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Abstract : Block copolymers of the general formula [ (—CO—R'—CO—HN—Ar—NH-CO—R'-CO) NH(CH,) 3~
(MesSiO) (CHy) sNHs],, [n=18.00 to 1175.0] where R'=CH.,CH(CH,GeCl3);CH,CHGeCl;CHgiand Ar=
—CgHy— (0.CH3CgHY) 2:—0.CH30CgHy) 25 — (0.CH3CsHy) were prepared by a polycondensation reaction of

polyamide containing a pendant trichlorogermyl group and terminal acid chloride CI(=CO—R'—=CO-NH—
Ar—NH-CO—-R'-CO-)«Cl with aminopropyl—terminated polydimethylsiloxane HuN(CHy)3(Me3SiO)y—
(CHy) 3NH,], (PDMS). These polymers were characterized by elemental analysis, 7, FT—IR, 'H-NMR,
solid state *C—NMR, and molecular weight determination. The thermal stability of these copolymers

was examined using thermal analysis techniques, such as TGA and DSC. Their molecular weights as

determined by laser light scattering technique ranged 5.13 X 10° to 331X 10° g/mol. These polymers display

their 7 in the range of 337 to 393 C with an average decomposition temperature at 582 C.
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Introduction

Polydimethylsiloxane has unique physical and chemical
properties, such as higher thermal stability, oxidative stability,
ultraviolet resistance, low glass transition temperature (7)),
low surface energy, water repellency, low dielectric pro—
perties, and high gas permeability.k3 Polydimethylsiloxane
has, therefore several favorable properties in the manu—
facture of medical devices such as adhesives, insulators for
pacemakers’ leads, contact lenses and membranes for oxy—
gerlators.2 Although polydimethylsiloxane has several favora—
ble properties, yet it is mechanically weak, as such it poses
a serious problem that must be overcome to facilitate its
use in the field of medicine. Thus, in order to utilize polydi—
methylsiloxane without chemical cross—linking a controlled
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synthesis of block copolymers, containing polydimethyl—
siloxane as the soft block and various thermoplastics as the
hard segment is necessary.! Ever since the description of
first silicon—containing polymer5 several kinds of organometallic
block copolymers such as poly (ferrocenylsilane— h—dimethyl—
siloxane)® and polydimethylsiloxane—polyamide multiblock
copolymers’ have been synthesized and their properties
described. The condensation polymers containing Ge in the
main chain and bonded to four carbon atoms have been
described 810 However, block copolymers having Ge as a
pendant group of the main chain have not been described
so far, except poly (ferrocenylgermaneS)11 and poly (diphenyl—
acetylenes).12 The germanium compounds being photoreac—
tive undergo a photoscission process that makes them attrac—
tive as photo—resists."”

In continuation of our previous Vvork,”f16 we deemed it
worthwhile to synthesize these materials by copolymeri—
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zation of polyamides containing acid chloride end groups
and trichlorogermyl pendant group with aminopropyl ter—
minated polydimethylsiloxane. Since aromatic polyamides
based on aromatic diamines are the oldest high—temperature
materials, and offer balance between physical and chemical
properties, their polymerization with soft polydimethyl—
siloxane block can prove to be promising by the introduction
of elastomeric properties into such macromolecular materials.
These copolymers, containing homobifunctional polydimethyl—
siloxane derivatives as one component, can be used for
covalent assembly of layer by layer (LbL) films for gas se—
paration membranes, biological material and as protective
layer.w'18 As LbL deposition is being increasingly used for
various applications, the embedding of macromolecules is
very promising since it could help to introduce elastomeric
properties into such films. The hard—soft block copolymers
are expected to exhibit optimum properties which enable
them to be applicable in a number of technological fields.

Experimental

Materials. Aminopropyl—terminated polydimethylsiloxane
(PDMS) H2N(CHg) 3(Me2SiO) y (CHz) sNHy, £—glutaconic acid,
itaconic acid, phenylene diamine (PDA) were purchased from
Sigma Aldrich Chemie. o—Dianisidine (0.DA), o—tolidine
(0.TD), 2,5—dimethyl 1—4 phenylene diamine (DMPDA)

were obtained from Avocado Organics and used as purchased.

Tetrahydrofuran (THF), thionyl chloride and triethylammine
(TEA), purchased from Sigma Aldrich Chemie were dried
and distilled prior to use as per standard methods.'? All reac—
tions were carried out under inert atmosphere of argon using
standard glassware.

Measurements. The FT—IR spectra were recorded on
BIO—RAD, Merlin FT—IR spectrometer as neat samples in
KBr cells. The '"H-NMR were recorded on BRUKER—300
NMR as solution in CDCls, solid state *>C—NMR spectra were
obtained on Varian Infinity Plus—300 NMR. The thermogravi—
metric analysis (TGA) was carried on TGA—7 Perkin Elmer.
The differential scanning calorimetry (DSC) measurements
were performed on a DSC 404—NETZSCH instrument. Ele—
mental analysis was carried out on Exeter Analytical 440
CHNOS elemental analyzer at Midwest Microlabs, Indiana
polis, USA. GC—MS was carried on Agilent Technologies—
GC 6890 N Network GC System, MS 5973 Inert Mass
Selective Detector. Weight average molar mass was deter—
mined on a commercial light—scattering spectrometer (ALV/
SP—150 equipped with an ALV—5000 multi—r digital time
correlator) with an Argon—ion laser (Coherent innova 90
operated at 4=488 nm with output power = 400 mW) as
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light source. For each sample single dilute concentrations
(~1.0x107* g/mL) were prepared in THF. All polymer
solutions for LLS were filtered to remove any insoluble
material, using a 0.50 um Whatman. These measurements
were carried out at 25+£0.1 C.

Synthesis. General Procedure of Trichlorogermyl Dicarboxylic
Acid : 2— (trichlorogermylmethyl) butanedioic acid (1) and
3— (trichlorogermyl) pentanedioic acid (2), were prepared by
the following general procedure adopted from ref.?’

GeOy (47.5 mmol) and NaH2PO, H2O (105 mmol) were
dissolved in HCI (37% 50.0 mL) distilled H2O (15.0 mL),
in a round bottom flask, fitted with magnetic stirrer and reflux
condenser. The mixture was allowed to reflux for 3 hours at
105 C. The resulting reaction mixture was first allowed to
cool to room temperature and then to =5 C in an ice bath.
Then unsaturated diacid (0.0475 mmol) was added to this
mixture along with diethyl ether (30 mL) and stirred over
night till the organic phase turned transparent. The organic
layer was separated and aqueous layer was extracted twice
with 20 mL ether. All organic layers were collected, dried
over anhydrous MgSQO, and filtered. The solvent was pulled
off on rotary evaporator to give viscous oil which was cry—
stallized in few drops of conc. HCl to yield 85% of the product
as white crystalline solid.

For 2— (trichlorogermylmethyl) butanedioic acid (1): melting
point: 115—117 C; Anal. Found (Calculated) for C5H7ClsGeOy:
C, 19.33 (19.35); H, 2.19 (2.25)%; FT-IR (KBr) cm ™" 425
w (Ge-CD), 589 s (Ge—C), 1701 b (C=0), 3200 b (O-H); 'H-
NMR (300 MHz, CD30D, ppm): §=1.31 (m, 1H, HCCO2H),
2.52 (m, 2H, CH,COOH, 3.11 (m, 2H, CHsGeCls); *C—NMR
(300 MHz, CDsOD, ppm): §=173.9, 176.0 (C=0), 36.0
(CHsGeCls), 35.8 (CH), 36.5 (CHy).

For 3— (trichlorogermyl) pentanedioic acid (2): melting point:
159—-162 TC; Anal. Found (Calculated) for CsH7Cl3GeOy: C,
19.32 (19.35); H, 2.25 (2.26)%; IR (KBr) cm " 422 w
(Ge—CD, 580 s (Ge—0), 1255(C-0), 1728 b (C=0), 3300 b(O—
H); 'H-NMR (300 MHz, CDsOD, ppm): §=1.45 (m, 1H,
HCGeCly), 2.83 (m, 4H, HC— (CH:CO:H)»); C—NMR (300
MHz, CDs0OD): §=172.5 (C=0), 33.6 (CHy), 33.0 (CH).

General Procedure of Synthesis Block Copolymers : 2.25 mmol
of trichlorogermyldioic acid was allowed to react with freshly
distilled SOCls (0.49 mL, 6.75 mmol) in a two necked 100 mL
round bottom flask, with mild heating under inert atmosphere
to prepare 3— (trichlorogermyl)dioyl chloride. The oily mass
obtained was vacuum dried for 12 hours. 2.20 mmol of para
substituted aromatic diamine was dissolved in 40 mL dry
THF in a three necked round bottom flask fitted with reflux
condenser magnetic stirrer and vacuum line. 5.0 mL triethyl—
amine (TEA) was added from a dropping funnel maintaining
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the temperature at O C. A solution of trichlorogermyldioyl
chloride in 10 mL dry THF was added drop by drop at O C
with constant stirring for 2 hours. 0.20 mmol aminopropyl
terminated polydimethylsiloxane dissolved in 10 mL THF
was then added drop wise to the reaction mixture. The tem—
perature was slowly raised to room temperature and refluxed
for 72 hours. The homogenous reaction mixture was poured
into excess of methanol. The precipitated polymer was further
purified by dissolving in dry THF and precipitating with
methanol.

PAT: 2— (trichlorogermylmethyl) butanedioylchloride 0.780
g, (2.25 mmol), phenylene diammine, 0.238 g (2.205 mmol),
aminopropy! terminated polydimethylsiloxane 5.51 g (0.20
mmol). Light brown gelatinous mass in 67.7% yield. Anal.
Found (Calculated) for (Crs3H2198NeSize0Cl24GesOs68)n C,
32.12 (31.92); H, 7.76 (7.71)%; FT—IR (cm™Y: 3107 w
(N—H), 2966 s (CHs), 1708 b (C=0), 1568 w (C=C aromatic)
1262 vs (Si—CHs), 1038 vs (Si—0-Si), 625 m (Ge—0),
503 w (Ge—CD; 'H-NMR. (300 NMR, CDCl3 ppm): =0.083
(CHsSD, 1.267 (CH2SD, 1.696 (CHoCHoCHy), 3.15 (CH2GeCls),
3.208 (CHoNH), 6.927, 7.624 (aromatic), 9.535 (NHCO);
Solid state "C—NMR (ppm) & : 0.9 (Si—CHz), 8.10 (CHz—Ge),
22.3 (CH), 37.4 (CHy), 121.7 136.3, 144.7 (aromatic),
174.0 (HNCO).

PA2 : 2— (trichlorogermylmethyl) butanedioylchloride 0.780
g, (2.25 mmol), o.Tolidine 0.4680 g (2.205 mmol), amino—
propyl terminated polydimethylsiloxane 5.51 g (0.20 mmol).
Dark brown gelatinous mass in 63.7% yield. Anal.Found
(Calculated) for (C774H2299N6Siz60ClosGesOs68)n C, 34.87
(32.36); H, 7.97 (7.74) %; FT—IR (cm™): 3595 w (N—H),
2965 s (CH3), 1770, 1707 (C=0), 1661 w (C=C aromatic),
1262 s (Si—CHs), 1094 s (Si—0—-S1), 625 m (Ge—C), 511 m
(Ge—CD; "H-NMR. (300 NMR, CDCls,ppm): §=0.049 (CH;Si),
1.265 (CH2S1), 1.534 (CH:CH2CH»), 2.149 (CH3—Ar) 3.15
(CHoGeCly), 3.470 (CH2NH), 6.718, 7.726 (aromatic), 8.50
(NHCO); Solid State *C—NMR (ppm) &: 0.9 (Si—CH3), 8.6
(CH2—Ge), 18.0 (CH»), 36.0 (CH), 125.8, 134.7 (aromatic),
175.0 (HNCO).

PA3: 2— (trichlorogermylmethyl) butanedioyl chloride 0.780
g, (2.25mmol), oDianisidine 0.5386 g, (2.205 mmol); amino—
propyl terminated polydimethyl siloxane, 5.51 g, (0.20 mmol).
Light brown gelatinous mass in 71.3% vyield. Anal. Found
(Calculated) for (C774H2222NgSiz50ClosGesOs72)n C, 32.10
(32.97); H, 7.92 (7.88)%; FT—IR (cm™): 3596 w (N—H),
2909 s (CHas), 1713 (C=0), 1607 w (C=C aromatic) 1259 s
(Si—CHg), 1085 s (Si—0-Si), 629 m (Ge—C), 500 m (Ge—
CD; 'H-NMR. (300 NMR, CDCl3 ppm): §=0.085 (CHsS1), 1.268
(CH2SD, 1.620 (CH2CH2CHg), 2.369 (CHCONH), 3.208
(CHoNH), 3.778 (CHs0Ar), 6.928, 7.346, 7.626 (aromatic),

9.535 (NHCO); Solid state "*C—NMR (ppm) &: 0.2 (Si—CHy),
9.3 (CH2— Ge), 20.4 (CH), 36.4(CH2), 55.4 (OCH3), 109.9,
119.1, 148.6, 156.2 (aromatic), 180.0 (HNCO).

PA4 . 3— (trichlorogermyl) pentanedioy! chloride 0.780 g
(2.25 mmol), phenylene diamine 0.238 g (2.205 mmol), ami—
nopropyl terminated polydimethylsiloxane 5.51 g (0.20 mmol).
Light brown gummy mass in 62.3% vyield. Anal. Found
(Calculated) for (Crs58H2206N6Si360Cl24GesO368)n C, 33.57
(31.92); H, 7.91 (7.74)%; FT—IR (cm™: 3595 w (N—H),
2963 s (CHy), 1774 (C=0), 1665 w (C=C aromatic), 1260 s
(Si—CHy), 627 w (Ge—C), 500 w (Ge—CD); 'H-NMR. (300
NMR, CDCls, ppm): §=0.085 (CHsSi), 1.267 (CHsSi), 1.599
(CHoCH2CHy) 2.286 (HC—CHoCONH), 3.286 (CHoNH), 7.626
(aromatic), 8.188 (NHCO); Solid state ""C—NMR (ppm): &
=1.2 (Si—CHa), 26.4 (CH—Ge), 35.0 (CHp), 122.4, 135.6,
145.2, (aromatic), 172.1 (HNCO).

PA% : 3— (trichlorogermyl) pentanedioyl chloride 0.780 g
(2.25 mmol) o—Tolidine (0.238 g 2.205 mmol), aminopropyl
terminated polydimethylsiloxane 5.51 g (0.20 mmol). Light
brown gelatinous mass in 67.1% yield. Anal. Found (Cal—
culated) for (C774H2222NGS1360C124Ge40372)n C, 33.83 (32.61);
H, 7.92 (7.80)%; FT—IR (cm™): 3643, 3277 w (N—H), 2963
s (CHy), 1760 s (C=0), 1443 w (C=C aromatic) 1260 s (Si—
CHz), 1092 s (Si—0—Si), 626 m (Ge—C), 500 m (Ge—CD); 'H—
NMR. (300 NMR, CDCl3 ppm): §=0.05 (CHs-Sb), 1.26 (CH2Si)
1.57 (CH2CH2CHy) 1.84 (HCGeCly), 2.20 (CH»CO), 2.82
(CHsNH), 6.928, 7.346, 7.625 (aromatic) 8.189 (NHCO);
Solid state ""C=NMR (ppm): =0.9 (Si—CHz), 17.0 (CHs),
26.6 (CH—Ge), 35.0 (CH), 125.8, 134.2 (aromatic), 171.1
(HNCO).

PA6 : 3— (trichlorogermyl) pentanedioyl chloride 0.780 g
(2.25 mmol) ; oDianisidine 0.5386 g, (2.205 mmol); amino—
propyl terminated polydimethylsiloxane, 5.51 g, (0.20 mmol).
Light brown gummy mass in 67.7% yield. Anal. Found
(Calculated) for (C774H222oN5Si360ClasGesO368)n C, 33.70
(32.35); H, 7.82 (7.74)% ; FT-IR (cm™): 3765 w (N—-H),
2963 s (CHs), 1601 (C=0), 1443, 1411 w (C=C aromatic )
1260 s (Si—CHs), 1093 s (Si—0-SD), 627 m (Ge—C), 500 w
(Ge—CD; '"H-NMR (300 NMR, CDCls ppm): $=0.061 (CH3—
Si), 1.241 (CHsSi), 1.548 (CH2CH2CHy) 1.950 (HCGeCls),
2.096 (CHCO), 2.163 (CHoNH), 3.462 (CHs0Ar), 6.899,
7.183, 7.316, 7.597, (aromatic), 8.110 (NHCO).

PA7 : 3— (trichlorogermyl) pentanedioyl chloride 0.780 g
(2.25 mmol.), 2,5—dimethyl phenylene diamine, 0.2998 g,
(2.205 mmol); aminopropyl terminated polydimethy! siloxane,
5.51 g, (0.20 mmol.). Dark brown gummy mass in 62.7%.
Anal. Found (Calculated) for (Cre2H2214N6Sis60Cl24GesOs68)n
C, 33.02 (32.02); H, 7.89 (7.75) % ; FT-IR (cm™!): 3269
w (N—H); 2962 s (CH3), 1660 w (C=0), 1645 w (C=C aro—
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matic),1261 s (Si—CHs), 1092,1017 s (Si—0-Si), 700 m
(Ge—0),498 w (Ge—CD. 'H-NMR (300 NMR, CDCls, ppm): &
=0.084 (CHs—SD), 1.268 (CHSD, 1.450 (CH,CH,CHy) 1.621
(HCGeCl3), 2.151 (CH2CO), 2.285 (CHoNH), 2.373 (CHsAr),
6.929, 7.625 (aromatic), 8.101 (NHCO).

Results and Discussion

Block copolymers (PA1—-PA7) have been synthesized by
condensation of polyamide diacid chloride containing pendant
trichlorogermyl group and aminopropyl terminated polydi—
methylsiloxane (PDMS) as shown in Scheme 1. Polyamide

diacid chlorides containing trichlorogermyl pendant group
were synthesized by the hydrogermylation of unsaturated
dibasic acids such as #ans —glutaconic acid and itaconic acid
with HGeCls produced in situ, followed by chlorination with
SOCly and condensing the obtained diacid chlorides with
various para substituted aromatic diamines in the presence
of triethylamine. 2% less than the required stoichiometric
amount of para substituted diamines were used to obtain
chloro terminated polyamide. The chloro—terminated poly—
amides have reactive acid chloride groups and thus were
characterized by converting them into their amino—terminated
derivatives. The glass transition temperature (7)) of amino

GeO, + NaH,PO,.H,0 + HCI

H,0/105°C
Et,0

/

HOOC—R—COOH

HOOC—R—COOH

/

socl,

CIOC—R—COCI

THF
TEA

0°c

NH,—Ar—NH,

Cl-H+-C—R—C—N—Ar—N—C—R—C—-ClI

THF
72 hrs.
Reflux

o o O
Aol I
| |
H H

R=—-CH2C(=CHz) —; —CH:CH=CH-

CHy CHy CH,

HN—(CH)y—$i—O-Si—O 1=§i—(CHs—NH,

CH; | CHy | CHy
y
y=360

CH; [CH; | CH,

—N—Ar—N—C—R—C—NH)—(CH,);—Si—0+-Si—0—Si—(CH,);—NH

CH; |CH; | CH,

R = (-CHp-GH-) (1A); (-CH-CH-CH,) (GA)

CH
[ * e %> cl
Ge

CI/(I:| ~clI cl

H,CO

(PDA) (0-TD)

OCH; CHs
HyC

(0-DA) (DMPDA)

1. PDA+IA, 2. o—TD+IA, 3. 0o—DA+IA, 4. PDA+GA, 5. o—=TD+GA, 6. 0o—DA+GA, 7. DMPDA +GA, 8. PDMS
PA1=1+8, PA2=2+8, PA3=3+8, PA4=4+8, PA5=5+8, PA6=6+8, PA7=7+8.

Scheme 1. Schematic representation of synthesis of block copolymers of aminopropyl—terminated polydimethylsiloxane and

polyamide having trichlorogermyl pendant group.

2o/, A32¥8 #13%, 20084



Block Copolymers of Aminopropyl—Terminated Polydimethylsiloxane and Polyamide Having Trichlorogermyl Pendant Group 243

terminated polyamides are high and fall in the range of 250
to 290 T indicating their chain stiffness to result hard
materials. FT—IR, 'H, ®C—NMR spectroscopy and molecular
weight as determined by MALDI suggest formation of
oligomeric product of composition [NH=Ar—NH-CO—-R—
CO—1], where n=5 to 8. PDMS was employed in copolymer
formation containing hard amide segment and soft PDMS
(MesSiO) 350 segment. Copolymerization requires prolonged
heating under reflux. All these copolymers are dark brown
viscous gels. They swell and then dissolve in chloroform
and tetrahydrofuran on mild heating. Thus the advantage
of the procedure, being used for the synthesis of these
copolymers, is the solubility of the polymeric material.
Structural characterization of these block copolymers was
carried by FT—IR, 'H and "C solid state NMR spectroscopy.
All the characteristic IR absorptions of polyamide blocks have
been found to occur at 3300, 1650, 1516, 625, and 500 cm ™
and assigned to N—H, C=0, N—H bending, Ge—C and Ge—
Cl vibrations respectively.**' These block copolymer exhibit
strong IR absorbance at 1261 cm ™' and 1099—1107 cm™ !
due to symmetrical CH3—Si deformation modes and Si—O—
Si asymmetric stretch respectively (Figure 1).%2

"H-NMR spectra, of all the copolymers show one very
strong peak around 0.00 ppm due to Si—CHj and absorptions
in the region 7.23—7.99 ppm show presence of aromatic
hydrogen of polyamide block. The protons attached to spacer
carbons of n—propyl in the PDMS block, could also be
detected in 'H-NMR although they are of relatively low
concentration.”*** Solid state ""C—NMR resonances are
well resolved due to the presence of all distinct carbon atoms
in block copolyamides. In PAZ2 and PAb, signal for the methyl
group present on aromatic ring of o—TD is at ca.18 ppm
(Figure 2) whereas methoxy group in 0.DA resonate, at
55.4 ppm due to the electron withdrawing effect of the —OCHj3
as reported in the literature.”"

The static Laser Light Scattering results are, summarized
in Table 1.

% Transmittance

3500 3000 2500 2000 1500 IOlOO 560
Wavenumber

Figure 1. Representative FT—IR spectrum of block copolymer
PA 3.

The radius of gyration reflects size and this value increases
with the increase in molar mass of the block copolymers as
given in Table 1. The molecular weight determined through
LLS was useful to calculate the degree of polymerization
(n). The degree of polymerization (Table 1) varies in these
polymers. It can be noted that molecular weight of PA3 is
higher than the other polymers probably due to cluster
formation along the individual linear chain. Cluster formation
along the chains is facilitated by the presence of electron
donating methoxy groups on the polyamides.

The chain stiffness of the polymer is usually characterized
by 7z The 7g values of the block copolymers determined
by DSC (Table 2, Figure 3) describe relatively much higher
values in the range of 337 to 393 C as compared to poly—
carbonates, polythiocarbonates, polyesters and polyamides
containing silicon or germanium atoms in the main chain, which
have 7gs below 200 (o 7gs noted for these block copolymers
are also higher than the previously synthesized organometallic
block copolymer of the aramid—polydimethylsiloxane type
by us.? Presumably, this increase is due to the presence
of trichlorogermyl pendant group and amide group, which limit

S; Zﬁ o oo o

5 o9 8 EFPT

| [ ! !
200 150 100 50 0

Figure 2. Representative solid state >C—NMR of block co—
polymer PA 2.

Table 1. Molecular Weight and Degree of Polymerization of
Block Copolymers

Polymer sample 4,2<10°(gmol ™ 1)* 0 RZZ 5

PA1 5.13 18.00 81
PA 2 7.66 26.68 143
PA 3 331 1175.0 450
PA 4 8.82 30.95 145
PAS 24.1 84.62 171
PA 6 - - -

PA 7 - - -

AMolecular weight of block copolymer. ®Degree of polymerization of
block copolymers. ‘Radius of gyration. “The relative errors of the listed
parameters are: My, £5%, <Rg2>zw >, £8%.
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Table 2. Thermodynamic Parameters of Block Copolymers as
Calculated from the TG Curve Using Reference®

Polymer 7 Ty Activation energy Enthalopy Entropy

sample (T) () (KJ mol ™) (KJmol™) (KJ K 'mol™)
PA1 357.7 600.0 57.36 52.36 —65.38
PA 2 3743 622.4 32.93 27.94 -169.2
PA3 379.4 597.5 38.99 34.00 —142.9
PA4 363.9 610.9 69.59 64.23 -19.4
PA5 393.3 552.0 43.47 38.69 -116.0
PA6 373.3 634.2 40.97 36.90 -96.12
PA7 350.0 458.0 68.23 62.75 —45.83

Measured from DSC under nitrogen at heating rate of 10 C/min. ®Decom—
position temperature, measured from TGA under nitrogen at heating rate
of 10 C/min.

DSC/uV/mg

om0 pas -

*Q5>::»qc::;:La~""ﬂ_- A

-1.0

—2.0
—2.5

-3.0

—3.5L

100 200 "300 400 500
Temperature (C)

Figure 3. DSC curves of block copolymers, PA1, PA2, PA3,
PAS5 and PAG6.

the chain movement due to interchain hydrogen bond formation
between hydrogen and chlorine and hydrogen and oxygen.'**
The analogous behaviour of PAZ, PA5 and PA6 maybe
attributed to the use of 0.TD and 0.DA which have methyl
and methoxy groups at 2 and 2’ position at both the aromatic
rings respectively, restricting chain movement and consequently
causing rigidity in structure. %%

The mobility of chain plays an important role in degradation
of polymer. The TGA suggest loss of volatile residue at
high temperature. Depolymerization of polydimethylsiloxane
begins near 400 €% whereas aromatic polyamides, because
of intermolecular bonding and chain stiffness, possess high

29731 The thermal degradation behavior of

thermal stability.
the block copolymers was measured by TGA, in 20 mL/min
flowing nitrogen atmosphere (Figure 4). It has been found
that copolymers PA1—PA7 depolymerize intensively in the
range of 380 to 700 T, in nitrogen atmosphere (Figure 4).
The loss of weight ranges from 2.99% to 48.77% up to a
temperature of 700 C. These values are comparable to our

previous preparation of aramid—polydimethylsiloxane block
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100
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80
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Weight (%)
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o =
250 300 350 400 450 500 550 600 650 700
Temperature (C)

Figure 4. TGA curves of block copolymers, PA1—PA7 in flowing
nitrogen atmosphere of 20 mL/minute and heating rate of
10 C/min.

copolymers.'* The pyrolysis of copolymers under vacuum,
convert them into various volatiles and decomposition products,
mainly oligomeric cyclic products obtained from the degra—
dation of copolymers as evolved gas of general formula
[(CH3)5Si0], where n=3-7."* All the oligomeric cyclic
products have been identified by GC—MS at m/e ratio of
207(M~-15)", 281(M—15)", 355(M—15)", 446(M—15)",
503(M—15)" for hexamethylcyclotrisiloxane (Ds3), octa—
methylcyclotetrasiloxane (Dy), decamethylcyclopentasiloxane
(Ds), dodecamethylcyclohexasiloxane (Dg) and tetradeca—
methylcycloheptasiloxane (D7) respectively. The fragments
of polyamide block also appeared at m/e 210, 192, and 143,
for (C7H7N) g, CHGeCls, and GeCls respectively. In all the
copolymers a small weight loss occurs prior to the onset of
the main decomposition process (Figure 4). This pattern
of thermal depolymerization of block copolymer is similar
to the thermal decomposition of polydimethylsiloxanes which
is the main component of the copolymer as reported earlier.™
It can be seen that values of activation energy for the thermal
depolymerization are low and independent of the molecular
weight indicating similar depolymerization mechanism of all
the investigated copolymers. The thermal depolymerization of
the basic siloxane framework of the block copolymer starts at
ca. 400 C in Ny atmosphere and is mainly confined to the
rupture of siloxane bond rather than Si—C bond. Although
aromatic polyamides used as hard segment in these copoly—
mers have activation energy range from 131~222.58
KJmol ™t 3 yet their contribution is less as being small
component of the block copolymers. Further d—orbital of
silicon facilitates depolymerization by expanding its valence
shell. Activation energy of the block copolymers calculated
from TG isotherm using Horowitz method,® shows variation
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according to the type, degree of polymerization, molecular
orientation of the diamine and diacid chloride used in pre—
paring polyamides. The activation energies of copolymers
PA2, PA3, PA5, and PA6 are comparable and fall in the
range of 32.93 to 40.97 KJmol L. This similarity might be
due to the presence of methyl and methoxy substitution on
the two aromatic rings, imparting chain rigidity to the amide
block. Owing to the presence of polar amide linkage, and GeCls
group in the amide block, the copolymers absorb around 5—
9% moisture by weight when soaked in water at room tem—
perature for 48 hours, thus causing them to swell. These
hard—soft polymers are expected to exhibit optimum pro—
perties which enable them to be applicable in number of
technological fields such as LbL deposition of films for gas
separation membranes, protective layers and also in biological
application.

Conclusions

A solution phase one pot polycondensation method was
employed for the synthesis of block copolymers [ABI« type,
containing aminopropyl—terminated polydimethylsiloxane and
polyamides with trichlorogermyl pendant group. These block
copolymers were characterized by physical properties,
elemental analysis, FT—IR, 1H—NMR, solid state *C—NMR
spectral analyses thermogravimetry and LLS molecular
weight determination. Glass transition temperature (73) of
these block co—polymers fall in the range of 337.1 T to
393.3 T indicating their high thermal stability. Hydrogen
bonding and interchain linkage give them increased activation
energy and high stability. Due to the presence of polar site
the copolymers absorb 5—9% moisture when soaked in
water for 48 hours at room temperature. These properties
make them suitable for possible industrial application as gas
separation membranes, protective layers etc.

Acknowledgment : RG and MM are grateful to the Higher
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111217-PS2-030).

Supplementary Material

General Procedure of Synthesis of Polyamides. In a two necked
flask, appropriate para substituted aromatic diamines (n 2%
excess) and TEA was added in 1 :4 molar ratios under an
inert atmosphere of Ar. The mixture was stirred to dissolve
diamines for 10 min. This solution was then treated with slow
addition of 1 equivalent of appropriate acid chloride solution in
THF with the help of pressure equalizing dropping funnel over
a period of 20 min. Stirring was continued at O C for 30 min,

then the flask was warmed to room temperature and stirred
for another 7—8 hours (Note: The reaction occurred readily
at O C but it was usually warmed to room temperature to
ensure completion). This mixture was poured onto MeOH
(30 mL) to precipitate the polymer. The crude polymer was
again dissolved in a minimum amount of THF and repreci—
pitated into MeOH (230 mL) for purification. The obtained
solid was decanted off, washed with THF and dried 2 vacou.

Poly(phenylene-2-trichlorogermylmethylsuccinamide) : Polyamide
for PA1. Phenylene diammine 0.27 g (2.5 mmol 2% excess),
TEA 1 mL (7.5 mmol), (1) 0.77 g (2.5 mmol) in THF. Black
powder; Yield=54%; Molecular formula: C17H5N2ClsGeOs; Anal.
Found (calculated C, H, N %): 34.26, 4.65, 5.55 (34.55, 2.87,
7.32); Mol. Wt. (MALDID) =2748 g/mol, IR (KBr): v=3299
(NH-C=0), 1512 (NH bend), 3066 (Ar CH stretch), 1663
(C=0) sy, 1500 (C=0)sym, 806 (Ar CH bend with p—sub—
stitution), 584 (Ge—C), 436 (Ge—CD cm™"; "H-NMR (300
MHz, D2SO4, ppm): §=10.41 (s, 1H, NHC=0), 7.73 (m,
aromatic), 3.11 (m, 2H, HyCGeCly) 2.52 (m, 2H, CH2CO2H),
1.39 (m, 1H, HCCHy); *C—NMR, D3SOy, ppm): 6=170.9
(amidic C=0), 129.0, 119.0 (aromatic), 39.6 (CH»), 32.4
(CHy) 28.3 (CH).

Poly(3,3'-dimethlydiphenylene-2-trichlorogermyimethylsuccinamide) :
Polyamide for PA2. 3 3'—Dimethlydiphenylene diammine 0.55 g
(2.5 mmol 2% excess), TEA 1 mL (7.5 mmol), (1) 0.77 g (2.5
mmol) in THF. Gray powder; Yield=63%; Molecular formula:
CigH19N2ClsGeOs ; Anal. Found (calculated C, H, N %) 48.43,
5.21, 6.94 (46.91, 3.90, 5.76); IR (KBr): v=3352 (NH-
C=0), 1513 (NH bend), 3166 (Ar CH stretch), 1683 (C=0) 4y,
1510 (C=0)sym, 807 (Ar CH bend with p—substitution),
582 (Ge—C); 436 (Ge—CD cm s '"H-NMR (300 MHz,
D2SOy4, ppm): 8=10.59 (s, 1H, NHC=0), 6.94 , 7.18 (m,
aromatic), 2.99 (m, 2H, HsCGeCls) 2.50 (m, 2H, CH2COoH),
258 (s, 6H, CH3),1.45 (m,1H, HCCHy); “C—NMR, (300
MHz, D2SO4, ppm): 3=166.0 (amidic C=0), 116.8, 115.7,
115.0, 114.2, 113.2, 87.0 (aromatic), 39.5 (CHy), 32.3
(CHy) 28.5 (CH), 12.3 (CHs).

Poly(3,3'- dimethoxydiphenylene-2-trichlorogermylimethyisuccinamide) :
Polyamide for PA3. 3 3'—Dimethoxydiphenylene diammine 0.63
g (2.5 mmol 2% excess), TEA 1 mL (7.5 mmol), (1) 0.77 g
(2.5 mmol) in THF. Brown powder; Yield=65%; Molecular
formula: C19H19N2ClsGeOy ; Anal. Found (calculated C, H, N %)
44.92, 4.23, 5.53 (44.01, 3.66, 5.40); Mol. Wt. (MALDI) =
4144 g/mol, IR (KBr): v=3394 (NH-C=0), 1545 (NH bend),
3100 (Ar CH stretch), 1669 (C=0)asy, 1530 (C=0)gym, 837
(Ar CH bend with p—substitution), 570 (Ge—C), 415 (Ge—
CD em™"; "H-NMR (300 MHz, D>SO4, ppm): §=10.28 (s, 1H,
NHC=0), 8.30, 7.21 (m, aromatic), 3.13 (m, 2H, HoCGeCls)
2.49 (m, 4H, CH2COzH), 1.39 (m, HCCHy), 3.42 (s, 6H, OCH3);
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BC—NMR, (300 MHz, D:SO4, ppm): $=169.8 (amidic C=0),
137.2,132.3, 119.3, 114.1, 111.2, (aromatic), 45.0 (OCHs),
36.5 (CHy), 30.1 (CHy) 27.5 (CH), 45.0 (OCHs).
Poly(phenylene- 3-trichlorogermylpentanamide) : Polyamide for
PA4. Phenylene diamine 0.27 g (2.5 mmol 2% excess), TEA
1 mL (7.5 mmol), (2) 0.77 g (2.5 mmol) in THF. Black
powder; Yield=54%; Molecular formula: C;1H1;N2Cl3GeOg;
Anal. Found (calculated C, H, N %): 35.11, 3.27, 4.29 (34.55,
2.87, 3.66); Mol. Wt. (MALDI) =2192 g/mol, IR (KBr): v=
3300 (NH-C=0), 1528 (NH bend), 3035 (Ar CH stretch),
1665 (C=0).,1499 (C=0)sym, 818 (Ar CH bend with p—
substitution), 640 (Ge—C), 420 (Ge—CD cm™'; '"H-NMR
(300 MHz, D2SO4, ppm): §=10.41 (s, 1H, NHC=0), 7.73 (m,
aromatic), 2.68 (m, 2H, CH.CO2H), 1.29 (m, 1H, HCGeCls);
BC—NMR, DSO04, ppm): §=170.9 (amidic C=0), 128.0, 119.0
(aromatic), 33.4 (CH2), 31.9(CHGeCly).
Poly(3,3'-dimethyldiphenylene- 3-trichlorogermylpentanamide) :
Polyamide for PA5. 3,3'—Dimethyldiphenylene diamine 0.55 g
(2.5 mmol 2% excess), TEA 1 mL (7.5 mmol), (2) 0.77¢g
(2.5 mmol) in THF. Gray powder; Yield=76%; Molecular
formula: C19H19N2ClsGeOg; Anal. Found (calculated C, H, N %)
47.59, 3.87, 5.21 (46.91, 3.90, 5.76); Mol. Wt. (MALDD =
3402 g/mol, IR (KBr): v=3296 (NH-C=0), 1500 (NH bend),
3060 (Ar CH stretch), 1671 (C=0) 44,1516 (C=0) sym, 839
(Ar CH bend with p—substitution), 582 (Ge—C), 435 (Ge—
CD em™"; "H-NMR (300 MHz, D>SO4, ppm): §=10.59 (s, 1H,
NHC=0), 6.94, 7.18 (m, aromatic), 2.78 (m, 4H, CHsCO2H),
2.59 (s,6H, CHs) 1.34 (m, 1H, HCGeCl3); ""C—NMR, 300
MHz, D2SO4, ppm): §=166.0 (amidic C=0), 116.8, 115.7,
115.0, 114.2, 113.2, 87.0 (aromatic), 38.8 (CHz), 27.9
(CHGeCly), 12.4 (CHs).
Poly(3,3'-dimethoxydiphenylene-3-trichlorogermylpentanamide) :
Polyamide for PA6. 3,3'—Dimethyoxydiphenylene diamine 0.63
g (2.5 mmol 2% excess), TEA 1 mL (7.5 mmol), (2) 0.77
g (2.5 mmol) in THF. Light brown powder; Yield=73%;
Molecular formula: C1gHigN2ClsGeOy ; Anal. Found (calculated
C, H, N %): 47.45, 3.98, 5.99 (44.01, 3.66, 5.40); Mol. Wt.
(MALDI =3108 g/mol, IR (KBr): v=3399 (NH-C=0), 1521
(NH bend), 3056 (Ar CH stretch), 1659 (C=0),sy, 1487
(C=0)sym, 828 (Ar CH bend with p—substitution), 582
(Ge—0C), 416 (Ge—Cl) cm™ ;s 'H-NMR (300 MHz, D2SOx,
ppm): 6=10.28 (s, 1H, NHC=0), 8.30, 7.21, (m, aromatic),
3.21 (m, 4H, CHyCOgH), 2.92 (s,6H, OCH3) 2.57 (m, 1H,
HCGeCly): "C—NMR, 300 MHz, D5SO4, ppm): =169.8.0
(amidic C=0), 137.2, 132.3, 119.3, 114.1, 111.2, (aromatic),
45.0 (OCH3), 38.8 (CHGeCl3), 38.2 (CHy).
Poly(2,5-dimethylphenylene- 3-trichlorogermylpentanamide)
Polyamide for PA7. 2,5—Dimethylphenylene diamine 0.36 g
(2.5 mmol 2% excess), TEA 1 mL (7.5 mmol), (2) 0.77 g

2o/, A32¥8 #13%, 20084

(2.5 mmol) in THF. Light brown powder; Yield=67%;
Molecular formula: Cy3H;sN2ClsGeOz; Anal. Found (calculated
C, H, N %): 29.48, 4.65, 5.26 (36.82, 3.65, 6.82); Mol. Wt.
(MALDI) =2050 g/mol, IR (KBr): v=3294 (NH-C=0), 1510
(NH bend), 3000 (Ar CH stretch), 1653 (C=0)as, 1497 (C=0) sym,
812 (Ar CH bend with p—substitution), 580 (Ge—C), 430
(Ge—CDem™ 5 "H-NMR (300 MHz, D»SO4, ppm): §=10.27
(s, 1H, NHC=0), 6.11, (m, aromatic), 3.21 (m, 4H, CH,CO-H),
257 (m, 1H, HCGeCly), 2.31 (s,6H, 2CHs); “C—NMR, 300
MHz, D2SO4, ppm): §=170.1 (amidic C=0), 127.0, 120.1,
110.1, (aromatic), 39.0 (CHy), 38.8 (CHGeCl3), 10.3 (CHs).

g
g
—~ S
g <
% -
8 i
- (&)
) E
2 c
B
= ®
2
—
jo)
(@)
27.94100 200 300 400 500 600 700 800
Temperature (C)
TG-DTG curves [P(PDA—ClsGe—GA)]
- TG
16 ‘\,\%
Y
D
E 12
=
.
F 10 \
= g -
T,
6 e
0 100 200 300 400 500 600 700 800 900
5 10 15 20 25 30 35 40 45 50 55 60
Temperature (C)
Time (min)
TG curve [P(o—TD-Cl;Ge—GA)]
16}
14 \
D
£
= 12
=
()
= 10 -
——
—
8 s
100 200 300 400 500 600 700 800 90-()__h_'

0 5 10 15 20 25 30 35 40 45 50 55 60

Temperature (C)
Time (min)

TG curve [P(0o—DA—-ClsGe—GA)]



Weight loss (%)

Weight (%)

% Transmittance

Block Copolymers of Aminopropyl—Terminated Polydimethylsiloxane and Polyamide Having Trichlorogermyl Pendant Group

100 0.3
02 B
95 El
90 01 5
85 E
0.0 =
80 i S, ®
75 -0.1 g
70 )
65 -02 .2
©
60 -0.3 &
55 L
50 -04 R
150 300 450 600 750 900 1006
Temperature (C)
TG-DTG curves [P(o—=TD—ClyGe—1A)]
20
18
16
—_ 14 —\A\\IL”
] — - —
E 19 _q%_h\\a’
B
= N .
6 !
7 IQO 200 300 400 590 600 700 800 990
0 5 10 15 20 25 30 35 40 45 50 55 60
Temperature (C)
Time (min)
TG—DTG curves [P(0—DA—Cl;Ge—1A)]
100 0.3
95] TECurve 0.2 ’%‘
29 01 B
I}
80 00 E
75| DTG CUrve .90
73AAM_ i -01 g
e
e [0
65 f’\J -0.2 .%
60 2
= —Oﬁ'g
00 =)
50 —-0.4
150 300 450 600 750 900 1006
Temperature (C)

TG—DTG curves [P(PDA—ClsGe—IA)]

P "

PPN L L

3500 3000 2500 2000

Wavenumber

FT—IR Spectrum of Block copolymer PA1

1500 1000 500

% Transmittance

% Transmittance

% Transmittance

% Transmittance

3500

3000

2500 2000 1000

Wavenumber

1500 500

FT—IR Spectrum of Block copolymer PA2

3500

3000

1000 500

1500

2500 2000
Wavenumber

FT-IR Spectrum of Block copolymer P4

45

40

35

30

25

20

15

10

=
=z

B0

5000

002000 1500 500

‘Wavenumber

FT—IR Spectrum of Block copolymer PA5

0
“801 1
1260 1095:!23 g

3500

3000

2500 2000 1500 1000

Wavenumber

FT—IR Spectrum of Block copolymer PA6

Polymer (Korea), Vol. 32, No. 3, 2008



Rohama Gill - Muhammad Mazhar - Sumera Mohboob * Mohammad Siddiq

45
40
o 35
Q
830
‘E
@ 25
g
= 20
IS
15
10
& 25 3¢
3500 3000 2500 2000 1500 1000 500
Wavenumber
FT—IR Spectrum of Block copolymer PA7
S E 3 8
S S —— —
200 150 100 50
Solid State "*C—NMR of block copolymer of PA1
g w3 =3 3 5 %%
= Al T T T T T T T T T T YTt r
200 150 100 50 0

Solid State "*C—NMR of block copolymer of PA3

. r— —r—rr——r—rTrr—Tr—-
200 150 100 50 0

Solid State "*C—NMR of block copolymer of PA4

2o/, A32¥8 #13%, 20084

i
1342
1258
350
F.13
170
-08

n

!

200 150 100 50 0
Solid State *C—NMR of block copolymer of PA5

PAL

50 100 150 200 250 300 350 400 450 T
DSC curve of block copolymers PA4 and PA7

8.4 |\;|2/ 80 7.0 \Ea 74 72 T‘QE lj'.a ppmr
g §388 ShBr23ayR82aadpganRRAT
S
.
i s A [T - J L__
8 3 7 6 5 4 3 2 é’ 0 ppm
s \ {s\ H \afL h&ﬁ

'H-NMR of block copolymer PA4



10.

11.

12.

13.

14.

15

16.

17

Block Copolymers of Aminopropyl—Terminated Polydimethylsiloxane and Polyamide Having Trichlorogermyl Pendant Group

References

. W. Lynch, Handbook of Silicone Rubber Fabrication, Van
Nostrand Reinhold, New York, 1978.

. R. Rudolph, J, Abraham, T. Vechoine, S. Guber, and M.
Woodward, Plast. Reconstr. Surg., 62, 185 (1978).

. L. C. Hartman, R. W. Bessette, R. E. Baier, A. E. Meyer,
and J. Wirth, J. Biomed. Mater. Res., 22, 475 (1988).

. A. Noshay and J. E. McGrath, Block Copolymer, Overview
and Critical Survey, Academic Press, New York, 1977.

. S.B. Speck, J. Org. Chem., 18, 1689 (1953).

. J. A. Massey, K. Temple, L. Cao, Y. Rharbi, J. Raez, M. A.
Winnik, and I. Manners, J. Am. Chem. Soc., 122, 11577 (2000).

. E. C. Kang, T. Kaneko, D. Shino, and M Akashi, /. Polym.
Sci, 41, 841 (2002).

. L. H. Tagle, F. R. Diaz, J. C. Vega, and V. P alenzuela, ~ur.
Polym. J., 39, 40 (2003).

. L. H. Tagle, F. R. Diaz, D. Radic, A. Opazo, and J. M.

Espinoza, J. Inorg. Organomet. Polym., 10, 73 (2000).

C. A. Terraza, L. H. Tagle, and A. Leiva, Polym. Bull., 55,

277 (2005).

T. J. Peckham, J. A. Massey, M. Edward, I. Manners, and

D. A. Foucher, Macromol, 29, 2396 (1996).

H. Ito, T. Masuda, and T. Higashimura, /. Polym. Sci.; Part

A Polym. Chem., 34, 2925 (1996).

K. Mochida, S. Nagano, H. Kawata, M. Wakasa, and H.

Hayashi, J. Organomet. Chem., 542, 75 (1997).

T. Kausar, M. Mazhar, M. Ahmed, Ubaid—ur—Rehman, and

N. Hussain, Main Group Metal Chemistry, 25, 711 (2002).

. Imitiaz—ud—Din, K. C. Molloy, M. Mazhar, S. Ali, S. Dastgir,

and M. F. Mahan, Appl. Organomet. Chem., 17, 781 (2003).

Imitiaz—ud—Din, M. Mazhar, K. M. Khan, M. F. Mahon, and

K. C. Molloy, /. Organomet. Chem., 689, 899 (2004).

. G. Decher, Science, 277, 1232 (1997).

18
19

20

21.

22.

23.

24.

25.

26.

27.

28.

29.
30.

31.
32.

33.

34.

35

. G. Schneider and G. Decher, Nano Letters, 4, 10, 1833 (2004).
. D. D. Parrin and W. L. F. Armarego, Purification of Laboratory
Chemicals, 3 Ed., Butterworths, Heinemann Oxford, 1997.

. V. F. Mironov and T. K. Gar, /. Organomet. Chem. Rev., 12,

365 (1989).

R. M. Silverstein and F. X. Webster, Spectroscopic Identi—

fication of Organic Compound, John Wiley & Sons, 6" Ed.,

New York, 1998.

T. Kausar, M. Mazhar, G. B. Shah, M. Ali, and S. Ali, Main

Group Metal Chemistry, 23, 351 (2000).

M. Cazacu, A. Vlad, M. Marco, C. Racles, A. Airnei, and G.

Munteanu, Macromolecules, 39, 3786 (2006).

L. H. Tagle, C. Terraza, P. Valenzuela, A. Leiva, and M.

Urzua, Thermochim. Acta, 425, 115 (2005).

R. J. Young, Introduction to FPolymers, Chapman and Hall

Ltd., New York, 1981.

S. H. Hsiao and T. L. Huang, Polym. J., 34, 225 (2002).

J. Zimmerman, “Polyamides”, in FEncyclopedia of FPolymer

Science & Engineering, Wiley Interscience, New York, Vol.

11, p 340 (1988).

N. Grassie and I. G. Macfarlane, Eur. Polym. J., 14, 875

(1978).

J. Preston, .J. Polym. Sci. A—1, 4, 529 (1966).

F. Dobinson and J. Preston, J. Polym. Sci, A—1, 4, 2093

(1966).

J. Preston and W. B. Black, J. Polym. Sci,, C, 19, 7 (1967).

M. Mazhar, M. Zulifigar, A. Piracha, S. Ali, and A. Ahmed,

J. Chem. Soc. Pak., 12, 225 (1990).

T. H. Thomas and T. C. Kendrick, /. Polym. Sci, A=2, T,

537 (1969)

R. T. Conley, Thermal Stability of Polymers, Marcel Dekker,

Inc., New York, 1970.

. H. H. Horowitz and G. Metzger, J. Anal. Chem., 35, 1464
(1963).

Polymer (Korea), Vol. 32, No. 3, 2008




<<
  /ASCII85EncodePages false
  /AllowTransparency false
  /AutoPositionEPSFiles true
  /AutoRotatePages /None
  /Binding /Left
  /CalGrayProfile (Gray Gamma 2.2)
  /CalRGBProfile (sRGB IEC61966-2.1)
  /CalCMYKProfile (U.S. Web Coated \050SWOP\051 v2)
  /sRGBProfile (sRGB IEC61966-2.1)
  /CannotEmbedFontPolicy /Warning
  /CompatibilityLevel 1.4
  /CompressObjects /Tags
  /CompressPages true
  /ConvertImagesToIndexed true
  /PassThroughJPEGImages true
  /CreateJDFFile false
  /CreateJobTicket false
  /DefaultRenderingIntent /Default
  /DetectBlends true
  /DetectCurves 0.1000
  /ColorConversionStrategy /LeaveColorUnchanged
  /DoThumbnails false
  /EmbedAllFonts true
  /EmbedOpenType false
  /ParseICCProfilesInComments true
  /EmbedJobOptions true
  /DSCReportingLevel 0
  /EmitDSCWarnings false
  /EndPage -1
  /ImageMemory 1048576
  /LockDistillerParams false
  /MaxSubsetPct 100
  /Optimize true
  /OPM 1
  /ParseDSCComments true
  /ParseDSCCommentsForDocInfo true
  /PreserveCopyPage true
  /PreserveDICMYKValues true
  /PreserveEPSInfo true
  /PreserveFlatness true
  /PreserveHalftoneInfo false
  /PreserveOPIComments true
  /PreserveOverprintSettings true
  /StartPage 1
  /SubsetFonts true
  /TransferFunctionInfo /Apply
  /UCRandBGInfo /Preserve
  /UsePrologue false
  /ColorSettingsFile ()
  /AlwaysEmbed [ true
    /AgencyFB-Bold
    /AgencyFB-Reg
    /AmiR-HM
    /Arial-Black
    /Arial-BlackItalic
    /Arial-BoldItalicMT
    /Arial-BoldMT
    /Arial-ItalicMT
    /ArialMT
    /ArialNarrow
    /ArialNarrow-Bold
    /ArialNarrow-BoldItalic
    /ArialNarrow-Italic
    /ArialRoundedMTBold
    /ArialUnicodeMS
    /Batang
    /BatangChe
    /BlackadderITC-Regular
    /BodoniMT
    /BodoniMTBlack
    /BodoniMTBlack-Italic
    /BodoniMT-Bold
    /BodoniMT-BoldItalic
    /BodoniMTCondensed
    /BodoniMTCondensed-Bold
    /BodoniMTCondensed-BoldItalic
    /BodoniMTCondensed-Italic
    /BodoniMT-Italic
    /BookAntiqua
    /BookAntiqua-Bold
    /BookAntiqua-BoldItalic
    /BookAntiqua-Italic
    /BookmanOldStyle
    /BookmanOldStyle-Bold
    /BookmanOldStyle-BoldItalic
    /BookmanOldStyle-Italic
    /BookshelfSymbolSeven
    /BradleyHandITC
    /CalisMTBol
    /CalistoMT
    /CalistoMT-BoldItalic
    /CalistoMT-Italic
    /Castellar
    /Century
    /CenturyExpandedBT-Bold
    /CenturyExpandedBT-Roman
    /CenturyGothic
    /CenturyGothic-Bold
    /CenturyGothic-BoldItalic
    /CenturyGothic-Italic
    /CenturySchoolbook
    /CenturySchoolbook-Bold
    /CenturySchoolbook-BoldItalic
    /CenturySchoolbook-Italic
    /ComicSansMS
    /ComicSansMS-Bold
    /CopperplateGothic-Bold
    /CopperplateGothic-Light
    /CourierNewPS-BoldItalicMT
    /CourierNewPS-BoldMT
    /CourierNewPS-ItalicMT
    /CourierNewPSMT
    /CurlzMT
    /Dotum
    /DotumChe
    /EdwardianScriptITC
    /Elephant-Italic
    /Elephant-Regular
    /EngraversMT
    /ErasITC-Bold
    /ErasITC-Demi
    /ErasITC-Light
    /ErasITC-Medium
    /EstrangeloEdessa
    /ExpoL-HM
    /ExpoM-HM
    /FelixTitlingMT
    /ForteMT
    /FranklinGothic-Book
    /FranklinGothic-BookItalic
    /FranklinGothic-Demi
    /FranklinGothic-DemiCond
    /FranklinGothic-DemiItalic
    /FranklinGothic-Heavy
    /FranklinGothic-HeavyItalic
    /FranklinGothic-Medium
    /FranklinGothic-MediumCond
    /FranklinGothic-MediumItalic
    /FrenchScriptMT
    /Garamond
    /Garamond-Bold
    /Garamond-Italic
    /Gautami
    /Georgia
    /Georgia-Bold
    /Georgia-BoldItalic
    /Georgia-Italic
    /Gigi-Regular
    /GillSansMT
    /GillSansMT-Bold
    /GillSansMT-BoldItalic
    /GillSansMT-Condensed
    /GillSansMT-ExtraCondensedBold
    /GillSansMT-Italic
    /GillSans-UltraBold
    /GillSans-UltraBoldCondensed
    /GloucesterMT-ExtraCondensed
    /GothicB-HM
    /GothicR-HM
    /GoudyOldStyleT-Bold
    /GoudyOldStyleT-Italic
    /GoudyOldStyleT-Regular
    /GoudyStout
    /GraphicSansB-HM
    /Gulim
    /GulimChe
    /Gungsuh
    /GungsuhChe
    /H2cysB
    /H2cysL
    /H2gprB
    /H2gprM
    /H2gpsM
    /H2gsrB
    /H2gtrB
    /H2gtrE
    /H2gtrL
    /H2gtrM
    /H2hdrM
    /H2mjmM
    /H2mjrB
    /H2mjrE
    /H2mjsM
    /H2mjuM
    /H2mkpB
    /H2porL
    /H2porM
    /H2sa1M
    /H2ta2B
    /H2wulB
    /H2wulL
    /H2wulM
    /Haettenschweiler
    /HeadlineR-HM
    /HYGoThic-Extra
    /Impact
    /ImprintMT-Shadow
    /KabelITCbyBT-Book
    /KabelITCbyBT-Demi
    /KabelITCbyBT-Medium
    /KabelITCbyBT-Ultra
    /Kartika
    /Latha
    /LucidaConsole
    /LucidaSans
    /LucidaSans-Demi
    /LucidaSans-DemiItalic
    /LucidaSans-Italic
    /LucidaSans-Typewriter
    /LucidaSans-TypewriterBold
    /LucidaSans-TypewriterBoldOblique
    /LucidaSans-TypewriterOblique
    /LucidaSansUnicode
    /MagicR-HM
    /MaiandraGD-Regular
    /Mangal-Regular
    /MeorimyungjoXB-HM
    /MicrosoftSansSerif
    /MingLiU
    /MiniPicsArtJam
    /MiniPicsClassic
    /MiniPicsLilCritters
    /MiniPicsLilEdibles
    /MiniPicsLilEvents
    /MiniPicsLilStuff
    /MiniPicsLilVehicles
    /MiniPicsRedRock
    /MoeumTR-HM
    /MonotypeCorsiva
    /MS-Gothic
    /MS-Mincho
    /MSOutlook
    /MS-PGothic
    /MS-PMincho
    /MSReferenceSansSerif
    /MSReferenceSpecialty
    /MS-UIGothic
    /MT-Extra
    /MVBoli
    /MyungjoR-HM
    /NewGulim
    /NSimSun
    /OCRAExtended
    /PalaceScriptMT
    /PalatinoLinotype-Bold
    /PalatinoLinotype-BoldItalic
    /PalatinoLinotype-Italic
    /PalatinoLinotype-Roman
    /Papyrus-Regular
    /Perpetua
    /Perpetua-Bold
    /Perpetua-BoldItalic
    /Perpetua-Italic
    /PerpetuaTitlingMT-Bold
    /PerpetuaTitlingMT-Light
    /PMingLiU
    /Pristina-Regular
    /PyunjiR-HM
    /Raavi
    /RageItalic
    /Rockwell
    /Rockwell-Bold
    /Rockwell-BoldItalic
    /Rockwell-Condensed
    /Rockwell-CondensedBold
    /Rockwell-ExtraBold
    /Rockwell-Italic
    /ScriptMTBold
    /Shruti
    /SimHei
    /SimSun
    /Sylfaen
    /SymbolMT
    /Tahoma
    /Tahoma-Bold
    /TimesNewRomanPS-BoldItalicMT
    /TimesNewRomanPS-BoldMT
    /TimesNewRomanPS-ItalicMT
    /TimesNewRomanPSMT
    /Trebuchet-BoldItalic
    /TrebuchetMS
    /TrebuchetMS-Bold
    /TrebuchetMS-Italic
    /Tunga-Regular
    /TwCenMT-Bold
    /TwCenMT-BoldItalic
    /TwCenMT-Condensed
    /TwCenMT-CondensedBold
    /TwCenMT-CondensedExtraBold
    /TwCenMT-Italic
    /TwCenMT-Regular
    /Verdana
    /Verdana-Bold
    /Verdana-BoldItalic
    /Verdana-Italic
    /Vrinda
    /Webdings
    /Wingdings2
    /Wingdings3
    /Wingdings-Regular
    /YetR-HM
    /ZWAdobeF
  ]
  /NeverEmbed [ true
    /TimesNewRomanMT-ExtraBold
  ]
  /AntiAliasColorImages false
  /CropColorImages true
  /ColorImageMinResolution 150
  /ColorImageMinResolutionPolicy /OK
  /DownsampleColorImages true
  /ColorImageDownsampleType /Bicubic
  /ColorImageResolution 300
  /ColorImageDepth -1
  /ColorImageMinDownsampleDepth 1
  /ColorImageDownsampleThreshold 1.50000
  /EncodeColorImages true
  /ColorImageFilter /DCTEncode
  /AutoFilterColorImages true
  /ColorImageAutoFilterStrategy /JPEG
  /ColorACSImageDict <<
    /QFactor 0.15
    /HSamples [1 1 1 1] /VSamples [1 1 1 1]
  >>
  /ColorImageDict <<
    /QFactor 0.76
    /HSamples [2 1 1 2] /VSamples [2 1 1 2]
  >>
  /JPEG2000ColorACSImageDict <<
    /TileWidth 256
    /TileHeight 256
    /Quality 15
  >>
  /JPEG2000ColorImageDict <<
    /TileWidth 256
    /TileHeight 256
    /Quality 15
  >>
  /AntiAliasGrayImages false
  /CropGrayImages true
  /GrayImageMinResolution 150
  /GrayImageMinResolutionPolicy /OK
  /DownsampleGrayImages true
  /GrayImageDownsampleType /Bicubic
  /GrayImageResolution 300
  /GrayImageDepth -1
  /GrayImageMinDownsampleDepth 2
  /GrayImageDownsampleThreshold 1.50000
  /EncodeGrayImages true
  /GrayImageFilter /DCTEncode
  /AutoFilterGrayImages true
  /GrayImageAutoFilterStrategy /JPEG
  /GrayACSImageDict <<
    /QFactor 0.15
    /HSamples [1 1 1 1] /VSamples [1 1 1 1]
  >>
  /GrayImageDict <<
    /QFactor 0.76
    /HSamples [2 1 1 2] /VSamples [2 1 1 2]
  >>
  /JPEG2000GrayACSImageDict <<
    /TileWidth 256
    /TileHeight 256
    /Quality 15
  >>
  /JPEG2000GrayImageDict <<
    /TileWidth 256
    /TileHeight 256
    /Quality 15
  >>
  /AntiAliasMonoImages false
  /CropMonoImages true
  /MonoImageMinResolution 1200
  /MonoImageMinResolutionPolicy /OK
  /DownsampleMonoImages true
  /MonoImageDownsampleType /Bicubic
  /MonoImageResolution 1200
  /MonoImageDepth -1
  /MonoImageDownsampleThreshold 1.50000
  /EncodeMonoImages true
  /MonoImageFilter /CCITTFaxEncode
  /MonoImageDict <<
    /K -1
  >>
  /AllowPSXObjects false
  /CheckCompliance [
    /None
  ]
  /PDFX1aCheck false
  /PDFX3Check false
  /PDFXCompliantPDFOnly false
  /PDFXNoTrimBoxError true
  /PDFXTrimBoxToMediaBoxOffset [
    0.00000
    0.00000
    0.00000
    0.00000
  ]
  /PDFXSetBleedBoxToMediaBox true
  /PDFXBleedBoxToTrimBoxOffset [
    0.00000
    0.00000
    0.00000
    0.00000
  ]
  /PDFXOutputIntentProfile (None)
  /PDFXOutputConditionIdentifier ()
  /PDFXOutputCondition ()
  /PDFXRegistryName ()
  /PDFXTrapped /False

  /Description <<
    /CHS <FEFF4f7f75288fd94e9b8bbe5b9a521b5efa7684002000410064006f006200650020005000440046002065876863900275284e8e55464e1a65876863768467e5770b548c62535370300260a853ef4ee54f7f75280020004100630072006f0062006100740020548c002000410064006f00620065002000520065006100640065007200200035002e003000204ee553ca66f49ad87248672c676562535f00521b5efa768400200050004400460020658768633002>
    /CHT <FEFF4f7f752890194e9b8a2d7f6e5efa7acb7684002000410064006f006200650020005000440046002065874ef69069752865bc666e901a554652d965874ef6768467e5770b548c52175370300260a853ef4ee54f7f75280020004100630072006f0062006100740020548c002000410064006f00620065002000520065006100640065007200200035002e003000204ee553ca66f49ad87248672c4f86958b555f5df25efa7acb76840020005000440046002065874ef63002>
    /DAN <>
    /DEU <>
    /ESP <>
    /FRA <>
    /ITA (Utilizzare queste impostazioni per creare documenti Adobe PDF adatti per visualizzare e stampare documenti aziendali in modo affidabile. I documenti PDF creati possono essere aperti con Acrobat e Adobe Reader 5.0 e versioni successive.)
    /JPN <>
    /NLD (Gebruik deze instellingen om Adobe PDF-documenten te maken waarmee zakelijke documenten betrouwbaar kunnen worden weergegeven en afgedrukt. De gemaakte PDF-documenten kunnen worden geopend met Acrobat en Adobe Reader 5.0 en hoger.)
    /NOR <>
    /PTB <>
    /SUO <>
    /SVE <>
    /ENU (Use these settings to create Adobe PDF documents suitable for reliable viewing and printing of business documents.  Created PDF documents can be opened with Acrobat and Adobe Reader 5.0 and later.)
    /KOR <FEFFc7740020c124c815c7440020c0acc6a9d558c5ec0020be44c988b2c8c2a40020bb38c11cb97c0020c548c815c801c73cb85c0020bcf4ace00020c778c1c4d558b2940020b3700020ac00c7a50020c801d569d55c002000410064006f0062006500200050004400460020bb38c11cb97c0020c791c131d569b2c8b2e4002e0020c774b807ac8c0020c791c131b41c00200050004400460020bb38c11cb2940020004100630072006f0062006100740020bc0f002000410064006f00620065002000520065006100640065007200200035002e00300020c774c0c1c5d0c11c0020c5f40020c2180020c788c2b5b2c8b2e4002e>
  >>
>> setdistillerparams
<<
  /HWResolution [1200 1200]
  /PageSize [595.276 807.874]
>> setpagedevice


