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ABSTRACT: This study proposes a comprehensive study on
liquid silicone rubber (LSR) formulations to unravel which
components (among functional polydimethylsiloxane poly-
mers and modified silica fillers) improve the mechanical
properties of the final materials. In this first part, various
industrial products have been deformulated using conventional
chemical analyses. The silica content and their surface
chemistry were assessed by TGA. Architecture and molar
mass of polymers were deduced from **Si NMR and SEC in
toluene, respectively. Relative concentrations of hydride and
vinyl reactive groups and stoichiometric imbalance (r = ngy/

ngy;) were quantified by proton NMR. Stoichiometric imbalance is slightly higher than 1.5 for cross-linker with hydride functions
well redistributed along the chain, whereas for some formulations, r’s as high as 3.7 were implemented. These variations has
strong implications on the cross-linking density of the final material, since the remaining hydride groups react together and
decrease the molar mass between cross-links. From the comparison between formulations, it was shown that hardness adjustment
is mainly performed by playing on two parameters: filler content and molar mass between cross-linking points for hardness
ranging from 20 to 30 Shore A. Above this limit, it is necessary to modify the silica surface with reactive groups, such as vinyl
functions. Surprisingly, two formulations were shown to use a dual cross-linking catalysis systems, peroxide and platinum, leading
to efficient and full cure even at lower temperature (typically 140 °C). Network topologies were estimated from the predicted

chemistry of the materials in a final discussion part.

KEYWORDS: liquid silicone rubber, platinum cured silicones, peroxide cured silicones, cross-linker structure,

molar mass between cross-links, silicone hardness

1. INTRODUCTION

Polydimethylsiloxane (PDMS) or other silicone-based poly-
mers are well-known for their excellent mechanical and thermal
properties. In particular, the class of silicone grades called liquid
silicone rubber (LSR) enables fast-cured, high-precision
injection molding for high performance parts, such as seals or
medical devices. Because they are cured by addition reaction of
hydride on vinyl groups, these formulations enable high degree
of control on the network topology and thus, on the
mechanical properties of the final material. This study aims at
understanding how each components of a LSR affect the final
network and, consequently, the ultimate properties. In this first
part, several formulations are characterized in their noncross-
linked state to determine the prepolymers chemical structures
and to show how small variations in these formulations
influence the reactivity and the network configuration (molar
mass between cross-links, for instance). In the second part of
this series," the mechanical properties (especially hardness, tear
resistance, tensile strength, compression set) will be correlated
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to the previously asserted network configuration. The final
purpose of this work is to propose the most favorable
architecture of the prepolymers to reach reinforced materials
with optimal properties in tensile and tear tests, as well as in
compression set experiments.

liquid silicone rubbers are provided as two parts formulations
by major silicone suppliers. After mixing in a 1/1 ratio, these
two components called part A and part B are cured through
hydrosilylation, which refers to the addition of Si—H bonds to
carbon double bonds borne by poly(dimethylsiloxane) chains.
Hydrosilylation reaction is catalyzed by platinum compound,
preferably platinum(0) complexes such as Karstedt’s catalyst,”
for its stability and compatibility with silicone.>* Inhibitors are
widely used in hydrosilylation systems to prevent premature
cross-linking of polymers at ambient temperature, whereas
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rapid platinum-mediated cross-linking reactions take place at
higher temperatures.” Commonly used inhibitors include
electron-deficient alkenzl molecules, such as maleates,
fumarates, and p-alkynol.” By calculating the binding energy
between inhibitor or vinyl and platinum, Faglioni et al®
concluded that all inhibitors coordinate the catalyst more
weakly than the vinyl substrate. Hence, the catalyst is not
inhibited by a chemical process but rather by segregation in a
phase in which the catalyst is solvated by the inhibitor. Reaction
is initiated when the temperature exceeds the boiling point of
the inhibitor phase; once the inhibitor is volatilized, an
architectured controlled network of polymer is formed (see a
pictural scheme of the network formation in the TOC graphic).
Because the hydrosilylation reaction takes place at room
temperature even in the presence of inhibitor, the partition of
LSR formulation into two parts allows either the separation of
one functional group from the other or the catalyst isolation
from the functionalized polymer chains.

Cross-linked silicones are inherently weak material.” Filler
incorporation enhances the mechanical properties by first, a
hydrodynamic effect arising from the inclusion of rigid
particles,® filler agglomeration or network formation and
second, by an increase in the cross-linking density created by
polymer—filler bonding. Silica is generally preferred because of
its outstanding reinforcing capability, which results from the
numerous interactions between silanol from silica surface and
siloxane backbone. In LSR, fumed silica is often preferred for its
reasonable cost, its high compatibility and high surface area
(150—380 m*/g,). However, crepe-hardening of formulation,
caused by strong hydrogen bonds between silica and PDMS, is
likely to occur.” To decrease the silanol content on the silica
surface, the filler is either (both) physically modified by adding
a,w-bis-silanol PDMS oligomers'® or (and) chemically
modified with hexamethyldisilazane,'' "> ethoxysilane or
chlorosilane'*"® and cyclosiloxane."*™'® The blends prepared
with modified filler exhibit softening instead of crepe hardening
typically reported for unmodified silica filled systems.' In
addition to decreasing the surface silanol concentration, the
coupling agent, for instance vinylethoxysilane,”® brings addi-
tional improved properties by connecting the polymer matrix
and the filler.?'7** To the best of our knowledge, silica in LSR
formulations is mainly modified by in situ reaction of surface
silanol groups with hexamethylsilazane or 1,3-divinyltetrame-
thyldisilazane when a coupling agent is required.****

In this paper, we extended the range of common techniques
used for characterizing silicone formulations®® (FTIR, 'H and
Si NMR) in order to determine the filler content, the
architecture of the main polymers (molar mass, position of
reactive functions), and to calculate the relative concentration
and reactive functions’ ratio. These techniques were estimated
to be sufficiently accurate to characterize all the formulation
additives in concentration higher than 1000 ppm. In a first part,
silicone formulation analyses are done on a model un-cross-
linked formulation. Then, chemical analyses are generalized to
eight materials ranging from 20 to 50 Shore A to establish the
polymers and fillers architectures. Besides, reactivity of these
materials is considered from kinetics measurements at various
curing temperature. Materials prepared by injection-molding
are treated by various solvent swelling techniques to extract
data such as, the molar mass between cross-links M, the
content of extractible species and/or the presence of network
defects. In a final discussion, we compare these different
parameters to tentatively deliver a picture of the network
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configuration in agreement with the chemical structures
described previously.

At this point, we shall note that because we deformulated
LSR formlulation devoted to specific automotive sealing
applications, materials present self-lubricating properties. After
formulation curing, a specific silicone oil exudes, driven by its
partial incompatibility with the polymer network. Since it
complicates the plot of deformulation, the characterization of
these unreactive components was necessary and is also reported
here.

2. EXPERIMENTAL SECTION

Materials. Eight silicone formulations were provided by different
suppliers. All the studied products are self-lubricating LSR grades for
automotive applications (Table 1).

Table 1. Properties of Analyzed LSR Formulations (data
given by the suppliers)

theoretical oil
hardness content  viscosity in  viscosity in
name (Shore A) density  (wt %) part A (Pas) part B (Pas)
1 29 1.11 3 400° 400°
2 30 1.11 7 650° 650”
3 20 S
4 31 1.107 S 3957 280°
S 50 1.12 4 400° 400°
6 33 1.136 4 150-190°  150—190"
7 50 114 2 250° 270°
8 32 1.12 4 210% 190¢

“Measured at 20 °C and 10 s~ “Measurement conditions not
reported.

Toluene (CHROMASOLV Plus, for HPLC, >99.9%), Tetrahy-
drofuran (inhibitor-free, CHROMASOLV Plus, for HPLC, >99.9%),
methylcyclohexane (ReagentPlus, 99% Sigma-Aldrich) Cr(acac)3
(97% Aldrich) and ammonia (puriss, anhydrous, >99.9%) were
purchased from Sigma Aldrich and used as received. Deuterated
chloroform (>99.9%) is provided by Eurisotop.

Methods. Thermogravimetry (TG) analyses were performed on a
QS50 from TA Instrument. Twenty mg of sample in a platinum pan was
heated from room temperature to 900 °C under a nitrogen flow (60
mL/min). The experiments were carried out at a heating rate of 50
°C/min.

Size exclusion chromatography (SEC) in toluene equipped with a
refractive index detector (RI) enables the determination of the
polymer molar masses present in each component, especially the
longest ones. More interestingly, it is possible to differentiate polymers
absorbing in UV (ie,, typically bearing aromatic groups) by SEC in
THF, equipped with both RI and UV detectors (set at 254 nm). SEC
analyses in toluene were carried out using a Spectra-Physics apparatus,
equipped with a set of PLgel (S ym, 300 mm) MIXED-D columns
from Polymer Laboratories and a RI detector. The solvent was eluted
at a flow rate of 0.8 mL min~". SEC analyses in THF were performed
using a Spectra-Physics apparatus, equipped with a set of PLgel (5 ym,
300 mm) MIXED-C columns from Polymer Laboratories. Low molar
mass polymers were analyzed with a set of PLgel (3 ym, 300 mm)
MIXED-E columns from Polymer Laboratories. Measurements were
performed through two detectors, refractive index and UV absorption
(4=254 nm). The eluent was tetrahydrofuran at a flow rate of 1 mL/
min~", The samples were prepared by dissolving materials in the SEC
eluent (60 mg in S mL) and by filtrating the solution using decreasing
pore size filters (from S to 0.2 ym). This simple operation removes
silica filler prior to injection. For all SEC measurements, universal
calibrations were performed using polystyrene standards.>” For cross-
linker molar mass determination, we assumed that both parts contain
the same amount of long polymer and the signals intensities were then
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normalized by setting the maximum intensity of this polymer at 1.%*
Then, trace of part B was subtracted from the trace of part A. All SEC
calibration curves were established using polystyrene standards from
Polymer Laboratories.

The chemical structure of the products was determined by 'H
NMR, and "*C NMR (Bruker AC 400 MHz) at room temperature in
CDCl, solutions. **Si NMR experiments were performed on a 250
MHz spectrometer in 10 mm tubes with Chromium(IIl) acetylacet-
onate Cr(acac); to decrease relaxation time and thus, to get
quantitative signals.

In an attempt to measure the silica particle size, both un-cross-
linked formulations and cured materials were characterized by
transmission electron microscopy (TEM). Cutting silicone material
with a cryomicrotome in liquid nitrogen, produced slices too thick to
transmit electrons, because of the extreme silicone softness (low Tg).
Un-cross-linked formulations were spread to an adequate thickness,
from which the diameter of elementary particles were estimated at 30
nm (see Figure S1 in the Supporting Information).

Kinetics and Curing. The kinetics of curing were recorded by a
Moving Die Rheometer, a heated biconical oscillating chamber, at
various temperatures (120, 140, 160, and 180 =+ 0.5 °C). The lower
part applies an oscillation strain (strain, 0.5% frequency, 1.7 Hz),
whereas the upper part records the complex torque S* as a function of
time. For elastic materials, the most important parameter is the elastic
(or storage) torque S, the real component of S* (S* = §' + iS”). The
curves obtained by curing 5 g of materials were discussed on the
maximum torque reached (S',,,,) and on reaction rate v taken between
10 and 90% of S',,,, (see an example in Figure 1 and eq 1).
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Figure 1. Example of values extracted from kinetics curve (formulation
1 cured at 120 °C).
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Thanks to these kinetics data, the curing of 30 Shore A formulations
were adapted. Both sheets of 2 and 6 mm thick were injection molded
at a pressure set at 165 MPa, at three temperatures (180, 200, and 220
°C) and different times (55, 47, and 36 s, respectively). Durometer
hardness (Shore A) values were obtained on 6 mm thick sheets using a

t90% - th%

standard durometer hardness tester from Bareiss, with three hardness
values collected per system.

Extraction and Swelling Measurements on Final Materials.
Exudation oil was easily extracted by submerging 10 g of cured
material in THF (CHROMASOLV Plus for HPLC, >99.9%, inhibitor-
free, Sigma-Aldrich). After S days of extraction, the solvent was
evaporated to obtain a transparent oil which was then analyzed by SEC
and ¥Si NMR.
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Sample immersion in a good solvent of the polymer produces
material swelling, extent of which is a reciprocal function of the cross-
linking density. Such cross-linking knots are brought both by the
chemical links between PDMS chains and by physical interactions
between a PDMS chain and the filler network.

In swelling measurements, a typical sample (#0.6 g, cylindrical disk
of 13 mm diameter and 6 mm thickness) was first wiped to remove oil
bled from material, then weighted for evaluating the initial dry weight
(W;) and plunged in 100 mL of methylcyclohexane in a sealed bottle.
After 5 days, the equilibrium weight was considered to be reached; the
sample was extracted, gently wiped to remove the liquid solvent
present on the sample surface and immediately weighted (W,). The
sample was then dried overnight at 70 °C under vacuum and
reweighted (W;). Extractable material (E) and volume fraction of
polymer in the swollen sample (V,) are calculated as follows

W - W

=g

100
2)
W = (W)

vl =
ﬂP
W = (We) + (W, = W)-

r

©)

where ¢ represents the silica weight fraction; p, and p, the solvent and
polymer densities, respectively.

NHj; modified swelling method was used to provide an estimation
of the polymer—filler interaction in the system. As ammonia fumes
break the hydrogen bonds between silica surface and polymer
backbone,””*° swelling measurements in methylcyclohexane in
presence of ammonia saturated atmosphere (during 7 days) give the
sole chemical contribution to cross-link density, V,® (eq 4, where
subscript a refers to ammonia).

h _ Wf - (Wiac)

Ve =
P
Wi — (Wie) + (Wi = Wp)-

r

4)

Then, the molar mass between the chemical cross-links (M. ") is
estimated using the Flory—Rehner equation relative to an ideal
network®'
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with M the solvent molar mass and y the Flory—Huggins interaction
parameter (taken at a value of 0.45 as a fair approximation). The
hydrogen bonding contribution to cross-linking density, V,™>* which
investigates the specific surface area as well as the surface modification
of the filler, is calculated as

VRV v ©

As few samples were available in each curing conditions, only the
swelling measurements in methylcylohexane (in absence of ammonia)
could be reproduced twice. In these conditions, the reproducibility on
V,T was as low as 0.5 X 1073, The experiments performed in presence
of ammonia (V,") were estimated to give similar experimental errors,
though maybe slightly higher because of the NH; volatility during the
weighting. This hypothesis was confirmed, during a different study on
high temperature vulcanization (HTV) rubbers owing the same
hardness and about the same range of V," (not shown). Indeed, the
difference between two measurements was found to be about 2 X 1073
(AVSh =1 x 1073).

3. RESULTS

3.1. Typical Deformulation Procedure Applied to
Material 1. All chemical analyses were carried out on the
un-cross-linked material, i.e., on each component (A and B)
separately. We propose here to develop the systematic
procedure used to characterize the different formulations as
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applied specifically to the simplest system (formulation 1).
First, the nature and content of filler were deduced from
thermogravimetric analyses; the polymer fraction was then
extracted and analyzed by size exclusion chromatography in
toluene and THF. **Si NMR provided information about the
functional groups as well as the prepolymers architecture, data
otherwise confirmed and completed by 'H NMR.

Thermogravimetric Analyses. Thermogravimetric analysis
under nitrogen of each part enables to determine the filler
content. Our group™> recently carried out an exhaustive TGA
study on silica-PDMS model samples, mimicking HTV or LSR
formulations. Without platinum in the recipe, thermal post-
cross-linking does not occur and all the PDMS chains are
depolymerized into volatile cyclosiloxanes, leading to no
residue. Thus, the residue at 900 °C corresponds to the initial
filler content. With platinum, the residue content depends on
the silica surface modification: PDMS blended with hexame-
thyldisilazane-modified silica presents a residue of 10—15%
above the filler content while residue improvement increases up
to 40% for vinyl-modified silica.**

Figure 2 presents the degradation curves under N, of each
part of formulation 1. Part B degradation produces 30 wt % of a
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4 0,
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Figure 2. Effect of platinum on the degradation curve of part A (black
squares) and part B (red circles) of formulation 1.

white powdered residue, whereas part A gives a hard and shiny
black solid residue of 42 wt % of the initial weight. It can be
concluded that the formulation contains 30% of filler, and part
A contains the platinum catalyst for hydrosilylation.

Size Exclusion Chromatography. UV SEC traces proved the
presence of aromatic groups in both components A and B, for a
polymer of number average molar mass of 1700 g-mol™' (PI =
1.5) ascribed to the exuding oil (Figure 3). RI detectors
revealed the presence of an additional long polymer of M, = 40
000 g mol™" (PI = 2.5) present in both parts A and B.

Attempts to isolate the cross-linker from the formulation by
reprecipitation failed because of its strong compatibility with
the long vinyl terminated PDMS. To study more accurately the
cross-linker polymer (<10000 g mol™"), we used the signals
recorded with a set of columns specifically designed for
separation of low molar mass polymers. First, we set the
maximum intensity of large polymer peak at 1 and subtracted
the normalized chromatogram of part A from the part B one.
Figure 4 shows that three additional peaks are observed in part
B (compared to part A) at 200, 550, and 5570 g mol~". The
latter would correspond to the cross-linker, whereas the peaks
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Figure 3. SEC traces in THF; upper graph: part A recorded by RI
(red) and UV detector (orange); lower graph: part B by RI (dark
blue) and UV (light blue).
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Figure 4. Subtraction of normalized SEC RI traces of part A and part
B of formulation 1.

at 200 and 570 g mol™" arise a priori from the inhibitor and
either an additive or a silicone synthesis residue, respectively
(vide infra).

29Si NMR. Identification of functional groups present at low
concentrations in the formulation requires long acquisition time
using the *Si NMR technique (>24 h). Parts A and B have
close though single spectrograms (Figure Sa). The important
peak set at —22.4 ppm corresponds to the D unit of PDMS that
shrinks all others signals (for correspondence between chemical
shifts and structures, see Table S1 in the Supporting
Information). Chain building units are also present at —48
ppm, revealing the presence of D™ units otherwise observed
by SEC UV. The broadness of this signal unveils that these
units are copolymerized with D units. Trimethyl and
vinyldimethyl chain end units are observed around 6.8 and 9
ppm, and —4 ppm, respectively. Specific analyses of the silicone
oil extracted from cured material by solvent swelling were
carried out; the **Si NMR spectrum (Figure Sb) only shows
trimethyl chain end signals at 6.8 and 9 ppm, depending on the
adjacent units (D and DP™ units) also present on the
spectrogram.26 Thus, vinyldimethyl end units are assigned to
the long PDMS polymer. The fact that the exudation oil is a
poly(dimethyl-co-diphenyl)siloxane owes to its incompatibility

dx.doi.org/10.1021/am300502r | ACS Appl. Mater. Interfaces 2012, 4, 3340—3352
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Figure 5. *Si NMR spectra of formulation 1 (a) parts A and B; (b) exudation oil after extraction (see experimental part for details).

with PDMS: in the literature, polydiphenylsiloxane-polydime-
thylsiloxane-polydiphenylsiloxane triblock copolymers were
shown to separate into two phases.”* Note that both parts A
and B contain the vinyl functionalized PDMS chains and the
exudation oil.

»Si NMR also confirmed that part B contains the cross-
linker and part A the platinum catalyst. The three environments
for methylhydro groups, triads observed between —35 and
—37.5 ppm, highlight the cross-linker architecture, basically a
trimethylsilyl terminated-poly(methylhydrido-co-dimethyl si-
loxane). It is worth noting that in this particular formulation
1, as high as 23% of the DD"D" sequence is quantified,
meaning that the active functions are not perfectly redistributed
inside the polymer chain (vide infra).

'H NMR. By proton NMR, aromatic (7—7.5 ppm), vinyl
(5.7—6 ppm), and methylsilyl (0 ppm) groups give strong
signals (Figure 6). Signals at 0.85 ppm and 1.27 ppm have been
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Figure 6. "H NMR spectrum of components A and B (formulation 1).

assigned to hydrogen-bonded geminate silanol and isolated
silanol®® whereas broad signals at 2 and 3.5 ppm are dued to H-
bonded silanol and physisorbed water on the silica surface,
respectively.*® These assignations were confirmed by analyzing
unmodified and modified silica (see Figure S2 in the
Supporting Information). Figure 6 otherwise shows little
differences between parts A and B. As expected, part B
presents a strong signal at 4.7 ppm ascribed to hydride
functions. While some patents claim addition of inhibitor in the
same part as platinum catalyst,>”*® the platinum inhibitor, 1-
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ethynyl-1-cyclohexanol, was also located in the part B as proved
by the precisely assigned signals between 1.26 and 2.49 ppm.
The SEC peak observed at 200 g mol™" in part B is then
logically credited to the inhibitor.> The methylsilyl peak
integration was set to 1000 to normalize both spectra (part A
and part B). By assuming that methyl silyl content is equivalent
in both parts, signal integrations of vinyl and hydride groups
enable to quantify the ratio between functional groups, here

Ne:
U UY) S
(g + (nsivi)p

In conclusion from this primary analysis procedure, both parts
A and B of the LSR analyzed here include similar silica content
with a long a,w-divinyl polydimethylsiloxane and a poly-
(dimethylsiloxane-co-diphenylsiloxane) as an exudation oil.*’
Part A includes the catalyst, the cross-linker bearing
methylhydride siloxane group and the platinum inhibitor are
located in part B.

3.2. Deformulation of All Systems. The eight LSR
formulations with various hardnesses and obtained from
different suppliers, were studied using the previously described
procedure (Table 2 sums up the main results and raw data are
given on the Supporting Information in Table S2). Basically,
tew differences are observed between the formulations which all
contain vinyl-terminated PDMS, short cross-linker bearing
numerous hydride groups, exudation oil based on phenylated
PDMS and filler, which content ranges between 20 and 30 wt
%. However, slight discrepancies exist that allows the suppliers
to adjust material mechanical properties (presented in the
following part of this series).' For instance, adjustments of the
solubility parameter of the exudation oil was done from one
formulation to another by varying the phenylated units fraction
in the copolymer (see contents in Table S3 in the Supporting
Information).*!

Reactive Function Concentrations and Imbalanced
Stoichiometry. An interesting point concerns the reactive
function concentrations which are among the most important
parameters for unraveling the network structure. The vinyl
concentration roughly controls the hardness, since all 30 Shore
A formulations display a relative vinyl concentration close to
1.0 (Table 2). The formulation 3 (20 Shore A) is logically less
concentrated in vinyl group. Several formulations, namely §, 6,
7, and 8, display D"' units (vinyl groups located inside the
PDMS chain, Figure 7). Both 50 Shore A materials contain
between 1.4 and 1.9 methylvinylsiloxane units per chains,

dx.doi.org/10.1021/am300502r | ACS Appl. Mater. Interfaces 2012, 4, 3340—3352
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Table 2. Chemical Compositions of LSR Formulations Used in This Study”

cross-linker

vinyl-terminated polymer silica structure functional groups
hardness M, silica content  silica surface HHH HHD DHD
formulation ~ (Shore A)° avg structure (g mol™)  np (%) modifier® (%) (%) (%) M, (gmol™) ngy® gy r
1 329 MY DMV 45000 0 29 methyl 23 49 29 5600 101 37 37
2 30.8 MY D,DY\ MY 47000 0.16 28 vinyl 0 44 56 7900 and 100 19 18
2000
3 ! MY DMVt 65000 0 20 methyl 0 28 7 056 1.8 31
4 30.0 MY DMV 51000 0 31 methyl 0 72 28 5000 095 22 23
s s MDDV MV 47000 1.92 30 vinyl b b b s 175 37 2l
6 317 MVD, DV MV 41000 018 28 methyl b b b 2400 (in B) L1216 14
700 (in A)
7 45.5 MYD, DV M 31000 1.36 31 vinyl 50 50 2400 127 23 18
8 33.0 MYD,DV, MY 47000  0.85 28 methyl b b b 1300 100 21 21

“Structures are determined by **Si NMR, molar masses by SEC in toluene, silica surface modifier and silica content through TGA measurements,
relative concentration of functional groups by 'H NMR (see text for details). Spectra resolution did not permit to dlscrlmlnate between the
different hydride group environments. “Relative 1ntegrat10n with normalized spectra according to the SiCH; unit, I, = 1000. “Calculated from 'H
NMR. *Hardness measured on 200 °C cured materials. "Not measured. €Deduced from TGA analysis (see text for details).

whereas softer materials contain between 0.2 and 0.8 of DV

units.
a {_li_\a& b a
b
o I
7 Y | Y —
huﬁiﬂwmw~wﬁv~mv«mAJLJ A i
2*
1
e T T T e T T T T el

Chemical Shift (ppm)

Figure 7. '"H NMR of part A zoomed on the vinyl signals region (5.5
to 6.3 ppm); (a) signals ascribed to vinyldimethylsilyl end-units (M"")
and (b) signals ascribed to vinylmethylsiloxane units (D).
Formulations marked with an asterisk encompass D" units.

SiH functions are always present in excess of stoichiometry,
between 1.4 and 2.3 of the total amount of vinyl groups, with a
noticeable excess of 3.7 for Formulation 1 (Table 2).
Unbalancing the stoichiometry guarantees that all long polymer
chains will be attached by both ends into the network, a crucial
point whlle considering the mechanical properties of elastomer
materials." Moreover, possible hydride degradation through
slow premature hydrolysis (Scheme 1) as reported in the
literature™** should not affect the overall grafting yield and in

turns, the curing behavior. Finally, hydrid excess has been
shown to accelerate the reaction compared to the reaction
having equimolar or excess of vinyl.’

Cross-Linker Structure and Molar Mass. The content of
SiH in the various formulations can also be correlated with the
cross-linker structure as revealed by *’Si NMR spectra of parts
B (see Figure S3 in the Supporting Information). For most
formulations, the cross-linker contains only DDYD and
DD"D" environments. Formulation 1 also discloses the pattern
D"D"D", meaning that the active functlons are less
redistributed inside this polymer chain.** Steric control is
extremely important in the hydrosilylation reaction:** vicinal
SiH functions are less reactive than isolated ones (Table 2).

To determine the cross-linker molar masses, we plotted the
subtraction of the parts B to A SEC signals recorded using low
molar mass columns (Figure 8). Deconvolution using Origin-
Pro permited us to calculate the polymer characteristics (see
Table S4 in the Supporting Information). All the formulations
include the inhibitor, ethynyl cyclohexanol, in the part B. The
largest peak is ascribed to the cross-linker, which molar mass
ranges from 1900 to 7700 g mol ™. For some formulations, an
intermediate peak is observed that may correspond to a
synthesis residue or other formulation compound (such as an
antioxidizer) in the case of very low Mn products (formulations
1,7, and 8) or to a second type of cross-linker (in formulation
2). Formulation 7 includes an extra peak of 700 g mol ™" in part
A (vide infra).

Molar Masses between Cross-Links. In the various
formulations, the a,w-vinyl PDMS molar masses cover a
broad range from 30 000 to 65000 g mol ™. When a material is
cross-linked by end-linking reaction with a multifunctional

Scheme 1. Hydride Functions Degradation Pathways: (A) Hydrolysis and Silanol Formation; (B) Silanol Condensation; (C)

Direct Hydride Addition on Silanol*?

A .ol.ol . Pt
- gir g H20
/SI /SIH
B .0 | I l l
-77 s sioH + HOSi__Si_ -
s 7 Yo T o
C /O‘é”o\sl;'H + HOS’i él
St s PNo o

L0l
aas
ool ol ol 0.
ATTSSiTTSiT ST st s+ H0
A A A
.olol ol ol ol
P e s s s T ¢ R
AV
3345 dx.doi.org/10.1021/am300502r | ACS Appl. Mater. Interfaces 2012, 4, 3340—3352



ACS Applied Materials & Interfaces

Research Article

0,6
2 0,5 MWMN 8
£ ] .
fﬁl 0,4 . / \
b= v///\"’ // \~ /A\\\NM» = P ~——— ”7//
203 A P e

—_—_———
° ] 6
2
) 0,24 4
b ]
£
5 0,1 2
©
5 00 ./\d_/\\_ 1
w T T T T T T
2,0 25 3,0 35 4,0 45
log M (g/mol)

Figure 8. Subtraction between part A and part B SEC signals (1 =
black; 2 = red; 4 = green; 6 = blue; 7 = orange, 8 = purple).

cross-linker, the molar mass between cross-links M, theoret-
ically corresponds to the number-average molar mass of the
vinyl terminated PDMS chains. The average molar mass
between cross-links is in the range of 35 000—45 000 g mol™*
for 30 Shore A materials while a,@-divinylpolydimethylsiloxane
is two times longer for 20 Shore A material (see Table 2). For
all other (harder) formulations, D" units inside the chain form
extra cross-linking points (Figure 9).

M.

Figure 9. Molecular between cross-linking points for (a) telechelic
divinyl polydimethylsiloxane; (b) poly(dimethyl-co-vinylmethyl)-

siloxane (case of np' = 1).

The theoretical molar mass between cross-linking points is
recalculated from eq 7, including the number of D"' unit per
chain, npv, estimated from proton NMR by comparing
integration of D" signals (6.03 and 5.83 ppm) to M ones
(6.15, 5.95, and S5.75 ppm) (Figure 7 and Table 2).

sec toluene
theoretical __ Mn
M. =

L+ (7)

Harder materials indeed present shorter molar masses between
the vinyl functions (see Table SS in the Supporting
Information). Figure 10 shows a strong correlation between
material hardness and theoretical M, (the molar mass between
cross-linking points deduced from chemical analysis).

The case of formulation 8 is not trivial. On one hand, the
total relative vinyl concentration (Table 2) is similar to other
formulations; but on the other hand, the vinyl bearing polymer
is shorter and includes D"’ units (0.8 per chain), bringing
additional end-and inside-chains vinyl groups, respectively. As
both 'H and *Si NMR spectra confirmed the presence of D"
units, we exclude the possibility of NMR artifact. A possible
explanation would be that some neutral PDMS chains are
added to the recipe to act as a long molar mass plasticizing
agent, as is often done in silicone gel formulations.
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(black circles) and filler content (red squares), deduced from part B
residue at 900 °C, as a function of measured hardness (except for
formulations 3 and S where the supplier values are given). Black line
represents the linear fit of theoretical M, as a function of measured
hardness (* = 0.84).

Silica Content and Surface Modification. Industrially,
hardness, measured on Shore A scale for silicones, is one of
the major physical parameter for material choice. Plotting the
filler content, deduced from TGA measurements for all
formulations, shows no significant differences between the 30
Shore A grades (Figure 10). Decreasing hardness to 20 Shore A
is obtained by likely decreasing the silica content to 20%.***
The hardest 50 Shore A materials do not include extra filler
compared to 30 Shore ones. Indeed, it is well know that silicone
formulations containing more than 40% filler are difficult to
prepare even in the presence of processing aids.** To overcome
the 30 Shore A limit, other tricks include to decrease the M,
and/or to functionalize the silica surface.

‘When embedded in a formulation, exploring the silica surface
is, from our experience, an impossible task to achieve. The
equivalent chemical nature of silicone and silica induces (i) a
strong compatibility between products, precluding easy
separation and (ii) complex analyses of the blends, since
analytical techniques are not sensible enough to discriminate
silica from PDMS (see representative pictures of the silica
particles and aggregates observed in the final elastomer
material, given in Figure S1 in the Supporting Information).
Nevertheless, information can be deduced from indirect
evidence. As discussed in our previous study,** the residue
difference between parts A and B varies accordingly to the silica
surface modification and the platinum concentration. Figure
11a shows three formulations’ groups (values given in the
Supporting Information, Table $S6). In the first group (1, 3, 4,
and 8), incorporation of platinum catalyst (in part A) increases
the residue of 12—15% compared to the part B, which is
commonly observed for typical LSR formulations***® (blends
of silicone, standard modified silica and 10—15 ppm of
platinum catalyst). The second group of formulations (2 and
5) presents strong residue differences between both for-
mulation parts (higher than 30%). We could attribute the
residue increase to chain immobilization via chemcial reaction
with vinyl groups grafted on the silica surface.”’ In the third
group (formulations 6 and 7), the extremely low residue
difference, 5 and 9 wt % respectively, indicates low platinum
content. This fact was confirmed by degrading cured materials
under nitrogen (Figure 11b), the degradation residue reached
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Figure 13. Elastic torque evolution of formulation 2 and 6 during the curing at 120 °C (blue curve), 140 °C (green curve), 160 °C (orange curve),
and 180 °C (red curve). (Other formulations’ curing curves are given in Figure S4 in the Supporting Information).

around 73 wt % for most of the materials against only 45%

residue for formulations 6 and 7 (vide infra).

Dual Catalysis. As seen before, the formulations 6 and 7 are

special cases that deserved finer analysis. By heating both parts
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under nitrogen, visual observation of the part A residue at 900

°C exhibit a hard black and shiny surface, as expected when

platinum catalyzes the degradation. The heart of the residue is

composed of a brownish, matte, friable solid, as does the entire
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part B residue. We observed residues with similar micro-
structure and color in a previous study while degrading
peroxide-silica-PDMS blends.> On the derivative weight loss
curves of the thermograms, a primary product degradation of
about 1.2 wt % is observed between 120 and 150 °C (Figure
12a). By DSC (Figure 12b), a broad endotherm is seen from
140 to 170 °C for parts B and double endothermic peaks for
parts A. Other formulations do not show any thermal
phenomena (e.g, 4-B, Figure 12b). All these results suggest
that a peroxide, which decomposing temperature would be set
at about 130 °C, is included in both parts; the peroxide mostly
used in EVC silicone formulation is 2,5-dimethyl-2,5-di(tert-
butylperoxy)hexane, degrading at 156 °C (216 gmol™).
Another possible candidate is 2,4-dichlorobenzoyle, which is
not vinyl specific and does not require pressure. The
formulations 6 and 7 are likely cross-linked by hydride addition
on vinyl groups through radical mechanism. Nevertheless,
several clues also indicate the presence of platinum catalyst,
though in lesser quantities: (i) peak characteristic of inhibitor at
2.47 ppm is observed by 'H NMR in part B; (i) shiny black
ceramized residue surface is obtained after part A degradation;
(iii) the residue of part A is slightly higher than the part B
residue, which would not be the case if only peroxides were
added as curing agents.

3.3. Curing and Physical Chemistry of Final Materials.
3. 3. 1. Kinetics of Curing and Injection Molding. For
formulations 1, 2, 6, 7, and 8, the curing behavior at 120, 140,
160, and 180 °C was followed by recording the elastic torque
evolution. Three stages were observed in a less than 90 s range:
(i) inhibition step corresponding to the degradation of the
ethynyl cyclohexanol molecule and the induction period during
which the active catalytic species are generated;” (ii) cross-
linking and (jii) stabilization (Figure 13). For all formulations,
similar behavior was observed: as the temperature increased,
the inhibition time turned out to be shorter and the reaction
rate increased. It should also be noted that the final torque rised
from 120 to 180 °C. At the end of the cross-linking step,
formulations 1, 2, 8 presented constant torque, whereas the
final torque of 6 and 7 continued to evolve, confirming that
cross-linking system(s) for these two formulations is (are)
more complex than a simple platinum-catalyzed hydrosilylation.
Moreover, increasing the curing temperature for formulations 6
and 7, respectively above 140 and 160 °C, did not show any
torque improvement, whereas formulations 1 and 8 exhibited
higher final torque with curing temperature (Figure 14). From
160 to 180 °C, torque increased only slightly, the worst case
being observed for formulation 2 for which each curing
temperature increase corresponded to a constant torque
increase.

The study of the average reaction rate gave similar trends
(see Figure SS in the Supporting Information). To summarize,
the formulations 6 and 7 are highly reactive at low temperature
compared to the others. High curing temperature is required to
fully cross-link formulation containing two cross-linkers
(formulation 2, see Figure S6 in the Supporting Information).
Formulations 1 and 8 stand between these two limiting cases.

Thanks to these kinetics measurements, conditions for curing
the final formulations were set; an industrial injection molding
machine was used at three temperatures, 180, 200, and 220 °C
during 55, 47, and 36 s, respectively. Investigations were
focused on the 30 Shore A material to get pertinent
comparison. Cured materials were then swelled in deuterated
chloroform and analyzed by liquid 'H NMR. It is worth to
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mention that whatever the used conditions, all spectra showed
that no functional groups remained in the materials, albeit
according to the precision of the technique (see Figure S6 in
the Supporting Information).

Swelling Measurements. The extractable materials amount
is obviously correlated to the oil content (see Figure S7 in the
Supporting Information). As the cross-linking temperature
increased, little differences were observed, suggesting that
temperature of 180 °C is high enough to obtain fully cross-
linked materials (Figure 15). A slight improvement was
observed when temperature increased for formulation 2, as
already suggested by the reactivity study (vide supra, Figure
14).
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Figure 15. Extractable materials as a function of temperature molding
for 30 Shore A materials (labels indicate the oil content).

In addition to quantifying the content of extractable
materials, swelling measurements in methylcyclohexane also
give useful information on the topology of the network. When
performed in presence of ammonia fumes, swelling measure-
ments only provide the chemical cross-link density, i.e. cross-
linking points generated by hydrosilylation (Figure 16a). For
materials cured at 180 °C, the molar mass between chemical
cross-links M " increased in the following order: 1 <2 # 6 < 4.
On the other hand, as the curing temperature increased, molar
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Figure 16. (a) Molar mass between chemical cross-links measured by swelling in presence of ammonia fumes; (b) extent of hydrogen bonds in the
materials depending on the curing temperature (dashed line is only a guide for the eye).

mass between chemical cross-links remained constant, which
confirms that complete cross-linking is fully achieved at 180 °C
for most materials. Only formulations 2 and 6 presented a small
improvement as the molar mass between cross-links slightly
decreased (4%).

Swelling measurements in absence of ammonia fumes probe
both the chemical and the physical contribution to cross-
linking. Concerning the latter, the following conclusions can be
drawn from formulation comparison: (i) whatever the curing
temperature, similar silica surface are observed for materials 1,
6, and 8; (ii) cured at 180 °C, material 2 and particularly
material 4, possess much less physical cross-linking points than
others (Figure 16b). However, increasing curing temperature
led to a slight increase of the immobilization of PDMS chains
on silica surface. Finally, all materials cured at 200 °C are close
to each others in terms of physical cross-links. Slightly lower
hydrogen bonds were observed for formulation 2, possibly
because of the vinyl modified silica surface. Depending on the
curing temperature, two cases are distinguished, as shown in
Figure 16b. On the one hand, hydrogen bonding remains
constant as curing temperature increases for formulations 1, 2,
and 6 (=3 to +3%). On the other hand, formulation 4 shows an
enhancement of physical cross-link as T, increased, +14%.

4. DISCUSSION

The comparison of the chemical recipes of eight different LSR
formulations highlights fundamental trends between the
chemical structures in the formulation and the network
topology of cured material. Cross-link density, modulus and
hardness are often correlated using rubber elasticity and the
classic Flory-Rehner approach, assuming an ideal, filler-free
network and Gaussian chain statistics.>> Mark et al.*’ reported
that the molar mass between cross-links M, impacts the
hardness. Recent work has demonstrated that the theory of
Boussinesq potentially relate Shore A durometer hardness and
elastic modulus.> In a first, rough approximation, we showed
that the filler content sets the hardness. Silica concentrations
ranging between 20 and 35 wt % approximately lead to
materials in the range of 20 to 35 Shore A. Second, modifying
the silica surface with coupling agent strengthens the materials.
By decreasing the molar mass between cross-linking points,
finer hardness adjustment can finally be done.

Even in the case of unfilled elastomers, the optimal yield of
hydrosilylation reaction is not reached under stoichiometric
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ratio but rather by introducing an excess of the high functional
cross-linker. The imbalance giving the highest modulus (ropt)
increases according to the molar mass of vinyl terminated
PDMS: for low molar mass polymer, the maximum modulus is
obtained for a stoichiometric ratio around 1.3°**° and reaches
1.8 for 54000 g mol™! telechelic polymer.*® Two explanations
were proposed to explain such imbalance: (i) the viscosity
increase limits the active species diffusion;** (ii) side reactions
consume Si—H functions.”’~*° Obviously, lower r would favor
the formation of dangling chains, i.e., chains linked only by one
end to the network, not to say extractible species, i.e., un-cross-
linked chains, in the worst case (Scheme 2).*° By decreasing

Scheme 2. Schematic Representation of a (non-perfect)
Polymer Network Formed by End-Linking Reactions

Dangling

@ins

Higly crosslinked
domain

the effective cross-linker functionality, and increasing the
number of defects, the material properties would be degraded
since the number of elastic chains decreases and dangling
chains relax stress. The loss modulus (G”) of these networks
depends on the concentration and the molar mass of the
dangling chains.*%!

To anticipate potential hydride degradation or nonreactivity,
all the formulations accordingly contain hydride excess. Proton
NMR spectra of the cured materials proved that all the
functional groups have reacted when formulation is cured as
low as 180 °C, supporting the hypothesis that the hydride
groups in excess react together during the curing, probably by
hydrolysis and condensation reactions (Scheme 2). M, the
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average molar mass between cross-linking points, is greatly
affected by these reactions that connect two cross-linkers
through a very short bridge. Although not clearly explained, the
bimodal behavior of materials obtained by hydrosilylation of
vinyl terminated PDMS with poly(methylhydrido-co-dimethyl
siloxane) has been already observed.®> As shown in Figure 17,
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Figure 17. Cross-linking reaction efficiency measured by the ratio
MSh/M™e a5 a function of hydride excess. Labels indicate the
formulation numbers. Lines are only guides for the eyes.

the ratio between theoretically and experimentally determined
molar masses between cross-linking points decreases as the
ratio SiH/SiVi increases from 1.4 to 3.7. Higher hydride
concentration leads to a depressed control of the network
architecture by creating extra cross-linking points randomly
distributed, decreasing M." compared to the theoretical values
measured as the length of the chains between two vinyl groups.

Surprisingly, two liquid silicone rubber formulations were
proved to be cured by a combination of platinum and peroxide
catalysts. Although the hydride excess r is smaller than for the
other formulations, the apparent efficiency of the cross-linking
reaction approaches 100% (Figure 17). Moreover, the
sensibility to curing temperature of the final torque is less
pronounced than the final torque of platinum-cured for-
mulations (Figure 13). However, this double-catalyzed cross-
linking system suffers from other drawbacks, such as higher
degradation at high temperature and lower reaction rate during
the final stage of curing. Furthermore, vinyl/vinyl and vinyl/
methyl groups couplings by radical means obviously decrease
the control on the network architecture.

According to these results, material 4 is defined as the most
regular network composed of elastic chains with narrow
polydispersity index contrary to material 1 in which the high
cross-linked domains due to reaction of hydride in excess,
disrupt the regularity. In materials 2 and 8, introduction of few
ramdomly distributed D"' units induces broadening of the
network chains polydispersity index. Most likely, neutral chains
have been incorporated into the formulation 8 to act as a
plasticizer. As nearly stoichiometrically balanced formulation
containing short cross-linker, the network strands in material 6
should be highly unimodal. However, radical mechanism
probably cause vinyl-methyl coupling that may strongly
increase the polydispersity index of the elastic chains.

Network structures of softer (formulation 3) and harder
(formulations 5 and 7) materials were not analyzed by swelling
measurements. However, according to the chemical analyses,
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they should follow similar features: (i) molar mass between
vinyl groups correlating with the hardness., (ii) hydride excess
inducing extra-cross-linking points.

B CONCLUSION

Different LSR formulations from various providers have been
investigated through conventional chemical analyses. TGA
revealed to be a powerful tool to probe the silica content and to
give information about surface modification. This technique
also permitted to rank formulations according to their platinum
catalyst concentration. The architecture and molar mass of
polymers were established by °Si NMR and SEC in toluene,
respectively. Although hydride and vinyl reactive groups are in
concentration as low as 1 X 10™° mol/g, relative concentrations
and stoichiometric imbalance could be quantified by proton
NMR. Basically, all 30 Shore A formulations contained about
30% by weight of silica filler, a long vinyl terminated
poly(dimethylsiloxane) and poly(diphenyl-co-dimethylsiloxane)
as a bleeding agent. Part A contains the platinum catalyst,
whereas the cross-linker, a short poly(methylhydro-co-dimethyl
siloxane), is included in part B with the catalyst inhibitor.

By comparing the different formulations, it has been shown
that hardness adjustment is mainly performed by playing on
two parameters: for hardness ranging from 20 to 30 Shore A,
the filler content and molar mass between cross-linking points
were adjusted; above this limit, it is necessary to modify the
silica surface with reactive groups, such as vinyl functions. With
hydride functions well redistributed along the cross-linker
chain, stoichiometric imbalance is slightly higher than 1.5,
whereas for some formulations, r as high as 3.7 were
implemented. This showed strong implications on the cross-
link density. Since no functional groups were observed by NMR
spectroscopy in the cured (swollen) material, we concluded
that the hydride groups in excess react together decreasing the
molar mass between cross-linking points, ie. lowering the
control on the network architecture. Finally, as the curing
temperature increased from 180 to 200 °C, cross-linking due to
hydrosilylation reactions exhibited no significant variation while
physical contribution to cross-linking, related to the amount of
hydrogen bonding between silica surface and poly-
(dimethylsiloxane) backbone, was slightly increased. Two
formulations have been proved to use a combination of two
cross-linking systems, hydrosilylation and radical coupling
leading to better cure at lower temperature.

The first part of this series allowed us to identify the
influence of LSR chemical compositions on the material
network topologies. We now have in our hands a large variety
of materials ranging from tightened to lose networks (i.e., small
to large molar mass between cross-linking points), with gradual
number of defects and more or less polydisperse knots. In the
next part of this series, we will look specifically at the influence
of these network structures on the final material mechanical
properties.

B ASSOCIATED CONTENT

© Supporting Information

Nomenclature and chemical shifts for various siloxane units as
well as raw data used in this study; additional kinetics curves,
"H and *°SI NMR spectra of cured materials. This material is
available free of charge via the Internet at http://pubs.acs.org/.

dx.doi.org/10.1021/am300502r | ACS Appl. Mater. Interfaces 2012, 4, 3340—3352


http://pubs.acs.org/

ACS Applied Materials & Interfaces

Research Article

B AUTHOR INFORMATION

Corresponding Author
*Tel: 33 4 72 43 71 04. E-mail: francois.ganachaud@insa-lyon.
fr.

Notes
The authors declare no competing financial interest.

B ACKNOWLEDGMENTS

The authors acknowledge N. Hermeline and A. Flers from FCI
Automotive for providing formulations and corresponding
materials cured by injection molding.

B REFERENCES

(1) Delebecq, E.; Hermeline, N.; Flers, A.; Ganachaud, F. ACS Appl.
Mater. Interfaces 2012, submitted.

(2) Lewis, L. N.; Stein, J.; Gao, Y.; Colborn, R. E.; Hutchins, G.
Platinum Met. Rev. 1997, 41, 66—75.

(3) Stein, J; Lewis, L. N; Smith, K. A; Lettko, K. X. J. Inorg.
Organomet. Polym. 1991, 1, 325—34.

(4) The GE nomenclature is given in Supporting Information, Table
S1

(S) Troegel, D.; Stohrer, J. Coord. Chem. Rev. 2011, 255, 1440—1459.

(6) Faglioni, F.; Blanco, M.; Goddard, W. A,, III; Saunders, D. J. Phys.
Chem. B 2002, 106, 1714—1721.

(7) Bokobza, L. J. Appl. Polym. Sci. 2004, 93, 2095—2104.

(8) Demir, M. M.; Menceloglu, Y. Z.; Erman, B. Macromol. Chem.
Phys. 2006, 207, 1515—1524.

(9) Osaheni, J. A.; Truby, K. E; Silvi, N. Macromol. Symp. 2001, 169,
261—268.

(10) Zhang, C.; Liu, L.; Zhang, Z.; Pal, K;; Kim, J. K. J. Macromol. Sci,,
Part B: Phys. 2011, 50, 1144—1153.

(11) Kobayashi, H.; Ohnishi, M. Method for Modifying the Surface of
Finely Divided Silica. US4849022, Toray Silicone Co., Ltd., 1989.

(12) Jackson, S.; Pouchelon, A. Method for preparing a silica suspension
in a cross-linkable silicone rubber matrix. W02002044259, Rhodia
Chimie, Fr., 2002.

(13) Menon, V. C.; Smith, D. M.; Koehlert, K. C. Method of Preparing
Hydrophobic Silica. US6344240, 9/231,365, Cabot Corporation, 1999.

(14) Okel, T. A; Hahn, J. R; Ondeck, R. R. Process for Producing
Chemically Modified Fillers. US 2005/0131107 Al, 11/013,583, PPG
Industries, Inc., 2004.

(15) Shimizu, T.; Ogiwara, T.; Takita, M. Manufacture of Surface-
Modified Silica. JP02160613, Shin-Etsu Chemical Industry Co., Ltd,,
Japan, 1990.

(16) Lucas, G. R. Process of Treating Silica with a Siloxane and Product
Thereof. US2938009, General Electric Compagny, 1960.

(17) Altenbuchner, a.; Barthel, H.; Heinemann, M.; Herrmann, F.
Process for Silylating Inorganic Oxides. EP19950108429 19950601
Wacker Chemie, G., 1995.

(18) Francis, J; Philippe, J. Precipitated Silica with Enhanced
Properties. EP 0331594 (A1) EP19890420078 19890228 Rhone
Poulenc Chimie, 1989.

(19) DeGroot, J. V., Jr.; Macosko, C. W. J. Colloid Interface Sci. 1999,
217, 86—93.

(20) Kim, S. P.; Suh, K. B,; Lee, M. B,; Lee, J. W.; Chung, K. C;
Gong, M. S; Kim, C. S. Method for Producing Release Film Using
Silicone Aqueous Emulsion Release Liquid. US6737119, 10/320,715,
Toray Saehan Incorporation; Haeun Chemtec Co., Ltd., 2002.

(21) Hurd, D. T. Vinyl-Substitued Silica Aerogels. US2967168, General
Electric Company, 1954.

(22) Takeuchi, H.; Cohen, C. Macromolecules 1999, 32, 6792—6799.

(23) Maxson, M. T.; Lee, C. L. Rubber Chem. Technol. 1982, SS,
233—44.

(24) Kim, S.-H. Liquid Silicone Rubber Composition for Forming
Breathable Coating Film on Textile and Process for Forming Breathable
Coating Film on Textile. WO2007123379, Dow Corning Korea Ltd,, S.
Korea, 2007.

3351

(25) Boudreau, B. E.; Jeram, E. M.; Grocela-Rocha, T.; Liermann, A.
O.; Rocha, G. G.; Williams, D. A. Continuous Preparation of a Liquid
Silicone Rubber Composition. EP1217042, General Electric Company,
USA, 2002.

(26) Llop, X.; Farenc, J.; Destruel, P.; Teyssie, D.; Boileau, S. Nucl.
Instrum. Methods Phys. Res.,, Sect. A 1994, 346, 522—6.

(27) Barrere, M.; Ganachaud, F.; Bendejacq, D.; Dourges, M. A;
Maitre, C.; Hemery, P. Polymer 2001, 42, 7239—7246.

(28) On the chromatogram recorded with the columns specially
designed for low molar mass separation, the normalization on the high
molar mass polymer is more accurate when performed on the
maximum intensity instead of peak area

(29) Vondracek, P.; Pouchelon, A. Rubber Chem. Technol. 1990, 63,
202—14.

(30) Vondracek, P.; Schatz, M. J. Appl. Polym. Sci. 1979, 23, 2681—
94.

(31) Flory, P. J.; Rehner, J,, Jr. J. Chem. Phys. 1943, 11, 521—6.

(32) Polmanteer, K. E.; Lentz, C. W. Rubber Chem. Technol. 1975, 48,
795—809.

(33) Delebecq, E.; Hamdani-Devarennes, S.; Raeke, J.; Lopez Cuesta,
J-M,; Ganachaud, F. ACS Appl. Mater. Inter. 2011, 3, 869—80.

(34) Gadda, T. M.; Weber, W. P. J. Polym. Sci,, Part A: Polym. Chem.
2006, 44, 3629—3639.

(35) Gun’ko, V. M; Turov, V. V. Langmuir 1999, 15, 6405—6415.

(36) Liu, C. C; Maciel, G. E. J. Am. Chem. Soc. 1996, 118, 5103—
S119.

(37) Caprino, J. C. Process for Formulating Silicone Rubber Products.
US4322320, General Electric Company, 1980.

(38) Kammerer, J.; Kovar, I; Matejcek, K.-M.; Bosch, E;
Strassberger, W. Liquid Compositions for Manufacture of Silicone Rubber
Moldings with Improved Compression Set. US 5977249, Wacker-Chemie,
1998.

(39) In all formulations, 'H NMR proved the incorporation of
imidazole type compound (chemical shifts at 7.53, 7.32, and 7.01
ppm), such as 1-(trimethylsilyl)imidazole (trimethyl at 0.45 ppm).
Such additives are recognized for their flame retardancy, silanols
inhibition (patent US 4467063), as well as being an accelerator for
silanol-alkoxysilanes condensation in presence of tin salts.

(40) The oil structure was confirmed by specific extraction, 'H and
»Si NMR coherently asserted the presence of diphenyl unit at 10%
mol concentration in the PDMS chain (not shown).

(41) Hedrick, J. L; Hofer, D. C.; Russell, T. P.; Haidar, B. Polym.
Bull. (Berlin) 1988, 19, 573—8.

(42) Karlsson, A.; Singh, S. K.; Albertsson, A.-C. J. Appl. Polym. Sci.
2002, 84, 2254—2264.

(43) Kobayashi, T.; Saitoh, H.; Fujii, N.; Hoshino, Y.; Takanashi, M.
J. Appl. Polym. Sci. 1993, 50, 971-9.

(44) The different patterns are also observable by 'H NMR but not
easily quantifiable, see Figure S8 in the Supporting Information.

(4S) Stein, J.; Lewis, L. N.,; Gao, Y.; Scott, R. A. J. Am. Chem. Soc.
1999, 121, 3693—3703.

(46) Cochrane, H.; Lin, C. S. Rubber World 1985, 192, 29—36.

(47) Mark, J. E.; Sun, C. C. Polym. Bull. (Berlin) 1987, 18, 259—64.

(48) Cochrane, H.; Lin, C. S. Rubber Chem. Technol. 1993, 66, 48—
60.

(49) Nakamura, A.; Tsuji, Y. Liquid Vinylsilicone Rubber Composition
with High Chem. Stability and Good Elasticity Retention for Lubricant
Sealants. EP744444, Dow Corning Toray Silicone Co., Ltd., Japan,
1996.

(50) Wolfer, D.; Marsch, W. Siloxane Compositions Curable to Rubbers
for Adhesives. DE3825676, Wacker-Chemie G.m.b.H., Germany, 1990.

(51) Other compounds could cause similar effects on the residue,
such as transition metal oxides, or a highly branched silicone resin;
both products were not seen using our deformulation procedure.

(52) Schmidt, D. F.; Giannelis, E. P. Chem. Mater. 2010, 22, 167—
174.

(53) Kunz, J.; Studer, M. Kunststoffe 2006, 96, 92—94.

(54) Roth, L. E; Valles, E. M; Villar, M. A. J. Polym. Sci, Part A:
Polym. Chem. 2003, 41, 1099—1106.

dx.doi.org/10.1021/am300502r | ACS Appl. Mater. Interfaces 2012, 4, 3340—3352


mailto:francois.ganachaud@insa-lyon.fr
mailto:francois.ganachaud@insa-lyon.fr

ACS Applied Materials & Interfaces

Research Article

(55) Larsen, A. L.; Hansen, K,; Sommer-Larsen, P.; Hassager, O.;
Bach, A.; Ndoni, S.; Jorgensen, M. Macromolecules 2003, 36, 10063—
10070.

(56) Patel, S. K; Malone, S.; Cohen, C.; Gillmor, J. R; Colby, R. H.
Macromolecules 1992, 25, 5241-351.

(57) Gent, A. N.; Tobias, R. H. J. Polym. Sci,, Polym. Phys. Ed. 1982,
20, 2317-27.

(58) Sharaf, M. A;; Mark, J. E; Ahmed, E. Colloid Polym. Sci. 1994,
272, 504—-15.

(59) Esteves, A. C. C; Brokken-Zijp, J.; Laven, J.; Huinink, H. P.;
Reuvers, N. J. W,; Van, M. P.; de With, G. Polymer 2009, 50, 3955—
3966.

(60) Villar, M. A.; Bibbo, M. A.; Valles, E. M. Macromolecules 1996,
29, 4072—80.

(61) Villar, M. A.; Valles, E. M. Macromolecules 1996, 29, 4081—9.

(62) Schmid, H.; Michel, B. Macromolecules 2000, 33, 3042—3049.

3352

dx.doi.org/10.1021/am300502r | ACS Appl. Mater. Interfaces 2012, 4, 3340—3352



