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INTRODUCTION

The ways of using liquid crystalline polymers (LCP’s) to in situ reinforce
thermoplastics have engaged the attention of many researchers [1-5]. In our
laboratory, we have studied the use of various LCP’s to improve the mechanical
properties of high performance thermoplastics such as PPS, PEEK, and PE! {6}
as well as commodity resins such as PET and PP [7.8). The conditions under
which the LCP reinforced thermoplastic composites can be thermoformed have
been investigated in the present paper. An amorphous and a semi-crystalline
polymer have been used as the matrix material for making the thermoplastic
composites. Tha thermoformability has been studied as a function of the sheet
preheating temperature, and the mold temperature for various compositions of
composites. Morphology and molecular orientation of the thermoformed parts
before and after thermoforming have also been studied.

EXPERIMENTAL

Materials Two liquid crystalline polymers were used for this study. The first
LCP, Vectra A900. is a copolyester of p-hydroxy benzoic acid and 6-hydroxy-2
naphthoic acid and was supplied by Hoechst Celanese. The second LCP, Granlar,
is a copolyester of terephthalic acid, phenyl hydroquinone, and phenyl ethyl
hydroquinone and was provided by Istituto Donegani (Montedison). The amor-
phous matrix polymer was the polyetherimide (General Electric Ultem 1000) while
the semi-crystalline matrix polymer was polypropylene, (Himont PRO-FAX 6823).

Pellets of Ultem, Vectra, and Granlar were dried in a vacuum oven at 150 C
for at least twenty-four hours before being processed. The matrix (Ultem and PP)
and the liquid crystalline polymer were premixed in a specific weight ratio and
tumbled together to make blended injection molded plaques . To study the effect
of mixing history. double pass blend pellets were also used. For this purpose,
the premixed mixtures of matrix and reinforcing LCP were tumbled and extruded
in a 25.4 mm diameter single screw extruder (Killion KL-100) having a L/D ratio
of 24. The extrudates were quenched in ice-water and continuously pelletized.
The blended pellets were then used to make injection moided plaques. The
matrix/LCP blends containing x wt % matrix and y wt % LCP will be denoted
henceforth by matrix/LCP x/y.

Injection Molding Rectangular plaques measuring approximately 75 mm x
85 mm x 1.75 mm were molded using an Arburg 221-55-250 Allrounder injection
molder. The processing conditions used for both Ultem/Vectra and Ultrm/Granlar
were as follows: temperatures were set on 300 °C, 360 °C, and 370 °C, in zones
1. 2. 3 of the barrel, respectively and 370 °C in the nozzle. The mold was held at
90 °C. The barrel temperatures for injection molding the PP/Vectra plaques were
230 °C for the first zone and 295 °C for the last two zones. The nozzle temperature
was was 250 °C and the moid was kept at room temperature.

Thermoforming A labform thermoforming unit (Hydro-Trim Corporation
Model 1114) was used for thermoforming studies. Injection molded Ultem/LCP
plaques were dried in the vacuum oven at 120 °C for four hours before
thermoforming. The Uitem/LCP and PP/LCP plaques were preheated to a preset
temperature in an infra-red radiation chamber for 100 seconds and thermoformed
in a temperature controlled mold. The depth of the drape is 25.4 cm and the gap
between the plug and the drape is 1.4 mm. To evaluate the thermoformablility,
a given composite plaque was thermoformed at different preheating and mold
temperatures. The increment of the preheatling temperature and mold temper-
ature was 5 C and 35 C, respectively for the Ultem/LCP blends. Four preheating
temperatures between 155 and 200 °C were used for PP/Vectra blends while the
mold was kept at 80 °C and room temperature.




Dynamic Mechanical Analysis Dynamic mechanical analyses for the neat
matrix polymers, neat LCP, and their composites were carried out in the torsional
mode in a Rheometrics Mechanical Spectrometer (RMS 800). For torsional
modulus measurements, rectangular samples with dimensions of 45 x 12.5 mm
were cut from the injection molded plaques. G, G~ (elastic and viscous compo-
nents, respectively of the torsional modulus) and tan delta of the samples were
monitored and recorded as a function of temperature. The frequency of oscillation
was 10 rad/sec and the strain was between 0.05 to 0.07%. In the temperature
sweep experiments, the temperature was raised at a rate of 5 C per minute until
the moduius of a given sample dropped appreciably.

Structure and Morphology Wide angle x-ray diffraction (WAXD) was carried
out by using a Phillips 1720 table-top X-ray generator equipped with a fixed cop-
per target X-ray tube and Warhus camera. The diameter of the pin-hole
collimator was 0.5 mm and the sample-to-film distance was 76 mm. The beam
conditions were at 40 kv and 20 mA and the patterns were recorded under vac-
uum.

The morphology of the composites was determined by scanning electron
microscopy (SEM), using a Cambridge Stereoscan S200 with an accelerating
voltage of 25 kV.  All samples were fractured perpendicular or paraliel to the
draw direction after immersing them in liquid nitrogen. The fractured surfaces
were sputter coated with goid to provide enhanced conductivity.

RESULTS AND DISCUSSION

The thermoformability of a given Ultem/Vectra composite was studied as
a function of the preheating temperature (Tph) and the mold temperature (Tmd)
and the dynamic lorsion test results in Fig. 1 were used to determine these pa-
rameters. The glass transition temperature, Tg, of the individual components of
the blend is clearly noticeable in Fig. 1 in the case of Ultem/Vectra systems.
Ultem/Vectra composites of various compositions show a glass transition tem-
perature at 228 °C for pure Ultem and 105 °C for pure Vectra. From G" vs Tem-
perature plots (Fig. 1), it can be noted that the onset of softening of the neat Uitem
and Ultem/Vectra composites is around 200 °C. Based on the Tg and the
temperature for the onset of softening, the mold temperatures were initially kept
above 200 °C. When the mold temperatures exceeded 200 °C, the thermoformed
parts were severely deformed when they were removed from the mold after
thermoforming. To overcome this problem, the upper limit of the temperature
in this study was held below 180 °C as seen in Fig 2. On the other hand it is
reasonable to expect that the preheating temperature should not exceed the
melting point, Tm, of the Vectra (i.e. 284 °C, see Fig. 3) so that the oriented Vectra
microfibrils in the Ultem/Vectra plaques can still be retained after the
thermoforming process.

In Fig. 2, the preheating and the mold temperatures for which the
Ultem/Vectra composites with various compositions can be thermoformed
are presented. The thermoformability curve of the Ultem is also given as a
reference. For any particular Ultem/Vectra composition, the area above the
given curve gives all the possibie combinations of preheating and mold temper-
ature for which the corresponding composite was thermoformable. The area
below the curve shows an unthermoformable zone due to the brittleness of the
material for the given conditions. As seen from Fig. 2 the higher the mold
temperature, the lower is the required preheating temperature. However, the
curve is shifted upward to the higher temperature as the content of Vectra in
the composites increases. The area between the Ultem/Vectra 7/3 curve and
the horizontal iine (Tm of Vectra) is definitely thermoformable zone for the
Ultem/Vectra 7/3 composite in which the Vectra microfibrils will be retained
in the thermoformed parts.




It is believed that the reinforcing microfibrils as well as their molecular ori-
entations are possibly retained even when the Ultem/Vectra blends are
thermoformed above the melting point of the Vectra. This is owing to the long
relaxation time of the liquid crystalline polymers coupled with the much higher
viscosity of the matrix polymer Ultem (compared to that of the Vectra) and the
drawing effect during thermoforming. For this purpose the Ultem/Vectra 7/3
biend ptaques have been preheated to 285 °C, 315 °C, and 345 °C (i.e. Tph > Tm
of Vectra) and then thermoformed. The neat Vectra plaque was also heated
above its melting point for checking if the fibrillar morphology and the molecular
orientation in the original plaque were retained after long period heating. The
morphology and the molecular orientation of the composites and the neat
Vectra, with different thermal and processing histories are presented in Figs. 4
to7. As seen form Figs. 4 and 5, the neat Vectra plaque shows distinct fibril
morphology and retains most of LCP molecular orientations even after being
heated at 285 °C for 240 min. This is most likely due to the long relaxation time
of the rod-like macromolecular chains. Also Vectra microfibrils (Fig. 6) and
molecular orientation (Fig. 7) can be retained in the Ultem/Vectra 7/3 blend com-
posites after preheating them at 315 °C and even at 345 °C for a short time in-
terval of 100 sec by using an infra-red radiation heat source. This preheating
time of 100 seconds is long enough for further thermoforming. Compared to the
Ultem/Vectra 7/3 plaque annealed at the same temperature but not
thermoformed, the thermoformed part shows a higher degree of molecular ori-
entation of Vectra in the side wall (Fig. 6, 7). This higher degree of molecular
orientation can be attributed to the drawing effect in the thermoforming process.

it has been found previously that in contrast to the immiscible
Ultem/Vectra blend system, Ultem and Granlar showed partial miscibility in their
blends [9]. The partial miscibility has also been confirmed by the dynamic
torsional analysis reported in Fig. 8. For the neat Graniar, a Tg can be observed
at 150 °C; for the Uitem/Granlar 9/1 blend only one Tg can be detected and
its value matches well with that predicted by the Fox equations (9). This indi-
cates thatl at a Granlar loading of 10 wt % in Ultem/Granlar composite, the
components are miscible. As the Granlar content in the blend increases, two
separate Tgs can be observed and the higher one (corresponding to the Tg of the
Ultem phase) begins to deviate from the Fox equation and becomes relatively
insensitive to the Granlar content. These results suggest that these two
components are partially miscible and the limit of their misciblility for a single
pass Ultem/Granlar composite system is between 15 to 20 % of the Granlar
loading. One also notes that G’ of the blends drops remarkably in a tem-
perature range form 210 to 230 °C. Therefore, the actual plaque temperature
during thermoforming should be beyond 240 °C.

Thermoformability of the Ultem/Granlar composite as a function of
preheating temperature, mold temperature, and blend composition is shown in
Fig. 9. For the Ultem/Granlar 9/1 (single pass) composite due to the
miscibility of component polymers, its thermoformability resembles that of the
meat Uitem. For the Ultem/Granlar 8/2 (1p) (1p means single pass) composite
higher preheating temperature and mold temperature are needed to make tte
plaques thermoformable. It is most likely caused by the coexistence of free
Granlar reinforcing phase in the Ultem/Granlar 8/2 (1p) composite. It is ex-
pected that the extent of miscibility can be improved by increasing the number
of passes. As seen in Fig. 10 for the Ultem/Granlar 8/2 (2p) (2p means double
pass), the Tg of free Granlar phase observed in the case of the Ultem/Granlar
8/2 (1p) vanishes and the Tg of the Uitem phase shifts to a iower temperature
and matches the Fox equation well. Correspondingly, the thermoformability
curve of the Ultem/Granlar 8/2 (2p) (see Fig.9) coincides with that of
Ultem/Granlar 9/1, which has been proved to be a totally miscible system (9).
The Ultem/Granlar composites are too brittle to be thermoformed when the
content of Granlar in the blends exceeds 30 %. This is possibly due to the
coexistence of free Granlar domains which can be easily crystallized during the
preheating period.




The thermoformability of the PP/Vectra blends as a function of several
preheating temperatures and two mold temperatures is presented in Table 1.
From Fig. 11 it can be seen that in order to thermoform, the PP/Vectra compos-
ites need to be preheated above the softening point of the torsional modulus as
determined from the steep drop in G’ with temperature. However the minimum
temperatures to which the PP/Vectra blends have to be preheated before they
can be thermoformed are higher for the blends with higher LCP content than for
the blends with iower LCP content. For a mold at room temperature, a
higher preheating temperature is required for successful thermoforming.

The morphology and the WAXD results of the PP/Vectra biends follow the
same pattern as the Ultem/LCP biends. Although both show the reinforcing LCP
fibrils, there is no noticeable difference in the the morphologies of the PP/Vectra
plaques before and after thermoforming and are thus not compared here. As
seen in Figs. 12 and 13, the molecular orientation of the Vectra phase in the
PP/Vectra plaques is retained in the side wall of the thermoformed parts. The
latter possibly show a higher degree of orientation of owing to the drawing effect
during the thermoforming process.

CONCLUSIONS

The thermoformability of in-situ reinforced thermoplastic composites is af-
fected by miscibility between the matrix polymer and the LCP reinforcing
polymer. Most of the immiscible Uitem/Vectra composites are thermoformable.
The higher the mold temperature, the lower is the required preheating temper-
ature. The thermoformability curve shifts to the higher temperature side as the
content of Vectra in the composites increases. The insitu generated rein-
forcing Vectra microfibrils and molecuiar orientation in them can be retained in
the thermoformed Ultem/Vectra composites even after preheating at a temper-
ature above the Tm of Vectra. For the partially miscible Ultem/Granlar system,
the thermoformability of the composite resembles that of the neat Ultem as far
as the component polymers are miscible to each other. When the content of
Granlar in the composite exceeds 30 %, the corresponding composites are
too brittle to be thermoformed due to the existence of free Granlar domains,
which are fast crystallized during the preheating process.

The PP/Vectra blends show trends similar to the Uitem/LCP system. Lower
preheating temperatures are required for higher mold temperatures. Also the
preheating temperature is higher for PP/Vectra blends containing higher wt %
of LCP. The morphology and the molecular orientation of the insitu generated
reinforcing Vectra phase in the blends can be retained after thermoforming. The
molecular orientation of the LCP phase can possibly be further enhanced during
thermoforming. In general successful thermoforming of the PP/Vectra blends are
possible when they are heated above the softening point in the G’ vs temperature
curve.
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Table I Thermoformability of PP/Vectra A Blends
A) PP/Vectra A 80/20

Preheating Temperature °C

Moid Temperature 153 170 185 200
80°C NTh Th Th Th
Room temperature NTh NTh Th Th
Table | Thermoformability of PP/Vectra A Blends
B) PP/Vectra A 70/30

Preheating Temperature °C
Mold Temperature 170 185 200
80°C NTh Th Th
Room Temperature NTh NTh Th
Th: thermoformable NTh non-thermoformable




(3 ,) ssnjvaedus,

oee 062 09¢ 0e2 00¢ o orl o1t o9 08 02

L L LI L LB L T | T .o-
[ 5
r -
i - uo-
I *4 .y . A

o .
= - -9 . D -
L fo”® . ) ]
f * o007 0%® o
C ‘gj -
w 3
- U oo-
“ p
3
S s }44,44 -
F BJJIIBA .<<‘<:uuuuuuuu: +y 3 Yy m :
< e M A . e e o o .°
L/JE A/N p L ] 4{.444
i S/S A/0 2 i
i €/L A/N qQ i
ﬁ w83 In ] “
: -
o 1 | 1 i 1 1 1 . \ 3 o
ot

BPUBTQ ©JUIIVA/WOITN JO BISATEUE [QUOTBJUO0Y ITBRUAQ

(P

8 (v)(ed .9

( o) (ed)




300

ULTEM / VECTR Tl
5/5 AND 3/7 |

|

|

290 [
|

|

Tm OF VECTRA

3 |
[ ]
hl | +HERMOFORMED
~ 280 | PART DEFORMED
a | SERIOUSLY
= |
wi ULTEM/ VECTRA
(1 o 7/3
2
2 270
@
w
a
=
(V|
-
260
o
=
[
<
w
T
u
W 250 l
* |
) |
|
|
240 1

40 60 80 100 (20 140 (60 80 200 220 240
MOLD TEMPERATURE Tmd (°C)

Fig. 2 THERMOFORMABILITY OF ULTEM / VECTRA BLEND PLAQUES
AS A FUNCTION OF , PREHEATING TEMPERATURE, MOLD
TEMPERATURE AND BLEND COMPOSITION.




oo¢v

(Do) 3IHNLVHIMNIL

oSt 00¢ 06¢e 00¢ o6l 00l 0s
Jo9°0bE
HVYINVYYHO 40
IAHND ONILV3H
Jdo I¥'¥8B2

—

Do ¥0O%

///

vy103A 40
3AYND 9NILVIH

HYINVYO 40
3AHND ONIT00D

NIN /7 D001

= 31vy 9NIT000 ANV ONILV3IH

MO14 LV3H

HVINVYHY

ANV VHLI3A 40 SWVHOOWHIHL

2SQ ¢ o

(9/M)

e




Lo o

"utw Qp¢g 404 )SHZ 1P pPI[PIuUUR 333YS PUIIAA
Papnaixa J0 3lepans paanidedy 4o ydeaboadtw K15

v'Bi4




"utw ope 404 ),58¢ 1e butjeay 43y (q)
pPapiow uor3dalfutr sy (e)

sanbe|d eu3209p papjow uot123fuL j0 suaajjed aXYM S8y

()

()




. 3j1eayaad (9q)
*23S 40 G2 1° pawuaojowadyl 29S 001 403 JIGpE e p
*Jas wm Low wmw je pawuaojowsadayy *°238s QQl 403 )JGIE 31e pajeayauad (e)
931s0dwod puld|q Qf/0/ ©431I3A/w3|N pap(ow uor3dafur uo paseq
(LLem apts) wgea paw.ojowadyy jo $3dejuns pauanidedy jo sydeaboudiw K3Is g

80080:d BBBBB:S  WWG! OM NNG2

614




*20SQ01 404 Jgp¢ 4P burprPoune oy anbiepd goappoa o poaabap o
jdaed powaojowmaay ) SO pes e, Ty b Ponao oty oy puae
20SQUI 40y HGgpg 4P burpPauwur i anbepd pappos o uor paalbap (o)
tanbepd pappo. aop oot (o

THPUILY Wy /)y AR o],y o wuaagpvd e h.m_.&




AN

19 ,) sJnjsusdes)

oot 0Le ove ove ool ost o2y 06 o9 ot
LB LI 1} L | § Y T LI | |
o -
L J
- -
I $ .
-] C.A

| e o

R =8 e o -0 p ‘a -
j t"t." Q\Q\Q\QC\Q
L : ” -
te il
i \ PO q i
. *o 904 » ]
n ,,,. * * ““ ..‘ -
..l' 1 ) Iu
/
o , -
-] \
5 " .
- s “
o v . -
3 &.«4 - v e 4
v (3 .‘I“.‘r‘j vvy -
44‘441‘#:4 .’.E - -y Vv vevevw P
v ’4

f Jeruedy a vYvYeevew -
o G/S 9/n p 1/6 9/Nn q -
[ €/, 9/n > wailn e .
o .
C p
- i 1 1 1 1 ) | J ) | B | -

SpUATQ Jelueug/walln 40 sYsAeue [euotsdo) JTweuig g Bi4

9 (v)(ed) .9

( o) (ed)




PREHEATING TEMPERATURE Teh (®°C)

360 T
I
I

350 :

Tm OF GRANLAR |

o p—————_———————— I
|
l

330 l
|
{

320 [
|THERMOFORMED
| PART DEFORMED

310 ‘SERIOUSLY
[

300 |
|

ULTEM/ GRANLAR |

290 8/2 (I1p) |
|

280 | |
|
[

270

ULTEM/GRANLAR
9/71lAND 872
260 (2p)
ULTEM |
250 L 1

40 60 80 100 120 140 160 180 200 220 240
MOLD TEMPERATURE Tmd (°C)

THERMOFORMABILITY OF ULTEM / GRANLAR BLEND PLAQUES
AS A FUNCTION OF PREHEATING TEMPERATURE, MOLD
TEMPERATURE AND BLEND COMPOSITION.

¥ ULTEM / GRANLAR 7/3, 5/3, 3/7, AND 0/10 CAN
NOT BE THERMOFORMED.




ol S

092

"TTTTY'T'TT_ - j

- ""TT'T_T"T'T' TTT T

TTrTrT T T TT

o,] aunjedJaduwa)

G"aee Eic G'687 9971 g2y’ 611 G G6 2L G By Ge
™ r T r T r r T r 1,.0¢
J
4_
1
R
1 -
f [« 1]
= )
4 -
1 r~
4 —
l‘
l‘
3 o
(sssd 2) 02/08 JefusJys/uelin @
v (ssed ) 02/08 Jefusus/werln v 1
o 4
L
d. 1 1 1 4 1 1 1 d. w o

SPUd|q 0¢/03 4P|ura9/wd}|(] 40 Si1SA|leue [euoLs40} Drwer. - Ob "Bid

L,




noe
9, einjesodwal

002 O06F 08T O0/T 09F OGY Opy OEFT 027 OFF O00F 06 08 0L 09 0s ov

T T T I T | T T T 1 T T T T T o0t
- 1
f M v 7

4
T l(. /. -
- ,, v -
ﬁ \ :
f/ p
o S 3
- X v - ,0¢
v
v
- , v -
v \ v
| v . :
e K d o l*
v
- v // Vo .
: v v ]
- ~ v -
" v .. v oy -
T v J., v -
— v v v v - .o«
v ¥ - a8 v
v “v ~. v
v v v-. v
v v v v, v
b v v v ~-v. - v v -4
B dd 3 v Vv v N Ve v ov
v ‘v .
v J.J
B 0Z/08 V¥ B0OA/dd € vV e v ~v. -
" v o9 ) QN
i 0C/0L Y ®IPOA/dd ¥ vV e
. i g 1 i | | i 1 1 A 1. 1 1 g J 3 ] o
[ ]

‘'Spuelg V vi120A/dd JO esnjeiedute] SA sninNpo [euoisio) dsjweukg 1) 814

(ed),9

DY - S




Fig. 12 WAXD patterns of PP/Vectra 70/20 blends (a) Injection molded plaque
(b) Side wall of thermoformed part preheated to 200 °C




Fig. 13 WAXD patterns of PP/Vectra 80/20 blends (a) Injection molded plaque
(b) Side wall of thermoformed part preheated to 200 °C




