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ABSTRACT

Efforts have becen made to develop a high-quality inte-
rior paint for nuclear-powered submarines. Because of the
circumstances under which the paint is to be used, it must
have properties not previously required for ships in the
fleet. Tt should (a) release little or no toxic or organic
material to the atmosphere as it is applied or as it dries,
(b) be self-extinguishing in itsfire-retardancyperformance,
(c) have a gloss in the medium range (50% at a 60° angle),
(d) be flexible, and (e) have a highly decorative appearance
in general.

Chlorinated compounds and antimony oxide were used
to introduce fire retardancy into an acrylic latex paint;
however, they also affected the physical appearance and
performance of the paint. The highest degree of fire retar-
dancy and best overall properties were obtained when a
chlorinated paraffin and antimony oxide were used together.
The tentative concentrations have been selected as 34 wt-%
for chlorine and 14 wt-% for antimony oxide, based on the
weight of nonvolatile, combustible material in the paint.
Further changes are being made in this formulation to im-
prove performance.

A film-forming polymer which contains chlorine chem-
ically combined with the polymer was studied, and a formu-

lation was devised making use of this matenal It is also
undergoing further examination.

PROBLEM STATUS

This is an interim report; work °  nntinuing on this
problem.

AUTHORIZATION

NRL Problem C08-18
Project SF 013-08-03-4095

Manuscript submitted June 1, 1965,
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THE DEVELOPMENT OF A NONTOXIC
SELF-EXTINGUISHING PAINT FOR THE INTERIOR
OF _NUCLEAR-PQWERED SUBMARINES

INTRODUCTION

Paints used in the interior of nuclear-powered submarines must have a special
combination of properties not previously required for the ships in the fleet (1a). These
properties can be readily incorporated into a conventional solvent-base paint; but since
the atmosphere in a nuclear submarine must be rigorously controlled (1b), painting with
these organic solvent-thinned paints must be stopped five days before the submarine
departs to sea (2). However, it is not always possible to meet this schedule, since it is
desirable, and many times necessary, to delay most of the interior painting untxl the
~ other mamtenance work is completed. During this five~day period, a paint must be used

which does not release toxic materials as it is applied and dries. Three commercially
available latex paints have been approved for use during this period (2). However, each
of these paints lacks certain performance,characteristics, making them undesirable for
widespread use. Therefore, a program has been initiated to develop a high-quality paint
for use during this interval and even under sealed-ship conditions.

. DEFINITION OF PROBLEM

In addition to being nontoxic, this paint must also be fire retardant. Ideally, the
paint film should be self-extinguishing when the source of ignition is removed. Since
these paints will be applied only to steel structures or nonburning, flexible insulation, the
ability of the paint to protect a combustible substrate is of little or no interest. ‘The fire-
retardant requirement of the paint would be to prevent the possibility of a localized fire
spreading to other areas by way of a burning paint film. Otherwise, this hazard would
become critical with the increased number of paint layers accumulated over the years.

As a third requirement, the paint film must also be flexible when dried. Approximately
60,000 sq ft of flexible insulation is used in the interior of today’s nuclear submarines.
Until recently, the solvent-base chlorinated alkyd, Formula 124/58 (3), was used to paint
this material. However, because this paint dries to a brittle and nonflexjble film and
severely cracks on the flexible insulation, instructions had to be changed to permit the
use of only flexible coatings described in Ref 4. Thus any newly developed paint should
be suitable for use on resilient materials.

A fourth requirement is that the paint should have a minimum gloss equivalent to the
chlorinated alkyd formulation 124/58 which it is to replace. This should be between 35
and 50%. Preferably, the gloss should be above 50%. A paint with a good gloss is desir-
able because of its greater resistance to soxlage as well as its more decorative or
esthetic value.

The introduction of these four properties, nontoxicity, fire retardancy, flexibility, and
medium gloss, should not cause deterioration in other paint properties. An acceptable
paint must also have sufficient hiding power to cover an area in two coats, and preferably,
one coat. Leveling must be sufficient to yield a reasonably smooth surface which does
not show brush marks. Poor leveling will be more noticeable and therefore more objec-
tionable with medium gloss paints than with flat paints. It should be capable of withstanding
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the same abuse of moisture, abrasion, oil and grease, temperature, etc., as is the chlori-
nated alkyd. Finally, having achieved these properties in the paint, it must still perform its
primary function of protecting the structural materials from corrosion and deterioration.

EARLIER WORK

Because of the widespread habit of interior painting on patrols and the lack of
success in discouraging this practice, the Bureau of Ships in 1958 requested the U.S. Naval
Research Laboratory to develop a “touch-up paint” which could be used while the subma-
rine was actually submerged. It was hoped that this action would develop specifications
for an acceptable paint and thus eliminate or at least greatly reduce the practice of using
supposedly safe, but untested paints. This work led to the development of a semigloss
acrylic latex paint. Highly successful evaluation of this paint on the nuclear submarines
TRITON (SSR(N)586), HALIBUT (SSG(N)587) and the THOMAS A. EDISON (SSB(N)610) has
been reported (5-7). It should be emphasized that this paint was developed only for touch-
up purposes for use when the chlorinated alkyd paint, Formula 124/58, could not be used
because of its release of toxic vapors of organic solvents into the submarine’s atmosphere.
However, because of continuing difficulties in adhering to the paint schedule prescribed
by Ref. 2, particularly in overhauling sybmarines, an alternative for the solvent-base
paint was sought which would have at least the same minimum performance while not
releasing toxic materials into the atmosphere.

The NRL acrylic formulation was nontoxic and equal or superior to Formula 124/58
in many of its performance characteristics, but it was not fire retardant. Although leveling
and adhesion to oily or chalky surfaces were somewhat inferior to Formula 124/58, these
properties were not so deficient as t6 prevent this formulation from being an excellent
replacement. In short, the only major deficiency in the NRL acrylic paint is fire retardancy.

PRESENT STATUS

Currently three commercial water-base paints are approved for use (4) in lieu of
Formula 124/58. Since all three are flexible, they can be used on resilient materials such
as Ensolite.* However, they are inferior to 'the chlorinated dlkyd in a number of respects
and therefore are not suitable for widespread use. In general, their gloss is poor, the
best having a 60° gloss of 32%, hiding is marginal, and freeze-thaw stability is poor. In
addition, a thick coating of one of the three approved types is not’ selt-extinguishhg and
will continue to burn slowly after the source of ignitionis removed. Another, although
dry to touch, retains a surface tackiness for at least several weeks after application ’
Thus, at best these commercial coatings represent only a stop-gap solution and should be
used sparing!y The properties of these three commercial paints, the NRL acrylic, and
Formula 124/58 are summarized in Table 1.

CURRENT WORK
Flre Retardancy’

The evaluation of the flammability of any substance is a difficult, time-consuming,
and generally inexact procedure. Although a completely self-extinguishing paint is desireq,
the effect of fire-retardant additives on the burning characteristics of a paint would pro-
vide guidelines for further modification. On the other hand, highly quantitative data would
not be required, since small differences in flammability probably would not be a deeiding
factor in selecting a formulation when all the other performance characteristics are
considered. It is hoped that a paint can be developed that is immediately self-extinguishing
when the source of ignition is removed. Although undesirable, it might be necessary to

+U.S. Rubber Company's trade name for the unicellular, elaltomeric, poly{vinyl chluride)
foarn used for insulation and uhock absorption, MIL-P-15280D, Apr. 3, 1962.
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compromise with other performance properties and requirements and use a paint which
will burn for a few secends before self-extinguishing.

A suitable testing procedure has been developed which will readily allow rating the
flammability of the dry films with reasonable speed and precision, so that even differences
in burning rates of completely combustible films can be measured.

In this test, a wet film 5-1/2 in. wide is laid down with a 10-mil Dow film caster on
an 8 x 11 in. sheet of asbestos paper (Fisher Catalog No. 1-470) approximately 1/64 in.
thick and held flat by a Bird vacuum plate.

The film is allowed to dry for at least five days and then the coated area is cut into
five 1 X 11 in. test strips: .The test strips are ruled off at 2, 3-1/2, and 9-1/2 in. from the
bottom. Since these ruled lines may become covered with soot or smoke or otherwise
made obscure during the test, it is convenient to punch a small hole in the test strips at
these three locations to facilitate the identification of their position. The test is made in
a cabinet whose interior dimensions are 19 X 13 X 33 in. It has a glass front door through
which the burning sample can be observed. Along the bottom of both sides of the cabinet
are several 1/2-in.-diameter holes for ventilation. The top of the box has two 1-in.-
diameter holes diagonally opposite each other and one in the center over which a small
exhaust fan is positioned to help remove the smoke formed during the test. The cabinet
is in a hood which is kept-on during the test to ri:move the combustion gases. With the
cabinet door closed and the hood and small exhaust fan on, there is little or no flame
disturbance caused by air currents. The 1 X 11 in. test strip is suspended vertically in
the cabinet by any number of suitable means. One convenient method is to use two nails
held in position by clamps on a 1/2-in.-diameter rod fastened to the top and bottom of the
cabinet. The clamps are approximately 10 in. apart, and the asbestos strip is simply
pushed onto-the nails. To prevent the asbestos from tearing when tightening and aligning
the test strip, a small piece of masking tape at the point of puncture is helpful. After the
test strip has been positioned, a microburner is aligned with the test strip 'so that a line -
passing through the barrel of the burner is perpendicular to the strip at the center of the
2-in. mark and the tip of the barrel is 2 in. from the strip. The'torch is lit with the air
intake port closed so that a yellow flame is formed that burns straight up and does not
reach the test strip. The cabinet door is closed 4nd air intake of the burner fully opened
by an external linkage. This causes a hot, blue flame which burns straight out and ignites
the sample. The time for the paint film to ignite and burn from the 2-in. mark to the
3-1/2-in. mark, at which point the burner is extinguished, and from the 3-1/2-in. mark
to the 9-1/2-in. mark is measured with two stopwatches. The time to burn the 1-1/2 in.
is called the ignition time and is related to the ease of ignition of the paint. The time to
burn the 6 in. after the torch has been extinguished is referred to as the burning time and
is dependent on the fire retardancy of the coating. ' : S

Ideally, the coating would self-extinguish ag soon as the microburner is turned off,
and therefore would have an infinite burning time for the 6-in. length. However, depending
on the degree of fire retardancy, it may continue to burn for a time before it gelf-
extinguishes; or it may burn the whole G—in,’léngth at a rate proportional to its degree of
fire retardancy. The sum of the ignition and the. 6-in. burning time is called the total
burning time. For those films which are completely burned, the total burning time appears
to be the more useful and reproducible value in correlating the observed effects (data)
with paint composition. : : :

The graphs shown in Figs. 1 through 5 were prepared from the data obtained by this
procedure. As previously discussed, the procedure for preparing a sample for evaluation
gives five identical test strips; and therefore each point on the graphs is the average of five
tests, except when scme strips are self-extinguishing. When a strip is self-extinguishing,
its Ignition time is included in the ignition-time average, but its burning time (infinite) is
not included. The number of seif-extinguishing samples is reported as a fraction at the
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top of the graph. Thus in>Fig. 2, the average ignition time for the five test strips
prepared from a formulation (paint) containing 12.5 wt-% chlorine was 9.4 sec. However,
two of these test strips (2/5) failed to burn the 6 in. after the microburner was turned off.
It is not important for this discussion whether these test strips are immediately self-
extinguishing or continue to burn for a few inches (but less than 6 in.) before self-
extinguishing. The 6-in. burning time and the total burning time for the example paint,
containing 12.5 wt-% chlorine, is the average of only the three test strips which burned

the full 6 in. after the microburner was turned off.

Generally, the fire-retardant additives had little or no effect on the ignition time as
measured by this procedure. Their effect is much more pronounced on the 6-in. burning
time and the number of self-extinguishing samples. Throughout the subsequent discussion
of these experiments, attention will be focused primarily on the number of self-extinguishing
samples and total burning time because of the minor effects observed for ignition.

As stated before, this test was not developed to give highly quantitative datu but to
provide a fairly rapid screening for numerous formulations that were to be studied. There
are a number of variables that are ignored, such as variations in moisture content of the
asbestos, small differences in coating thicknesses, variations in the microhurner flame
temperature caused by variation in gas composition and pressure, and others. Neverthe-
less, once minor problems were worked out and a standard procedure developed, data

were quite reproducible, and the test seems well suited to our needs.

The thickness of the dried paint film has a marked effect on the burning time, and
the success of obtaining reproducible data is dependent on comparing films of the same
thickness. Figure 1 shows data for the NRL acrylic paint of various film thicknesses.
The dry film thickness was measured with a micrometer. The wet film thicknesses (film
caster clearance) are shown in parentheses above the dry film thicknesses.

FiLMm CfSTER CLE'ASRANCE

P ? %

¥_§

3
T

& 6 %
T

2
T

A
T

Fig. ! - Relationship between dry film
thickness and burning time, for NRL
acrylic prepared by Sherwin-Williams

BURNING 1IME (SEC)
s g
T T

3 &
T

1 ] 1 I
2 3 4
DAY FILM THICKNESS (MILS)

wp
-
-

A N T A e
R T T .

e R L U



6 NAVAL ‘RESEARCH LABORATORY

‘As can be seen ihxl'-‘ig. 1, the burning time increases as the film thickness increases.
The inference would be that the fire retardancy of the paint improves as the film thickness
increases. ‘Actually, the flammability of the paint is not affected; but since more of it is
present, it will ‘take longer to burn. Thus a.problem arises in interpreting whether the
change in burning time results from a change in the fire retardancy of the paint or from
a change in film thickness.  The two effects can be distinguished by observing the nature
of the flame. Thus with a true increase in fire retardancy, the film will burn with a small
and less intense flame, while the effect of increased film thickness will be a larger,

brighter, and hotter flame.

Table 2 summarizes the test results for Formula 124/58 (the chlorinated alkyd), the
NRL acrylic, and the three commercial {ire-retardant latex paints. All but the NRL
acrylic are supposedly fire-retardant paints. . :

Modification of NRL Acrylic Latex Paint - - \ g

Because of the many desirable gualities of the NRL acrylic paint, such as gloss,
scrub resistance, hiding power, and nontoxicity, initial efforts were toward-introdugcing
fire retardancy into this formulation. This has been accomplished by addition of-a chle-
rinated paraffin, Unichlor 70B, and antimony oxide to the basic' NRL formulation as shown
in Table 3. A change in the thickening agent was also made in an 'unsuccessful attempt
to improve the leveling of the paint. The antimony oxide was proportionally substituted
for a small part of the titanium dioxide, and thus the total pigment weight was unchanged.
However, the chlorinated paraffin was -added to the formulation with no change in the -
weight of the acrylic resin or other ingredients. It remains to be determined whether the
chlorinated paraffin coalesces with the acrylic resin and thus should be considered as:
part of the vehicle or remains as discreté particles: which might be considered to bulk in
the film similarly to an extender pigment. This point will be discussed later.

Because of the adverse effect of the fire-retardant additives on paint properties and
performance, it was desirable to know how much chlorine, in the presence of antimony
oxide, would be necessary to render such a formulation self-extinguishing. Therefore, a
series of formulations were prepared in which the Unichlor content was varied from 0 to
26.9 wt-% in the dried paint film. Since'the Unichlor contains 70 wt-% chlorine, the actual
chlorine content varied from 0 to 18.8 wt-%. The composition of these formulations is
summarized in Table 4. The volatile components (water, carbitol, etc.) are not shown..
Since the chlorinated paraffin does not burn, it was not considered as part of the combus-
tible solids. The combustible solids include only the acrylic resin and the small amounts
of organic material from the defoamers;.thickeners, surfactants, and grinding vehicle.

SRS

The manner in which to express the effect of the paint composition on the fire retar-
dancy of the paint is somewhat of a problem. First, the paint ingredients may be expressed
in terms of either the volume used or the weight used, as shown in Table 4. Generally,
volume is used in relating paint properties to composition...However, in the case of fire
retardancy, there appears no basic reason for expressing paint composition in volume
units. Further, it would be difficult, if not impossible, to calculate the actual volume
contribution of the chlorine from the chlorinated paraffin, while the weight contribution of
chlorine is already known. It could also be argued that since the antimony oxide and chlo-
rine interreact to give a synergistic effect the chemical reaction could be more easily
described using moles of reactants calculated from weights rather than volumes. For
these reasons, weight units are used to express the composition of the formulation.

The biggest problem, however, has been changes in more than one parameter as the
chlorine content was varied. Essentially, the paint is composed ui four basic materials:
titanium dioxide, antimony oxide, the vehicle, and the chlorinated paraffin. To increase
the chlorine content, more Unichlor is added to the formulation. If the pigment-to-orgznic

1 i b s e S it . e s e
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Table 2

Fire Retardancy of Currently Available Interior Paints

: Wet Film | Ignition g‘:;:?:: BES::::;; Length
Sample Identity Thickness | Time. | "m0 Time Burned
‘ (mils) (sec) (sec) (sec) (in.)
Chlorinated alkyd (124/58)] 10 0 0
10 5 0 0
10 30* 0 0
10 30* 0 0
10 15* 0 0
Average 5 0 0
Chlorinated alkyd (124/58){ 20(7)? 8.1 0 0
- 20(7) 7.0 0 0
20(7) 8.4 0 0
20(7) 6.7 0 0
Average 7.0 1] 0
Chlorinated alkyd (124/58)] - (1)t 13.0 0 0
- (11) 15.3 0 0
Average ’ 14.2 [} 0
Ocean 834 10 8.6 0 0
10 8.5 0.8 -¥
10 8.6 0 0
10 8.6 0 0
10 8.3 0 0
Average 8.5 0.1 -
Devilex MD 2707 10 7.7. 0 0
. 10 6.4 1.8 1/2
10 6.8 0 [
10 6.7 1.3 1/2
10 7.0 11 -
Average 6.9 0.8 -
Amercoat 88-8 10 6.8 0.5 -
10 7.1 0.5 -
10 7.4 0.5 -
10 7.1 0 0
10 - 0 0
Average 7.1 0.3 -
NRL acrylic latex 10 9.3 13.4 22,7 8
10 8.1 13.7 22.8 6
10 9.2 13.7 22.9 8
10 9.0 "18.0 - 22.0 .8
10 8.9 18.1 - 22,0 6
. —_ _ il -
Average 9.1 '13.4 22.5 8
NRL acrylic latex 10 - 8.5 127 21.2 8
10 8.4 14.3 22.7 8
10 8.7 15.1 23.8 6
Average 8.5 14.0 22.6 8
NRL acrylic latex 10 7.8 12.1 19.9 8
10 8.8 11.5 20.3 6
10 8.9 12.2 21.1 6
10 8.7 12.8 218 8
10 8.0 13.4 21.4 (]
Average B4 124 20.8 6
*This {s not time to burn the 1-1/2 in., but time sample was exposed to the

microburner. These values not included in ignition time average.

{Dry fim thickness.

t A dash indicates that the length burned was too small to be significant.
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Table 3
NRL Acrylic Formulation and Modified, Fire-Retardant Formulation*
Ingredients - Function Weight-% of Ingredients
Modified Acrylic
Premix NRL Acrylic (Fire retardant)
1. Titanium dioxide (R-100) Pigment ' : 24.70 17.76
2. Antimony oxide (KR grade) | Fire retardant pigment - 3.27
3. Amberlac 165 (21%) Grinding vehicle 4.41 3.76
4. Triton CF 10 Surfactant 0.18 0.15
5. Tamol 731 (25%) Surfactant ' 0.72 0.60
6. Nopco 1407 Antifoam X 0.18 0.15
7. G-11 (hexachlorophene) Preservative 0.09 0.08
8. Unichlor 70B Fire retardant - 10.94
9, Water Thinner 7.06 10.01
Let Down
10. Phoplex B60-A (45%) Vehicle 31.76 27,04 L
11. Rhoplex C72 (45%) Vehicle 22.94 19.54
12, Carbitol Coalescing aid 4.41 3.78
13. Polyglycol P1200 Drying regulator 0.44 0.38
14, Pine Oil Antifoam ' 0.44 0.38
15. Bubble Breaker Antifoam ' 0.44 0.30
16. WSR-301 (4%) Thickener ’ 1,76 -
17. Polyvinylpyrrolidone (20%)| Thickener 0.48 -
18. Methocel HG 400 (4%) Thickener - - 1.92
* Constants NRL Acrylic | Modified Acrylic
Total solids _ 51.55% .. 54
Pigment volume content : 20. % - 16.3%
Viscosity 62 KU - o
Gloss (60°) 58 % 29 %
Wt-% Unichlor in nonvolatile solids o 20.2%
Wt-% chlorine in nonvolatile solids 0 14.1%
Vol-% Unichlor in nonvolatile solids 0 21.0%
Vol-% antimony oxide in nonvolatile solids 0

1.96%

material ratio is to be kept constant, then an equivaient amount of vehicle must be removed.
But since the vehicle is the only source of fuel (the Unichlor is nonburning), then not only
does the chlorine content increase, but the fuel content decreases. Thus a change in fire

retardancy results from both the increase in chlorine content and the decrease in fuel content.

If Unichlor is considered as a pigment, it can be seen from Table 4 that if an equal weight of
titanium dioxide is removed to keep the ratio of combustible (vehicle) material to noncom-
bustible (titanium dioxide, antimony oxide, and Unichlor) material constant, then practically
all the titanium dioxide would have to be replaced in formulation IV. Such a replacement
would be expected to influence {ire retardancy in addition to the eifect caused by increasing
the chlorine content. It would also be pointed out that if these replacements were made on

a volume basis, removal of all the titanium dioxide and the antimony oxide from formulation
IV would correct for only one half of the volume increase due to the addition of the Unichlor.
The method we used, keeping the weight of titanium dioxide, antimony oxide, and vehicle
constant and varying the amount of Unichlor, does not solve the problem either, since the
ratio of combustible solids to total solids decreases as the chlorine content is Increased.
Again, one would expect this change in the ratio of combustible solids to total solids to affect
the fire retardancy in addition to the effect of the chlorine content.

.v
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In the series of formulations in Table 4, the percent combustible solids in the total
solids varies from 51 wt-% in formulation I to 38 wt-% in formulation IV. Information
as to the contribution of this change of 13 wt-% on fire retardancy is not available. The
change may well be small enough that its effect on fire retardancy is minor in comparison
with the change in chlorine content. If this small change in combustible solids can be
neglected, then the only important variable is the chlorine content; the antimony oxide
content remains constant at 11.9 wt-% of the combustible solids.

Under the conditions and interpretations discussed above, Fig. 2 shows the effect on
fire retardancy of varying the chlorine content of an acrylic latex paint. As can be seen
in the graph, the total burning time increases and the number of self-extinguishing samples
increases as the chlorine content increases. Tre number of self-extinguishing samples is
indicated at the top of the graph as a fractioms For exampie, at 12.5 wt-% chlorine, two
out of five (2/5) samples self-extinguished. At some chlorine content between 25.5 and
50.5 wt-% of combustible solids all samples become completely self-extinguishing. All
the samples containing 50.5 wt-% chlorine self-extinguished immediately after the micro-
burner was turned off.

NUMBER OF SELF-EXTINGUISHING SAMPLES
273 Y3 8
T

Fig. 2 - Effect of aliphatic chlorine content
on fire retardancy, for an acrylic latex
paint containing 12 wt-% antimony oxide
based on nonvolatile combustible solids

BURNING TIME (SEC)

]
T - IGNITION TIME
s = N

"‘
[+ 1 1 1 1, 1

o 10 20 30 40 50 60
CHLORINE CONTINT BASED ON NONVOLATILE COMBUSTIBLE MATERIAL {WT-%)

For comparative purposes, the NRL acrylic, containing no ehlorine or antimony oxide,
was tested at the same time. Two series of five samples each were tested and the agree-
ment between the two series was good: ignition times were 8.3 and 8.5 sec, burning times
14.8 and 13.1 sec, and total burning times 23.1 and 21.6 sec, with no self-extinguishing
samples. It can be seen that there is no significant difference in fire retardancy between
the NRL acrylic and the modified acrylic containing the 12 wt-% antimony oxide but no
chlorine. Although at low concentration the antimony oxide in the absence of chlorine
contributes little or no fire retardancy to the formulation, its effectiveness in the presence
of chlorine is illustrated by comparing the fire retardancy of two formulations containing
25.5% chlorine, but one of which contains no antimony oxide and the other 11.9 wt-%.

While four out of five samples were self-extinguishing with the samples containing the
antimony oxide, none was self-extinguishing when the antimony oxide was replaced by an
equal weight of titanium dioxide. The total burning time for the one antimony oxide sample
which burned completely was 45.6 sec, while the average for the 5 samples containing no
antimony oxide (but containing the same amount of chlorine) was oniy 26.0 sec.




NAVAL RESEARCH LABORATORY 11

N

The effect of antimony oxide on fire retardance is better illustrated from the data
presented in Fig. 3. In this series of formulations, the chlorine was held constant at
24.8 wt-% of the nonvolatile, combustible solids, and the combustible solids held constant
at 43.6 wt-% in the total nonvolatile solids. The antimony oxide content was varied by
replacing part of the titanium dioxide by an equal weight of antimony oxide. The NRL
acrylic latex (no antimony oxide or chlorine; 52 wt-% combustible solids) was tested at
the same time for comparative purposes; no samples self-extinguished and the total
burning time was 22.5 sec. It can be seen that the 24.8 wt-% chlorine in the absence of
antimony oxide (0 wt-% antimony oxide) does give a slight improvement in fire retardancy
over the NRL acrylic which containg no chlorine. Although no sampies self-extinguished,
the total burning time was 26.1 sec compared with 22.5 sec for the NRL acrylic. With
the addition of only 2.0 wt-% antimony oxide, based on the combustible solids weight, fire
retardancy was greatly improved, with 3 out of 5 samples self-extinguishing when the
microburner was turned off and with an increase in total burning time to 29.7 sec for the
two samples that did burn completely. At 19.8 wt-% antimony oxide, all 5 samples self-
extinguished immediately after the microburner was turned off.

Fig.3 - Effect of antimony oxide content
on fire retardancy, for an acrylic latex

paint containing 24.8 wt-% aliphatic chlo- b
rine based on nonvolatile combustible -
solids .!.
[
2
z
Zs
o

0 11 L I 1 i
24 0
ANTIMONY OXIDE CONTENT BASED OM NONVOLATILE
COMBUSTIBLE MATERIAL (WT-%) -

Some of our initial studies in fire-retardant additives were with liquid chlorinated
biphenyl and polyphenyls, and in particular, a material designated Aroclor 1254. This
material is a viscous liquid and contains approximately 54 wt-% aromatic chlorine. Because
of its lower chlorine content, the Aroclor was less effective on a gram-for-gram basis than
the Unichlor. Thus, to introduce appreciable fire retardancy into the formulation, a larger
amount of the Aroclor had to be used. At these high levels, the paint remained tacky and
thus was impractical. )

\
%
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Table 5 summarizes the composition of the paints used in evaluating the effectiveness
of Aroclor 1254 as a fire retardant. It will be recalled that when Unichlor 70B was used
as the chlorine source (Figs. 2 and 3) it was not considered as part of the combustible
solids, since it did not burn. On the other hand, Aroclor 1254 will burn when exposed to
a flame However, since the Aroclor will self—extinguish when the flame is removed, it
would have to be considered as a very poor fuel. Therefore, for the purpose of this dis-
cussion, the Aroclor will not be considered as part of the. nonvolatxle combustible solids.

From Fig. 4 it can be seen that increasing the chlorine content by adding more
Aroclor to a series of formulations containing no antimony oxide gives only a slight
improvement in fire retardancy. None of the formulations are self-extinguishing, and the
total burning time increases from 22 sec for a formulation containing no chlorine to only
27 sec for one containing 46 wt-% chlorine based on the weight of nonvolatile combustible
solids.

Even in the presence of antimony oxide, the Aroclor does not appear to be an efficient
fire-retardant additive. From Fig. 5 it can be seen that adding varying amounts of anti-
mony oxide to a series of formulations coptaining 23 wt-% chlorine results in little or.no
increase in the total burning time over the formulation containing no antimony oxide.
Although the initial addition of antimony oxide does cause one out of five (1/5) samples to
self-extinguish, further increase in the antimony oxide content has no effect.

q.

Although the data are not directly comparable, the aromatic chlorine (from the
Aroclor) doés not appear to be as effective as the aliphatic chlorine (from the Unichlor)
on an equal weight basis. Thus, in one case where the antimony oxide and chlorine con-
tents were approximately the same (24 wt-% chlorine and 11.8 wt-% antimony oxide of the
combustible material), the aliphatic ¢hlorine resulted in a total burning timne of 36 sec
and betwen 3/5 and 4/5 of the samples were self-extinguishing, while the aromatic chlo-
rine gave values of 25 sec and 1/5, respectively

Although solid Aroclors of higher chlorine content could be used to eliminate the
problem of tackiness caused by using the liquid Aroclor and to increase the weight of
chlorine per weight of additive, further study with them was not pursued because of their
additional drawback of greater toxicity and the necessity of making the fire-retardant
additive a greater percentage of the total formulation.

Based on the fire-retardancy test results just presented, the amounts of chlorine
and antimony oxide have been tentatively selected at 34 and 14 wt-%, respectively, based
on the weight of nonvolatile, combustible material in the paint. This would correspond to
approximately 20 wt-% of Unichlor 70B and 6 wt-% antimony oxide based on total non-
volatile solids. Small changes in these amounts may be necessary for optimizing the
overall paint performance.

Because titanium dioxide has approximately five times the hiding power of antimony
oxide, a reduction in hiding can be expected when part of the titanium dioxide is replaced
by antimony oxide. However, since only 15 vol-% titanium dioxide need be réplaced, the
decrease in hiding would amount to only slightly more than 10% at most. If more pigment
is added to increase hiding, gloss will be reduced.

The addition of the chlorinated paraffin to the formulation has been troublesome.
Although the chlorinated paraffin is an organic material and somewhat resinous in nature,
it appears to behave in the dried paint film as an extender pigment rather than as part of
the continuous phase. That is, the resinous particles do not appear to coalesce with the
acrylic resin but seem to remain as an inert dispersed phase in the film. This behavior
is reflecied in the loss of gloss and increased hardness and brittleness of the dried paint
film. ‘
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Because of this behavior, the titanium dioxide-antimony oxide pigment concentration
had to be reduced to approximately 16 vol-%to obtain a gloss of even 29%. The gloss of
the NRL acrylic was approximately 65% at a pigment concentration of 21 vol-%. Because
of the increased hardness resulting from the addition of the chlorinated hydrocarbon, the
ratio of the soft acrylic resin (Rhoplex B60A) to the hard acrylic resin (Rhoplex C72) had
to be increased from 1.400 to 3.43 in order to maintain adequate flexibility of the dried
paint fiim on the Ensolite, In add'tion, if the organic liquid additives (carbitol, polyglycol
P1200, and pine oil) come in contact with the chlorinated paraffin before either is well
wetted with the water, the chlorinated paraffin will be attacked by these solvents and
become tacky. The titanium dioxide pigment particles will therefore stick to the chlori-
nated paraffin, causing formation of sma!l aggregates or lumps in the paint.

I e ey o et
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It was also necessary to vary the amount and type of surfactants to obtain bubble-
and foam-free coatings. This change, along with the increase in the ratio of the soft
acrylic to hard acrylic resins and the addition of the chlorinated paraffin would be
expected to affect the abrasion and water resistance of the coating. Attempts to obtain
comparative data with the Gardner Model 105 Straight Line Washability and Abrasion
Machine have been only partially successful. The main problem has been a failure in
adhesion between the top white coats undergoing evaluation and the green chlorinated
alkyd used as the undercoat. Thus, in several of the evaluations, the top coat has peeled
up before wearing through to the green undercoat. Since the particular batch of chlori-
nated alkyd used was several years old, the poor adhesion may be attributed to some
deterioration in this paint during storage. The NRL acrylic which has previously shown
good adhesion to the chlorinated alkyd paint also failed several times in this manner,
That this batch of chlorinated alkyd paint had changed with age was further indicated by
its low gloss (28%) compared to specification (35 to 50%). Therefore, these evaluations
will be repeated with a fresh batch of the chlorinated alkyd. However, qualitatively the
NRL acrylic modified with the chlorinated paraffin and containing a larger amount of the
soft resin was equal to or better than the presently approved commercial water-base,
fire-retardant paints, but inferior to the basic NRL acrylic paint and the chlorinated
alkyd (Formula 124/58). Our latest modified formulation is shown in Table 8; however, .
it should be pointed out that further changes in this formulation are being made to opti-
mize the paint properties and performance.

. Table 6
Experimental Acrylic Latex Fire-Retardant Formulation*
Ingredients L Function ] wt-%
Premix B
1. Titanium dioxide (R-100) Pigment 17.9
2. Antimony oxide (KR grade). | Pigment 3.2
3. Tamol 731 (25%) Surfactant 0.59
4, Eldefoam 2892 Antifoam . | 0.14
5. G-11 (hexachlorophene) . | Preservative | 0.08
6. Unichlor 7T0AX ' ‘Fire retardant | 10.07
7. Water Thinner ' |, 10.3
' Let Down ;
8. Rhoplex B60A (45%) Vehicle 36.2
9. Rhoplex C72 (45%) Vehicle. =~ | 11.4
10, Carbitol Coalescing aid |' 4.0
11. WSR-301 (4%) Thickener . | 4.5
12. Polyvinylpyrrolidone (20%) Thickener 1.2
*Constants Sk
Total solids: 53.9%
Pigment volume content: 16.2%
Gloss {60°): 29 %

Vinyl Chloride-Acrylic Copolymer Latex

Because of the numerous problems caused by the addition of the chlorine-containing
additives to the NRL acrylic latex, a film-forming polymer in which the chlorine is chemi-
cally combined with the polymer is also under investigation. It was hoped tnat a vehicle
based on a vinyl chloride-acrylic copolymer would retain many of the desirable film

B L B R L L
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characteristics of the acrylic resin as well as provide a source of halogen necessary
for fire retardancy. Initial studies have been made with a latex manufactured by the
Goodyear Tire and Rubber Company called Pliovic 400. This material contains approxi-
mately 30 wt-% chlorine, which would be sufficient, 1n the presence of antimony oxide, to

yield a self-extinguishing paint.

Initial problems in the development of a Pliovic 400 based paint were in severe
bubble and foam formation and mud-cracking. Solution of these problems through proper
choice of surfactants and thickening agents has resulted in formulations with gloss in the
range of 45%. The scrub resistance of these formulations appears to be equal to or better
than the approved fire-retardant, water-based paints. However, freeze-thaw stability is
poor based on the evaluation of a single formulation which would not pass even one cycle.
The toxicity of these formulations would be expected to be of the same order of magni-
tude (very low) as the latex paints previously discussed.

The fire retardancy of this formulation was excellent. A burning sample would imme-
diately self~-extinguish when the flame of the microburner was removed.

A typical formulation is shown in Table 7. Again, it should be realizéd that this
is not a final formulation and that further changes will be made to obtain maximum

performance.

‘Table 7 _
Experimental Vinyl Chloride-Acrylic Laitex,
Fire-Retardant Formulation*

" Ingredient J Function LWt-%
Premix _ o
1. Titanium dioxide (R-lOO) | Piginent” | 21,0
2. Antimony oxide (KR grade) ‘Pigment | 3.9
3. Tamol 731 (25%) Surfactant =~ | 0.60
4, Tetrapotassium pyrophosphate Dlspersant 0.14
5. Triton CF-10 Surfactant 0.09
6. Water Thinner 8.8
7. Eldefoam Antifoam 0.27
8. Pliovic 400 (48%) | Venicte- - | 60.0
9. Butyl carbitol acetate Coalescing aid | 2.8
10. Igepal CO-830 __— Surfactant | 0.10
11. Eldefoam ‘| Antifoam’ 0.09
12. WSR 301 (4%) Thickener 1.8
13. Polyvinylpyrrolidone Thickener 0.49
*Constants .

Total solids: 54.1%

Pigment volume content: 23.7%

Gloss (60°): 38 %

FUTURE WORK

Efforts will be made to further improve the properties and performance of the two
basic formulations just discussed, the Rhoplex formulation and the Pliovic formulation.
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It also is planned to investigate a third system based on a water-soluble resin. However,
the success of such a system will depend on the development of a water-soluble, fire-
retardant polymer capable of being cured under ambient conditions to a water -insoluble
film. ‘

REFERENCES

1. Miller, R.R., and Piatt, V.R., “The Present Status of Chemical Research in Atmo-
sphere Purification and Control on Nuclear-Powered Submarines,” NRL Report 5465,

Apr. 1960, (a) pp. 73-79, (b) pp. 1-14

2. BuShips Instruction 9190.40 Change Transmittal 3, “Nuclear Submarines - Reduction
of Atmospheric Contamination,” July 25, 1963

3. National Paint, Varnish and Lacquer Association, Inc. “Guide to U.S. Government
Paint Specifications - MIL~P-17970B” '

4. Bureau of Ships Technical Manual NAVSHIPS 250-000, Chapter 9190, Section 1V,
Part 4, 9190.122, 14, June 1, 1963

5. BuShips Trip Report SSR(N)586 Ser 649B-21761 of Nov. 5, 1960
6. USS HALIBUT (SSG(N)587) 1tr 9190/dkd, Ser 823 of Dec. 15, 1062, to NRL

7. USS THOMAS A. EDITON (SSB(N)610) itr of May 22, 1964




Security Classification

- DOCUMENT CONTROL DATA - R&D

(Security classitication of title, body of abatract and indexing annotation muast be entered when the oversll report is classilied)

1. ORIGINATYIN G ACTIVITY (Cosporete author) 2a. REPORT SECURITY C LASSIFICATION
U.S. Naval Research Laboratory . Unclassified
2b . .
Washington, D.C. 203_90 FOR OFFICIAL USE ONLY

3. REPORT TITLE

THE DEVELOPMENT OF A NONTOXIC SELF- EXTINGUISHING PAINT FOR
THE INTERIOR OF NUCLEAR-POWERED SUBMARINES

4. DESCRIPTIVE NOTES (Type of report and inclhusive datea)
An interim report on one phase of the problem

S. AUTHOR(S) (Laat name, tirst name, initial)

Walton, T.R.

6. REPORY DATE 78. YOTAL NO. OF PAGES 75. NO. OF REFS
August 5, 1965 29 7
8a. CONTRACT OR GRANT NO. 98. ORIGINATOR'S REPORY NUMBER(S) : .

NRL Problem C08-18 '
b mROJECT NO. NRL Report 6304

SF 013-08-03-4095

[ 13 ;r uJPolT NO(S) (Any other nu. \w.n Luet may be assigned

[-]
th

d.

10. AVAIL AUII,I'TY/LIHITA'NON NOTICES
For Official Use Only - The user of this report may not make further disclosure

of information on proprietary materials or processes contained_herein.

11. SUPPLEMENTARY NOTES 12. SPONSORING MILITARY ACTIVITY

Dep’t of the Navy (Bureau of Ships)

13. ABSTRACT :
Efforts have been made to develop a high-quality interxor paint for nuclear-
powered submarines Because of the circumstances under which the paint is to
be used, it must have properties not previously required for ships in the fleet. It
should (a) release little or no toxic or organic material to the atmosphere as it is
applied or as it dries, (b) be self-extinguishing in its fire-retardancy perfor-
mance, (c) have a gloss in the medium range (50% at a 60° angle), (d) be flex1ble
and (e) have a highly decorative appearance in general.

Chlorinated compounds and antimony oxide were used to introduce fire
retardancy into an acrylic latex paint; however, they also affected the physical
appearance and performance of the paint. The h:ghest degree of fire retardancy -
and best overall properties were obtained when a chlorinated paraffin and anti-
mony oxide were used together. The tentative concentrations have been selected
as 34 wt-% for chlorine and 14 wt-% for antimony oxide, based on the weight of
nonvolatile, combustible material in the paint. Further changes are bemg made -
in this formulation to improve performance.

A film-forming polymer which contains chlorine chemically combined with
the polymer was studied, and a formulation was devised making use of this
material. It is also undergoing further examination.

DD "% 1473 19

Sezurity Classification




Security Classification

14 KEY WORDS

LINK A LINK B LINK C

ROLE ROLE ROLE wT

Fire retardancy
Nuclear-submarine habitability
Submarine paints
Self-extinguishing paints
Nontoxic paints

Chlorinated compounds
Antimony oxide

Water-base paints

INSTRUCTIONS
.

1. ORIGINATING ACTIVITY: Enter the name and address
of the contractor, subcontractor, grantee, Department of De-
fense activity or other organization (corporate author) issuing
the report.

2a. REPORT SECURITY CLASSIFICATION: Enter the over
all security classification of the report. Indicate whether
‘“Restricted Data” is included. Marking is to be in accord-
ance with appropriate security regulations.

2b. GROUP: Automatic downgrading is specified in DoD Di-
rective 5200. 10 and Armed Forces Industrial Manual. Enter
the group number. Also, when applicable, show that optional
rarkings have been used for Group 3 and Group 4 as author-
ized.

3. REPORT TITLE: Enter the complete report title in all
capital letters. Titles in all cases should be unclassified.
If a meaningful title cannot be selected without classifice-
tion, show title classification in all capitals in parenthesis
immediately following the title.

4. DESCRIPTIVE NOTES: If appropriate, enter the type of
report, e.g., interim, progress, summary, annual, or final.
Give the inclusive dates when a specific reporting period is
covered.

S. AUTHOR(S)X Enter the name(s) of suthor(s) as shown on
or in the report, Enter last name, first neme, middle initial.
1f military, show rank and branch of service. The name of
the principal aythor is an shsolute minimum requirement.

6. REPORT DATE: Enter the date of the report as day,
month, year, or month, year. If more than one date appears
on the report, use date of publication.

7a. TOTAL NUMBER OF PAGES: The trial page count
should follow norma! paginstion procedures, i.e., enter the
number of pages containing information.

756. NUMBER OF REFERENCES Euter the total number of
references cited in the report.

8s. CONTRACT OR GRANT NUMBER: If appropriate, enter
the applicable number of the contract or grant under which
the report was written,

8d, Bc, & 84. PROJECT NUMBER: Enter the appropriate
militery department identification, such as project number,
subproject number, system bers, task r ber, etc.

9a. ORIGINATOR'S REPORT NUMBER(S): Enter the offi-
cial report number by which the document will be identified
and comrolled by the originsting activity. This number must
be unique to this report.

9b. OTHER REPORT NUMBER(S): If the report has been
assigned any other report numbers (either by the originator
or by the sponsor), also enter this number(s).

10. AVAILABILITY/LIMITATION NOTICES: Enter sny lim-
ftations on further dinsemination of the report, other than those)

imposed by security classification, using standard statements
such as:

(1) *‘’Qualified requesters may obtain co; i3 of this
report from DDC."’

(2) **Foreign announcement and dissemination of this
report by DDC is not authorized.”

(3) ‘U S. Government agencies may obtain copies of
this report directly from DDC, Other qualified DDC
users shall request through

”

(4) ‘‘U. S. military agencies may obtain copies of this
report directly from DDC, Other qualified users
shall request through .

"

(5) ‘‘All distribution of this report is controlled Qual-

ified DDC users shall request through

If the report has been furnishéd (o the Office of Technical
Services, Department of Commerce, for male (o the public, indi-
cate this fact and enter the price, if known.

1L SUPPLEMENTARY NOTES: Use for additional explana-
tory notes.

12. SPONSORING LilLlTARY ACTIVITY: Enter the name of
the departmental project office or laboratory sponsoring (pay~
ing for) the research andvdevelopment. Ir.clude address.

13.- ABSTRACT: Enter an abstract giving a brief and factual
summary of the document indicative of the report, even though
it may also appear elsewhere in the body of the technical re-
port. If additional space is required, a continuation sheet shall
be attached. ’

It is highly dexirsble that the sbstract of ciasaified reports
be unclassified. Each peragraph of the abstract shall end with
an indication of the military security classification of the in-
formation in the paragraph, represented as (TS), (5). (C), or (U).

Thare is no limitation on the length of the sbstract. How-
ever, the suggested length is from 150 to 225 words.

14. KEY WORDS: Key words are technically meaningfu!l terms
or short phrases that characterize a report and may be used as
index entries for cataloging the report. Key words must be
selected 30 that no security classificetion is required. Identi-
fiers, such as equipment model designation, trade name, military
project code name, geographic location, may be used as key
words but will be followed by sn indication of technical con-
text. The sasignment of links, roles, and weights is optional.

20

Security Classification

T T e e Sy




AAIJISSYTIONI

{1940)
‘Texauad ut asue

-Jeadde aanjexodsp L1y31y € aaey (3) pue ‘aiqixay) aq (p)

‘(a18ue 09 ® ye §,05) dBuer wnipaur ay; uy ssod € aey
(2) ‘aduemaojiad Loueprejas-ally sir ur Buysinduyixa
-J13s 3q (q) ‘sarap 1 se 10 parjdde s1 31 se axayds
-owje ay) 0) [erxdjewn d1uedio 10 DIXO0) OU JO BN

(1340) QITIISSYIONN
: ‘Jedauad uy soue
-xeadde aAner023p £;ydiy € sawy (3) pue ‘a1qrxay) aq (p)
‘(ajBue 09 ® 3e §,0¢) aBuvs wnpow ay Uy 85013 ¥ aarey
(9) ‘aouewicyzad Aduepaeyar-aay 8y u SujysinBuyixa
-J13s aq (q) ‘satap 31 se 30 pafdde s 31 se a30yds
-oune 3y 0} [ELIAEW OJUEBIO JO DJXO0) OU IO IN]

‘¥l ‘uoitemy 7 3sE33I (B) PIROYS 3 “1931] a3 ur sdiys 1oj palinbaa "H'L ‘uoirem asealdd (v) pinoys | 123y ay) vl sdiys 10} pesinbaa
Asno1aaxd jou sanaadoad asey 3snw )1 ‘pasn aq 0} 81 L1snoraaad jou satjzadosd aaey yenw 3 ‘pash aq 0) st
Luqeiqey juted 3y YO1yM I3puUn S3IDUBISWNIILD Y} JO ISNEIAY Aqenqey wired ay) Yarym Japun SIIUEISWRIIID A} Jo asnedag
- SautJewiqns *S3ULIRWQNS palamod-1eajonu xoj jured Jotaajuy ~ saupIewqns ‘Saujlewqns palamod-1eajdnu 105 yuped Jo13a)uy
JeafonN ‘gl Anpenb-y3iy e dojoasp 0} apEW UIIQ BARY F310)3F JE3[oNN Lyenb-yBiy € dojaasap 03 apem usaq aawy 11053
yawdorasaq’ "G961 ‘G 1sndny ‘-s3y) pue ‘dd oz juawdotasad ‘6981 ‘g 1sndny ‘s3y pue -dd pz
- sjuted g -uoiem “H'L 4q ‘SHNIMVINANS GIHIMOL-HVITIONN - Sjureq ‘uolem N1 4q ‘SANINYINGNS ATUIAMO -HY31D0N
40 HOIME.LNI FHL HOd INIVd DNIHSINONILXA JO HOMALNI SHI HOJ INIVA ONIHSINONILX 3
satjaadoxd -dT3S OIXOLNON V JO INIWJAOTIAEQ JAHL sanradoad ~dT3S DIXOLNON V 40 LNIWJOTIAZA THL
3utuang - syured ‘g "$0E9 110day ‘A10jeI0QE] YOIEISIY [RARN ‘S'f) 3unuang - syured ‘09 **nday -A101ea0qe] yaaedsay teaey ‘SN
QII4ISSVIONN  QAIJISSYIONN
(1240) (3240) GIIdISSVIONN

‘WL ‘unitem

Annqenqgey
- saulsPIIQNS
Ie3[onN

juamdoraaaqg
- sjured

sanjzadoxd
3uruang - syureg

QAIJISSYIONS .
i ‘1e1auad up adcue
-Jeadde aarjexosap A1y8ry v aawy (9) pue ‘aqixal) aq ®
‘(31due 09 ¥ Je §0g) adues wnpaw a uy 55013 € aaey
() ‘eouewmaoyrad Louepaejar-aay) sy ur BuysmBunxa
~Jias aq (q) ‘salxp 31 se 10 patjdde st )1 se alayds
-oune ay) 0} [ersajyen djuedio 10 O1X0) OU JO AN]
aseajat (&) pinoys )| "33y} 9y uy sdiys 10j pasnbag
A1snoraaad jou sepyradoad aaey jsnuw 31 ‘pasn aq 0} Sy
jured ayy YI1Ym Japun SIOUTISWNOIID YY) JO ISNELIAG
‘Saujrewigns paxamod-1eajonu J0j jured Jotaajul
Anrenb-y31y e dojoasp 0) apew uaaq aaevy $310})F

‘6961 ‘G ¥snSny ‘-sdy pue "dd oz

‘uojem WL £q ‘SANTMVINENS ATUYIMOd-HVITONN

JO YOIHALNI FHL HOJ4 INIVA ONIHSINONLLXH
*$0£9 110day Axojeroqe] YIIeIsSaYy lBAEN ‘S'[)

QIIIISSYIONN

-4T38 DIXOLNON V 40 INIWNJOT13ATA THL .

‘M'L ‘uoirem

Anngeyqey
- m@cT—dSD:m

Jeaany

juawdojaraq
- sjured

santadoad
duiuang - syured

‘fezauad up aoure
-xeadde aanesodap A1y3iy ¢ aaey (3) pue ‘a1q1x313 3q (p)
‘(a18ue 09 ® 1€ §,06) adues wnpaw 3y vy 85013 v aavy
{3) ‘aouewa0j1ad Sduepreds-a1y) B} uy BuigsinBuynixs
-J138 aq (q} ‘sa1ap 11 S x0 pajidde 7 3 s d3ayds
-Oune ay) 0} [elIdewW JjurdL0 JO X0} OU IO O3]
9SEIAI () PINOYS ] 133 3y uy sdiys 10) parinbaa
£18no1asad jou sanjradosd aaey ysnw 31 ‘pasn q o} 81
wired 3yl yajym Jepun SIJUEISWNIILD YL JO asnedag
"SaULIEWIQNS PaIdmod-1e3]onU 10] Juted 1011ajul
Lupenb-ydiy e doja+ap 0} Iprw uaaq aaey $3305)3

‘6961 'S ysndny ‘*s3y) pur -dd o2
‘uoltem "Y¥'L Aq ‘SINIHVWENS GIHIMO -HYITIAN
JO HOMHALNI IHL HOJ INIVd ONIHSINIANILXT
~d73S JIXOLNON V 40 INIWJOTIART AHL

*H0EY 110day "A10jei0qE] YI1easay lraey ‘SN

AJIJISSYIOND

,_M




AIAAISSVIONN

: “RouenImeYD 1agany SutoSiapun osTe st A “Teuewm sugy
O ISR UTNERL Pastadp sem UOTEINWI0) € puUT 'pItpms sem samitod A |-
PAUK] TO3 AT IUIIOMD SUIEUos Yoty samijod Junmror-my v

TBymmioprat! asoxdmy o3 ZONEIRMIO; STY; U1 Jpem Jutag axe sa8uep 1aq
-dnd Cured 313 W [etiatew IQIISHqW@O ‘aryrjoancu ;o wdoa aq no pase
‘spTYo {oowmnwe 1oj ¢~ pI puE Furioyd Iog -1 ¥ SE paIEs saaq aamy

UOUEIINIIECD 243U 3L, "I3G1a30) pasn aiom Ipxo Avommiue pae mppered
PITULICYD |2 uala pauTeNqo 3194 531 1adoad MMEI2AD 183q pur L>ucpIviaa
a1} 0 3318z jsoudg oy -jured 3 jo ouemiopad pue asaereadde et
-siyd ag PAOEFe ospe {oqy ‘asamoy jured xaye] JMjhice ue oyn £ruepIEids
91 3IMPUIIMT 1)) PAST AT2M IPIXO Luomtjue pre spanodmos parenLIo)

QIABSYIONN

JALZISSVIONI

| "ROTIEUIWERS saqlum) Juic3iopum OGTE WU ) [YIIajem s
30 asn Hirwems .S.ﬂbuﬂ SEA UOUEIRWIO] ¥ put ‘patpuls sea somijod aq; e
PIUQW >3 £[TE}IVIED IVLIOTYD SUTEILCD Y2:ye samdjod Surmro)-myy v

“3yues J615ad ._..Seunﬁ~, 03 uonEIRMmLIO) STy} Ut pem Swaq are salueyd 1
cahd yaved 3R ar [RIIBTEW YSRGS ‘ITIEI0ADOR Jo wBiaa 2 0O poseq
‘AP0 ALOWLBE 110) 3,-1k §[ PUT 2u110[g0 0] 1 -1 ¥ SE PIIaTas uadq aaey

BONELIUI. UCS IATJEIBI) YL 13380} Pasn ara 2 IpTXo Anowtpre pue Tipjesed
PTT JOMI T I3 PAUTEIQO 313w $31113d01d [Tesda0 183q pUR Anrepreaa
a1ty jo 32182p iy oyl -wured aqy Jo dourvusoprad pue aoueseadde reot
-sAqd aq. paldagpt osTe Aol “1343w0y Jjured x31¥] JTAIDE UE Opn Souwpivial
A4} IS G PISV 2IIM IPIXO SUCWNIUE pur spunodwod pajenticiy)

AIAISSVION]

-ﬁiuﬁﬂuﬁoﬂaénﬁa.g Syured xayey AT ve ager L>orpreas
AT} AINPONM 0 PISN 1A uﬂﬁogaﬂavﬂng pmnIoIg)

JAASSVIOND

AASISSVION

AILISSYIIND




WL oirem

(3340) AINJISSYIONI

‘relauad u; 3xce

-readde aanesooap Aiydl ¢ savy (3) pue ‘g aq ()

‘(a1due (g v e Mcn,uuaﬂugoﬁﬁnangﬁ
(2) “3ovrwrIoj1ad Soweprivas-aayy s31 W kaysmiurs
-J19% 3q (q; “SaUIp U ST 10 pardde §1 1 s s
-omye ayl ¢l |riiajein MuedIo J0 X0} OU 30 NI

3 gl

(1330 AAISSYIND

‘Tesauad o asue

- Jvadde 2aTIES0II0 ATEEUT ¥ 2aeg {2) pwe I} aq (P)
(2[ue _gp ® i€ 3.0G) adues wnpam aq Ui seoil v Jaey
{9} “duemaoliad Louwpieaa-arij Fit Uy SungenBuiixa
~J13% 3q {q) "SNP 1 FE 20 parjdde B ) ve 23S
-oumye AP 63 (etiajew Hruedio I JIXO) Ou 10 [N

LIy - Tuted

L

POEY H10dAY

| 9§33 () pINYS 1] 1231 aqy w1 sdigs 10f parmnba W1 soi=a N ST (T) pinoygs i IS AP ur adigs 1o} parinbag
Alsnotadad 1ou sanpzadosd aaeq Jsawt 31 ‘PIsn aq 0 1 A15u014aad 1ca satyzadosd aseq 1EWE 33 ‘Pase aq 0) N
Aurmeiqry wured 3 ITYR IIPUN SIOTEIFWNOID I} JO FIBLIIG LHngengey red 3q3 YOTqA 1IPUN SIDUTPSTOD T K JO ISTIIG
- s3ursemqns ‘saursecqns pasamod-reajonu Jcf wred Jorraun SIUT IS “SMIIITUXNS PIIIMod - Jedjaet 10] jJured Joriajn
aBPeN g Aurenk-ySy P dojaaap o) apem UG Javy FII00F Jeapnn & dyupenb-gfig v d01243p 0] IpTw UG AT FINT
wamdi{aAaq L ‘6961 ‘c 1sndny ~-s31) pue -dd 0z wawmdo1aaag '§961 ‘s 1sndny " sB1) pax dd of
- sured @ umileM Y L A9 CSINTHVINEAS dIHAMOd-HVIIONN - sjureg P CUoNTA "YW L A SINTSVIRENS AIWIMOS- YT IONN
40 HOTHIANI THL HOJ LNIVA DONIHESIIONILXY3 4O BOMHALINT JHL 04 INIVd DNIHSINDNLLXT
sansadoad -473S JIXOLNON V 4O ININJOTIAId IHL s3t1adosd -3735 DINOLNON V 40 LNIN40TIAIT IAL
Svuing - swreg I} 3089 Wodoy Cii0tEsoqE] Yoressay featN SN surumg - smreg “p0cs *roday -SiciesoqE] YaJeasay [eARy S
TAISSVIONN JASISSYIONTD
(3240} QALIBESVIINN (1250) AFSISSVISND
"[ei3uad m Ioue ‘Tereuad m aour
-Teadde 3aneI03p Algdy ¢ aavy (3) puwe ‘IQXals 3 {p) -Teadife as1esolIp Ay € aavy (3} puE IGIXI) 9G (P)
“(ordue 09 v v rcmwuuaﬂuioﬂgﬂu%uwtﬂ “(arie 09 € 1® 3 0g) Adues wnpam g m ssogl v aary
) ‘aJuemI0j13d AJweprereI-ax} sy ul SargsEwIuIG (3 ‘2w s0)1ad SIUTPIRIAL-2a1) S m Furgeinduiixa
-Jas 3q (q; ‘sI1Ip Nt SE 30 parjdde st ;1 sE agaqds -F38 3q 1q) “S1Ip 1t FT Jo pargdde 1 i s 233dE
-OUIiR Ay} 0) (viiayem d1redio 10 J2TX01 GU J0 ARU] ~OW e I O} [ETIATW NUrBI0 10 ITXM 08 40 AN
WLwarem B 9seales (¥) pinoys I 193Y g Ut sdigs o) pasmbax ‘W1 ‘uoesm ISEII (¥) PINOYS U 133 AN W sdigs io; pasinbas
' Arsnorsazd jou sansadosd asey IS J1 “pasn aq 0 ST Sisnotadsd wu satitadosd 22ty ISAW It PIsn 3q ) §1
Lnpwengey wred Y1 Yoy JIPTN SINTISWRIFLI M JO ISTEIIY Anqenqeyg wred o) goTga 1IpUN SIVUTISTANDIILD K Jo IENEIIY
- SULIVEQRS ‘saulscwgns palamod- yeafonu Joj Jured Jorrayar -~ SITITWANS TSAUIITBGLS Palamod- Jeafoni J0j jeTed Jotiaput
sesony g Awjenb-ydrg v dojaaap o) Ipem U3aq savy siIopg3 reapay gl Aurenb-gdiy e dotasap ¢ spewr uaaq 2wy SLIGHT
uAmd 3sacy ‘¢961 ‘g snday ‘-s¥y pue "dd gg wawdorasag ‘€961 "5 istdny ‘sHj pue dd 0z
- Sarzd Q@ wEm WL A CEENJMYRENS GIHIMO0 -HVITINN - surea g ooifem W L 44 'SINIHVAEIS CEINOL -4V
40 ORI FIN] JAL H¥O4d INIVd ONIHSIIONILXI 40 ¥YOIHILNI dHL HO4 IXIVd ONIHSLIONILX T
sanridord -4735 JIXOLNON V 40 ININJOTIAIA IHL sanaadoad

-3735 DIXOLNON V¥ 10 ININSOTIAIA IHL
Tu2TRJOGE] YITIeadsay [taeN S 3uining - swaed m; “POEY I20dIY  CAIUIBLUGET] YIIRISTY [CARY S )
I AIJISSYIONG QIATLISSYION
T,
=




AANLISSVIONT

LOUBRMENI 13 An) Sutod aapum OTE ! 3 -fersarew sy
¢ % uree DIAVLAN, sSwm HONPINII 10; © PUY ‘pagprs sea J3mitod aq) e
PoURIRGS Aearmangd avtaoqga SULEUO) aym Jemjod !-_.9.5753 v

3t em rojxd aaosduat 0y LIIEIN@WIO] Sty) uy Jpem WTAq are salueqy g
=g wred e wr eriayem FRNSMQEIOI a1 1ejcanon Jo ywhham 3T} wo pasey
‘IPIXC SnRTRE 0] B-1m ¥l pre sutzepya igj 3-1a i 8T payepes hean K|

¥ 1 x 1

GILJISSVTIONN

TILISSYIONI

“worEIIEXS Jayrmy Suiodsapum ceTe St “eLsRvEm sy
1O I NI FITIAND SEM UOUEINILY ¥ PUT ‘DMPNIS Sva 1amiyod 3 gite
paaIqaE 00 AT RIfmIND JUSIDIYD SITRiUos 32iya sapmijod uymacs-mity \ 4

“@2ue px0L ) »s03d1a1 0) LWITMMAC) S1y; Ul IpE WNag e sakvend aayq
-dng cured g ut reriagEm 3l "ISTGITOD ‘ailie;catoe p wdoa 2 nO sageg
‘aprxo 4 covrgnm 20) &-1e $I PUT 5:1120[y> 10} 3 -1m gy BE PIOVNIS UIIQ AWy

ZOITRIILA 00D 2a5P0Wa} YL -1aa80; 0980 alam Ipixo Lunai,Te pue ujyered
P IIORIS ¥ PIQM PIGTEIQO ITam 5311330 10 ITe23a0 183q puc Lruepseiag

341} p) asxBep wogdry ayp -sured oy Jo 3T RI0513d prre 2owereadde resy
~sdyd 333 paydape osye Sy ‘212a3m0q “jured x3jey J1j440% e Oym £3ueparviay
ST} 3T PO ) PISH 3134 IPIXO Auownyue PUtT spunodiios pajeuroy s

QIIIBSVIOND

AILATSSVIONA

GAIBSYIOND




