURGY Al1OYS—DISPERSION ALLOYS

Alloy type 1950 1960 1970 1980 Reference”
Elevated
Temperature: (SAP)-XAP-Ae
Al-Al0, 1-3
Al-X* 7
Al-Fe. Al-X 5.6
Al-S (Dixon and Skelly. 1965)
Al-ALOWMAY si
Al-Mn-Sr 37
Al-XY (Read ¢t al., 1975)
Al-X(MA) (Erich, 1980)
Al-Fe-Ce 68.69
Al-Fe-Mo 7
Al-Cr-Zr (Milier. 1984)
Al-Fe-V-§; (Skinner et al.. 1984)
High modulus:’
AL-TiC, Al-Mn, Al-Fe* (MacDonald and Ransley. 1954)
A)-Mn, Fe, Cr

5
Al-Fe-NiCo (Vidoz, Lewis et al., 1986)
Al-SiC (MMC)  (Divecha et al . 1981)
Al-SIC (MA) {Donachie and Gilman. 1983)
Al-Cu-Li-Zr {Meschter et al., 1986)

Low Density

Al-Li, Al-Be (Lvle and Towner. 1960)
2024 + Li 63
Al-Li-Cu-Mg (Palmer et al.. 1982)
Al-Mg-Li{MA) (Donachie and Gilman, 1983)
Al-Li-Be {Lewis and Starke. 1986)
Notes:

* Reference numbers in right-hand column refer to references at end of chapter
X = Mn, Ni, Co, Cr, Ti, Zr, V

“MA = mechanically alloyed.

4 Also has low thermal expansion.

X = Ti, V, Cr, Mn, Fe, Co, Ni, Zr, Nb, Mo, Si.

/X = Fe, Co, Ti, Mg, Mn, Za, Ni, Cr, Cu.

£ A number of elevated temperature alloys also have a high elastic modulus
*Blended Al and elemental Mn, Ni. Fe powders.

TABLE 11

DEVELOPMENT OF ALUMINUM POWDER-METAILURGY ALLOYS PRECIPITATION STRENGTHENLD

Alloy type 1950 1960 1970 1980 Reference’
Pressed and sintered
(Al-Cu-Mg-Si):
Al-Cu 53
Al-Cu-Mg-Mn 54
Al-Cu 5§
201AB. 601AB s6
Prealloyed/wrought
2XXX (Al-Cu): Al-Mn-Cu 61
2024 22
24 47
IN9O21 (Ench and Donachie, 198?)
50

2024, 2024 + Zr 40

Corrosion-resistant

SXXX (Al-Mg):* IN9OSH. IN9OS2 57
6
High-strength
TXXX (Al-Zn-Mg-Cu):
TXXX*® 22 (Lyic and Towner, 1962)
7XXX 24
IXXX ¢ Co, Fe + N1 19.28 (Grant. 1982)
IXXX + (Co. Zr, Cr) Rt}
TN/ 9] {Alcoa. 1980)
7064 (Kaiser. 1985}
IXXX ¢ Zr + Ni (Hildeman et al | 1985)
XXX ¢+ Mn (Koczak, 1982}

IXXX ¢+ Cr, 2t (Alcan, 1986)

Notes

' Reference numbers in right-hand column refer to references at end of chaprer

* Al-Mg alloys exhibit excetlent corrosion resistance

5 i del | additi up to 15% Ze, 15% Mg. 20% Cu plus franston elements (Ma_ Fe. Ni. Cr. Th. V. Zr. Co. Mo, W) additons up to

8

4%




TABLE 11l

TABLE LV

ADVANTAGES AND BARRIERS TO GROWTH OF WROUGHT

EXTENSION OF SOLID SOLUBILITY FOR BINARY ALUMINUM

ALUMINUM PM ALLOYS

ALLOYS
Al % Al % Advantages:
Elements equilibrium reported maximum Unique compositions
Fine-grain, constituent. and disperoid sizes
Ce 0.01 1.9 Homogeneous distribution of alloy elements
Co 0.01 0.5-5 Superior combinations of strength. toughness. and resistance to
Cr 0.44 5-6 corrosion and fatigue
:-‘:: (2)32 s 11:2 Potential for improved modulus. therma stability. and low density
Mg 18.9 37-40 Barriers:
Mn 0.7 6-9 High cost
Mo 0.07 >1.0 Product availability and size limitation
Ni 0.023 12-77 Quality-control issues
Si 1.59 10-16
Ti 0.15 22-2
v 0.2 1.4-2
Zn 66.5 38
Zr 0.083 1.15-1.5
Source: After Jones [8].
TABLE V

NominaL ComposiTions OF TXXX ALuminum PM ALLOYs

Alloy 2n Mg Cu Co Cr Zr Ni O Al
7064 71023 20 02 01 02 — 2 Bal
PM6! 85 25 15 06 — 02 — .2 Bal
7090 80 25 10 15 — — — 35 Bal
7091 65 25 15 04 — — — 35 Bal
cwe? 90 25 15 — — 014 01 35 Bal

Source: For 7064 and PMG61, Kaiser Aluminum and Chemical
Corp.. Data Sheet, April 1985. For 7091 and 7092, Aluminum Com-
pany of America, Technical Brief, March 1985. For CW67, Alcoa

Internal R ch and Develop
Note: Elements in wt %.

(IRAD), April 1983.

TABLE Vi TABLE VIl
TypicaL Properiies of 7XXX-T7 ALuMinum PM ALLoy Die ForGinGs NominaL ComposiTions of 2XXX anp SXXX PM AtLovs
Test YS UTsS Elong. Kic” sCC Alloy Cu Mg Mn Zr Cr o C A
Alioy tem: directi MP -m'?
yiemper directon (MPe) (MPa) (%) (MPa-m') (MPO) Ues 45 18 08 025 — ND — Bal
X7064-TX76 L 572 607 15 30 — PM042 37 18 02 06 — ND. — Bal
LT 551 600 12 — — IN9021 40 15 —_ — — 0.8 1.1 Bal.
ST 545 593 6 - 241 2024IM 44 15 04 - — - —  Bal
X7064-TX73 L 517 572 15 33 —_ IN90S1 — 40 - — — 06 075 Bal
LT 503 551 12 — — IN9052 — 40 - - — 08 1.1 Bal.
ST 496 551 9 - 310 SO83IM — 44 07 — 015 — —  Bal
7090-T7E71 L 550 600 13 22 — -
T 540 574 7 23 241 Source: Kaiser Aluminum and Chemical Corp., April 1985, for
7091-T7E69 L 514 566 14 30 — PM63. Alcoa/Lockheed California, August 1981, for PMO042.
T 496 549 9 28 290  Novamet Aluminum, Data Sheet, August 1984, for IN9021, IN9051.
7075-T73 L 467 525 12 22 —  and IN9052.
(IM) T 414 474 7 20 290 Note: Elements in wt %.

Source: Kaiser Aluminum and Chemical Corp.. Data Sheet. April 1985, for
X7064-TX76, X7064-TX73. and 7075-T73. Aluminum Company of America,
November 1984, for 7090-T7E71 and 7091-T7E69.

Notes:

°L-T orientation per ASTM E399.

L = Parallel to grain flow.

T = Nonparallel to grain flow.

ST = Short transverse

LT = Long transverse

N.D. = not determined.




TABLE V1l

Tyricar PROPERTIES Of IN-9021 anp IN-9US2 ForGinGs

IN-9021-T4 2024-T4 IN-90S2 5086-H34
Ultimate tensile strength. MPa (-Ksi) 538 (78) 369 (68) 448 (65) 324 (47)
Yield strength 0.2% MPa (-Ksi) 469 (68) 324 (47) 379 (55) 255 (37),
Elongation. % 13 19 13 10
Fracture toughness.

Klc MPa y/m (-Ksi in.) 40 (36) 29 (26) 44 (40) -
Elastic modulus. GPa (-Msi) 74.4 (10.8) (10.6) 71.0 (10.3) 71.0(10.3)
Density, g/cm’ (-Ib/in.%) 2.80 (0.101)  2.80(0.101)  2.66 (0.096) 2.66 (0.096)
Threshold for SCC. * MPa (-Ksi) >413 (>60) 296 (43)° >379 (>55)  Susceptible if

heated at 150°
for long times”

Source: 2024-T4 and 5086-H34 data from Aluminum Standards and Data (Al. Assoc. Inc.) and Military
Standardization Handbook-5C (U.S. Department of Defense).

® 90-day alternate immersion on 3% NaCl.

* Long transverse.

 Sensitized at 200°F for 7 days; short transverse.

TABLE IX

CoMPOSITION OF LOW-DENSITY ALUMINUM ALLOYS

Li Cu Mg Zr (o] C Mn Cd
2020 1.0 45 — — — — 08 015
2024 — 4.4 1.5 - - — 06 —
01420 (USSR) 22 27 - 0.12 - - - -
Alcoa (CW56) 2.2 2.7 - 0.12 - - - -
Lockheed Alloy 1 3.0 1.5 1.0 0.2 - = - -
Lockheed Alloy 2 2.0 390 1.0 0.2 - - - -
Novamet (INCO) Alloy 14 _ 38 _ - - - -
Allied 643 34.-36 08-01 04-06 04-06 06 1.1 — -
Allied 644 3.0-32 08-11 0406 04-06 _ __ — -
Alcan 2.5-19 1.2 0.7 - _ - - —_
2090 1.9-2.6 24-3.0 0.25 0.10 — - 005 —
2091 1.7-2.3  1.8-25 1.1-19 0.2s — — 010 -—
8090 2.2-2.7 1.0-16 06-13 0.25 — = 010 -—
8091 24-28 18-22 05-12 0.25 - - 010 _—

TABLE X

COMPARISON OF MECHANICAL PROPERTIES OF 8090 ALUMINUM ALLOYS

Conventional Spray-cast and
direct chill hot isostatic
cast and forged pressed
Yy Yield strength MPa (ksi) 310 (45 310 (45)
‘UTS Ultimate strength MPa (ksi) 345-380 (50-55) 449 (65)
o 0.25-0.55 9-10
Kisp MPa{m)'/?[ksi(m)' %] 11-20 (10-17) 31-35 (28-32)
As-cast grain size (microns) 200-500 15-30
Grain-boundary (microns) 2-3 0.1-0.2

film thickness

Source: Lewis. R.E. [Pnvate Communication)
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PROPERTIES OF DISPERSION-STRENGTHENED PM ALLOYS

TABLE XI

YS UTS
Alloy Temp. °C MPa (ksi) MPa (ksi) EL % GPa (msi)
Al-8Fe RT S04 (73.1) 572 (83.0) 5.0 81.4 (11.8)
232 260 (37.7) 280 (40.6) 9.6 55.2 (8.0)
343 148 (21.4) 172 (24.9) 12.3 10.0 (5.8)
Al-8Fe-4Ce RT 445 (64.5) 550 (79.8) 9.0 78.1 (11.3)
232 367 (53.3) 395 (57.3) 6.0 - —_
343 152 (22.0) 176 (25.5) 1.0 — —
Al-8Fe-2Mo RT 472 (68.4) 492 (71.3) 6.7 86.2 (12.5)
204 427 (62.0) 452 (65.5) 70 79.3 (11.5)
343 200 (29.0) 222 (32.2) 10.0 75.9 (11.0)
Allied 1 RT 596 (86.4) 621 (88.9) 6.3 — —
232 425 (61.6) 433 (62.8) 6.8 — —
343 253 (36.7) 270 (39.2) 11.4 —_ —
Allied 2 RT 632 (91.7) 645 (93.6) 8.7 — —
232 414 (60.0) 420 (60.9) 7.3 - —
343 240 (34.8) 252 (36.6) 10.2 — —
Alcan RT 540 (78.3) 580 (84.1) 12 82 (11.9)
250 415 (60.2) 437 (63.4) 14 — —_
300 270 (39.2) 300 (43.5) 15 —_ -

Note: RT = Room Temperature (20°C)
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100, HARDNESS AFTER 400°C EXPOSURE
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After the exposure at 425°C the size of the precipitates AllsFe‘ and
Al‘SFe3Ce is between 0.3 and 0.4pm; the first ones contain often plane faults

[23]. The precipitate size versus the isothermal exposure time increases
regularly, that results from the ripening controlled by the diffusion of the
solute atoms, Fe and Ce, along the grain boundaries [24]. When a tensile
stress is applied during the exposure at ligh temperature the ripening is
faster and the precipitates are larger (fig. 5). The size of the matrix grain
increases slightly at the beginning of the exposure, from 0.7 to 0.9um for
about ten hours, and then it remains nearly constant.

Room temperature mechanical properties of these alloys were determined by
hardness measurements [25,26), tensile {21,27] and compression tests [28].
The thermal stability of these properties after an exposure at high
temperature was explored using the same tests. After an exposure for one hour
the hardness decreases slightly at a temperature not exceeding 350°C anad
beyond its decrease is more marked [25] (fig. 6a). After an exposure at 300°C
it remains unchanged until 1050 hours ({26] (fig. 6b). The tensile and
compression yield stress decrease after an exposure at 149 and 232°C for 1000
hours and at 316°C for 100 hours [27.28] (fig. 7).The comparison with the
conventional 2219 alloy shows the advantage of the Al-Fe-~-Ce alloys in the
hardness [26] and also in the yield stress [21]: for the 2219 alloy, the
hardness decreases by 37.5% after an exposure at 300°C for 100 hours (fig.
6b); its yield stress starts decreasing after an exposure at 95°C for 1000
hours and at 315°C its diminution reaches 50%; it is only 10% in the alloys
Al-Fe-Ce for the same tests (fig.8).

The elevated temperature tensile properties, up to 316°C, were measured for
several compositions [21]). The corresponding results are summarized below:

Alloy Temp. Yield Tensile Elonga- Toughness Density Young's
stress strength tion 3 modulus
o¢ Mpa Mpa % Mpaym g/cm GPa
Al7.1Feb.1Ce 25 387 493 11.7 12.2 2.957 78.9
(extruded) 149 362 425 6.0
232 332 367 4.7
316 212 237 10.4
Al7.1Fefb.1Ce 25 524 567 5.7 26 2.957 78.9
(extruded 149 403 427 5.0
and forged) 232 278 304 5.0
316 150 176 6.5
Al8.1Fe6.8Ce 25 440 525 9.0 6.2 3.00 85.6
(extruded) 149 364 433 4.0 71.8
232 297 351 6.0 70.4
316 211 246 9.0 63.5
Al8.4Fe7.2Ce 25 458 563 8.0 6.4 3.01 80.1
(extruded) 149 448 484 4.0
232 391 424 4.0
316 225 271 7.3
Al9.8Fe7.8Ce 25 490 613 5.0 3.06 83.8
149 492 525 2.6
232 410 450 2.6
316 255 295 5.3

The yield stress and the tensile strength decrease versus the temperature
while the elongation passes through a maximum at about 200-250°C. Elevated
temperature mechanical properties of these alloys are superior to that of the
conventional 2618 alloy and hopeful when compared to the Ti6Al4V alloy
(fig.9).

It is worthwhile noticing that the high temperature properties are very
sensititive to processing conditions: atomization, degassing and
consolidation. The influence of the extrusion ratio and the residual hydrogen
content is reported in the figure 10 [21]: an increase from 5.6 to 14 ppm in
the hydrogen content does not modify the yield stress and the tensile
strength, in return the minimum of the elongation disappears. An increase from
4:1 to 20:1 of the extrusion ratio diminishes the yield stress and the tensile
strength but does not influence the elongation.

The compression tests performed between 250 and 550°C (23] indicate that
the ripening cannot account for the degradation of the mechanical properties.
It is suggested that at least one of the precipitated phases undergoes a
plastic deformation beyond 450°C.

Creep experiments performed at a temperature between 250 and 350°C under
stress from 20 to 115 MPa {30} underline a change in the deformation mechanism
when the stress overcomes a threshold value. No explanation is available so
far.
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The fatigue crack growth is easier in the Al-Fe-Ce alloys compared to the
conventional 2219 alloy ([26]: at 25 and 300°C the crack growth rate is
respectively 2 and 3 times larger (fig. 11).

The corrosion resistance, as measured by the weight loss, is higher for the
Al-Fe-Ce alloys when compared to the conventional 2024-T3 and 7075-T6 alloys:
in a 3.5% sodium chloride solution, corrosion rates from 7 to 15 times lower
were reported during a 16 days exposure for Al-Fe-Ce alloys. The stress
corrosion is also improved: the threshold value for fracture, 240 MPa, after a
30 days exposure is close to that of 7050-T7451 and 2219-T87 alloys and higher
than that of 7075 alloy (29]}.

The mechanical properties of the Al-Fe-Ce alloys, at temperature higher
than 250°C, is improved by the dispersion of fine A1203 oxide and/or Al‘C3

carbide particles, from 10 to 40 nm in size, added by mechanical alloying.
Besides the process was used with rapidly solidified powder [31,32,33].

The microstructure of the rapidly solidified and mechanically alloyed
(R.S.M.A.) alloys with compositions close to Al-8Fe-4Ce depends on the
extrusion conditions. At 245°C with an extrusion ratio of 16:1 [31], the
resulting grain size is of the order of 0.3:0.1um for the rapidly solidified
(R.S.) and the R.S.M.A. alloys, the distribution of the precipitates is more
homogeneous in the latter. After an exposure at 610°C for 1 hour dispersoid
sizes in the R.S.M.A. alloy remain small while the grain size increases
moderately from 0.25 to 0.70um. At 550°C with an extrusion ratio 10:1 (32},
small grain sizes are measured, about 1lpm, in R.S. alloys while elongated
grains along the extrusion direction, up to 30 um, are observed in R.S.M.A.
alloys. The microstructure differences after consolidation are attributed to
the differences in the stored energy., which is higher in R.S.M.A. alloys
because of the larger value of the extrusion strain and the hardening of the
grains due to the dispersoids. This excess of free enthalpy favours the
recrystallization in the R.S.M.A. alloys.

The thermal stability was investigated for 245°C-extruded alloys [31]. The
change in the hardness versus the exposure time at 450°C and versus the
exposure temperature for 1 hour is reported in the figure 12. The hardness of
the R.S.M.A. alloy, 24% higher than that of the R.S. alloy before exposure,
remains constant after an exposure at 450°C for 300 hours while that of the
R.S. alloy drops away. After an exposure for 1 hour the hardness of the
R.S.M.A. alloy is preserved up to 500°C, only 300°C for the R.S. alloy: it
appears that the lower quality of the R.S. alloy results from the ripening of
the AllaFe‘ and AllJFe3Ce precipitates by diffusion of Fe and Ce atoms along

the grain boundaries. In R.S.M.A. alloys the dispersoids, essentially located
on the grain boundaries, first act as vacancy sinks lowering the diffusion
process therefore the ripening mechanism and second prevent from a later
recristallization. After an exposure at 540°C for 288 hours the R.S. alloy has
a lym grain size, to compare to the 0.25um as measured in the R.S.M.A. alloy.

Whatever the temperature the ductility of the R.S.M.A. alloys is nearly to
zero [31] while it reaches 10% for the R.S. alloy (fig. 13): cleavages are
observed on the fracture surface of the former, dimples for the latter.

The compression tests performed at different temperatures with different
strain rates on the alloys extruded at 550°C underline the advantage of the
mechanical alloying [32,33]. For a fixed temperature the change in the ratio
of the strain rate to the self-diffusion coefficient of aluminium versus the
ratio of the maximum stress, from 3 to 5% in strain, to the Young's modulus is
plotted in the figure 14: continuous curves are related to the R.S. alloy (23]
and the points to the R.S.M.A. alloy. At 250°C the same behaviour is observed
for both alloys: the small grained R.S. alloy is hardened by the high
dislocation density tangles 1left by the extrusion process and the large
grained R.S.M.A. alloy is hardened by precipitates and dispersoids. At higher
temperature, the recovery releases the dislocation configurations, the
ripening of the precipitates and the slip at the grain boundaries and/or the
deformation of at least one precipitated phase deteriorate the mechanical
behaviour of R.S. alloys. In the R.S.M.A. alloys, at the same temperature, the
dispersoids delay the ripening and contribute to the hardening.

Furthermore, tensile creep resistance behaviour of R.S.M.A. alloys is
clearly higher than that of R.S. alloys: at 380°C and Qnder a 103 MPa loading,
the creep strain rate of the R.S.M.A. alloy is 3.5 10 times lower than that
of R.S. alloy (31].

3.2 -~ Al-Fe-V-Si ALLOYS

The alloys Al-Fe-Si rapidly solidified contain the metastable phase
Alleeasi which crystallizes in the bcc, Im3, structure and whose precipitate

shape is almost spherical. Unfortunately this phase is metastable and it was
not possible to benefit from its characteristics in order to maintain the good
level of mechanical properties at high temperature; it transforms into the

stable monoclinic AllJFe‘ and hexagonal AlBFezsi phases, the morphology of

their precipitates does no favour a good ductility. However it was shown that
it is possible to stabilize the metastable phase by the addition of a fourth
element (V, Mn, Cr, Mo) which substitutes for iron [34). Vanadium was found as




the most promising element [35]. In order to precipitate only the
A111(Fe,v)3si phase, adjusted compositions and high cooling rates are requi-

red. Melt-spinning technique was used and then the ribbon was ground and the
powder was consolidated by the conventional techniques.

The microstructure of melt-spun ribbons of Al-Fe-V-Si alloys is made up
wholly of the so-called "A" zone, i.e. featureless at a magnification up to
1000 [36). Examinations at higher magnification show a cellular-dendritic
microstructure with fine intermetallic compound Allz(Fe,V)asi precipitates

whose size ranges from 10 to 30 nm. However a too low quenching rate produces
a quasicrystalline phase. Consolidation does not induce any modification of
Alxz(Fe,V)3si precipitates, only a very small ripening is eventually observed.

The distribution of these precipitates is uniform, they are located at the
grain and sub-grain boundaries and also inside the grains with a size ranging
from 40 to 80 nm (37).

The crystalline structure of the A112(Fe,v)3si is described by empty

icosahedra (Fe+V) located at the sites of the bcc lattice; they are parallel
and each of them is connected to eight neighbours along its threefold axes
through a slightly contracted octahedron. Each icosahedron (Fe+V) contains an
empty (Al+Si) icosahedron with the same orientation. These last icosahedra are
connected through chains of three distorded octahedra {38]. This phase exists

for a range of composition according to Al , (Fe,V) ,Ssi _ .  with a Fe:V

ratio from 5:1to 11.5:1. The lattice parameter varies with composition from
1.2587 to 1.2620 nm (37].

A volume fraction up to 42% of these precipitates can be obtained in the
Al-Fe-V-Si alloys. Their ripening rate, depending on the Fe:V ratio value, is

very low, from 8.4 10 7 to 2.9 %% n’/h., when compared to the intermetallic
compounds obtained in Al-Fe base alloys and the A}3Zr, le—structure and

coherent with the matrix, precipitates. This small ripening rate is explained
by the formation of interface steps inreasing the number of coincidence sites
and thus decreasing the interfacial energy, rather than putting forward some
coherency arguments [37].

The room temperature mechanical properties achieve a good standard: the
highest the volume fraction of precipitates, the highest the standard
[36,37,39,40). The thermal stability studies confirm the small ripening rate
of the Allz(Fe,V)ssi precipitates: after an exposure at 524°C for 1000 hours,

no change in the yield stress or the elongation is observed ({(fig. 16). After
an exposure for 100 hours at a temperature less than 540°C , the yield stress
remains constant in Al-Fe-V-Si alloys and it starts decreasing at higher
temperature. This 1limit temperature is only 300°C in other Al-Fe-X alloys
(fig. 17). After an exposure at a temperature higher than 500°C ([41] the
tensile decreases even for a comparatively short time (fig. 18). At 500°C the
microstructure is stable after an exposure until 100 hours with a 0.47um grain
size and 160nm precipitate size. At 550°C the ripening of the precipitates is
marked and a continuous distribution of precipitates appears along the grain
boundaries; at the same time the recrystallization of the matrix starts and
thus the grain size is equal to 0.9um. This evolution is faster at 600°C with
a 1.2pum grain size and 260nm precipitate size.

The elevated temperature mechanical properties were measured on extruded,
forged and rolled alloys. The results obtained for the two most investigated
compositions are reported in the table in the next page [36,40].

When the temperature rises, the yield stress and the tensile strength
decrease while the elongation passes through a minimum. When compared to c‘her
P/M Al-Fe-X alloys, the tensile strength of the FVS1212 alloy is larger in the
full range of temperature and that of the FVS0812 alloy is larger at a
temperature higher than 350°C (fig. 19). The behaviour of the first alloy is
close to that of a to be discovered aluminium alloy with the same specifific
tensile strength as the Ti-6A1-4V alloy. Up to about 220°C the tensile
strength is mainly controlled by the interaction between the mobile
dislocations and the precipitates. For higher temperature it is controlled by
the diffusion of the solute atoms and the precipitate size does not really
matter (34,37].

The testing temperature at which the minimum elongation is observed depends
on the strain rate (42,43). For a fixed strain rate a plateau is noticed at
this temperature (fig. 20) on the tensile strength versus the testing
temperature curve. This is due to a particular hardening mechanism for this
temperature- strain rate combination. The proposed explanation [41]) assumes
that the solute atoms, mainly iron atoms, of the supersaturated solid solution
form atmospheres around the forec: dislocations. When the mobile dislocations
come close tu the trees of the forest, the solute atoms have enough time to
diffuse to their cores and consequently to lock them, producing a decrease in
the ductility and an 1ncrease in the tensile strength.

The Al-Fe-V-Si alloys exhibit a good creep behaviour under compression [44)
because of a high wvolume fraction of thermally stable precipitates
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FVS0812 : Al-8.5Fe-1.3V-1.7S8i and FVS1212 : Al-11.7Fe-1.15V-2.4Si
Alloy Temp. Yield Tensile Elonga- Toughness Density Young's
stress strength tion s modulus
°C Mpa Mpa % Mpaym g/cm GPa
FVS0812 L 24 390 437 10 31 2.957 88.4
Extruded T 387 440 10
Rolled L 150 340 372 7 83.2
T 335 372 5
L 204 312 341 8
T 307 344 7
L 260 280 308 9
T 279 312 9
L 315 244 261 9 73.1
T 244 280 11
FVS0812 L 24 434 462 12
Forged L 150 345 372 6
L 204 303 338 6
L 260 276 290 8
L 315 241 248 9
FVS1212 L 24 605 636 8.7 11 3.02 95.5
Extruded L 150 486 505 3.5 86.2
Plate L 230 432 443 3.3 82.8
L 345 276 286 6.7 78.6
L 450 133 147 8.9
L 480 103 126 10.8

Nevertheless the n exponent of the creep law, ¢ = k ., ", is somewhat higher
than usual, from 13 to 32 instead of from 3 to 6 (fig. 21). This particular
behaviour is 1likely due to the enhancement of the ripening under stress:
during an exposure at 400°C the precipitate size remains constant without
applied load, it grows up one hundred times under a 158 MPA stress (fig. 22).

The Al-Fe-V-Si alloys compare quite well with the conventional alloy when
one deals with the corrosion resistance, as measured by the weight 1loss
techniques: in a 3.5% sodium chloride solution the loss is six times less than
that measured in the 2014-T6 alloy.

3.3 - Al-Cr-Zr ALLOYS.

Among the R.S. Al-Cr-X and Al-Cr-Zr-X alloys, the Al-Cr-Zr and Al-Cr-Zr-Mn
alloys were the most likely to lead to an industrial development [46,47).
Nevertheless in order to achieve the optimum properties, a thermal treatment
is required after the rapid solidification. The ageing phenomena is due to
zirconium: the hardness of Al-3Cr-xZr and Al-yCr-1Zr alloys, as-quenched and
peak aged, versus respectively x and y is very sensitive to the value of x as
peak aged and no sensitive to the value of y (fig. 23). The higher the 2r
content, the larger the ageing effect [48,49]). This result is confirmed by the
hardness change versus ageing time in the (1)} Al1-1.8Cr, Al-1.7Zr and
Al-1.8Cr-1.72r alloys at 400°C (fig. 24) [50]) and (2) Al-4.5Cr-1.72r alloy at
350,400 and 450°C (fig. 25) [49,51,52]. In any case the optimum mechanical
properties are reached after an ageing treatment.

The requirement of a thermal treatment for the Al-Cr-Zr can be an advantage
compared to the rapidly solidified Al-Fe-X alloys. As a high temperature is
needed during the consolidation, a degradation of the properties is expected
in the Al-Fe-X alloys, in return this heating can be a part of the ageing
treatment for the Al-Cr-Zr alloys. The properties of the as-quenched Al-Cr-2r
alloys are lower than that of the Al-Fe-X alloys, but after consclidation they
will be equivalent if not improved (fig. 26) (48,52].

The microstructure of the powder particles is made of a solid solution and
intermetallic A113Cr2 precipitates, from 0.5 to 2um in size. This compound has

a monoclinic, C2/m, crystalline structure and it is non coherent with the
matrix. During the ageing new AIHCrz precipitates appear and the previous

ones coarsen and also very fine A13Zr precipitates are observed. This 1last
compound has a cubic le crystalline structure and it is coherent with the
matrix. The ageing effect is due mainly to the precipitation of the AIJZr

phase inside the grain as well in the neighbourhood of the boundaries giving a
discontinuous precipitation [53). The differential scanning calorimetry
pattern reveals two peaks: between 270 and 400°C in connection with the Alazr

precipitation and close to 475°C in relation to the ripening of AINCrz
precipitates (fig.27) [49,51].




initiation is delayed. For the conventional alloys the crack grows along the
smooth elongated grain boundaries as obtained after rolling while for R.S.
alloys the small grain size (from 1 to 3 um) imposes a wavy path to the crack
propagation, I.e. an increase in the fracture energy. The crack growth rate is
3.7 times higher 1in 7075 T73 alloy than in 7091 T7E69 alloy, in salted
solutions {8,9].

2.2 - MECHANICAL ALLOYING (M.A ALLOYS)

Carbon and oxygen are mainly introduced in these M.A. alloys in order to
precipitate A1203 and/or Al‘c3 dispersoids. If necessary Si or Mg can be

added. Some of the compositions reported in the litterature are listed below
[10,11,12]):

Alloy 0 C Mg Si fv (%)
DISPAL O 2.5 - - - 4
DISPAL 2 1 2 - - 10-12
DISPAL 3 0.8 3 - -
DISPAL 1SIl2 1 1 - 12 6-10
IN9052 0.6 1.1 4 - 6
fv represents the volume fraction; 1wt% C corresponds to fv= 4.5% of

aluminium carbide and 1lwt% O to fv=1.6% of oxide.

The existence of amorphous compounds with C and/or O is proved by the rings
observed on the electron diffraction patterns obtained after grinding.
Crystallized compounds only appear during the consolidation process [13] as
very fine dispersoids ,from 30 to 40 nm in size for the o>ide and from 20 to
100 nm for the carbide; they are usually located at the grain boundaries,
isolated or gathered together. The grain size lies between 0.2 and 0.5 pm.
Some intermetallic precipitates AlaMg2 were also reported.

Room temperature tensile properties of these alloys are summarized below:

Alloy Yield Tensile Elonga- Toughness Density Young's
stress strength tion modulus
Mpa Mpa % Mpaym g/em’ GPa
DISPAL 2 300-340 340-380 8-12 2.70 80
DISPAL 1Sil2 300-340 340~380 4- 8 2.66 85
INS052 380 450 13 44 2.68 76

These properties depend on the oxygen or carboﬂ content, i.e. on the volume
fraction of dispersoids. Results obtained with a pure Al matrix are given in
the figure 2 [10]): a linear increase of the yield stress and the tensile
strength versus the volume fraction is noticed. When compared to SAP an
advantage of 100-150 MPa is measured. In both the cases the ductility is a
decreasing function of the volume fraction.

Most of the dispersoids are located on the grain boundaries, i.e. they do
not contribute to the intragranular hardening mechanism. Thus the grain size
is likely to provide the main contribution to the yield stress. However the
Hall-Petch relation was not checked because of the limited range of grain size
resulting from mechanical alloying. For the IN9052 alloy a solid solution
hardening due to Mg is expected.

The thermal stability of Al-C-0O alloys is noteworthy: their microstructure,
therefore their mechanical properties remain nearly unchanged after an
exposure at 510°C for 100 hours, no evolution of grain and dispersoid size
[14], or at 500°C for 250 hours, constant tensile strength and elongation
[12,15,16,17] (fig. 3}. Lower performances were measured on IN9052 alloys: the
decrease of the tensile strength, about 14%, after an exposure at 510°C for
100 hours is explained by the ripening of the MgZAI3 compound (14].

However for the elevated temperature loading a fast deterioration of the
mechanical properties is observed: at 300°C, for DISPAL 2, the tensile
strength is only one half of that measured at 20 °C, and only 40% for DISPAL
15112 (fig. 4a) [12], while the ductility is lowered. The same behaviour is
observed on all the Al1-C-0 alloys [17]). For the IN9052 alloy, the ductility
goes through a maximum but the degradation is more important (fig. 4b) (18].

Mechanical alloying improves the corrosion resistance of the sensitive
Al-Mg alloys. Conversely to the equivalent c¢ompositions processed by the
conventional route, not exfoliation nor stress corrosion are observed. During
periodic immersion in a 3.5% sodium chloride solution at 30°C, the corrosion
rate reduces to 4um per year for the IN9052 and 5083-H112 alloys whereas it
goes up to 227um per year for the conventional 7075-T73 alloy. The threshold
value for stress corrosion under the same conditions is 380 MPa for the IN9052
alloy (18].

The mechanical alloying applied to conventional alloys can be detrimental:
for instance for 7075 alloy

6E-3




6E-4

7075-Té6 As M.A. M.A + T6
Yield stress (MPa) 503 550 595
Tensile strength (MPa) 572 615 645
Elongation (%) 10 2 3.5

The mechanical alloying of 7075 alloy leads to a marked increase in
the yield stress and the tensile strength unfortunately counterbalanced by a
strong loss of ductility [10].

3. ALLOYS FOR ELEVATED TEMPERATURE APPLICATIONS

The high temperature deformation is controlled by diffusion mechanisms:
vacancies for the dislocation c¢limbing, solute atoms diffusion along the
dislocation cores and the grain boundaries, matter transportation through the
matrix. The degradation of the mechanical properties at high temperature can
be related to the recrystallization, the precipitate ripening due to a high
solubility and a large diffusivity of some alloying elements and also other
deformation mechanisms related to the dislocation climbing and the grain
boundary sliding.

The remedy for the aluminium alloys is to pin the grain boudaries by
dispersoids and to harden the matrix by fine, thermally stable precipitates
with low interfacial energy, made up of low diffusivity and low solubility
alloying elements. Transition metals and rare earths fulfil most of these
requirements.

The first studies reported on the binary Al-Fe alloy rapidly solidified by
splat cooling [19]). Metallographic observations show two 2zones: one
featureless, called "A", and an other one with thin metastable AloFe

precipitates within a columnar eutectic structure, called "B". As the
temperature is raised, a degradation of the mechanical properties is noticed
while the microstructure tends toward the equilibrium phases a-Al +A113Fe4

step by step. Further studies were developed on ternary and quaternary alloys
leading to precipitates which met the previous requirements on the thermal
stability: some of them will be presented further, Al-Fe-Ce and Al-Fe-V-Si;
the case of the Al-Cr alloys will be also reported, mainly the alloy Al-Cr-Zr:
more specific cases will be discussed: low interfacial energy precipitates in
Al-Zr-V and high volume fraction of precipitates in Al-Mn-Si and Al-Cr-Y.

3.1 - Al-Fe~Ce ALLOYS

Preliminary studies {20] of aluminium alloys with transition metals (Mn,
Co, Fe, Ni, Cr) and rare earth metals (Ce, La) showed an interesting behaviour
of Al-Fe-Ce alloy rapidly solidified by gas atomization and compacted by
forging. Numerous studies are on the way to make clear the properties of this
alloy in order to foresee the possible developments.

The sum of the concentrations of the alloying elements, Fe and Ce, lies
between 5 and 7 at% with a concentration ratio from 3 to 5 (21]. The
microstructure of the powder particles depends on their size and on the
solidification conditions. Generally an evolution from a plane solidification
front towards a coarse dentritic structure, through a cellular one, is
observed. The intercellular or interdendritic zones contain intermetallic
precipitates, from 10 to 100 nm in size, nucleated during the solidification.
Larger precipitates are mentioned after <consolidation. In the alloy
Al-8.8Fe-3.7Ce (wt%) the volume fraction of precipitates just after extrusion
is 20% (22], mainly made up of a quasicrystalline metastable phase AlzoFeSCe,

other metastable intermetallic compounds, AléFe and Al‘oFe2Ce, are detected;
the stable phases, A1l3Fe‘ and A113Fe3Ce, are also present but in small
quantity. The Alee precipitates are globular in shape and about 0.1 um in

size; the quasicristal precipitates are rod-like with a length, 0.1 um, about
three times their diameter and parallel to the extrusion direction; the
precipitates AlloFezCe are equiaxed with a size of about 0.3 pm, they often

contain plane faults.
An exposure of the alloy at 316°C for 2160 hours produces the
transformation of the metastable phase AloFe into the stable one Al‘sFe.. At

higher temperature, 425°C for 240 hours, the ternary metastable phases
transfom into the stable phase AllsFe3Ce. The composition and the crystalline

structure of each phase are indicated [22]:

AloFe orthorhombic a=0.645 6=0.744 ¢=0.878 nm cmcm
AllaFe‘ monoclinic a=1,549 6=20.808 c=1.248 nm 3=107°43' C2/m
AlzoFeBCe quasicrystal

AlloFezCe orthorhombic a=1.02 6=1.62 ¢=0.42 nm Cmm2 or C222

AllaFeJCe orthorhombic a=0.89 6=1.02 ¢=0.91 nm Cmcm or Cmc2
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The mechanical properties of the Al-Cr-2r alloys depend on the
consolidation temperature: the yield stress and the tensile strength strongly
decrease if the extrusion temperature is higher than 450°C in alloys
as-extruded and exposed for 1000 hours at 300°C (fig.28) (52].

The mechanical properties for different compositions and extrusion
parameters are reported below [51,52):

(1) Extrusion at 400°C

Alloy Yield Tensile Elonga- Toughness Density Young's
stress strength tion modulus
Mpa Mpa % Mpaym g/cm GPa
Al-5Cr-2.2%r
Diam. 7.8mm as-ext. 440 455 20 2.82 80.8
Diam.19.1mm as-ext. 478 498 10.5
76.2x15.9mm as-ext. 342 362 16.8 11.3
+ 10 h at 350°C 358 376 10.9 10.9
Al-3Cr-3Zr
Diam.19.1lmm 468 487 5.8
Al-5.2Cr-1.92r-1Mn
Diam.19.1mm as-ext. 426 460 14.2 2.86 86.5
+10 h at 350°cC 453 474 14.0

The ageing at 350°C for 10 hours increases the yield stress and the tensile
strength and it decreases the elongation, nevertheless the rezached value is
acceptable ([52].

(2) Rolling at 250 and 350°C, Al-5.2Cr-1.89Z2r-.96Mn zllov [51]

Tempera- Yield Tensile Elonga-
ture of stress strength tion
rolling Mpa Mpa %
250°C As-rolled 569 591 1.8
+100 h at 300°C 471 539 7.1
+ 1 h at 350°C 458 514 8.1
+ 1 h at 450°C 435 486 5.4
350°C As-~rolled 480 504 6.6
+100 h at 300°C 458 509 8.9
+ 1 h at 350°C 445 487 7.2
+ 1 h at 450°C 413 464 §.5

The highest properties are obtained at the lowest rolling temperature.
After exposure at high temperature or ageing, the observed evolution is due to
a change in the distribution of the precipiates. During the exposure at 300°C
the very fine metastable Alazr precipitates form. During the exposure at 450°C

the Al”Cr2 and A13Zr precipitates ripen [51].

(3) Two powder particle sizes, Al-5.2Cr-1.92r-1Mn alloy [51]

Powder Yield Tensile Elonga-
particle stress strength tion
size Mpa Mpa %
< 38 um As-extruded 523 539 2.5
+ 100 h at 300°C 486 536 7.7
+ 1 h at 350°C 465 508 6.6
+ 1 h at 450°C 433 481 8.1
< 65 ym As-extruded 506 532 3.6
+ 100 h at 300°C 432 491 6.2
+ 1 h at 350°C 425 479 8.1

The finest the powder particle, the highest the mechanical properties, this
is due to a larger homogeneity of the microstructure [51).

The change in the yield stress of the Al-Cr-Zr alloys versus the
temperature, shown in the figure 29, is compared to that of the conventional
2219 alloy: an improvement of 140 MPa is observed with the Al-Cr-Zr alloys in
all the temperature range.

3.4 - ALLOYS WITH A LOW ENERGY OF THE MATRIX-PRECIPITATES INTERFACE

The precipitate ripening is controlled mainly by the solute atoms diffusion
throughout the crystal lattice or along the grain boundaries, according to the
following law: - -

a" - 4" =K . (t -t
- 0 n o

du and d are the values of the mean diameter of the precipitates at t0 and

t.The n exponent equals 3 for the lattice diffusion and 4 for the grain
boundary diffusion. K" i8 a parameter characteristic of the couple
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matrix-precipitate. For n=3, Kn is proportional to the interfacial energy, for

n=4 this is only approximate if the interfacial energy differs from the grain
boundary energy. Thus the lowest the interfacial energy, the 1lowest the
ripening rate. Furthermore this energy depends on the coherency level of the
interface: the highest the coherency, the lowest the interfacial energy and so
the ripening rate. The understanding of these mechnisms is one of the basis of
the superalloy development for elevated temperature applications.

Systematic undergoing studies of intermetallic compounds Alax, X=Ti, V, Zr,
Hf [54) report quadratic structures Dozz for X=Ti, V and Do, , for X=2Zr, Hf
with cell parameters a and ¢ directly related to the aluminium parameter a :
a/ab/2=°‘95°5 and 0.9333, c/zab=1.0631 and 1.0275 respectively for Ti and V;
a/ab=0.9910 and 0.9851, C/dab=1.0693 and 1.0591 respectively for Zr and Hf.

All these ratios are close to unit. The idea is then to combine different X
elements within the compoud in order to get closer to unit [55,56,57].
Furthermore Zr or Hf additions to A13Ti or A13V compounds transform the DO22

structure into a Do23 one whose the stability range is larger. A mismatch

parameter is defined by: 5=(2/3) . '1'“/“0| + (1/3) . |1‘C/4°b|

The values of this parameter for different compounds are listed below:

A13Zr & = 0.0288
Ala(vo.evs Zro.xzs) & = 0.0239
1\13(‘10‘875 Hfo.tzs) & = 0.0269
A13(T10.375 Zro.xoc Hfo.oxo) 5 = 0.0270

The Al-Zr-V alloy related to the lowest 6 value was extensively studied: in
a first step, a dilute alloy, 1% volume fraction of precipitates, was prepared
by rapid solidification. The resulting solid solution breaks up giving rise to
metastable, sphere- and rod-like, precipitates of the le structure. The

parameter difference with that of the matrix is -0.1 t 0.2 % : there is a
nearly coherency, a low interfacial energy is expected, a low ripening rate
also. The A13Zr compound has also a structure le but the parameter difference

is higher, about 1 ¢ 0.2 %. So the A13V°.875Zr0.‘25 alloy seems very

promising. Indeed, the ripening rate is very 1low for le compounds and
particularly for this alloy (fig. 30) ([55].
During a further ageing, the metastable phase transforms into the stable

DO23 phase with plate-like precipitates. The ripening rate of the DO23 struc-

ture is eight times higher than that of the L1, one for the same composition.

For higher Zr and V contents, 5 % volume fraction of the precipitates, melt
spinning or splat cooling always leads to a supersaturated solid solution
[56,57]. During annealing, on the one hand, an intragranular precipitation of
the metastable le Al3(Zr,V) phase, 5 nm in precipitate size, and on the other

hand, an intergranular one of the stable phases DO23 A13(Zr,v) and AlloV are
observed. The ripening rate of the metastable phase is still lowered compared
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to the dilute alloy, 4.7 10 2 instead of 1.6 10 20 cm3/h. This result was
unexpected because the Kn parameter 1is proportional to the squared volume

fraction of precipitates. In order to explain this phenomena it was suggested
either that the solute segregation at the matrix-precipitate interface could
noticeably de:rease the interfacial energy or that the AllOV precipitates

could trap the solute atoms and so limit their diffusion towards the le
A13(Zr,V) precipitates. The creep behaviour of these alloys is good and it
compares quite well with that of Al-Fe-Ce alloys (fig. 31) ([58].

When the Zr and V contents increase, up .to 8 % in volume fraction of the
precipitates, a very high cooling rate, 10 °C/s, is required in order to
reduce the precipitation of the AlloV phase. Moreover the highest solute

concentrations, the highest critical cooling rate: it is difficult to get a
high volume fraction of coherent precipitates by the usual rapid
solidification techniques.

3.5 - ALLOYS WITH A HIGH VOLUME FRACTION OF THE PRECIPITATES

In the Orowan mechanism, related to the by-passing of the obstacles by the
mobile dislocations, the hardening is proportional to the cube root of the
volume fraction of the dispersoids. As this quantity is less than unit, it
should be interesting to increase it; its augmentation is obtained either by
increasing the content of alloying elements or by choosing intermetallic
compounds whose the composition requires a high number of Al atoms per
alloying element atom, for instance Allov, Al Mo, Al,oCrzY [60], AIZOCrzCe

{61], Allz(Cr,Hn)[62], AI‘SHnJSiz....




The volume fraction of Alxs“"asiz can reach the value of 34.7% in the

Al-4.8Si-12.6Mn alloy. This compound is cubic, space group Pm3, with a cell
parameter of 1.265 nm. The extruded alloy exhibits a good stability up to
400°C after an exposure for 100 hours (fig.32) [60]). At higher temperature the
tensile strength decreases slightly and the elongation is strongly reduced. In
the as extruded alloy the matrix grain size ¢« -mals 1-3 uym and the
precipitates, from 100 to 500 nm in size, are placed i. the grain boundaries.
After an exposure at 490°C for 100 hours the grain size increases up to 3-5
um, new precipitates, from 50 to 200 nm in size, appear inside the grains and
the previous precipitates placed in the grain boundaries grow up to 250-1000
nm forming a continuous structure. Up to about 250°C this alloy behaves like
the Al-Fe-Ce alloys with a reasonable ductility; at higher temperature the
tensile strength decreases and the elongation stronly increases; this
behaviour is explained by a marked growth of the grains and the precipitates
(fig. 33) [60].

The volume fraction of AlzoCrZCe can increase up to 37.6% in the alloy

Al-6.8Cr-5.7Y. This intermetallic compound is cubic, space group Fd3m, and its
cell parameter equals 1.437nm; the precipitates often contain plane faults
{60]. The thermal stability of this alloy is comparable with that of the
previous alloy but its ductility is nearly zero (fig. 32); it has a smaller
grain size, about 1 pm and a slightly higher tensile strength, the
precipitates have about the same size. For high temperature tests, the tensile
strength behaves like that of the Al-Mn-Si alloy and, as previously, a strong
increase in the ductility is noticed beyond 250°C (fig. 33).

4 - CONCLUSION

The alloying of aluminium with transition metals, rare earth metals, carbon
and/or oxygen opens new application fields for the aluminium alloys,
particularly by an improvement of the room temperature strength and the high
temperature behaviour. The elaboration of such alloys requires the use of the
powder metallurgy techniques and consequently encounters their inherent
difficulties in the transfer of the results from the laboratory scale to the
industrial one. The full development of such alloys requires a careful
handling of the powders in order to reduce the number of defects in the final
product and the introduction of control methods at the different steps of the
process. Furthermore economical factors have to be taken into account in order
to check that the cost increase for the alloy development remains reasonable.
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Abstract

The discowery of new alloy compositions and new processes increases the
application field of aluminium alloys. In particular the powder metallurgy
route allows alloying with transition and rare earth metals, oxygen and
carbon usually forbidden by the classical ingot metallurgy route. Further
improvements can be obtained by rapid solidification and/or mechanical
alloying by modifying the microstructures. This paper will deal with the
relation between microstructure and mechanical properties of (1) High strength
alloys for room temperature applications (7090, 7091, CwWé7 and Al-C-0), (2)
alloys for high temperature applications (Al-Fe-Ce, Al-Fe-V-Si, Al-Cr-Zr,
Al-Zr-V, Al-Cr-Y and some other under studies).

1 - INTRODUCTION

The ability of Al alloys to conquer new markets depends on the improve-
ment of their properties: some of them must undergo a substantial progress but
without any deterioration of the others. Cne can deal with physical properties
(density for instance), mechanical properties (yield stress ...) as well as
cnemical properties (corrosion resistance ...).

The quality of Al alloys obtained by the classic ingot route was optimized
by an appropriate choice of alloying elements, compositions, engineering
processes, thermal and thermomechanical treatments. Therefore better
performances can be achieved either with alloying compositions forbidden by
the classic route or with new processing techniques, or *both. The common
objective is to obtain refined microstrutures (small grain size, fine
dispersoids, ...) and better thermal stability.

Because such refined microstructures canpot be achieved in bulk material,
as obtained in the ingot route, production of Al alloys by the P/M technique
was developed. Two different processes can be used: (1) for alloying elements
with a high solubility in the liquid bath, the homogeneity of the alloy is
maintained by rapid solidification of a liquid stream, either continuously
(melt spinning process) or discontinuously (powder, splats and flakes): (2)
for alloying elements with a poor solubility in molten aluminium, mixXture in
solid phase was preferred: grinding of thin particles allows incorporation of
such elements on the fracture surface and then in the bulk by friction
welding, this technique is called mechanical alloying.

Among the possible application fields, three kinds of alloys are developed
[1,2)

(1) low density alloys fcr aeronautical industry {(in replacement of con-
ventional 2024-T3, 7075-Té and 7075-1'3 alloys), the decrease in density
is mainly obtained by lithium addition.

(2) high strength alloys for room temperature applications {in
replacement of 7075-T6é alloy) obtained either by rapid solidification of
7xxx alloys enriched with transition elements or by mechanical alloying
of aluminium or aluminium-magnesium alloy hardened by aluminium carbide
and aluminium oxide.

(3) alloys for high temperature applications ,350 °C, (in replacement of
titanium alloys and steels) mainly obtained by rapid solidification of
rare earth and transition metals- aluminium alloys; studies on the
influence of a further mechanical alloying treatment are also on the way.

The first alloy category (low density alloys) will be 1ignored 1in the
following of this paper because this topic is extensively discussed elsewhere
in this series. The two remaining categories will be now presented in detail.

2 - HIGH STRENGTH ALLOYS FOR ROOM TEMPERATURE APPLICATIONS

Plastic deformation of Al alloys at 20°C is controlled by dislocation
gliding through the matrix. Hardening results from their interaction with
dislocations of the different slip systems (forest dislocations)., with solute
atoms and precipitates. The precipitates can be either sheared or by-passed by
the dislocations. This later 1nteraction, c¢alled Orowan machanism, can be
expressed according to the following relation:

4 =4 .G .b/D =0 .6 .b.t ' rsd

Ok [0 v ¥
a4 is a coefficient cluse to unity, G *he shear mndulne nf the matrix, b the
Burgers vector of the dislocataion, DP the mean distance between precipitates,
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dp their mean size and fv the volume fraction: for a constant fv value, the
smallest dp, the highest the Orowan hardening. The last parameters toc be taken

care of are the grain size and the texture resulting from the consolidation
process: the contribution of grain boundaries is given by:

o =k .Dp"'?

GB
k is a coefficient depending on the matrix properties and D the grain size.
The contribution of the texture, if any, can be evaluated through the Taylor
factor. For a given volume fraction of precipitates the highest yield stress
will be achieved with the smallest particle and grain size. Results obtained
by the two previously mentioned techniques are presentc2 “~low.

2.1 - RAPIDLY SOLIDIFIED ALLOYS (R S. ALLOYS)

The chemical compositions of 7xxx alloys is modified by additions of
transition elements like Co, 2Zr or Ni in order to precipitate very thin
intermetallic phases. The table below compares the composition of four of such
alloys to that of the conventional 7050 and 7075 series [3] (wt%):

Rapid solidification leads to the formation of Man2 precipitates which
characterize the 7xxx series, but the Co addition gives rise to A19Co2 preci-

pitation which contributes to the hardening, prevents from recrystallization,
refines the grain size and trap the impurities, for instance iron form the
ternary A19(Co,Fe2) compound [4). Nickel addition leads to the formation of

Alg(Ni,Fe)2 probably during the consolidation step [(5]. Concerning zirconium,
the litterature seems to indicate a limited Alazr precipitation.

The mechanical properties of the R.S. alloys, as summarized 1in the
following table, can be compared with those of the 7075 alloy:

Alloy Yield Tensile Elonga- Toughness Density Young's
stress strength tion 3 modulus
Mpa Mpa % Mpaym g/cm GPa
7090 T6E192 L 641 676 10 2.850 73.8
Extruded LT 600 648 10
T7E71 L 579 621 9 31
ST 490 558 8 20
Forged T7E71 579 613 10
7091 T6E192 L 558 614 11 2.823 72.4
Extruded LT 538 586 13
T7E69 L 545 593 11 46
LT 496 545 9 33
ST 455 524 9 26
Forged TTE69 530 579 13
CW 67 L 579 614 12 47 2.88
Extruded LT 528 570 10 26
ST 499 560 9 24
Forged T7X2 L 579 602 14 44
LT 572 606 15
ST 531 572 9 34
PM 64 TX7 540 585 10 34
7075 L 456 530 13 34 2.796 71.7
LT 447 520 12
ST 441 510 8 28

The line segments plotted in the figure 1 (5] show the evolution of the
material toughness versus its yield stress, after appropriate thermal
treatments. The CW67 alloy exhibits the best performances concerning the yield
stress (from 586 to 660 MPa) as well as the toughness (from 38 to 53 MPavm).

The R.S. 7xxx alloys exhibit a better corrosion and stress corrosion
resistance than the 7xxx alloys obtained by ingot solidification. The oxide
film is about 7 nm thick for all the alloys. Stress corrosion 1in the
conventional 7xxx alloys increases with the iron content and with the
precipitate size. Because the R.S. technique leads to trapping of iron
impurities in small precipitates (Alo(Co,Fez, A1°(N1,Fe)l, ...} the crack
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Résumé

L'extension des domaines d’'applications des alliages d'aluminium requiert de nouvelles
compositions et la mise en oeuvre de nouveaux procédés. La métallurgie des poudres offre
la possibilité d'utiliser des compositions comportant des éléments proscrits dans les
alliages conventionnels: métaux de transition, terres rares, oxygéne, carbone par
exemple. Les méthodes relevant de la solidification rapide et de 1'alliage mécanique
permettent d’éliminer ou de corriger les éléments de la microstructure qui limitaient
fortement l'utilisation de tels alfiages obtenus par les procédés classiques. Les micro-
structures et les propriétés mécaniques des alllages A forte résistance mécanique a la
température ordinaire, 7090, 7091, CW67 et Al-C-O seront présentées. Les différents
types d'alliages pour applications a haute température seront également revus: Al-Fe-Ce,
Al-Fe-V-Si, Al-Cr-Zr, Al-Zr-V, Al-Cr-Y et d’'autres dont 1'étude est en cours.

1 - INTRODUCTION

L'utilisation d’alliages d'aluminium dans de nouveaux domaines d'application requiert
1'amélioration d’'au moins une ou deux propriétés sans pour autant qu’'il y ait dégradation
des autres propriétés. Il peut s’agir d’'une propriété physique, la densité par exemple,
d'une propriété mécanique, la résistance mécanique par exemple, ou encore d'une pro-
priété chimique, la résistance A 1la corrosion par exemple.

Pour les alliages conventionnels, 1’'optimum a été atteint tant au niveau de la composi-
tion, choix et concentration des éléments d’addition, qu’au niveau des procédés, en par-
ticulier les traitements thermiques et thermomécaniques. Pour améliorer les performances
on doit avoir recours soit A de nouvelles compositions, mais alors les procédés conven-
tionnels ne conviennent pas, soit A& de nouveaux procédés avec les compostions convention-
nelles ou avec des compositions nouvelles. On doit alors viser A obtenir des microstruc-
tures ayant certaines caractéristiques comme par exemple des grains plus petits, des
dispersoides plus fins, plus stables thermiquement, ...

Ces nouvelles microstructures sont obtenues par dJdes procédés au cours desquels
1'alliage se trouve divisé en particules de poudre plus ou moins fines. Pour les éléments
d'addition solubles dans 1'aluminium liquide, la division est réalisée dans 1'état
liquide et chaque goutte se solidifie rapidement; une autre possibilité est de projeter
un jet d’alliage fondu sur un support tournant et de récupérer soit des paifllettes, soit
un ruban trés mince; ces procédés relévent des techniques de la solidification rapide.
Pour les éléments d’'addition peu solubles dans 1'aluminium liquide, on procéde par
broyage des particules dans un milieu contrélé: les phénoménes de rupture et de soudure
qul se succédent permettent d’'incorporer dans 1’'alliage soit mécaniquement, soit par
réaction chimique sur 1la surface fratche de rupture, des éléments contenus dans le
milieu environmnant (gaz, liquide ou solide); ces procédés relévent des techniques de
1'alliage mécanique.

Trois domaines d’'applications sont envisagés pour le développement de ces nouveaux
alliages d'aluminium [1,2]:

(1) alliages & faible densité en vue de remplacer les alliages 2024-T3, 7075-T6 et
7075-T3 dans la construction aéronautique; la réduction de la densité est obtenue
par addition de lithium. Ce sujet faisant 1'objet de deux conférences particuliéres
dans cette Série, il ne sera pas abordé par la suite.

(2) alliages a forte résistance mécanique A& la température ordinaire en vue de rem-
placer 1’alliage 7075-T6; ce renforcement de la résistance mécanique est obtenu soit
par solidification rapide d’alliages 7xxx auxquels on ajoute des éléments des métaux
de transition, soit par alllage mécanique d’aluminium ou d'alliage aluminium-
magnésium dans lesquels on incorpore de 1'oxyde et du carbure d'aluminfum.

(3) alliages pour applications A température élevée (350°C) en vue de remplacer les
alliages de titane et les aclers; la faible densité des alliages d'aluminfum et la
facil%té de leur usinage constituent des avantages; ces alliages sont obtenus par
solidification rapide d’alliages d'aluminfum avec des éléments des métaux de transi-
tion et des terres rares; des essals sont falts pour bénéficier e. outre des poten-
tialités de 1'’alliage mécanique.

2 - ALLIAGES A FORTE RESISTANCE MECANIQUE A LA TEMPERATURE ORDINAIRE

La déformation plastique des alliages d'aluminium A& la température ordinaire est
associée au glissement des dislocations A travers le réseau de la matrice. Le durcis-
sement de 1'alliage est di A 1'interaction des dislocations mobiles avec les atomes des
solutés, les précipités et les dislocations de la forét; deux autres paramétres contréd-
lent le durcissement: la texture et la taille des grains [2]. L’interaction des disloca-
tions mobiles avec les précipités peut se produire soit par cisaillement du précipité,
solit par son contournement suivant le mécanfsme d'Orowan; dans le cas des allieges a
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forte résistance mécanique ayant A subir des expositions A haute température, le méca-
nisme d'Orowan est prépondérant car il s’agit de précipités durs et incohérents avec la
matrice. La contribution de cette intéraction A la limite élastique s’exprime en pre-
miére approximation par:

1/3
Og =@ .G.b/Dp=a.G.b. £ /d

a est un coefficlent dont la valeur est voisine de l'unité, G le module de cisaillement
de la matrice, b le vecteur de Burgers des dislocations mobiles, Dy la distance moyenne
entre précipités, dp leur taille et f, leur fraction volumique. La contribution Oy sera
d’autant plus forte que D, sera plus petit ou encore , & fraction volumique constante, que
dp sera plus petit. La contribution de la taille des grains a la limite élastique
s’'exprime par:
-1/2
O, =k . D

k est un coefficient qui dépend de la nature de la matrice et D la taille moyenne des
grains. Enfin la contribution de la texture, si elle existe, s’'exprime a travers le fac-
teur de Taylor. La limite élastique et la résistance mécanique seront d’'autant plus
élévées que les précipités seront plus petits, leur fraction volumique plus grande et la
taille des grains de la matrice plus petite. La texture introduit une anisotropie de
1'alliage.

Les alliages d'aluminium a forte résistance mécanique sont obtenus par les deux
méthodes indiquées dans 1’introduction: soit par solidification rapide, soit par alliage
mécanique.

2.1 - ALLIAGES OBTENUS PAR SOLIDIFICATION RAPIDE

Ces alliages sont considérés comme des alliages de la série 7xxx auxquels on ajoute
des éléments des métaux de transition en vue d’'obtenir des précipités finement dispersés.
Quatre alliages ont été plus particuliérement étudiés, leur compositions sort indiquées
ci-aprés [3] (pds$):

Alliage Z g Cu Co Zr Ni

7090 8 1

7091 6,

CW67 9

PM64 7

7050 6
7075 5,6 2,5 1,6

Par rapport aux alliages conventionnels 7050 et 7075, la concentration en zinc est
plus forte et les éléments Co, Zr+Ni et Co+Ni sont ajoutés. L’addition de cobalt conduit
aprés la solidification rapide A une dispersion fine de précipités Alg Co, qui apportent
une contribution supplémentaire & la résistance mécanique, en plus des précipités MgZn,
caractéristiques des allliages de la série 7xxx. En outre les précipités Aly Co, bloque la
recristallisation, affine la taille du grain de la matrice et piége les impuretés comme
le fer en donnant des composés du type Aly (Co,Fe), [4]. L'addition de nickel produit les
précipités Aly (Ni,Fe), , ceux-ci se formeraient par une réaction a l’état solide durant
la consolidation de la poudre d’all’age [5]. Les précipités Aly Zr n’apparaissent qu’'en
trés petit nombre.

1,5
1,5 0,14
2,1
2,3

0,12

Les propriétés mécaniques en traction des alliages colidifiés rapldement, & la tem-
pérature ordinaire, sont indiquées ci-aprés, elles sont comparées A celles des alliages
conventionnels [4,5,6,7]:

Alliage Limite Resist. Elongat. Ténacité Densité Module
élast. mécan. rupture 3 d’Youn:
MPa MPa ) MPa/m g/cm GPa
7090 T6E192 L 641 676 10 2,850 73,8
Extrudé LT 600 648 10
T7E71 L 579 621 9 31
ST 496 558 8 20
Forgé T7E71 579 613 10
7091 T6E192 L 558 614 11 2,823 72,4
Extrudé LT 538 586 13
TIE69 L 545 593 11 "6
LT 496 545 9 33
ST 455 524 9 26
Forgé T7F69 530 579 13
CW67 L 579 614 12 47 2.88
Extrudé LT 528 570 10 26
ST 499 560 9 24

Forgé T7X2 L 579 602 14 hty
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LT 572 606 15
ST 531 572 9 34
PM64 TX7 540 585 10 34
7075 L 456 530 13 34 2,796 71,7
LT 447 520 12
ST 441 510 8 28

La comparaison des propriétés des alliages extrudés 7090, 7091 et CW67 avec les autres
alliages de la série 7xxx est falte sur un diagramme limite élastique-ténacité: chaque
alliage est représenté par un segment de droite correspondant aux différentes combinai-
sons de la limite élastique et de la ténacité qu’il est possible d’obtenir avec un trai-
tement thermique approprié (fig. 1) [5]. On note clairement les avantages de 1'alliage
CW67 sur tous les autres alliages: i1 présente la meilleure combinaison de la 1limite
élastique (de 586 a 660 MPa) et de la ténacité (de 38 a 53 MPa/m).

Les alliages 7xxx + métal de transition présentent une meilleure résistance & la cor-
rosion et A %a corrosion sous contrainte que les alliages 7xxx associés conventionnels.
L’'épaisseur du film d'oxyde est pratiquement la méme pour tous ces alliages, de 1'ordre

de 7 nm. La corrosion sous contrainte est trés sensible 3 la microstructure: la fissure

de corrosion s'amorce d'autant plus facilement que celle-ci comporte de gros précipités
contenant en général le fer qui reste toujours en impureté dans 1'aluminium, c’est le cas

des alliages classiques de la série 7xxx. La solidification rapide a pour effet d’'éli-

miner les gros précipités, de produire des précipités fins qui piégent le fer: 1'amorgage

de la fissure de corrosion sous contrainte n’'intervient qu’au bout d'un temps plus long.

Par ailleurs dans les alliages conventionnels, les joints de grains sont relativement -
longs et plats et la fissure peut s'y propager sur des distances de plusieurs dizaines de
microns sans rencontrer d’'obstacle. Dans les alliages solidifiés rapidement les grains

vt une taille de 1 & 3 microns, le tracé des joints y est irrégulier et tourmenté, ce qui
zttraine un fort ralentissement de la propagation de la fissure; la vitesse de propa-

gacion dans 1'alliage 7075-T73 est 3,7 fols plus forte que dans 1l'alliage 7091-T7E69 en
sclution 4 3,5% de chlorure de sodium [8,9].

2.2 - ALLIAGES OBTENUS PAR ALLIAGE MECANIQUE

Ces alliages contiennent tous de 1'oxygéne sous forme d'oxyde Al,0y et du carbone sous

forme de carbure Al,C3 . Ils peuvent contenir en outre du silicium et du magnésium.
Quelques unes des compositions citées dans la 1littérature sont indiquées ci-aprés
[10,11,12]:

Alliage o o] Mg Si £,(%)

DISPAL O 2,5 - - -

DISPAL 2 1 2 - - 10-12

DISPAL 3 0,8 3 - -

DISPAL 1S112 1 1 - 12 6-10

IN9052 0,6 1,1 4 - 6

f, désigne la fraction volumique des dispersoides; 1% en poids de carbone produit 4,5% en
volume de carbure et 1% en poids d’oxygéne produit 1,6% en volume d‘nxyde.

Dans la poudre brute de broyage, 1'oxygéne et le carbone sont impliqués dans des com-
posés amorphes qui produisent des anneaux sur les clichés de diffraction des électrons.
Les composés curistallisés n’apparaissent qu'aprés les différentes phases du traitement
de consolidatinm [13]. 1ls forment des dispersoides trés fins dont les tailles sont de
30-40 nm pour 1l'oxyde et de 20-100 nm pour le carbure; ils sont placés sur les joints de
grains , isolés ou regroupés; quelques uns sont & 1’intérieur des grains. La tallle des
grains de la matrice est égale & 0,2-0,5 pm. Dans 1'alliage IN9052 il peut apparaitre
également des précipités du composé Intermétallique AlMg,.

Les propriétés mécaniques en traction de ces alllages & la température ordinaire sont
indiquées ci-aprés:

Alliage Limite Resist. Elongat. Ténacité Densité Module
élast. mécan. rupture 3 d’Young

MPa MPa 1} MPa/m g/cm GPa

DISPAL 2 300-340 340-380 8-12 2,70 80

DISPAL 15112 200-340 340-380 4- 8 2,66 85

IN9052 380 450 13 44 2,68 76

Ces propriétés ont également été mesurées en faisant varier la concentration en oxy-
géne et en carbone et par vole de conséquence la fraction volumique des dispersoides; le
résultat obtenu avec une matrice 1'aluminium pur est indiqué a la figure 2 (10]) , la
limite élastique et la résistance mécanique croissent linéairement avec la fraction
volumique; la comparaison sur la méme flgure avec 1'alliage SAP montre nettement 1’avan-
tage de 1’'alliage mécanique: il y a un gain de 100 A& 150 MPa. Dans les deux cas 1l'élon-
gation 4 la rupture décrolt quand la fraction volumique augmente.

Seuls les dispersoides placés A& 1’'Intérieur des grains constituent des obstacles au

—-————-—-—-—-—-—_
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déplacement des dislocations; comme ils sont relativement peu nombreux, leur contri-
bution & la limite élastique n'est pas prépondérante. Il est probable que 1la cpﬁgribution

la plus importante est celle de la taille des grains D; cependant la loi en D ne peut
pas étre vérifiée car 1'alliage mécanique ne produit qu’un domaine restreint de taille de
grain. Dans le cas de 1'alliage IN9052, le magnésium peut égalament apporter une contri-
bution en tant que soluté.

La stabilité thermique des alliages Al-C-O est remarquable:leur microstructure est
maintenue et leurs propriétés mécaniques mesurées A la température ordinaire sont
conservées aprés un maintien 3 haute température. Un maintien de 100 heures a 510°C ne
modifie ni la tallle des grains de la matrice, ni la taille des dispersoides [l14]). Un
maintien allant jusqu’a 250 heures A une température de 500°C n'entraine aucune variation
de la résistance mécanique, ni de 1’'élongation & 1la rupture [12,15,16,17] (fig.3).
L’alliage IN9052 n'est pas aussi thermiquement stable: sa résistance mécanique mesurée 2a
la. température ordinaire diminue de 14% environ aprés un maintien de 100 heures a 510°C
[l4]; cette diminution est probablement due & la coalescence des précipité du composé
A].;ng .

Dés que la température s!éléve, les propriétés mécaniques de ces alliages se dégra-
dent. A 300°C la résistance mécanique de l'alliage DISPAL 2 ne représente plus que 52% de
celle mesurée A la température ordinaire; cette proportion est encore plus faible, 40%,
pour 1’allia%e DISPAL 1Si12 (fig. 4a) [12]. On remarque que 1'élongation a la rupture
diminue réguliérement. Tous les alliages Al-C-O ont un comportement du méme type [17].
Pour l'alliage IN9052 la dégradation est encore plus marquée (fig. 4b) {18]; on note que
1’élongation A la rupture passe par un maximum.

L'alliage mécanique améliore aussi la résistance A la corrosion qui est caractéris-
tique des alliages Al-Mg. Cependant A 1'inverse des alliages conventionnels de méme com-
position de base, 1'alliage IN9052 est résistant A& la corrosion par exfoliation et a 1la
corrosion sous contrainte. Par immersion alternée dans une solution & 3,5% de chlorure de
sodium & 30°C, 1'attaque n’'est que de 4 pm par an pour les alliages IN9052 et 5083-H112
alors qu’elle est de 227 pm par an pour l’'alllage 7075-T73. Le seuil de contrainte pour la
?oggosion sous contrainte dans les mémes conditions est de 380 MPa pour 1’alliage IN9052

18].

L'application de la méthode de 1'alliage mécanique aux alliages conventionnels ne
conduit pas toujours a des résultats satisfaisants; c'est le cas par exemple de 1'alliage

7075:

7075-T6 Brut d’AM AM + T6
Limite élastique (MPa) 503 550 595
Résistance mécanique (MPa) 572 615 645
Elong. A la rupture (%) 10 2 3,5

On note bien une augmentation importante de la limite élastique et de la résistance méca-
nique, mais au détriment de la ductilité [10]}].

3 - ALLIAGES POUR APPLICATIONS A HAUTE TEMPERATURE

La déformation plastique & haute température est contrdlée essentiellement par les
phénoménes de diffusion: diffusion des lacunes nécessaires & la montée des dislocations,
diffusion des solutés le long des dislocations et le long des joints de grains pouvant
entrainer des modifications de la microstructure, diffusion & travers le réseau cor-
respondant A un transport de matiére. La dégradation des propriétés mécaniques des
alliages quand la température augmente peut étre attribuée A la recristallisation de 1la
matrice, si les joints de grains peuvent se déplacer aisément, au grossissement par
coalescence des précipités, si les éléments constitutifs sont solubles et diffusent
facilement A travers la matrice, enfin a4 de nouveaux mécanismes de déformation liés a la
diffusion, montée des dislocations et glissement aux joints de grains par exemple.

Dans le cas des alliages d’aluminium, pour limiter la dégradation des propriétés
mécaniques quand la température augmente, on cherchera donc A b%oquer le déplacement des
Joints de grains de la matrice par des dispersoides placés sur eux et & réaliser le
durcissement de 1’alliage par des précipités durs, thermiquement stables et qui ne
coalescent que trés lentement, c'est-A-dire, d'une part, qui comportent des éléments
d’addition ayant une faible solubilité et une faible diffusivité et, d'autre part, qui
ont une faible énergie d’'interface avec la matrice. les éléments des métaux de transition
et des terres rares répondent bien A la plupart de ces exigences.

Les premiéres études ont porté sur l'alliage binaire aluminium-fer solidifié rapf-
dement [19] sous forme de paiglettes. Par observation au microscope métallographique au
grandissement 1000 deux types de microstructure ont été mis en évidence: une zone "A"
sans détails visibles et une zone "B" qui contenalt des précipités trés fins de la phase
métastable Al Fe associés A une structure colonnaire eutectique. Quand la température
augmente, cette microstructure tend vers la microstructure d'équilibre, a-Al + Al,sFe,
par étapes successives et on note simultanément une dégradation importante des proprié-
tés mécaniques. Les études se sont alors poursuilvies par la recherche d’alliages ter-
naires ou quaternaires conduisant A de nouveaux précipités répondant mieux aux exigences
de stabilité thermique. Les cas des alliages Al-Fe-Ce et Al-Fe-V-Si seront traités dans
les paragraphes suivants. lLes alliages A base aluminium-chrome, et plus spécialement
1'alliage Al-Cr-Zr, seront aussl présentés; les résultats se rapportant A des alllages
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plus particuliers dont les précipités ont été choisis pour avoir soit une faible énergie
d’interface avec la matrice, Al-Zr-V, soit une forte fraction volumique, Al-Mn-Si et Al-
Cr-Y, seront discutés.

3.1 - ALLIAGES Al-Fe-Ce

Une étude exploratoire [20]) sur les alliages d’aluminium avec des métaux de transition
(Mn, Co, Fe, Ni, Cr) et des métaux des terres rares (Ce, La) a montré que les alliages Al-
Fe-Ce solidifiés rapidement par pulvérisation par gaz puis compactés et consolidés par
forgeage présentaient des propriétés intéressantes. De nombreux travaux ont été effec-
tués sur ces alliages pour préciser leurs performances et en déduire leurs possibilités
de développement.

Les concentrations de ces alliages sont variables : de 5 & 7 at% pour la somme des
concentrations atomiques en fer et en cérium et de 3 & 5 pour le rapport des concentra-
tions [21]. La microstructure des particules de poudre dépend de feur taille et des
conditions de solidification ; d’une facon générale le front plan de solidification
s'altére au cours de sa progression,il y a formation d’'une microstructure cellulaire qui
se transforme progressivement en microstructure dendritique plus ou moins grossiére. Les
zones intercellulaires ou interdendritiques contiennent des précipités intermétalliques
dont la taille varie de 10 4 100 nm et qui se sont développés pendant la solidification.
Dans 1l'alliage consolidé des précipités plus pgros sont observés. Dans 1'alliage Al-
8,8Fe-3,7Ce (pds%) brut d’extrusion l’ensemble des phases précipitées correspond a une
fraction volumique de 20% [22] : la phase la plus abondante est la phase quasicristalline
métastable AljjFesCe, d'autres composés intermétalliques métastables ont été détectés,
Al Fe et AlyFe,Ce; les phases stables, AlysFe, et Al zFesCe, sont aussi présentes mais en
trés petite quantité. Les précipités Al Fe sont globulaires avec une taille de 1'ordre de
0,1 pm; les quasicristaux Al,FesCe se présentent sous la forme de bAtonnets avec une lon-
gueur (environ 0,1 um) égale a trois fois le diamétre, les axes des bAtonnets sont paral-
léles 4 la direction de 1l'extrusion; les précipités Al,;jFe,Ce sont équiaxes avec une
taille de 1'ordre de 0,3 pm, il1s coantiennent souvent des fautes planes.

Un maintien de 1’'alliage 3 316°C pendant 2160 heures entraine la transformation de la
phase métastable Al Fe en la phase stable AlysFe, . Au cours d’un maintien a plus haute
température, 425°C, pendant 240 heures les phases métastables ternaires se tranforment
en la phase stable AlysFejCe. La composition et la structure cristalline de chacune de ces
phases sont indiquées ci-aprés [22] :

Al Fe orthorhombique a=0,645 b=0,744 ¢=0,878 nm Cmcm
Al,sFe, monoclinique a=1,549 b=0,808 c¢c=1,248 nm b=107°43" C2/m
Al,FegCe quasicristal

Al gFe,Ce orthorhombique a=1,02 b=1,62 c=0,42 nm Cmm2 ou €222
Al sFesCe orthorhombique a=0,89 b=1,02 c=0,91 nm Cmcm ou Cmc2

Aprés le maintien a 425°C les précipités Al,zFe, et AlyyFe;Ce peuvent atteindre des
tailles de 1’ordre de 0,3 & 0,4 pum; les premiers contiennent souvent des fautes ([23]
L’'étude de la variation de la taille des précipités en fonction du temps de maintien iso-
therme montre une croissance réguliére qul résulte d‘une coalescence contrélée par la
diffusion des atomes solutés, Fe et Ce, le long des joints de grains [24]; 1l'application
d'une contrainte de traction pendant le maintien & haute température produit une accé-
lération de la coalescence et conduit A des précipités plus gros (fig. 5). La taille du
grain de la matrice croit trés légérement au début du maintien, de 0,7 & 0,9 um en une
dizaine d'heures, puis elle reste pratiquement constante.

Les propriétés mécaniques des alliages Al-Fe-Ce A la température ordinaire ont été
mesurées par des essais de dureté [25,26], de traction [21,27] et de compression [28]). La
stabilité thermique de ces propriétés aprés un maintien & haute température a été explo-
rée par les mémes essais. Pour un maintien de une heure, la dureté diminue trés faiblement
jusqu’a 350°C et au-deld sa décroissance est trés marquée [25] (fig. 6a); pour un main-
tien a 300°C, elle reste pratiquement constante {usqu'a 1050 heures [26]) (fig. 6b). La
limite élastique tant en traction qu’en compression diminue pour des maintiens de 1000
heures a 149, et 232°C et de 100 heures a 316°C [27,28] (fig. 7). La comparaison avec
1'alliage conventionnel 2219 montre bien 1’intérét de alliages Al-Fe-Ce tant pour la
dureté ?26] que pour la limite élastique [21): pour 1'alliage 2219, la dureté décroit de
37,5% aprés un maintien de 100 heures A 300°C (fig 6b); sa limite élastique commence &
décroftre aprés un maintien de 1000 heures A 95°C et pour une température plus élevée,
315°C, la décroissance atteint 50%; elle n’'est que de 10% pour les alliages Al-Fe-Ce dans
les mémes conditions (fig. 8).

Les propriétés mécaniques en traction & haute température, jusqu'ad 316°C, ont été
mesurées pour différentes compositions [21]; les résultats obtenus sont indiqués ci-
aprés en méme temps que la ténacité, la densité et le module d’'Young:

Alliage Temp. Limite Resist. Elongat. Ténacité Densité Module
°C élast. mécan. rupture 3 d’' Young
MPa MPa s MPa/m  g/cm GPa
Al7,1Fe6,1Ce 25 387 493 11,7 ) 7,957 78,9
(extrudé) 149 162 4725 6,0
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232 332 367 4,7
316 212 237 10,7
Al7,1Fe6,1Ce 25 524 567 5,7 26,0 2,957 78,9
(extrudé et 149 403 427 5,0
laming) 232 278 304 5,0
316 150 176 6,5
Al8,1Fe6,8Ce 25 440 525 9,0 6,2 3,00 85,6
(extrudé) 149 364 433 4,0 71,8
232 297 351 6,0 70,4
316 211 246 9,0 63,5
Al8,4Fe7,2Ce 25 458 563 8,0 6,4 3,01 80,1
(extrudé) 149 448 484 4,0
232 391 424 4,0
316 225 271 7,3
Al9,8Fe7,8Ce 25 490 613 5,0 3,06 83,8
149 492 525 2,6
232 410 450 2,6
316 255 295 5,3

On note une décroissance de la limite élastique et de la résistance mécanique quand la
température augmente alors que l’élongation A& la rupture passe par un minimum vers 200-
250°C. La comparaison de la variation de la résistance mécanique spécifique des alliages
Al-Fe-Ce par rapport A celle de 1'alliage conventionnel 2618, en fonction de la tempéra-
ture est nettement en faveur des nouveaux alliages [21]; la comparaison avec l'alliage de
titane Ti-6A1-4V montre que les résultats obtenus & ce jour sont encourageants (fig.9)

I1 est a4 noter que les propriétés mécaniques et leurs variations en fonction de la
température sont sensibles aux conditions de préparation des alliages: pulvérisation,
pressage, dégazage, consolidation. Sur la figure 10 [21] on observe a titre d'exemple
1'effet de la concentration d'hydrogéne résiduel ou encore celle de la valeur du rapport
d’extrusion. Une augmentation de la teneur en hydrogéne, de 5,6 & 14 ppm, n'affecte pra-
tiquement pas la limite élastique ni la résistance mécanique, en revanche 1'élongation a
la rupture est supérieure dans tout le domaine de température exploré et le minimum a
disparu. Une augmentation de la valeur du rapport d’extrusion, de 4:1 a 20:1, diminue 2
la fois les valeurs de la limite élastique et de la résistance mécanique mais n'affecte
pratiquement pas celle de 1l'élongation & la rupture.

L'étude de la déformation en compression & plus haute température [23], dans le
domaine de 250 & 550°C, a montré que la coalescence des précipités ne peut pas expliquer
la dégradation observée des propriétés mécaniques et une analyse des résultats obtenus
suggdére que, au moins, une des deux phases présentes dans les précipités est susceptible
de se déformer au-dessus de 450°C.

L'étude du fluage en traction dans le domaine de température de 250 a 350°C pour des
contraintes variant de 20 A& 115 MPa [30] montre 1l'existence de deux régimes de fluage,
séparés par une valeur seuil de la contrainte. L'origine de ces deux régimes est encore
mal expliquée.

La propagation des fissures en fatigue est plus rapide dans le cas des alliages Al-Fe-
Ce par comparaison a 1'alliage convent%onnel 2219 [26]) A& 25 et 300°C; la vitesse de pro-
pagation est respectivement 2 et 3 fols plus grande (fig 11).

La résistance a4 la corrosion mesurée en terme de perte de polds réveéle un avantage
pour les alliages Al-Fe-Ce par rapport aux alliages classiques 2024-T3 et 7075-T6; 1la
vitesse de corrosion pour une exposition de 16 jours dans une solution & 3,5% de chlorure
de sodium est de 7 a 15 fois plus falble pour les alliages Al-Fe-Ce. La résistance & 1la
corrosion sous contrainte est également améliorée: la valeur de la contrainte seuill pour
la rupture au bout de 30 jours est épgale a 240 MPa pour les alliages Al-Fe-Ce; c'est une
valeur comparable & celle des alliages 7050-T7451 et 2219-T87 mais plus élévée que celle
de 1‘allfiage 7075 (29].

L'amélioration des propriétés mécaniques des alliages Al-Fe-Ce A& des températures
supérieures a 250°C peut étre obtenue par 1l’'introduction de dispersoides réfractaires
finer~n+t dispersés, du type oxyde ou carbure. La technique de 1'alliage mécanique permet
effectivement de renforcer le matériau par des dispersoides de Al,0;3 et Al,C; dont la
taille varie de 10 a 40 nm; par alileurs pour bénéficler des avantages de la solidifica-
?%gn}zrggﬁde, la technique a été utilisée avec de la poudre enlidifiée rapidement

Pour des alliages de composition voisine de Al-8Fe-4Ce , la microstructure de
1'alliage solidifié rapidement et allié mécaniquement (SRAM) dépend des conditions dr
consolidation par extrus!an Pour .ne tempdratura A'avivuedon de 745°C et un rapport de
16:1 {31), la taille du grain est de 1'ordre de 0,2 A 0,4 um pour 1’'alliage solidifié
rapidement (SR) et 1‘allfage SRAM; la distribution des précipités est plus uniforme dans
le second. Aprés maintien d'une heure A& 610°C, les dispersoides de 1'alliage SRAM sont
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encore fins et la taille des grains n'a que trés légérement augmenté, de 0,25 4 0,7 pum.
Pour une température d’'extrusion de 550°C et un rapport de 10:1 ([32], les grains de
1'alliage SR gardent une taille petite, de 1'ordre du micron, alors que ceux de 1‘'alliage
SRAM sont légérement allongés dans la direction de l’'extrusion avec une taille de 30 pum
environ; A cause de la forte déformation imposée lors de 1'extrusion et du durcissement
important des grains da a la présence des dispersoides Al,03 et Al,Cy, i1 y a eu recristal-
lisation avec grossissement de la taille des grains.

L'étude de la stabilité thermique a été conduite sur les alllages extrudés a 245°C
[31). Les variations de la dureté mesurée & la température ordinaire aprés un maintien &
450°C en fonction du temps de maintien d'une part et aprés maintien d’une heure en fonc-
tion de la température de maintien d‘autre part sont représentées & la figure 12. On note
une augmentation d'environ 24% de la dureté A la température ordinalre quand on passe de
1’alliage SR 1'alliage SRAM; en outre, au bout de 300 heures & 450°C, la diminution de
la dureté de 1'alliage SRAM est trés faible alors que celle de 1’alliage SR est trés
importante. Pour un malntien d'une heure, la dureté de 1'alliage SRAM est pratiquement
conservée jusqu'a 567°C alors que pour 1'alliage SR cette température n’'est que de 300°C.
La dégradation de li dureté de l'alliage SR est produite par la coalescence des précipi-
tés AlysFe, et AlysFesCe par diffusion des atomes de fer et de cérium le long des joints de
grains. Dans l’alliage SRAM les dispersoides réfractalres sont placés sur les joints de
grains , ils jouent le réle de puits de lacunes et ralentissent d'autant la diffusion des
solutés et par vole de conséquence la coalescence des phases précipitées; en outre 1ils
peuvent aussi bloquer la recristallisation: aprés un maintien de 288 heures a 450°C la
taille du grain de 1'alliage SR est de 1 um alors que celle de 1'alliage SRAM n'est que de
0,25 pm. Tous ces effets contribuent a déplacer le début de la dégradation de la dureté
vers une température plus élevée.

L'essal de traction effectué a différentes températures {31] a révélé une ductilité
pratiquement nulle pour 1'alliage SRAM alors que 1'élongation a la rupture de l'alliage
SR est de 1'ordre de 10% (fig. 13). La surface de rupture de l’alliage SR présente des
cupules A toute température alors que pour 1’alliage SRAM de petites surfaces de clivage
sont observées.

L’essai de compression appliqué A 1'alljage extrudé & 550°C pour différentes valeurs
de la vitesse de déformation et pour différentes températures [32,33] met en évidence
1’'avantage tiré de 1’alliage mécanique. Les courbes de la figure 14 représentent les
variations A température constante de la vitesse de déformation rapportée au coefficient
d’autodiffusion de 1'aluminium en fonction de la containte maximale relevée sur la
courbe de déformation (pour une déformation de 3 & 5%) rapportée au module d'Young. Les
courbes en trait continu correspondent & 1’alliage SR {23] et les données ponctue%les a
1'alliage SRAM. A 250°C les deux alliages ont pratiquement le méme comportement:
1'alliage SR, A petits grains, est durci par les configurations de dislocations a forte
densité laissées par 1l’'extrusion et 1'allfage SRAM, A gros grains, est durci par les pré-
cipités et les dispersoides. A plus haute température, le phénoméne de restauration
relache les configurations des dislocations de 1'alliage SR, la coalescence des préci-
pités, le glissement aux jolnts et/ou la déformation d’au moins l’une des phases contri-
buent & la dégradation des propriétés mécaniques. Pour 1'alliage SRAM, les dispersoides
réfractaires retardent la coalescence des précipités et contribuent au durcissement.

La résistance au fluage en traction de 1’alllape SRAM est nettement plus grande que
celle de l'alliage SR. Pour un contrainte appliquée de 103 MPa, A une température de
380°C, la vitesse de déformation de 1'alliage SRAM est 3,5x10 fols plus petite que celle
de 1'alliage SR {31].

3.2 - ALLIAGES Al-Fe-V-Si

Les alliages Al-Fe-Si solidifiés rapldement contiennent la phase métastable Al;,Fe;Si
qui cristallise dans le systéme cubique a maille centrée, groupe d'espace Im3, et dont la
torme des précipités est presque sphérique. Malheureusement cette phase est métastable
et 1’'on ne peut pas tirer un bénéfice de ses caractéristiques pour maintenir des proprié-
tés mécaniques intéressantes quand la température augmente: elle se transforme en don-
nant les phases stables AlyyFe,, monoclinique, et AlgFe,Si, hexagonale, dont les morpho-
logies ne favorisent pas une ductilité acceptable. Cependant {1 a été montré [34] qu'il
étalt possible de stabiliser la phase métastable en ajoutant un quatriéme élément X (V,
Mn, Cr, Mo) susceptible de se substituer au fer. Le vanadium s'est révélé le plus inté-
ressant [35]). Pour éviter toute présence autre que Al,(Fe,V)451i 11 est nécessaire
d'ajuster la composition de 1l'alliage et d’'opérer avec une trés grande vitesse de soli-
dification. C’'est la technique de la trempe sur roue qui s’impose; le ruban est ensulte
broyé et la poudre obtenue est compactée suivant les méthodes classiques.

La microstructure des rubans d‘alliage Al-Fe-V-Si trempés sur roue est constituée
entiérement de zone dite "A", c'est-A-dire sans détail visible au microscope optique
avec un groc<issement de 1000 [36]. Un examen a plus fort grossissement montre 1‘exis-
tence d'une microstructure cellulaire-dendritique avec des précipltés trés fins du com-
rnsé Intermétallique Aly,;(Fe,V);Si avec wmne taflle de 10 A 30 nm. Si 1a trempe sur roue
n‘a pas été effectuée dans des conditions correctes, des précipités de phase quasicris-
tallines peuvent é&tre obhservés. Au cours des opératfons de consolidation, 1la phase
Al,;(Fe ,V)3Si ne se transforme pas, au plre elle coalesce un peu; ce comportement assure
une grande uniformité de la distribution dea précipltés dans 1'alliage; ceux-cl sont
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placés aux joints des grains et des sous-grains ainsi qu’'a 1’intérieur, leur taille varie
de 40 a 80 nm [37].

La structure cristalline du composé Al,,(Fe,V)3Si peut étre décrite par des icosaddres
vides de (Fe+V) placés aux sommets et au centre de la maille cubique; ils sont paralléles
entre eux et ils sont reliés suivant les directions <111> par six atomes qui forment un
octaddre légeérement contracté dans la direction des liaisons. Chaque icosaédre de (Fe+V)
contient un icosaédre vide de (Al+Si) de méme orientation; ces 1icosaédres sont inter-
connectés par des chaines de trois octaédres distordus partageant des faces triangu-
laires [38]. Cette phase existe dans un certain domaine de composition suivant la formule
Alyp o.14,0(Fe,V)3Sig 9.1,29 avec un rapport Fe:V pouvant varier de 5:1 A 11,5:1. La longueur
du paramétre de la maille cubique est fonction de la composition, elle varie de 1,2587 a
1,2620 nm [37].

Les alliages Al-Fe-V-Si peuvent étre obtenus pour différentes ~valeurs de la fraction
volumique du composé Aly;(Fe,V)sS1, Jusgu 'a 42%. La vitesse de coalescence de cet inter-

métallique est trés faible, de 8,4x10 a 2, 9x1026 ms/h en fonction de la valeur du rap-
port Fe:V. On note sur la figure 15 qu’elle se situe bien au-dessous de celle des autres
intermétalliques qui apparaissent dans les alliages A base Al-Fe et pratiquement au
niveau du composé AlzZr de structure cubique L12 qul est cohérent avec la matrice d’'alu-
minium. La faible valeur de la vitesse de coalescence du composé Aly,(Fe,V);Si n'est pas
attribuée 4 une certaine cohérence avec le réseau de la matrice; elle serait due & la for-
mation & 1'’interface de marches qul favoriseralent la ccincidence de sites atomiques et
du méme coup diminueraient 1’énergie d’'interface précipité-matrice [37].

Les propriétés mécaniques a la température ordinaire sont d'un trés bon niveau, elles
sont d'autant plus élévées que la fraction volumique de précipités est plus forte
{36,37,39,40]. La stabilité thermique de ces propriétés mesurées & la température ordi-
naire aprés un maintien & haute température contirme la stabilité thermique du composé
Aly;(Fe,V);Si due & sa faible vitesse de coalescence. Aprés un maintien de 1000 heures a
425°C aucune modification n’est décelée tant sur la limite élastique que sur 1'élongation
a4 la rupture (fig. 16). Aprés un maintien de 100 heures la limite élastique des al%iages
Al-Fe-V-Si ne décroit qu'a partir de 450°C alors que pour les autres alliages Al-Fe-X
cette température se situe vers 300°C (fig. 17). Pour une température de maintien supé-
rieure 4 500°C [41],la résistance mécanique diminue, méme au bout d’'un temps relativement
court (fig. 18). A 500°C la microstructure est stable jusqu’a 100 heures avec une taille
de grain de 0,47pm et une taille de précipité de 160 nm. A 550°C la coalescence des pré-
cipités est marquée et il se forme un réseau continu de précipités le long des joints de
grains; en méme temps la recristallisation de la matrice commence et la taille des grainms
est alors de 0,9 um. Cette évolution est encore plus rapide a 600°C: les grains ont une

taille de 1,2 um et les précipités de 260 nm.

Les propriétés mécaniques A haute température ont été mesurées sur des alliages
extrudés, forgés et laminés. Les résultats obtenus sont reportés ci-aprés pour les deux
compositions qui ont été le plus étudiées (36,40]:

FVS0812 : Al1-8,5Fe-1,3V-1,7S8i et FVS1212 : Al1-11,7Fe-1,15V-2,4S51

Alliage Temp. Limite Resist. Elongat. Ténaclité Densité Module
°C  élast. mécan. rupture 3 d'Young
MPa MPa Y MPa./m g/cm GPa
FVs0812 L 24 390 437 10 31 2,957 88,4
Extrude T 387 440 10
Laminé L 150 340 372 7 83,2
T 335 372 5
L 204 312 341 8
T 307 344 7
L 260 280 308 9
T 279 312 9
L 315 244 261 9 73,1
T 244 280 11
FV§s0812 L 24 434 462 12
Forgé L 150 345 372 6
L 204 303 338 6
L 260 276 290 8
L 315 241 248 9
FVS1212 L 24 605 636 8,7 11 3,02 95,5
Extrudé L 150 486 505 3,5 86,2
Tole L 230 432 443 3,3 82,8
L 345 276 286 6,7 78,6
L 450 133 147 8,9
L 480 102 126 10,8

On note une décroissance de la limite élastique et de la résistance mécanique quand la
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température augmente. Dans tous les cas l'élongation & la rupture passe par un minimum.
La comparaison de la variation de la résistance mécanique de ces alliages avec celle des
autres alliages Al-Fe-X préparés par la métallurgie des poudres montre la supériorité de
1'alliage FVS1212 dans tout le domaine des températures et celle de 1'alliage FVS0812 au
dela de 350°C (fig. 19). Cette variation se rapproche de celle d‘un alliage d'aluminium
qui reste a trouver et dont la résistance mécanique spécifique seralt égale a celle de
1’alliage de titane Ti-6A1-4V. Jusqu'a 220°C environ, la résistance mécanique est
contrdlée essentiellement par 1‘'interaction des dislocations mobiles avec les préci-
pités; au-deld de cette température, la tallle des précipités 1'a plus d’influence et le
mécanisme qui contrdle la déformation est en relation avec la diffusion [34,37].

La température pour laquelle se produit le minimum de 1'élongation A la rupture est
fonction de la vitesse de déformation [42,43]; il lui correspond un palier sur la courbe
qui représente les varlations de la résistance mécanique en fonction de la température
(fig. 20); ce palier peut étre interprété comme un renforcement de la résistance méca-
nique pour cette combinaison des valeurs de la température et de la vitesse de défor-
mation. L’explication proposée [41] suppose que les atomes de solutés restant en sursatu-
ration, essentiellement du fer, se regroupent en atmosphéres autour des dislocations
arbres de la fordt; quand les dislocations mobiles viennent au contact des dislocations
arbres et y restent pendant un certain intervalle de temps, les atomes solutés de 1'atmo-
sphére peuvent avolr le temps de diffuser vers le coeur des dilocations mobliles et ainsi
les bloquer, d’od 1'augmentation de la résistance mécanique et la diminution de la duc-
tilité observées. Dans le plan température-vitesse de déformation, 1'expérience montre
que le réseau des lignes A élongation a4 la rupture constante et celui des lignes qui 1limi-
tent les différents domaines de formabilité sont trés voisins [42].

Les alliages Al-Fe-V-Si ont une bonne résistance au fluage en compression [44]. Ce
résultat est da & la valeur importante de 1la fraction volumique des précipités
Al,;(Fe,V)351i qu’il est possible d’introduire et A leur grande stabilité thermique.
L'étude de la variation de la vitesse de fluage en fonction de la contrainte appliquée
(€= k.cn) a montré que 1'exposant n avalit des valeurs nettement supérieures aux valeurs
mesurées habituellement, de 13 a 32 au lieu de 3 a 6 (fig. 21). Ce comportement particu-
lier peut étre dia & une coalescence accélérée des préciplités sous 1l'effet de 1la
contrainte appliquée; on note sur la figure 22 que le volume d’'un précipité est multiplié
par 100 environ quand une contrainte de 158 MPa est appliquée pendant le maintien a
400°C; sans contrainte le volume du précipité ne varie pas.

La résistance a la corrosion mesurée en terme de perte de poids montre la supériorité
des alliages Al-Fe-V-Si par comparaison avec les alliages conventionnels : par rapport a
1’alliage 2014-T6 par exemple, la perte de poids est six fois plus petite pour 1'alliage
Al-Fe-V-Si pour une immersion dans une solution de chlorure de sodium & 3,5% [45].

3.3 - ALLIAGES Al-Cr-Zr

Parmi les alliages Al-Cr-X et Al-Cr-Zr-X rapidement solidifiés étudiés {[46,47], il
est apparu que les alliages Al-Cr-Zr et Al-Cr-Zr-Mn étalent susceptibles de donner lieu a
un développement. Cependant pour obtenir 1l'optimum des propriétés de ces alliages 11
faut les traiter thermiquement aprés la solidification rapide. Les courbes de la figure
23 représente la variation de la dureté d’une part de l'alliage Al-3Cr-xZr et d4'autre
part de 1'alliage Al-yCr-1Zr quand x et y varient dans 1'état brut de trempe et aprés
vieillissement au maximum de la dureté. On note que le phénoméne de vieillissement est du
4 la présence du zirconium et que son effet est d'autant plus marqué que sa concentration
est plus grande [48,49]. Ce résultat est confirmé par les courbes de la figure 24 qui
représentent les variations de la dureté pendant le vieillissement & 400°C des alliages
Al-1,8Cr, Al-1,7Zr et Al-1,8Cr-1,7Zr [50]. Les courbes de la figure 25 représentent la
variation de la dureté de 1l’alliage Al-4,5Cr-1,7Zr au cours du vieillissement a 350, 400
et 450°C {49,51,52]. Dans tous les cas on note bien que 1l'alliage atteindra 1'optimum de
ses propriétés mécaniques aprés un traitement de vieillissement.

La nécessité d'un traitement de vieillissement pour les alliapes Al-Cr-X peut consti-
tuer un avantage par rapport aux alliages Al-Fe-X solidifiés rapidement; en effet le fait
d’'avoir & travailler A une température plus ou moins élevée pendant les différentes
phases de la consolidation peut entrainer une dégradation des propriétés des alliages
Al-Fe-X alors que ce passage & température élevée peut s’inscrire dans le procédé de
vieillissement des alllages Al-Cr-X (fig. 26) [48,52]). Méme si dans 1'état brut de soli-
dification rapide les propriétés des a?liages Al-Cr-X sont moins bonnes que celles des
alliages Al-Fe-X, aprés consolidation et vieillissement on peut s'attendre & des pro-
priétés au moins aussi bonnes, si ce n'est meilleures.

La microstructure des particules de poudre brutes de solidification est constituée
d’'une matrice, solution solide de chrome et de zirconium dans 1'aluminium, et de petits
préclipltés du composé AlyCr, dont les tailles varient de 0,5 & 2 um. Ce composé a une
structure cristalline monoclinique, C2/m, et 1] est incohérent avec la matrice. Aprés un
maintien A& haute température, par consolidation ou/et par vieillissement, le Cr et le Zr
en sursaturation précipitent: d’'une part i1 peut apparaitre de nouveaux précipités du
composé Al,;Cr, ou les précipités inltiaux grossissent, d'autre part 11 apparait des pré-
cipités trés fins du composé métastable AlyZr de structure cristalline cubique, L12, et
parfaitement cohérent avec la matrice. L'effet du vieillissement est di: essentiellement
4 la précipitation du composé AlsZr; celle-ci se produit tant A 1'intérieur des grains
qu'au voisinage des joints ou elle donne lieu A& une précipitation discontinue [53]. la
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calorimétrie différentielle met en évidence deux pics: le premier , entre 270 et 400°C,
correspond & la précipitation de 1'intermétallique AljZr et le second, au voisinage de
475°C, a la coalescence de 1'intermétallique Al,yCr, (fig 27) [49,51].

Les propriétés mécaniques des alliages Al-Cr-Zr sont sensibles aux conditions de tem-
pérature au cours de la consolidation. Les courbes de la figure 28 représentent les
variations de la limite élastique, de la résistance mécanique et de 1'élongation a 1la
rupture en fonction de la température d’'extrusion, d’une part dans 1l‘état brut d'extru-
sion et d’'autre part aprés un maintlen de 1000 h & 300°C [52]. On note une diminution de
la limite élactique et de ta résistance mécanique pour une température d’extrusion supé-
rieure a 450°C.

Les propriétés mécaniques pour différentes compositions et pour différentes condi-
tious de consolidation sont reportées ci-aprés {51,52]:

(1) Extrusion a 400°C, [52]}

Alliage Limite Resist. Elongat. Ténacité Densité Module
élast, mécan. rupture 5 d’'Young
MPa MPa % MPa/m g/cm GPa
Al-5Cr-2,2Zr
Diam. 7,8mm brut 440 455 20,0 2,82 80,8
Diam. 19, 1mm brut 478 498 10,5
76,2%x15,9mm brut 342 362 16,8 11,3
76,2x15,9mm
+10 h a 350°C 358 376 10,9 10,9
Al1-3Cr-3Zr
Diam.19,1mm 468 487 5,8
Al-5,2Cr-1,9Z2r-1Mn
Diam. 19, 1lmm brut 426 460 14,2 2,86 86,5
+10 h a 350°C 453 474 14,0

Le vieillissement de 10 heures A 350°C augmente les valeurs de la limite élastique et
de la résistance mécanique mais il diminue celle de 1'élongation a la rupture, tout en
conservant cependant une valeur acceptable [52}.

(2) Laminage a 250 et 350°C, Al-5,2Cr-1,89Zr-0,96Mn, [51]

T lam. Etat Limite Resist. Elongat.
élast. mécan. rupture
MPa MPa %
250°C Brut 569 591 1,8
+100 h a 300°c 471 539 7,1
+ 1 h a 350°c 458 514 8,1
+ 1 h a 450°C 435 486 5.4
350°C Brut 480 504 6,6
+100 h a 300°C 458 509 8,9
+ 1 h a 350°C 445 487 7,2
+ 1 h a 450°C 413 464 8,5

Les propriétés les plus élevées sont obtenus pour la température de laminage la plus
basse. Dans 1l'état maintenu ou vieilli, les différences observées sont dues A& une modi-
fication de 1la distribution des précipités. Pendant le malntien a 300°C, les précipités
trés fins métastables AlsZr se forment; pendant le maintien & 450°C, les précipités des

composés AlyZr et Al 3Cr, coalescent [51].
(3) Pour deux tailles de particules de poudre, Al-5,2Cr-1,9Zr-1Mn, [51]

Taille Etat Limite Resist. Elongat.
poudre élast. mécan. rupture
MPa MPa
Poudre<38um Brut 523 539 2.5
+100 h a 300°C 486 536 7,7
+ 1 h a 350°cC 465 508 6,6
+ 1 h A 450°C 433 481 8,1
Poudre<6Sum Brut 506 532 3,6
+100 h a 300°C 432 491 6,2
+ 1 h a350°c 425 479 8.1
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Plus la poudre est fine, plus les propriétés mécaniques sont élevées; ceci est da 2
une homogénéité plus grande de la microstructure [51].

La variation de la limite élastique & haute température des alliages Al-Cr-Zr est
représentée a la figure 29 et elle est comparée A celle de l'alliage 2219. On note un
excés d'environ 140 MPa pour les alliages Al-Cr-Zr dans tout le domaine de température
étudié [52].

3.4 - ALLIAGES A FAIBLE ENERGIE D’'INTERFACE MATRICE-PRECIPITE

Le phénoméne de coalescence des précipités est contrdlé en général par la diffusion
des atomes de solutés, soit 4 travers le réseau cristallin de la matrice, soit le long de
ses joints de grains. L'accroissement de la tallle des précipités obéit a une loi du

type:

“nh
_ _ d-dyg =K, . (t -ty

ou ¢ et d désignent les valeurs du diamétre moyen des précipités aux instants tg et t;
n=3 pour la diffusion A travers le réseau et n=4 pour la diffusion le long des joints de
grains; K, est un paramétre caractéristique de la matrice, du soluté et de la nature du
précipité. En particulier, pour n=?, K, est proportionnel a 1‘énergie d’interface
matrice-précipité et, pour n=4, cette proportionalité n'est qu'approchée si 1'énergle
d’interface différe de celle des joints de grains de la matrice. la coalescence sera donc
d’autant plus lente que l1’'énergle d'interface sera plus faible. En outre cette énergie
dépend du degré de cohérence entre le réseau de la matrice et celui du précipité, elle est
d’autant plus faible que ce degré est élevé., C'est cette relation de cohérence qui est
utilisée dans les superalliages 4 base nickel pour obtenir un bon comportement mécanique
a haute température.

Une étude systématique des composés intermétalliques AlsX (x-Ti,V,Zr Hf) a été entre-
prise [54]). Leur structure cristalline est quadratique DO,; pour les deux premiers et DOy
pour les deux derniers et il existe des relations métriques simples entre les paramétres
de ces réseaux quadratiques, a et c, et le paramétre du réseau cubique, ag , de 1'alu-
minium. Pour les composés de structure DO, on trouve a / (/2.a0)=0,9505 et 0,9333 et
c / (2.a5)= 1,0631 et 1,0275. De méme pour les composés de structure DO,3 on obtient
a/ag=0,9910 et 0,9851 et c / (4.ap)= 1,0693 et 1,0591. On remarque que tous ces rapports
ont des valeurs voisines de 1’'unité; 1’'idée de base est alors de combiner les éléménts X
dans le méme composé et de suivre la variation des longueurs des paramétres a et c de
fagon que les valeurs des rapports définis précedemment se rapprochent de 1'unité
{55,56,57]. En outre 1’addition de zirconium ou de hafnium aux composés Al;Ti et AlyV fait
passer la structure de DO,, A DO,3, cette derniére a un domaine de stabilité beaucoup plus
large; on définit alors un paramétre d’écart par:

§=-(2/3) . | 1-a/ay |+ /3. | 1-csta.ay |
A titre d'exemple on trouve pour ces composés mixtes:
AlyZr 6§ -~ 0,0288
AIS(VO,B.’S Zro'125) 6§ = 0,0239
Al;(Tio'an Zr0'109 Hf0,016) 5§ = 0,0270

L'alliage Al-Zr-V correspondant & 1la plus faible valeur du paramétre d'écart a
donné lieu A une étude systématique. Dans une premiére étape, 1'alliage dilué (fraction
volmique de précipité égale 2 1%) a conduit par solidification rapide & une solution
solide sursaturée. Par recuit cette solution solide se décompose en donnant des précipi-
tés en forme de sphéres et de bAtonnets; en fait cette phase est métastable, elle a une
structure cristalline cubique du type L12 et son paramétre différe de celui de la matrice
de - 0,1 + 0,2 %; il y a donc pratiquement cohérence et 1'on peut s'attendre A& une énergie
d’interface faible et par voie de conséquence A& une vitesse de coalescence trés petite.
Le composé intermétallique AlsyZr posséde également une structure cubique métastable du
méme type mals avec un paramétre qui différe de 1 +0,2 %. Le composé Aly(Vy gs5s Zrg 1p5) est
le plus favorable. Les courbes de la figure 30 montrent la varfation du cube du rayon
moyen des précipités de différents composés intermétalliques a 425°C en fonction du
temgs; on note en accord avec les considérations structurales précédentes une trés
faible vitesse de coalescence pour les composés de structure L12 et plus particuliérement

pour Al;(Vo'"s zro'«‘zs) [55] .

Si le recuit se poursult, la phase métastable se transforme en phase stable de struc-
ture cristalline quadratique DO,; et les précipités ont la forme de platelets. La vitesse
de coalescence de la structure DOyy est B fois plus grande que celle de la structure L12
pour la méme composition Als(Vg g7 Zrg 125) -

Pour les allia%es Al-Zr-V plus concentrés (fraction volumique de précipités égale a 5
%) solidifiés rapidement en rubans ou en palllettes [56,57], on obtient toujours dans
1'état brut de trempe une solution solide sursaturée. Au cours du recuit on observe
bien la précipitation trés fine de la phase métastable 112 Aly(Zr V) a 1'intérieur des
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grains, avec une taille de 5 nm environ, mals on détecte aussi la précipitation de 1la
phase DO,y Al3(Zr,V) e du composé intermétallique Alyy V sur les joints de grains. On
note par ailleurs une vitesse de coa_lziscence de la phase26m§tastab1e encore plus

faible que dans 1’alliage dilué, 4,7.10 au lleu de 1,6.10- cm /h. Ce résultat est

inattendu dans la mesure ou le ccefficlent K, est proportionnel au carré de la frac-
tion volumique. I1 a été suggéré pour expliquer cette anomalie qu'une ségrégation
importante de solutés A 1'interface matrice-précipité pourrait réduire %’énergle
interfaciale et du méme coup la vitesse de coalescence, ou encore, que les précipités
Aly oV placés sur les joints de grains pourraient jouer le réle de puits pour les solu-
tés et limiter ainsi leur diffusion vers les précipités L12 Alz(Zr,V). Ces alliages
ont une bonne tenue en fluage et ils supportent bien la comparaison avec les alliages
Al-Fe-Ce (fig. 31) [58].

Quand on cherche A augmenter la fraction volumique des préciplités, jJusqu‘'a 8 %, en
utilisant les méthodes classiques de pulvérisation et de trempe sur roue, on ne peut
pas éviter la formation des précipités AlysV, 4 moins d'utiliser des vitesses de soll-

dification trés élevées, de 10 a 10 °C/s. Par ailleurs cette vitesse de solidifica-
tion critique est d’autant plus élevée que la concentration en soluté est plus grande
[59]. I1 est difficile dans ces conditions d'introduire des fractions volumiques de
précipités cohérents aussi Importantes que dans le cas des superalliages & base
nickel. Des 1investigations complémentaires sont encore nécessaires pour pousser plus
loin 1'analogie.

3.5 - ALLIAGES A FORTE FRACTION VOLUMIQUE DE PRECIPITES

Quand 1’interaction des dislocations mobiles et des dispersoides est contrélée par
la mécanisme de contournement d‘Orowan, sa contribution a4 la 1limite élastique est
proportionnelle & 1la racine cubique de 1la fraction volumique de ces dispersoides;
comme ce paramétre est inférieur A 1'unité, 11 peut étre effectivement intéressant de
chercher A 1’augmenter. Pour obtenir une forte fraction volumique il faudra soit aug-
menter les concentrations des éléments d'alliage, soit retenir des composés inter-
métalliques dont 1la composition comporte le plus grand nombre d’'atomes d'aluminium
par atome d'élémént d’'addition, par exemple Al,gV, Al,Mo, Al Crp,Y [60], AlyCr,Ce

[61), Al,,(Cr ,Mn) [62], Al,sMnsSi, [60]. ..

L'étude de 1'alliage Al-4,851-12,6Mn a montré que la fraction volumique du composé
AlysMn3Si, pouvalt aller jusqu'a 34,7%; ce composé est cubique avec un paramétre du
réseau égal a 1,265 nm et il appartient au groupe d'espace Pm3. L'alllage extrudé a
une bonne stabilité thermique jusqu'a 400°C environ aprés un malntien de 100 heures
(fig. 32) [60]; au deld on note une légére décroissance de la résistance mécanique et
surtout une perte presque totale de ductilité. A 1'état brut d'ex“rusion les grains
de la matrice ont une taille de l'ordre de 1 a4 3 um et les précipités, de taille de
100 & 500 nm, sont placés sur les joints de grains. Aprés un maintien de 100 heures 2
490°C, 1la taille des grains augmente jusqu'ad 3-5 pm, de nouveaux précipités, de 50 a
200 om, apparaissent a 1'intérieur des grains et 1les précipités placés sur les
joints grossissent, de 250 a 1000 nm, et forment une structure continue. Jusqu'a
250°C environ cet alliage a une résistance mécanique comparable A celle des alliages
Al-Fe-Ce avec une ductilité raisonnable; A plus forte température la résistance méca-
nique décroit et 1'élongation & 1la rupture croit fortement; ce comportement est
expliqué par une croissance marquée de la tallle des grains et de celle des précipl-
tés (fig. 33) {[60].

La fraction volumique du composé Al,Cry,Y dans 1'alliage Al-6,8Cr-5,1Y peut
atteindre 37,6%. Cet Intermétallique est cubique, le paramétre de sa maille est égal
a4 1,437 nm et 11 appartient au groupe d'espace Fd3m. 11 apparait souvent avec des
fautes planes [60]. Sa stablilité thermique est congarable A& celle de 1'alliage précé-
dent mais 11 n'est pratiquement pas ductile (fig. 32). Son grain est un peu plus
petit, v micron environ, et sa résistance mécanique est légérement plus élévée; les
précipités ont des tallles comparables. La variation de la résistance mécanique en
fonction de la température a la méme allure et on note A nouveau une forte croissance
de 1’élongation & la rupture A partir de 250°C environ (fig. 33).

4 - CONCLUSION

L’addition d'éléments des métaux de transition, des terres rares, d'oxygéne ou de
carbone ouvre de nouveaux domaines d’applications pour les alliages d’'aluminium, plus
particuliérement par un renforcement de la résistance mécanique A la température ordi-
najire et par une meilleure tenue A haute température. Cependant ces compositions néces-
sitent l'utilisation des techniques de la métallurgle des poudres et connaissent de ce
fait les difficultés qui leur sont propres quand il faut passer des résultats obtenus en
laboratoire 4 une mise en oeuvre & 1‘'échelle industrielle. Le plein développement de ces
alliages nécessite, d'une part, une manipulation trés soignée pour que les défauts dans
le produit final soient ramenés A un niveau acceptable et, d'autre part, des méthodes de
contrdle fiables aux différentes étapes de la production. I1 faut aussi considérer le
facteur économique et s’assurer que le cout supplémentaire pour améliorer telle ou telle
propriété ne conduise pas & un prix prohibitif.
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SUMMARY
Recent developments in magnesium alloy technology will be described. The majority
of applications for magnesium alloys in the aerospace industry are in castings. A

range of yttrium containing alloys has been introduced for high temperature applications,
and the corrosion reistance of Mg-Al-Zn cast alloys has been improved by increasing the
alloy purity. Fluxless melting, to reduce the number of inclusions, is now common, and
low pressure casting permits more complex, thin walled components to be made. For
gearbox casings, a polyimide coating has been developed which resists attack by
lubricating oils up to 225°C. Further development of magnesium alloys by ingot
metallurgy is limited by the structure of the phase diagram of many magnesium alloy
systems. To overcome these restrictions, attention is now turning to the rapid
solidification of magnesium alloys and progress in this field will be reviewed.

1 INTRODUCTION

The principal attraction of magnesium alloys for aerospace applications is their
low density. This can range from about 1.5 gcm~™> for magnesium-lithium alloys to about
1.8 gcm‘3 for magnesium-rare earth alloys; ie approximately two thirds those of aluminium
alloys. Despite these low values, the use of magnesium alloysis restricted by short-
comings in other properties, particularly in corrosion resistance, but also in mechanical
properties and formability.

In Fig 1, the specific yield and tensile strengths of some wroughtmagnesium and
aluminium alloys are compared. ZK60, AZ80 and ZCM711 are the highest strength commercial
wrought magnesium alloys, but their tensile strengths are significanily lower than
those of high strength aluminium alloys. Consequently, the advantage of a low density
is somewhat reduced and the specific strengths of the magnesium alloys are no better
than those of the aluminium alloys. Under a compressive load, the density advantage
of magnesium alloys is reduced further because their compressive yield strengths are
usually lower than their tensile yield strengths. In Fig 2, specific stiffnesses are
compared. The magnesium alloys are equivalent to the aluminium-zinc alloy, 7075, but
inferior to the aluminium-~lithium alloy, 8090. However, where buckling resistance is
required at low to moderate loads, El/aé is the design criterion, E being the Young's
modulus and p the densityl. A low density becomes the more dominant factor and on this
criterion the magnesium alloys are superior to the aluminium alloys (Fig 3). Further-
more, in a component where minimum gauge is the design criterion, the least weight is
achieved by using the lowest density material and here again magnesium alloys are more
competitive.2

In the 19508 and 1960s these benefits were exploited to a greater extent than
they are today. For example, magnesium alloy thin sheet was used for fuselage and
wing skins, and extrusions were used for cabin floors and missile bodies.3:4 However
in many cases, severe corrosion problems were encountered and the use of wrought
magnesium alloys was discontinued in favour of the steadily improving high strength
aluminium alloys. In addition, the costs of wrought magnesium alloys are higher than
for aluminium alloys. This is partly because the raw material is more expensive, but
also because production costs are higher; for example, slower extrusion speeds must
be used with magnesium alloys to prevent hot shortness.® Today practically all the
applications for magnesium alloys in aerospace are in castings, typically in helicopter
gearbox cases and cockpit canopy frames.®

The inherent corrosion resistance of magnesium alloys is poor in comparison with
aluminium alloys.7 Corrosion rates of commercial alloys measured by weight loss
experiments can be several hundred times greater than those of aluminium alloys (Fig 4).
In water, the naturally forming oxide film on the surface of magnesium converts to
magnesium hydroxide (Mg(OH)5). Thirs provides only limited protection. Unlike the
alumina film on aluminium, the magnesium hydroxide film cracks and curls away from the
surface. It is also slightly soluble in water and is attacked more rapidly in
industrial and salt water environments. Furthermore, the large negative electrode
potentials of magnesium alloys make them susceptible to galvanic corrosion when they are
in contact with a more noble metal in the presence of an electrolyte.7v8 Iron, copper
and nickel alloys cause the most severe galvanic attack (Table I) while that caused by
aluminium alloys depends on their composition. Those containing copper have the worst
effect, but pure aluminium is almost compatible with magnesium. In practice, most
corrosion problems associated with magnesium alloys in aircraft structures stem from
Joints to other mrtals. For example, when magnesium alloy skin was used, galvanic
corrosion commonly occurred around the aluminium rivets which had to be used because
magnesium rivets do not have sufficient formability.’ To some extent, galvanic
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corrosion can be overcome by careful design of joints to avoid water entrapment

and by use of wet assembly techniques and sealing compounds.9 Protective coatings
have also been developed for magnesium alloys in aerospace applications,lo but even
when these are applied, concern over corrosion resistance results in the alloys being
used only where they can be easily inspected.

The purpose of this paper is to review recent developments in magnesium alloy
technology which have relevance to current or potential aerospace applications. Since
cast alloys make up the bulk of current usage, developments in this field will be
considered first. The latter part of the paper will describe progress in the field of
rapidly solidified magnesium alloys, through which improvements in mechanical properties,
corrosion resistance and formability are being sought to make magnesium alloys more
competitive with other materials.

2 CAST ALLOYS
2.1 Alloy developments

The cast alloys which are currently used can be divided into two groups.ll-lz
Firstly, there are the Mg-Al-Zn alloys, the most well known of which is AZ91
(9%A1-1%2Zn). Secondly, and more widely used, are those which contain rare earth (RE)
elements and are grain refined with zirconium, for example ZE41 (4%Zn-1%RE). Alloys
in the first group are less expensive, but are more difficult to cast and are prone
to stress corrosion cracking. Those in the second group have bettercasting qualities;
a low melting point eutectic at the grain boundariessuppresses porosity, making it
easier to obtain pressure tight castings thaninMg-Al-2n alloys. Table II shows the
tensile properties of some cast magnesium alloys. The Mg-Al-Zn alloys are limited to
applications at less than 120°C, but alloys in the second group are able to operate
at higher temperature. For example, the widely used alloy ZE41 is a medium strength
alloy which retains its properties up to about 150°C. QE22 and EQ21 are high strength
alloys containing silver which are used in applications up to 200°C.

The most recent development in the Mg-Al~Zn alloys, pioneered by the Dow Chemical
Co. and AMAX Magnesium,l:"14 has been the trend towards high purity alloys. Standard
purity alloys contain small, but significant amounts of metallic impurities. The levels
of iron, copper and nickel are particularly important. These elements have low solid
solubilities in magnesium, their electrode potentials are much more positive than that
of magnesium (Table I) and they have low hydrogen overvoltages. When magnesium alloys
corrode, the cathodic part of the process is the evolution of hydrogen. These elements
form particles which are active sites for the cathodic reaction, thus increasing the
general corrosion rate. The iron content can be partially controlled by the addition
of manganese which helps iron particles to settle during melting and surrounds those
which remain during solidification.15 A more effective procedure is to reduce the
total impurity content, which decreases the number of particles and leads to a reduction
in the corrosion rate. This phenomenon was recognised in the 19505,15 but it is only
in the last few years that high purity alloys have been produced on a commercial basis.

Work at the Dow Chemical Company defined the tolerance level of each element.
The compositions of the standard AZ91C alloy and the high purity version, AZ91E, are
compared in Table III. Typical corrosion rates are reported to be about 10 mpy (mils
per year = thousandths of an inch per year) or 0.25mm/year. This is about a hundred
times lower than that of the standard alloy (Fi% 5). These improvements have been
reported in gravity and pressure die castings.1 Further reductions in corrosion rate
to about 3 mpy (0.08mm/year) have been reported by increasing the purity of the basic
AZ91 alloy still further.l8® These low values are comparable to the corrosion rates of
some aluminium alloys, but it must be recognised that increasing the purity of the

lloy does not make it less susceptible to galvanic corrosion. This inevitably restricts

the number of applications where advantage can be taken of these improvements.

In the second group of alloys, that is those containing rare earth elements and
grain refined with zirconium,11,12 developments have been aimed at improving room and
elevated temperature strength as well as corrosion resistance. Unlike the Mg-Al-Zn
alloys, the corrosion rates of these alloys cannot be reduced to very low levels by
increasing the alloy purity, for, even in the absence of iron, copper and nickel
particles, deliberate alloying additions such as zirconium and silver will provide
sites for the cathodic reaction. Corrosion resistance must therefore be improved
through the addition of suitable alloying elements. The high strength alloys containing
silver are used up to about #00°C. Alloys containing thorium, for example HZ32, can operate
above 300°C, but their strenglhs are lower. Because thorium is a health hazard and
necessitates precautions being taken when handling it, Mg-Th alloys are being phased out.®

The most recent alloys in the second group are those from the Mg-Y-Nd system
which have been developed by Magnesium Elektron Ltd. Pure yttrium is expensive so the
element is added as a lower grade material also containin% 20-25% heavy rare earth (RE)
elements.® The first alloy to be developed was wesa, 19,2 containing 5.0-5.5%Y,
1.5-2.0%Nd and 1.5-2.0% RE. When solution treated and aged, the following precipitation
sequence was identified.?? A 8" precipitate formed at about 175°C, transforming to the
8’ phase at 200°C. This phase in turn converted to the equilibrium B phase above
about 300°C, WES4 was aged at 2950°C to encourage formation of the g’ preripitate.5
Improvements in yield strength, tensile strength (Fig 6) and thermal stability were
achieved over the silver containing alloys. However, when the long term thermal
stability was ecvaluated between 100 and 200°C, although tensile strength was unaffected,
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there was a significant drop in the ductility after 1000-2000 hours, due to the
formation of the metastable and embrittling g" precipitate. To overcome this problem
the yttrium and neodymium contents were reduced, giving rise to the alloy WE43 which
contains 3.75-4.25%Y, 2.0-2.5%Nd, 0.75-1.25%RE and 0.3%Zr.% Although this resulted in
some loss of strength, the typical ductility of WE43 in the as-cast state is higher
than that of WES4 and the reduction in room temperature ductility after long periods at
elevated temperature at 150°C is not as great. The room temperature strength of WE43
is similar to that of the silver containing alloys (Fig 6), but WE43 is thermally more
stable (Fig 7) and has improved creep properties (Fig 8).

Yttrium has a second beneficial effect in that it reduces the corrosion rate of
the alloy. 1In weight loss tests, the corrosion rates of WES54 and WE43 were reported
to be similar to those of the high purity AZ91 alloys (Fig 9). However, like the high
purity alloys, the yttrium containing alloys are still susceptible to galvanic corrosion.

2.2 Developments in casting techniques

As well as alloy developments, foundry techniques have been refined to improve the
properties of castings, to reduce the variability in properties and to make more complex
components. The technique of fluxless melting is now widespread. It has been used in
the die casting of magnesium for some time, but its use in sand casting where metal
temperatures are higher is more recent., Instead of using a flux based on alkali and
alkaline earth halides, a protective atmosphere of air, argon or carbon dioxide
containing 0.5-2% sulphur hexafluoride is used to inhibit the oxidation of magnesium
up to about 800°C. Melting losses are reduced and, in combination with filter systems,
the use of fluxless melting reduces the number of inclusions trapped in the metal.
Inclusions are frequently the sites of corrosion, so a reduction in their number leads
directly to an improvement in the overall corrosion resistance.ll

The use of cold setting, resin bonded sands for moulds and cores has allowed
castings of more complex shape to be made. The finish on the cast surface and
dimensional accuracy are improved. Wall thicknessesof 3.5mm and casting tolerances of
+0.5mm are achievable, and passageways of at least 2mm diameter can be incorporated.21
However, even thinner walls may be cast in aluminium alloys.22 and so, despite their
lower density, magnesium alloys may not always be competitive if sufficiently thin walls
cannot be achieved. Therefore, methods for casting under low pressure, which have
been used with aluminium alloys, are also being developed for magnesium alloys. The
technique has been used for casting magnesium in permanent moulds, but is now being
considered for sand casting because of improvements in mould and core making. The
process is shown schematically in Fig 10. Either a positive pressure is applied to the
crucible or the mould is evacuated. Under the low pressure difference <c¢reated, the
flow of metal into the mould can be controlled more easily than in gravity feeding
giving more reproducible castings with microstructures and properties more consistent
across different sections. Running and gating systems can be made simpler so there is
less turbulance and thinner walled castings can be produced.

2.3 Protective coatings

Developments in coatings for magnesium alloys are as important as the alloys
themselves because of their chemical reactivity. For airframe components the basic
coating remains the chromate conversion coating sealed with epoxy resin, In the United
Kingdom, the rules governing the protection of magnesium alloys are given in
Specification DTD 911C.23 A casting is first cleaned by fluoride anodising to remove
contamination caused by abrasive blasting, etc. The fluoride film which remains is a
poor base for subsequent coatings and is removed in chromic acid. A chromate conversion
coating is then applied to provide a key for a layer of epoxy resin which is applied
to seal the surface prior to painting. For very aggressive environments a hard
anodising treatment is used to provide a thick,abrasion resistant coating. The coating
itself is porous, giving insufficient corrosion resistance, and is therefore sealed with
resin. [

A new protective coating, based on a hard anodising treatment, has been developed
for aeroengine gearbox cases. The use of magnesium alloys in this application is
restricted to engines where the operating temperature of the lubricating oil is less
than about 160°C. Above this temperature, chemical breakdown of the o0il to a mixture
of organic acids causes corrosive attack of the chromate based coating on magnesium
alloys. A new system has been developed jointly by Rolls-Royce Ltd and Magnesium
Elektron Ltd under a contract sponsored by the Corrosion Section at RAE Farnborough.
This provides improved protection for magnesium alloys in systems where the oil
temperature is greater than 200°¢.24

Early investigation showed that a resin sealed Dow 17 hard anodised coatin325
was more resistant than a resin sealed, chromate pretreatment. Therefore a selection
of epoxy, phenolic and polyimide resins were applied to test-pieces which had been given
a Dow 17 pretreatment and each coating system was evaluated in static and dynamic oil
immersion tests to discover which system gave the best protection. The corrosion rate
was monitored by measuring the magnesium content of the oil. After 300 hours at 170°C,
the standard coating of a chromate treatment sealed with an epoxy resin had broken
down , whereas all the systems based on a Dow 17 pretreatment were unaffected.

At 226°C in the static oil immersion tests, the Dow 17/epoxy coating was
satisfactcry up to 200 hours, but after 300 hours the coating was damaged at the edge
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of the test-piece., The Dow 17/ polyimide coating showed no visible signs of breakdown,
although there was a slight increase in the magnesium content of the oil after 300
hours (Fig 11). In the dynamic oil immersion tests at 225°C, the conventional
chromate/epoxy coating blistered after 50 hours, but the systems based on the Dow 17
pretreatment showed little change after 150 hours. After 250 hours, the phenolic

resin coating blistered, followed by the epoxy system at 300 hours. The polyimide
system showed no visible signs of attack after 350 hours.

The polyimide sealed Dow 17 coating may therefore be considered for future
gearbox applications. The throwing power of the anodic pretreatment is such that
satisfactory coatings can be produced over complex castings with internal passageways.
Promising results were also obtained when the protective system was evaluated in high
temperature salt spray corrosion tests, indicating that it may have potential
applications in high temperature environments other than gearboxes.

3 RAPIDLY SOLIDIFIED MAGNESIUM ALLOYS
3.1 Introduction

Further development of magnesium alloys by ingot metallurgy is limited by the
structure of the equilibrium phase diagram of many magnesium alloy systems. The
maximum solid solubility of the alloying element in magnesium is often low (Table 1V).
This can be explained in terms of the Hume-Rothery rules.26-28 In some cases the
diameters of the solute and magnesium atoms differ by more than 15%, which does not
favour extended solid solubility. Also, magnesium is a very electropositive atom and when
alloyed with elements which tend to complete their electron octet, such as silicon,
compound formation is preferred. Finally, magnesium uses sp hybrid orbitals in its
bonding. Consequently, it tends not to bond with elements which employ a large
proportion of d-bonding, for example, mid-row transition elements.

These restrictions can only operate completely when an alloy is cooled slowly from
the melt, as happens in a large ingot. To partly overcome them, and extend the scope
for alloy development, interest is therefore increasing in the rapid solidification (RS)
of magnesium alloys.29‘33 The advantages to be gained have been well documented. 33
Equilibrium microstructures predicted by phase diagrams can be avoided, solid
solubilities of elements can be extended and new metastable structures can be produced.
More uniform and refined microstr'.ctures can be achieved with smaller grain sizes and

finer distributions of intermeta: _ics. In comparison with aluminium alloys, the rapid
solidification of magnesium alloys has received less attention, but some promising
results have been achieved. A large fraction of the reported data has been on

constitutional changes and on the formation of metallic glasses.35 but the intention
here is to concentrate on examples where engineering properties have been measured.

Magnesium powder alloys were first produced in the early 1950s using gas
atomisation,3® but the great interest in rapid solidification which followed the work
of Duwez et al37 in the 1960s left magnesium alloys somewhat neglected. In the last
decade interest has been revived and other rapid solidification techniques have been
used, including twin roller quenching, melt spinning and planar flow casting. The
extent to which microstructures can be refined increases with increasing cooling rate.
Those achievable by atomisation are up to 105 Ks-! and those from chill methods such
as melt spinning are up to 1010 gg-1, An inert gas atmosphere is necessary to minimise
oxidation of the powder particles or ribbon during solidification because of the
reactivity of magnesium alloys. An additional problem with magnesium is its high
vapour pressure, which can result in metal losses from the melt whilst achieving the
required superheat if the liquidus temperature is high or if the dissolution rate of
the element in magnesium is low. In gas atomisation, control of powder particle size
is difficult because metal droplets are drawn out into ligaments which separate into a
series of large and small particles.38v39 The fraction of very fine particles which
is generated can be highly flammable and difficult to handle. Liquid dynamic compaction
has also been used to produce rapidly solidified (RS) magnesium alloys.40 The cooling
rates are about 103 Ks'l. so the degree of microstructural refinement is less than that
achieved by other methods, but the need to handle powder is avoided. Consolidation of
powder or ribbon is done preferably by extrusion to create the shear forces necessary
to break up the oxide lay¢r around each particle and promote metal to metal bonding.
The usual extrusion temperatures for conventional magnesium alloys are in the range
300-450°C to make deformation easier, but RS alloys are usually extruded at less than
250°C to retain their metastable microstructures.

In the more advanced field of RS aluminium alloys, degassing prior to extrusion
is considered necessary to ensure a fully dense product.al If the powder or ribbon is
not degassed sufficiently then moisture or hydregen released during heat treatment can
cause blistering and the pores so produced decrease the fracture toughness and the
ductility. In the exploratory work on RS magnesium alloys described in this paper
inclusion of a degassing step is not always reported. Joshi et a14? investigated the
degassing of Mg-Al-Zn-rare earth alloy ribbon and detected gaseous emissions at about
218°C and 305°C. The former was caused by the evolution of H,0, CO and CO, and the
latter by the evolution of hydrocarbons,. Nussbaum et al?3 studied the effect of
degassing on RS AZ91 alloy ribbons. H>0 was released between 250 and 3%50°C, and CO>
and Hp, above 300°C. The ribbons were therefore extruded at 250°C or 350°C, Degassing
was found teo reduce the tensile properties tn the longitudinal direction, dbut there wa s
no evidence that it was a necessary step. However, it was noted that its effect on
compressive strength and transverse properties needed to be investigated,
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3.2 Improvements in mechanical properties

The limitations in the mechanical properties of magnesium allcys and the way rapid
solidification is being used to extend them will now be considered. One of the main
objectives is to increase the strengths of magnesium alloys. Several magnesium alloy
systems can be age hardened,44 for example, Mg-Zn, Mg-Al and Mg-Ag, but the -~esponse is
significantly less than in aluminium alloys. Using rapid solidification the solid
solubilities of elements in magnesium can be extended so that greater volume fractions
of known precipitates may be obtained or completely new age hardening systems may be
investigated. Furthermore, the grain sizesof RS alloys are smaller than those of ingot
metallurgy alloys and therefore increased yield strengths may be expected because of
the Hall-Petch effect.

The mechanical working of magnesium alloys is difficult because of the limited
number of slip systems available in the hexagonal crystal structure.2’7 At room
temperature the only slip systemswhich can operate are the three in the basal plane in
the <1120> directions. Consequently, considerable stresses develop at boundaries
between grains which are unfavourably orientated for slip and adjacent grains in which
slip can occur more easily. This causes cracking. Twinning can also take place on the
{1012} pyradmidal planes. When stresses are parallel to the basal plane twinning occurs
only in compression, and when stresses are perpendicular to the basal plane it occurs
only in tension.45 Extrusion and rolling of magnesium alloys at relatively low
temperatures aligns the basal plane parallel to the extrusion direction or the rolling
direction respectively. Since twinning occurs readily when compressive stresses ar~
parallel to the basal plane, wrought magnesium alloys usually have a lower proof stre..zth
in compression than in tension. The ratio can be between 0.5 and 0.7, but increases
with increasing temperature, because above about 225°C, additional slip systems begin
to operate on the {1011} pyramidal planes, making twinning less important and deforma-
tion easier.

The reduction in grain size from using rapid solidification can therefore have
two further beneficial effects on mechanical properties. Firstly, twinning becomes
more difficult as the grain size decreases so that the ratio of compressive to tensile
proof strength increases. Secondly, the stresses between grains of different
orientation are less, thus reducing the risk of cracking during mechanical working.
Another route being followed is to prodiuce extended solid solutions containing elements
which decrease the axial ratio of magnesium's hexagonal lattice. This makes slip on
the {1071} <1120> system easier and mechanical working is improved.3o

Some experimental results can now be considered, beginning with those where
commercially available alloys were rapidly solidified. Busk and Leontis3® were
the first to recognise the benefits of a refined microstructure on the mechanical
properties of magnesium alloys. The grain size, dendrite size and scale of coring of
an AZ31 alloy (3%Al-1%Zn) were much finer in gas atomised powder than in the equivalent
cast billets, and the properties of the resulting extrusions were at least as good as,
and usually better than, those of extruded cast billets (Fig 12). The most significant
property improvement was in compressive yield strength, presumably because the smaller
grain size made twinning more difficult.

Isserow and Rizzitano4® produced powder of the commercial alloy ZK60A using the

rotating electrode process, ZK60A contains nominally 6%Zn and 0.5%2r and is one of
the strongest conventional wrought magnesium alloys. The powder was extruded at room
temperature, 65°C and 120°C using an extrusion ratio of 10:1. One of the best

combinations of strength and ductility was obtained using an extrusion temperature of
65°C, followed by a heat treatment of 24 hours at 120°C. The tensile 0.2% proof stress
was 40% higher, and the UTS 20% higher than the values for theconventionally cast and
extruded alloy (Fig 13). The higher strength of the extruded powder was attributed
principally to the very fine, elongated grains, about lur in diameter, and also to a
fine distribution of Mg-Zn intermetallics and increased effectiveness of cold working.
Results from Charpy impact tests were approximately three times higher than for the
commercial alloy which was explained by an erratic «crack path acrcss the fibrous grain
structure. The fracture surfaces of the tensile test pieces were alcs fibrous and
Flemings and Mortensend7 noted from this that the transverse properties of the alloy
may have been poor. They therefore produced melt spun ribbon of the =ame ZK6CA alloy
and showed that the amount of shear taking place with an extrusion ratio of 10:1 was
insufficient to fully consolidate the ribbon. However, uring an extrusion ratio of
30:1 and extrusion temperature of 210°C, consolidation was improved and the fibrous
fracture was replaced by a more ductile one. The tensile properties were again

better than those of conventionally processed ZK60A alloy (Fig 13). he yield and
tensile strengths were somewhat lower than those obtained by Isserow and Rizzitano, 46
but the elongation was higher; a yield stress of 365MPa, a UTS of 388MPa and an
elongation of 19.6% were reported.

More recently Nussbaum et al43,48 nhave investigated the effects of rapid
solidification on the commercially available high purity version of AZ91 alloy. Ribbon
was made by melt spinning, then cold compactéd and extruded in the temperature range
200-350°C at extrusion ratios of between 12:1 and 30:1 and at ram speeds of 0.5-3smmg~ 1,
The grains in the extruded specimens were about lum in diameter compared to 30um in
conventionally processed material, and equiaxed, showing that recrystallisation had
occurred. Grain size increased with increasing extrusion temperature and extrusiocn
speed. The highest strengths were reported for samples extruded at 0.5mms~1 and
200°C, using an extrusion ratio of 20:1. The tensile yield strength was 416MPa, the
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UTS 486MPa and the total elongation 6% (Fig 14). The yield strength was 50%

higher than that of the conventionally processed alloy AZ80 and moreover, the
compressive and tensile yield strengths of the fine grained extruded RS alloys were
equal. They considered the strengthening mechanisms in the allhy - solid solution
strengthening, dispersion strengthening and grain size strengthening - and concluded
that the reduction in grain size alone could account for the difference. The
Hall-Petch coefficient for the alloy was estimated to be 210MPa /um. They noted that
this was somewha: lower than values reported for conventional magnesium alloys
(280-320MPa vum), but nevertheless much higher than that for aluminium €68MPa vum).
This demonstrated the sensitivity to grain size of the yield strength of a hexagonal
metal such as magnesium in comparison to a face centred cubic metal such as - luminium.
Refinement of grain size by RS is applicable to both, but the effect is much _;reater
in magnesium.

Alloys whose compositions lie outside the range of those of conventional ingot
metallurgy have also been investigated by RS processing. Meschter?9 examined the
properties of Mg-10%Al and Mg-12.5%Al1-1.5%Si alloys made by twin roller quenching,
followed by extrusion at 230-250°C. These alloys contained a greater percentage of
aluminium than is normally present in cast alloys and the aim was to achieve a higher
volume fraction of Mg)7Alip strengthening precipitate. The grain sire of the RS
Mg-10%Al alloy was 7 to 10 times smaller than i:. extrucions of conventionally cast
Mg-9%Al alloys, and that of the Mg-12.5%A1-1.54Si alloy was further reduced by a
factor of 4.6, because grain boundaries were pinned by Mgp,Si dispersoids, impeding
grain growth during extrusion and heat treatment. The Mg-10%Al alloys were solution
treatel and aged with and without a prior 2% stretch. In slowly cooled alloys
precipitation of Mgj;7Alj, is usually continuous, but the small grain size in the
RS Mg-10%Al alloy caused almost complete discontinuous precipitation to form a
lamellar structure. A 2% stretch prior to aging resulted in an increase in the volume
fraction of continuous precipitate with a consequent increase in yield strength.

For example, following a 2% stretch and aging for 64 hours at 140°C, a yield stress
of 351MPa, a UTS of 430MPa and an elongation of 3.8% were achieved (Fig 14). A
higher yield strength was measured for the finer grained Mg-12.5%A1-1.5%Si alloy,
but the elongation was reduced to 1.4%.

Perhaps one of the most attractive alloying additions to magnesium is lithium,.
Not only does it reduce the density, but also by the addition of 1lwt% lithium, the
hexagonal crystal structure of magnesium is changed to a single phase, body centred cubic
structure which is more ductile and e sier to form. In the 195%0s, magnesium-lithium
alloys were thought to have consideravle potential for aerospace applications, but
this potential has never been realised. High strength Mg-Li alloys containing
additions of 2Zn, Al, Cd or Ag were developed with 0.2% proof stresses of approximately
300MPa. However, these strong alloys overaged readily above about 65°C and were
susceptible to creep when stressed at relatively low levels at room temperature and
they had poor corrosion resistance.> The problems of overaging could not be overcome
in the high strength alloys and the commercially availabtle alloys developed, eg LA141,
were of relatively low strength. The grain size of these alloys is quite large and
Meschter and 0'Neal>0 used rapid solidification by twin roller quenching to refine
the grain size. A Mg-9%Li alloy was used with the addition of approximately 1% Ce
or Si. These elements have low solid solubilities in magnesium and they form a fine
dispersoid to stablise the grain size. Mg-9%Li is a two phase a/B alloy and the a
plate thickness and plate spacing were 10-30 times smaller than those in conventionally
processed alloys. After 2 hours at 300°C, the a/B8 microstructure of the RS Mg-Li
flakes had coarsened slightly, that of the Mg-Li-Ce flakes had coarsened extensively,
while that of the Mg-Li-Si flakes was unaffected. The combination of microstructural
refinement and dispersion strengthening in the extruded Mg-Li-Si flake resulted in a
yield strength 60% higher than that in a conventionally cast and extruded Mg-9%Li
billet. Grensing and Fraser®l examined the possibility of adding greater amounts of
silicon to Mg-Li alloys to produce a metastable supersaturation of silicon which could
be heat treated to form a fine dispersion of Mg,Si particles. However, the
microstructure of a melt spun binary Mg-2.75%5i alloy was a coupled eutectic and the
ribbons were very brittle.

The RS magnesium alloys which have received the most attentio:n are the
Mg-Al-72n-Rare Earth alloys developed by Chang et al52,53 a¢ Allied Signal Inc. Initially,
a series of Mg-Al-Zn-RE, Mg-Al-Zn-RE-Mn and Mg-Al-Zn-Si-Mn alloys were produced by
planar flow rasting and melt spinning, and extruded using an extrusion ratio of 18:1.
The grain size of the as-spun ribbon in the Mg-Al-Zn-RE alloys was 0.36-0.7um
diameter and fine dispersoids, 0.04-0.07um in diameter, were present. In the alloys
containing Ce, Nd and Pr, the dispersoidswere Mg3Ce, Mg3Nd and MggPr respectively, whilst in the
alloys containing yttrium the dispersoids were Mgji7Ys3. These dispersoids pinned the
grain boundaries during subsequent consolidation. High yield strengths and tensile
strengths were reported and two compositions were selected for further development
because of their good combination of mechanical properties and corrosion resistance.

The first contains 5%Al, 5%2n and 4.9%Nd and is designated EASS5RS, and the second
containg 5%Al, 5%Zn and 5.9%Y and is designated EA65RS .94 FAG65RS is the stronger of

the two alloys, but EA5%RS is the more ductile (Fig 1%). In common with other RS
magnestum alloys the compressive yield strength is similar to the tensile yield
strength because of the very small grain size. Fracture toupghness results have also
been reported for these alloys. In the as-extruded condition the values ares low; that
aof E*%% i5 aboul 19UMPa /m, but it has been nereased to 1 MPh o m by a T4 heat
treatment, with an accompanying decrease in .trﬂng'h.“” The low fracture toughness in
she as-extruded condition is attributed to brittle particles which are aligned along
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the extrusion direction. Some of these brittle particles are dissolved during heat
treatment to improve the fracture toughness.

Joshi et al142,56 produced a range of complex alloys containing Al, Li, Mn, 2Zn,
Ce and Y. The melt spun ribbon of each alloy was cold pressed, hot pressed, then
extruded between 250 and 350°C using an extrusion ratio of 20:1. An alloy containing
10.2%Al, 2.7%Mn, 3.2%Zn and 5.8%Ce had a yield strength of 431MPa, an ultimate
tensile strength of 468MPa, a Young's modulus of 42.7GPa and an elongation to fracture
of 14.9% (Fig 15). Once again the compressive yield strength was similar to the tensile
yield strength because of the small grain size. An alloy containing 6.8%Al, 3.,4%Li,
0.41%Li, 2.57%Zn and 3.55%Ce had a lower density, but the yield strength and ultimate
tensile strength were also lower such that the specific properties were not as good as
those of the first alloy.

Inevitably, the majority of results reported above are for tensile properties

for these are usually the first to be obtained in any exploratory work. A systematic
study of the effect of alloying additions on the Young's modulus of RS magnesium
alloys has not been carried out. Theoretical calculations indicate that Al, Y, Mn, Ni

and Fe should not si%nificantly affect the specific modulus while Zn, Ca and Ce should
reduce it slightly.3 Only Si and Be are calculated to increase it, but RS Mg-Si
alloys containing 3%Si are brittle and Be is only slightly soluble in molten magnesium.
Whether improvements in mechanical properties alone would be acceptable for aircraft
structures is questionable, for the greatest res.stance to the use of magnesium alloys
arises from their poor corrosion properties. Although a high strength rapidly
solidified alloy could be given a protective coating, there would still be the risk
that the coating could be damaged. Therefore, efforts are also being directed towards
improving the corrosion resistance of magnesium alloys by rapid solidification.

3.3 Corrosion properties

There are three approaches which can be taken to improve the corrosion resistance
of magnesium ailoys. It was described earlier how the corrosion rates of magnesium
alloys are often controlled by the presence of more noble second phase particles. The
first approach is therefore to use the microstructural refining capabilities of RS to
homogenise an alloy and slow down the cathodic reaction. Cotton and JonesS7 showed
that an RS Mg-15%Al1 alloy was less sensitive to heavy metal impurities than a
conventionally solidified alloy. Their explanation was that the distribution of
Mgy7Al;, precipitates was much finer in the RS sample. Therefore, an iron rich particle
in a slowly cooled sample could be surrounded by a region of only magnesium solid
solution, whereas a similar particle in an RS alloy would be more likely to be surrounded
by a fine mixture of magnesium solid solution and Mg;7Aly, precipitates. These fine,
less active precipitates may have raised the overall corrosion potential of the area
immediately surrounding the iron rich particles.

The second approach is to increase the electrode potential of magnesium by
alloying it with a more noble element. This would reduce the potential difference
between the resulting alloy and any more noble metal to which it was joined. Such,a
method could only be successful if the alloying element was in solid solution and if
the solid solution was thermally stable. If precipitation occurred, the precipitate
would inevitably be more noble than the matrix and many sites for the cathodic reaction
would be created.

The third and most favoured approach is to alloy magnesium with elements which
may cause a more protective film to form on the metal surface. If a thin film is
formed on the surface of a corroding metal then anodic polarisation can occur, with a
consequent reduction in the metal dissolution rate. Ideally, the film should be stable,
self healing and have low ionic ad electronic conductivity. It has already been stated
that the naturally forming hydroxide film on magnesium causes some polarisation, but
it tends to crack and is partially soluble in water and therefore does not give complete
protection. Using rapid solidifi~atis~ it may be possible to develop a new magnesium
alloy on whose surface a completely different ancd more protective surface film is formed.

When a binary alloy containing two elements A and B corrodes in water, there are
a number of oxides or hydroxides which could form on the surface. Those of pure A
and/or pure B may form and either may contain small amounts of the other cation.
Alternatively, the two elements may combine together to form a mixed oxide.
Thermodynamically, the oxide which is most likely to form is that which has the most
negative free energy of formation. A list of these values is given in Table V. The
values in the table refer to unit activities and they may be different in a binary
alloy.

In practice, however, the formation of a particular oxide is controlled not only
by thermodynamic considerations, but also by kinetic factors. Suppose that in a
binary alloy, the oxide of the solute element has a much more negative free energy of
formation than the oxide of the solvent metal. In theory the former should develop
preferentially, but it may not do so if the atomic fraction of the solute element is
too small, ur if the solute element is unable to diffuse to the surface quickly enough.
Furthermore, the thermodynamics and kinetics cannot predict if the oxide which forms
will be porous or firmly adherent to the surface. To offer good protection, it must
be adherent, non-porous and not dissolve in the electrolyte.

Clearly, with sn many factors involved, it {8 difficult to predict the film
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forming characteristics of any prospective RS magnesium alloy. It seems reasonable
however that in choosing possible alloying additions, attention should turn to

those elements whose oxides have more negative free energies of formation than MgO.
Unfortunately MgO itself has a large negative free energy of formation and there

are only a few elements below it in Table V. Beryllium is one such element and a
small amount of beryllium (0.01%) does indeed improve the high temperature oxidation
resistance of magnesium by forming a thin layer of Be0O on the surface, as seen with
the Magnox alloys used in the nuclear industry3. However, this does not occur at
room temperature because the diffusion rate of beryllium is too low. Yttrium and the
rare earth elements, cerium, neodymium and gadolinium, for example, and calcium also
lie below magnesium in Table V and several examples of additions of these rlements to
RS magnesium alloys will be described later.

If the free energy of formation was the only factor involved then the choice of
elements would be very limited. However ,as stated earlier, the free energy of
formation is only one indicator of the likelihood of a certain corrosion reaction taking
place; it gives no information about the speed of the reaction. It is thus possible
that two different oxide layers or a mixed oxide could form on the surface. Suppose
the oxide is formed by the outward movement of cations. If the mobilities of the cations
in the initially formed oxide film are different, the more mobile cation could migrate
towards the growing oxide surface, leaving the less mobile cation in the inner layers.
In the limiting case, two distinct oxides will form. Alternatively, the cations could
dissolve at different rates at the film/solution interface so that the surface film
becomes enriched in the slower dissolving element. 1If either were to take place on a
magnesium alloy, then initial formation of magnesium oxide or hydroxide could be
followed by the formation of a second oxide, the latter controlling the corrosion rate.
The chance of this happening would be greater if the oxide of the second element also
had a large negative free energy of formation. A third possibility is the formation of
a mixed oxide, for example the spinel MgAl,0,4. This is inert to water and alkali
solutions and has been shown to form on aluminium-magnesium alloys resulting in improved
corrosion resistance.>9

The benefits of alloying to produce a more protective film are well known for
stainless steels. Chromium oxide has a more negative free energy of formation than iron
oxide and creates a more passivating film. The surface film on stainless steels is
enriched in chromium and when 12-18%Cr is added the passivating properties of chromium
are approached.GO A similar behaviour on a magnesium alloy is the desired objective in
work using rapid solidification. All the elements which are being considered are likely
to have their greatest effect on the composition of the surface film when they are
retained in solid solution. An oxide film is more likely to be uniform, and hence more
protective, if the distribution of elements beneath it,in its parent metal, is also more
uniform, The ability of RS to achieve microstructural refinement and extend solid
solubilities therefore makes it a particularly attractive route for investigating new
alloys.

The experimental results which have been reported will now be described, beginning
with investigations of the addition of yttrium and rare earth metals. The rare earths
are a standard addition to conventional cast and wrought magnesium alloys to suppress
porosity and to improve high temperature strength and creep resistance. They are not
usually added to increase corrosion resistance, although the relatively low corrosion
rates of the new high temperature alloys, WES4 and WE43,5 are due in part to their
yttrium content. The interest in rare earth additions to RS magnesium alloys stemmed
from the results reported by Chang et al52,53 at aAllied Signals for their Mg~Al-Zn-RE
alloys containing up to 6% yttrium, cerium, praseodymium or neodymium. The tensile
properties of these alloys were reported earlier, but, in addition to having high
strengths these alloys have low corrosion rates. The addition of yttrium, neodymium
or praseodymium was found to be more beneficial than addition of cerium. Weight loss
tests in aqueous 3% NaCl solution on extruded samples of EA55 and EA6S showed the
corrosion rates of these alloys to be about 10mpy (0.25mm/year) which is comparable with
that of the high purity version of AZ291 (Fig 16). This was attributed partly to the
refined microstructure including the formation of (Fe,Mn)Al; which reduced the damaging
galvanic effect of iron impurities, and partly to the inertness of the second phase
particles containing rare earth elements which prevented pitting. It was also speculated
that the rare earths altered the nature of the surface film in some way to make it more
protective.

A more systematic study of the effects of yttrium and rare earths on the corrosion
properties of magnesium has been carried out by Krishnamurthy et al.61-64  Melt spinning
and twin piston quenching were used to produce binary alloy ribbon and splats containing
up to 26%Y, 20%Nd or 21%Ce. The maximum equilibrium solid solubiljities of these elements
in magnesium are 12.4%, 3.6% and 0.52% respectively, but RS has been used to form
metastable solid solutions containing 25%, 6.1% and 3.5% respeccively.65 In the work
of Krishnamurthy et 3161-66' the splats were about 150um thick and the ribbons about 50um
thick and the cooling rates achieved were not sufficient to prevent the formation of
second phases. In the Mg-Nd alloys, the equililrium phase Mg;,Nd was formed, together
with a metastable cubic phase Mg3,Nd.

The corrosion properties of bulk alloys are frequicully assessed ry wmeasuring the
welght lost from t‘he specimen after immersion in a salt solution or exposure to a salt
spray for several days. This is impractical on ribbon and splats because they are so
thin that perforation goon occurs. Short time weight loss experiments can be done on
thicker splats, but often the corrosion properties are investigated using techniques
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such as potentxodynamxc polarisation and electrochemical impedence spectroscopy (EIS). 66
In the former, the potential of the gspecimen is varied by impressing on it a current
which is equal to the difference between the anodic and cathodic current, to produce a
curve of potential vs. current density. The corrosion rate can be found by extrapolation
of the curves in the region of the corrosion potential and they also show, for example,
whether the specimen undergoes an active-passive transition. In electrochemical
impedence spectroscopy a sinusoidal voltage perturbation is imposed on the specimen,
centred around the free corrosion potential. By measuring the response of the sample
the corrosion resistance (Rqopp) can be found, which is inversely related to the
corrosion rate. Care should be taken in interpreting the results of such tests for

they are obtained in a much shorter time than weight loss results. Corrosion rates
frequently decrease with time and corrosion rates measured by these techniques may be
higher than those obtained by weight loss. However, Makar et al®7 obtained good
correlation between EIS and weight loss results providing the corrosion was uniform,

and such techniques help to gain a fundamental understanding of the corrosion processes
taking place. They can also be used to identify in a short time potentially corrosion
resistant alloys, although it cannot be assumed that any promising results on ribbons

or splats will automatically be transferred to the extruded product for the micro-
structure may change during consolidation.

Krishnamurthy et al61-64 s55essed the corrosion behaviour of their splats by
obtaining potentiodynamic polarisation curves. The specimens were immersed in 0.01M
NaCl solution and the most significant feature in the curves for the RS Mg-Nd and Mg-Y
alloys was a region of pseudopassivation, which was absent from the curves for ingot
cast alloy of the same composition (Fig 17). This occurred at potentials greater than
about +0.4V and the effect was to reduce the current density by a factor of about ten
in comparison to the ingot cast alloy. The reduction in current density associated
with the pseudopassivation became greater as the neodymium content increased. The
effect was attributed partly to the large negative electrode potential of the rare
earth elements and partly to their enrichment in the surface film. The electrode
potentials of the rare earth elements are slightly more negative than that of magnesium
and hence the second phases containing rare earths were anodic to and therefore
sacrificially protected the magnesium matrix during corrosion. Surface analysis of the
Mg-20%Nd ribbon showed moderate enrichment of the Mg(OH), film in neodymium, and more
significantly where the film had cracked there was a pronounced increase in the
neodymium content, suggesting the formation of a second film, Additions of Y, Nd and
Ce to rapidly solidified ZK60 magnesium alloy were then investigated and it was found
that the pseudopassivation effect was also reproduced in these more complex alloys.
Hehmann et al investigated the corrosion properties of melt spun magnesium alloy
ribbon containing 5.8 and 17 7%Y. The yttrium had a detrimental effect on corrosion
rate when in solid soclution, but when the samples were heat treated, to form the
MgocY,4 precipitate, the corrosion rates were improved. It was suggested that these
precipitates might give cathodic protection to the magnesium matrix.

A second element which has been investigated and found to improve the corrosion
properties of magnesium is aluminium. Again, this is a standard addition to
conventional cast and wrought magnesium alloys. Nussbaum et a143 reported that the low
corrosion resistance of high purity AZ91 (9%A1-1%2Zn) could be retained in the rapidly
solidified and extruded version described earlier. The maximum aluminium content of
conventional magnesium alloys is about 9% whereas RS has also been used to investigate
alloys with higher aluminium contents. In a systematic study of RS binary alloys,
Joshi et a196+67 produced melt spun ribbon containing 14.4%, 28% and 42.8%Al. The
corrosion rates of the 20-50um thick ribbons were measured in 0.05M sodium borate
solution (pH 9.2) using electrochemical impedence spectroscopy. As the aluminium
content was increased, the corrosion rate steadily decreased. Surface analysis of the
air formed oxides on the ribbons showed that those containing 28% and 42.8%Al were
enriched in aluminium. Ahmed et al69 produced RS binary Mg-Al alloys containing up to
14.5%A1 by twin piston splat quenching. Weight loss tests on the splats were carried
out in 3%NaCl solution buffered to pH 10.4 with Mg(OH)>. The tests were short, 4hr
and 17hr, because the 100um thick splats quickly perforated, but the results were in
accord with those of Makar et al®7 in that aluminium decreased the corrosion rate.
Further support for the beneficial effect of aluminium was obtained by Hehmann et al70
who obtained potentiodynamic polarisation curves from binary Mg-Al ribbon containing
9.6-23.4%A1 in 0.001M NaCl solution. The corrosion current of an RS alloy containing
9.6%A1 was approximately three times lower than that of a chill cast alloy of the same
composition. As the aluminium content of the ribbons was increased to 23.4% their
corrosion rates continued to decrease by about two ordersof magnitude. Furthermore,
the potential at which pitting began increased as the aluminium content was increased
from 17% to 23%.

The effect of aluminium on corrosion rateobserved by these three groups is sow in
Fig 18. The absolute values should not be compared because alloys of different purity
were used and they were tested by different methods in different electrolytes, but the
regsults demonstrate the beneficial effect of aluminium. It was generally agreed that
there were two reasons for these beneficial effectas. The first was the extension of
solid solubility of aluminium in magnesium. Although Makar et al®7 detected some
Mgi7Al), precipitates in their ribbons, Hehmann et al 70 observed a single phase
microstructure in the as-spun ribbon containing 21.6%Al, and Luo 71 has shown that the
solubility can be extended to at least 24.5%. Mgi7Al;, is more noble than magnesium
and its absence therefore removes any damaging galvanic action. The second reason was
that the aluminium altered the nature of the surface film. Makar et a167 analysed the
air formed film on the ribbons and found it to be composed of a Mg0 top layer and an
Al /Mg mixed oxide underlayer. The MgO0 layer became thinner as the aluminium content
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was increased. Hehmann et al?0 analysed the variation with time of the composition

of the electrolyte used in the polarisation tests of a Mg-23.4%Al alloy and found

that initially only the magnesium dissolved and that further dissolution stopped after
2-5 minutes. This was interpreted as aluminium enrichment of the surface favouring

the formation of a passive alumina based film. Baliga et al72 made a detailed study of
the corrosion products on the surface of RS Mg-3.5%Al alloy splats, but found no
evidence of aluminium enrichment in the surface of this more dilute alloy.

Joshi et al56.67 also studied the effect of up to 27.5%Zn, 39.3%Ca, 14%Li or
1.7%Si on the corrosion rate of magnesium, and Ahmed et a169 studied the effect of up
to 12.4%Zn. Both agreed that additions of zinc increased the corrosion rate (Fig 19).
Themines’3 reported earlier that the equilibrium solid solubility of zinc in magnesium
(8.4%) was not extended when cooling rates of 105 Ks~1 were used. Ahmed et al®® therefore
assumed that in ribbon containing more zinc the corrosion rates would be increased by
the presence of the galvanically active phase Mg;Zn3. Joshi et al 56,67 also found that
additions of calcium, lithium and silicon increased the corrosion rate (Fig 19). The
solid solubility of calcium was thought to have been extended from 1.3% t011.3% and the air
formed oxide films on Mg-Ca ribbons were enriched in calcium. Calcium oxide (Ca0) has
a lower free energy of formation than that of magnesium (Table V) and alsoc has a more
negative electrode potential (Table I). If Ca0 formed on the surface of magnesium in
aqueous solution it would probably convert to the hydroxide Ca{(OH)>. If this happened
in preference to, or together with the formation of Mg(OH),, then the corrosion rate
might not be improved because the solubility of Ca(OH), in water is greater than that
of Mg(OH)g?d However, Hehmann et al’5 found that the corrosion rates of magncsium alloy
splats containing calcium were improved by a heat treatment and suggestied that this
might be due to the formation of a dispersion of calcium containiag particles which
cathodically protected the magnesium matrix.

The results described above are for binary alloys. In more complex alloys the
effect of different elements is less clear. Ahmed et al®® found that addition of up
to 2.7%Ce increased the corrosion rate of RS Mg~Zn alloys, but decreased the rate of
RS Mg-Al alloys. Addition of neodymium also reduced the corrosion rate of Mg-Al alloys
and a Mg-4%Zn alloy, but increased the rate of a Mg-8%Zn alloy. Chang et al1%2,53 found
Y, Nd or Pr to be more effective than Ce in reducing the corrosion rate of Mg-Al-Zn-RE
alloys. Similarly, Joshi et al56 found Y and Nd to have a better effect than Ce in
complex allogs contairing different amount of Al, Li, Mn, Zn, Ce, Y and Nd. However,
Makar et al®7 fornd Ce to be more beneficial after testing the same series of alloys.
It was difficult to isolate the effect of individual elements when the composition of

more than ouvne element changed between samples. The effects are clearly complicated
and as Ahmed et al®?® noted, it could depend on how much of each element was in solid
solution. Further microstructural work and surface analysis would be valuable in

clarifying the effects of individual elements.

There is more agreement over the beneficial effect of manganese. When up to
4% was added to RS Mg-Al and Mg-Zn alloys69 and up to 2% to more complex alloys,67
it consistently lowered the corrosion rate. A small amount of manganese (0.3%) is
added to commercial alloys to contrul the iron content which has already been noted
(Section 2.1), but the manganese additions to RS alloys are in excess of this. Again.
the form in which the manganese is present would be important. Varich and Litvin’6
extended the solid solubility of manganese in magnesium to 5.4% and noted that the
alloys were more resistant to etching as the manganese content increased.

From their investigation of a range of elements Joshi et al42+56 piaced them in
order of their beneficial or detrimental effect. Y, Mn, Nd and Ce, in decreasing order
were found to be the most beneficial and Si, 2Zn, Ca and Li, in decreasing order were
found to be the most damaging. Although the beneficial effect of aluminium was discussed
earlier, its effect was not as great as that of the rare earths so that large fractions
had to be added before the effect was significant. Based on this information, three
more complex alloys were investigated - Mg-6.8A1-3.4Li-0.41Mn-2.572n-3.55Ce, Mg-10.2Al-
2.67Mn-3.18Zn-5.8Ce and Mg-11.1A1-2.44Zn-3.2Y. The high strengthsof these alloys were
reported in Section 3.2 and EIS results indicated that their corrosion rates were lower
than commercial alloys. However, the corrosion rates of extruded samples calculated
from weight loss after immersion in 0.05M sodium borate/3.5%NaCl were high (43-320mpy,
1.1-8.1mm/year). Corrosion was localised at prior particle boundaries and, therefore,
corrosion rates calculated from weight loss were increased by the loss of individual
particles. It was thought that the oxide around each particle was not broken up
sufficiently during thermomechanical processing leaving regions of different chemical
behaviour. Process development to hinder the formation of the oxide rich interfaces
was expected to improve the salt water corrosion resistance.?2

Reference has been made to the equilibrium phase diagrams of binary magnesium
systems, which show that many elements have low solid solubility in magnesium, In
addition, there are a number of systems, for example, Mg-Be, Mg-Fe, Mg-Cr and Mg-Ti
which have large liquid immiscibility gaps. Clearly the investigation of these alloy
systems is outside the capability of any melt quenching techniques. Mg-Fe and Mg-Ti
composite alloys have been made by mechanical alloying to produce supercorroding alloys
which react with sea water quickly and at controlled ratesto provide heat sources.’”
For this purpose, the iron and titanium had to be separate phases embedded in the
magnesium, However, by using ion implantation or physical vapour deposition, extended
solid solutions of elements insoluble in molten magnesium can be produced. 1In ion
implantation, a beam of energetic ions is used to inject chosen elements into the
surface of the material to be treated. This provides the opportunity of extending
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solid solubility limits, but the technique is limited to the modification of surface
layers. Akavipat et al’8,79 implanted iron or boron ions into the surface of pure
magnesium and the alloy AZ91C, and assessed the changes in corrosion properties of the
alloys by obtaining potentiodynamic polarisation curves in 0.1% NaCl solution. The
current densities of the implanted samples were lower than those of the unimplanted
samples and the iron and boron also made the corrosion potential more noble. In
addition, the implantation of iron into the surface of the AZ91C alloy altered the
corrosion process. In the unimplanted sample, the magnesium matrix corroded around the
more cathodic Mgy7Alip particles, but in the iron implanted samples, the Mg;7Al;,
particles chemselves corroded and there was no severe attack of the solid solution
regions between the islands. It was suggested that the iron altered the nature
of the protective film thus changing the initial breakdown conditions.

Unlike ion implantation, physical vapour deposition is not limited to the
modification of surface layers. At RAE,a process has been developed for the production
of bulk aluminium alloy deposits up to 40mm thick,8C and methods for producing bulk
magnesium alloys are being investigated. When an atom condenses on a cold surface the
time taken for it to reach equilibrium with the surface can be as short as 10-13
seconds .81 Herce the capability to exlend solid solubility Jlimits is greater than in
melt quenching techniques where the fastest cooling rates are about 1010 ksl, 1To
explore the possibilities of developing vapour deposited magnesium alloys a series of
binary Mg-Mn and Mg-Cr deposits were made. In the Mg-Cr deposits the solid solubility
of chromium was extended to 29%, but in the Mg-Mn deposits, although there was some
extension of solid solubility, particles of a-Mn were also present at grain boundaries.
Tiue corrosion rates were calculated from weight loss measurements on lmm thick samples
immersed in 3% NaCl solution for one week. The results are shown in Fig 20. The
corrosion rate of unalloyed vapour deposited magnesium was low because its purity was
increased by the evaporation process. Chromium increased the corrosion rate compared
to that of vapour deposited pure magnesium. Small additions of manganese may have
decreased the corrosion rate, as found by Ahmed et af? but when more manganese was
added it increased again, possibly because of the large volume fraction of a-Mn
particles present. The ability to produce these alloys demonstrates the increased
scope for alloy development presented by vapour deposition,and other alloy systems are
under investigation.

3.4 Summary

In work aimed at improving the mechanical properties of magnesium alloys, it is
apparent that the aspect of RS of which most advantage has been taken is microstructural
refinement. Improvements in tensile yield strength have been attributed principally
to a reduction in grain size and, therefore, increased strengthening through the
Hall-Petch effect. Compressive yield strengths are also higher because twinning is more
difficult. The fine grain size present in powder or ribbon is often stabllised during
consolidation by the addition of a dispersion of intermetallics based on silicon or
rare earth elements. There has been little work aimed at increasing the volume fraction
of known age hardening precipitates or investigating new age hardening systems.

With regard to corrosion properties, the lowest corrosion rates in salt solution
reported for RS magnesium alloys are for the Mg-Al-Zn-RE alloys, EASS5 and EA65,5d and
RS high purity A291.93,48 1n the former, the improvement comes from the addition of
rare earth elements and in the latter from the high purity of the alloy constituents.
The target of a more protective, self healing surface film has not yet been achieved,
although there is some evidence that an alumina based film may form on some Mg-Al alloys.
Of the alloying elements investigated, yttrium, neodymium, cerium and manganese appear
to be the most beneficial. It was suggested earlier that since the free energy of
formation of the oxides of yttrium and the rare earth elements are more negative than
that of magnesium (Table V) then these elements might cause a more protective film to
form on the surface. This has not occurred in the alloy compositions so far investigated.
There was some evidence that neodymium was enriched in the surface film of an alloy
containing 20%Nd, but, in another example, even when 18%Y was present in solid solution
it had a harmful effect on the corrosion properties. To consider adding more Y or Nd
than this to alter the nature of the film becomes increasingly impractical because of
the increasing cost and density of the alloy. Instead, most of the observed benefit of
rare earth additions appears to come from the second phase particles which they form.
These are anodic to, and sacrificially protect, the magnesium matrix. As more work
on the microstructure of alloys and surface analysis of protective films is done, then
our understanding of the corrosion processes should improve. The effect of allnving
additions is mostly understood when the elements are present as a second phase and
there is scope for more investigations of the effects of elements in solid solution.

In this respect, the results of the ion implantation experiments were particularly
encouraging. As Akavipat el al’8 remarked, iron is known for its particularly damaging
effect when present as a second phase, but when implanted into the surface it had a
beneficial effect.

In the introduction to this paper, the specific properties of conventional high
strength magnesium alloys were compared with those of high strength aluminium alloys.
A similar comparison can now be made between the properties of RS magnesium alloys and
those of other materials in use or under development. From the alloys discussed in
this section, EA5S5 from Allied Signal Inc,2? RS AZ31 from Pechiney?3:48 and the
MG-A1-Mn-2n-Ce alloy from Lockheed4?:56 hayve the best combinations of strength and
corrosion resistance and have been used to represent the magnesium alloys. EASS is the
alloy nearest to cammercialisation.” The specific strengths of the RS alloys are
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greater than those of conventional magnesium alloys and 7000 series aluminium alloys
(Fig 21). They are comparable to or slightly higher than that of the Al-Li alloy 8090.
Another class of material receiving considerable attention is particulate reinforced
metal matrix composites (MMCs)82 and the specific strength of one example of an
aluminium based MMC has been included in Fig 21. It can be seen that the specific
strengths reported for RS magnesium alloys are higher than for the composite. In

Fig 22, specific stiffnesses are compared. Those of the RS magnesium alloys are no
higher than those for the conventionally processed magnesium alloys. In fact, because
the densities of the Mg-Al-Zn-RE alloys are increased without a proportional increase in
stiffness, their specific stiffnesses are reduced a little (Fig 22). The Al-Li alloy
and the aluminium based MMC have the highest specific stiffnesses. However, when
specific buckling resistance (gl 3/p) is considered, it can be seen that the RS
magnesium alloys compare well with the Al-Li alloy and the MMC, because a low density is
the more important factor (Fig 23). The stiffness of magnesium alloys can also be
increased further by the addition of ceramic particulate. The Young's modulus of cast
and extruded AZ61 alloy containing 20% SiC particulate is reported to be 78GPa.83 A
review of magnesium based metal matrix composites is outside the scope of this paper,
but one possible manufacturing route is to blend together and extrude a mixture of
rapidly solidified powder with ceramic particulate. This could result in low density
MMC5 with even higher combinations of strength and stiffness. Even without reinforce-
ment the comparisons made above demonstrate that RS magnesium alloys are potentially
useful weight saving materials and worthy of further development and evaluation.

a4 CONCLUDING REMARKS

Despite their low densities, the use of magnesium alloys in aircraft structures
is limited by shortcomings in corrosion resistance and mechanical properties. The
principal use of magnesium alloys in aerospace is currently in castings. The two most
recent developments are the trend towards high purity Mg-Al-Zn alloys with improved
corrosion resistance and the introduction of Mg-Y~Nd alloys with improved room and
elevated temperature properties combined with improved corrosion resistance.

The use of fluxless melting and resin bonded sands in the casting of magnesium
is now widespread and, to help compete with cast aluminium alloys, low pressure
casting is being introduced to enable wall thickness to be reduced and integrity to
be improved. By applying a polyimide/Dow 17 coating, magnesium alloys can still be
considered for gearbox applications where the oil temperature is up to 225°C.

Improvements in the mechanical properties and corrosion resistance of magnesium
alloys have been achieved through the use of rapid solidification technology.
Development is at an early stage and few alloy systems have been investigated, but
already specific strengths greater than high strength aluminium alloys have been
obtained, combined with improved corrosion resistance. The low density of magnesium
alloys in comparison with aluminium alloysgives them an advantageous starting point
from which to develop alloys with good specific properties.

Before any advanced magnesium av’loy gains acceptance it will have to demonstrate
that it can give satisfactory long term service. During the 1950s and 1960s magnesium
alloys gained a reputation for corrosion problems, which could have been avoided in
some cases if better precautions had been taken. If advanced magnesium alloys are put
into service, the correct measures must be taken to guard against corrosion, so that
in the long term, confidence in these alloys can be gained. Provided these precautions
are taken, they have the potential to save weight in aerospace structures and the
opportunities to exploit them should be fullyexplored.
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Standard electrode
Metal lon potential { V )
Gold Au® +1.42
Silver Ag® +0.799
Copper Cu® +0.345
Hydrogen H* 0.000
Nickel Ni ** -0.230
Iron Fe’z’ -0.409
Cadmium Cd -0.426
Chromium Cr* -0.740
Zinc Zn® -0.763
Aluminium Al* -1.66
Magnesium Mg” -2.38
Calcium Ca® -2.76
Lithium Li* -3.04
Table I Standard electrode potentials of some common elements.74
Typical Composition Tensile Properties
All {wt% )
oy v 0.2%PS uTS “%El
Zn RE Th Ag Zr (MPa) (MPa)
ZE4 42 13 - - 07 135 200 3
ZH62 55 — 18 — 07 155 255 5
EZ33 25 30 — — 06 85 140 3
HZ32 22 — 30 - 07 85 185 5
QE22 - 20 — 25 06 175 240 2
EQ21 - 21 — 15 06 175 240 2
Table I1 Compositions and tensile properties of cast magnesium alloys
(RE = rare earth elements). Tensile properties are specification
minima in precipitation treated condition (from MEL data).
AZ91C AZ91E
Element %min  %max %min  %max
Al 8.1 9.3 8.1 9.3
Zn 0.4 1.0 0.4 1.0
Mn 0.13 0.35 0.17 0.35
Fe - 0.005
Si 0.30 0.20
Cu 0.10 0.015
Ni 0.01 0.001

Table III Compositions of AZ91C and high purity AZ91E alloys.5
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fF

Solubility

| ]
(at%) Solute Element

225 Cd

5-25 Al , Dy, Er, Ho, In, LI ,Ly, Pb, Sc, TI, Tm, Zn

1-5 Ag ., Bi, Ga, Sn, Yb, Y

0.1-1 Au, Gd, La,Mn, Nd, Pd, Sm, Th, Zr

<0.1 Ba, Ce, Co, Cu, Ge, La, Ni, Pr, Sb, Si, Sr
e Y orom Frocs et al32).  Tose in bold type are used in commercial
alloys.

Formula Free energy Formula Free energy

of oxide (kJ per mol O,) of oxide (kJ per mol O,)
Ag,0 -22 zr0, -1028
PbO -378 ALO, -1054
NiO -426 MgO -1138
Co0 -426 Nd,0, -1140
Cdo -452 Gd,0, -1153
FeO -482 Ce,0, ~1154
V,0, -568 BeO -1162
Zn0 -636 Pr,0, 1173
Cr,0, -701 Tho, -1174
MnO =726 Dy,0, -1182
Si0, -856 Ca0 -1208
TiO, -862 Y,0, -1211
Table V Free energies of formation of metal oxides. 2'84
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Fig.5 Corrosion rates of magnesium casting alloys AZ91C and high purity
AZ91E, and aluminium casting alloy A356 (from King®).
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Fig.6 Minimum tensile properties of WES4, WE43 and other cast magnesium
alloys in precipitation treated condition (MEL data).
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Fig.7 Effect of eXposure to 200°C on room temperature tensile broperties of
WE43 and EQ21 (from King5},

200

150

Stress WE43
(MPa)

100 -

QE22

{‘——“‘*T T T r

3 10 30 100 300 1000 3000
Time to 0.2% Creep Strain (hours)

50 -

Fig.s Stress/t{me relationship for wE43 and QE22 at 200°C (from King5),
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Magnesium
Content of oil

(PPm) 2001
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Fig.11 Comparative performance of different coatings in static lubricant
immersion tests at 225°C (courtesy Rolls-Royce Ltd and MEL).
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Fig.12 Comparison of tensile and compressive properties of extruded billet
and powder of AZ31 alloy (from Busk and Leontis36),
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Fig.13 Comparison of tensile properties of extrusions of conventionally cast
and rapidly solidiflicd ZK60OA magnesium alloy (from Isserow and
Rizzitano46 and Flemings and Mortensend7),
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Fig.14 Tensile properties of extrusions of rapidly solidified AZ91
(from Nussbaum et al%43) and Mg-10Al1 alloy (from Meschter?9)
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Fig.16 Corrosion rates of magnesium alloys AZ91C and AZ91E, and RS alloy
EAS5 (from MEL data)
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Fig.17 Simplified potentiodynamic polarisation curve showing pseudo-
passivation effect in RS magnesium-rare earth alloys
(from Krishnamurthy et al161)
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Fig.18 Effect of aluminium content on corrosion rates of RS Mg-Al alloys:

(a) from Ahmed et 3169; (b) from Hehmann et al’0; (¢) from
Joshi et al36,67)
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