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Chloroprene rubber (CR) composites, embedded with well dispersed zirconia within the matrix, are
produced that combine the superior reinforcement of zirconia with the other useful composite
properties. The in situ incorporated zirconia offers an outstanding reinforcement effect in comparison to
externally filled zirconia at the same filler content. The modulus at 100% strain becomes four times
higher for a 20 phr in situ filled zirconia composite, with respect to an unfilled compound while the
tensile strength becomes three times higher. A notable improvement in thermal stability is exhibited by
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Accepted 12th January 2022 respectively upon in situ zirconia incorporation. The use of two selected organosilanes results in further
DOI: 10.1039/d1ma00793a improvement in composite properties. A study on the dielectric properties of the composites seems

very encouraging. The zirconia filled composites also respond very well to a series of testing viz.
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1 Introduction

Metal oxide based non-black fillers have emerged as potential
candidates for the reinforcement of elastomeric materials in
the past few decades." Other than the reinforcement effect, they
could add many useful properties such as dielectric, anti-
microbial, and optical properties to the composites that cannot
be otherwise achieved using traditional carbon black fillers.”™
Furthermore, non-black fillers are free from environmental
hazards associated with carbon black. For example, carbon
black is derived from non-renewable petroleum sources and
is carcinogenic in nature. Moreover, carbon black produces
greenhouse gases on burning that impart a negative effect
on the carbon footprint.® In the category of metal oxide based
non-black fillers, silica became the most popular one.””** It has
proven its potential towards rubber reinforcement along with
offering a balance between improved rolling resistance and
anti-skid properties. Titania followed next to offer several
useful features in addition to significant reinforcing efficiency.
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resistance to oil, aging and abrasion exhibiting their suitability for practical application.

Research studies on titania-based elastomers are being taken
up by the scientific community, working in this area, with great
interest.*'>'® However, the role of zirconia in developing
elastomeric composites has remained underexplored to date.
Zirconia is a ceramic material that is well recognised for its
striking mechanical strength, very high thermal stability and
biocompatibility.’® Accordingly, it became a very good choice
for a number of applications. There are plenty of reports where
zirconia has been utilised to enrich the properties of polymer
composites for a variety of polymers such as polymethyl metha-
crylate (PMMA),*® epoxy resin,”’ polyindole,*® polyamide,*
polydimethylsiloxyl (PDMS)** and polyaniline.” Those studies
were focussed on the diverse aspects of zirconia based polymer
composites that cover mechanical, thermal, optical, dielectric,
antimicrobial and other important properties. However, the
potential of zirconia has not been extended towards rubber-like
materials considerably. There are a handful of reports on
zirconia containing elastomeric composites. Mahammad
et al®® reported epoxidized natural rubber/zirconia hybrid
films that exhibited excellent optical transparency and
improved thermal stability. This group also reported good
hardness and excellent electrical conductivity for zirconia filled
composites.”” Yang et al.?® prepared silicone rubber composites
containing ZrO, to investigate the improvement in mechanical
properties, thermal stabilities and ablation behaviour.
Wen et al.”® synthesized PMMA composites comprising a zirco-
nia containing mixed oxide network. A very good mechanical
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performance was demonstrated by the polymer matrices owing
to the narrow distribution size of the filler. Murugesen et al.*°
synthesized in situ filled titania-zirconia-PDMS composites that
demonstrated very good stress-strain properties. Parera et al.*!
incorporated in situ zirconia in natural rubber to improve the
hardness and abrasion resistance of the composites. Amrishraj
et al®* studied the mechanical, thermoelastic and thermal
properties of acrylonitrile butadiene styrene composites filled
with PTFE (poly tetrafluoroethylene) and nano-zirconia. Addition
of zirconia was found to improve the mechanical properties,
thermal stability and viscous behaviour of composites in
this work.

A literature search on zirconia filled elastomer composites
reveals a few reports that focus mostly on the optical properties.
However, reinforcing the efficiency of zirconia towards elastomers
has not been taken care of on a serious note. This tempted us to
unfold the potential of zirconia, as a non-black filler, for the
preparation of useful rubber materials. Chloroprene rubber (CR)
is selected for this purpose, in the present work, since its polar
nature allows it to better mix with zirconia. Otherwise, compat-
ibility between an organic rubber and inorganic metal oxides
remains an issue, in general. Chloroprene (CR) is a special-
purpose rubber, widely used in various commercial sectors
including automobiles, construction, and textiles to name a
few.>® Its beneficial features such as oil resistance, toughness,
dynamic flex life, and adhesive capability make CR suitable for
such diverse application. Besides this, the dielectric and electrical
conductivity properties of CR composites make them useful in the
fields of electromagnetic interference (EMI) shielding, microwave
absorption, and conductive adhesives. The development of
high-frequency electronic equipment demands good dielectric
properties in combination with adequate mechanical strength
and ease of processing which is a challenging task to acquire in a
one-component material. CR can be a very good choice to develop
such materials that combine the matrix’s outstanding mechanical
properties, thermal stability, and processability with the electrical
properties. Nevertheless, selection of an appropriate filler, its
concentration and state of dispersion remain very crucial in
controlling the ultimate properties of the composites.>*™” Very
recently, we reported zirconia filled nitrile rubber composites that
exhibited superior mechanical properties of the composites.*®
The present work is moving one step forward in establishing
the merits of zirconia in developing practically useful CR compo-
sites. An in-depth investigation of the synthesised CR-zirconia

Zirconium(IV) Propoxide Solution +water (1:2)

Choloroprene Rubber(CR)
Solution
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composites has been performed, in a comparative manner,
in terms of mechanical, thermal, rheological and viscoelastic
properties. A study on the dielectric properties of the composites
appears very encouraging. What's more, all the zirconia filled
composites have been subjected to a series of testing, as per ASTM
norms, to assess their material performances.

2 Experimental
2.1 Materials

Chloroprene rubber (LANXESS Bayprene 116, XD grade) was
procured from Heritage Rubber (Nagpur, India). Zirconium(iv)
propoxide solution (70% in 1-propanol) was bought from Sigma
Aldrich (India). Zirconium dioxide (97%) was purchased from
Loba Chemie (India). Bis-(3-triethoxysilylpropyl) tetrasulfide
(TESPT) and (3-aminopropyl) trimethoxysilane (APTES) were pur-
chased from Evonik Degussa (Thailand). Tetrahydrofuran (THF)
and toluene were purchased from Fisher Scientific Ltd (India).

2.2 In situ synthesis of zirconia in CR by the solution sol-
gel method

A solution sol-gel process has been adopted, in this study, to
generate well dispersed zirconia in situ in the chloroprene
rubber (CR) matrix. This is schematically presented in
Scheme 1. Zirconia particles are allowed to grow directly in
the CR matrix from its precursor, zirconium(iv) propoxide
solution, under optimised reaction conditions. In this work, a
polar solvent, tetrahydrofuran (THF), is used owing to its
miscibility with water that is needed for hydrolysis. The reaction
is performed at ambient temperature and the use of a catalyst
does not seem necessary since percentage conversion of alkoxide
to metal oxide is appreciable as such.

25 g of small pieces of CR were dissolved in 400 ml of
tetrahydrofuran (THF) under stirring conditions. 18 ml of
zirconium(wv) propoxide solution was added into the homo-
geneous rubber solution for the preparation of the composite,
In-Zr-20. This is followed by the addition of water (mole ratio of
zirconium(v) propoxide and water =1:2) with stirring being
continued for 60 min. Then stirring was stopped and gelation
was allowed to occur at ambient temperature for four days.
Finally, the gel was dried at 80 °C under vacuum. For the
preparation of In-Zr-20T and In-Zr-20A, the same procedure is
followed except that TESPT and APTES (1 g each, i.e., 0.93 ml of

In-Situ incorporation of Zirconia

in CR for 4 days

Gelation and Drying of composites|

Mixing and compounding using two
roll mill

Rubber Sheet

Scheme 1 Schematic representation of composite preparation.
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Table 1 Formulation for rubber compounds in phr (parts by weight per hundred parts of rubber)

Sample code Unfilled In-Zr-20 In-Zr-20T In-Zr-20A Ex-Zr-20 Ex-Zr-20T
CR 100 100 100 100 100 100

In situ ZrO, 0 20 20 20

External ZrO, 20 20
TESPT 2 2
APTES 2

% of conversion 92.5 80.5 99

Curing ingredients (in phr): ZnO: 5, stearic acid: 1, MgO: 4, ETU: 0.5, MBTS: 1, sulphur: 2.

TESPT and 1.06 ml of APTES) were added to the rubber
solution, respectively, in addition to other ingredients.

2.3 Formulation and compounding of rubber

In situ zirconia filled rubber sheets were compounded on a two
roll mill for 10 min with the addition of crosslinking ingredients
given in Table 1. One unfilled sample was prepared for reference
using the same procedure. Composite Ex-Zr-20 was prepared by
mixing raw CR, zirconium dioxide powder and other curing
ingredients. For composite Ex-Zr-20T additionally TESPT was
mixed. All the composites were subjected to compression
molding at 160 °C for the duration of their respective cure time (Z).

3 Characterization studies
3.1 Curing study

The cure characteristics of the composites were assessed using
a moving die rheometer, MDR Xgen100 (Future Foundation,
India) at 160 °C, for 60 min at a frequency of 1.66 Hz. ISO 6502-
2 standard was adopted for this measurement.

3.2 Thermogravimetric analysis (TGA)

The thermal analysis of the composites was done using a TG-DTA
7200 (Hitachi, Japan) in the temperature range of 40-800 °C
(heating rate of 10 °C min~"). The thermal scan was started under
a nitrogen flow and changed to air at 600 °C.

The zirconia content was calculated from eqn (1) to get the actual
zirconia content in the filled composites; the ash content of unfilled
sample/composite is subtracted from that of filled composites.

ZrO; content (phr) =

w

where W is the weight of the ash remaining (for all filled composites)
after heating at 800 °C.

(%) Conversion of zirconium(v) propoxide to ZrO, was
calculated from eqn (2):

w
(%) Conversion = e 100 2)

where W' is the calculated amount of zirconia assuming a full
conversion of zirconium(iv) propoxide into zirconia.

The limiting oxygen index (LOI) is calculated using the Van
Krevelen and Hoftyzer equation (eqn (3)):*°

LOI = 17.5 + 0.4 CR 3)

where CR = Char yield.
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3.3 Differential scanning calorimeter (DSC)

The glass transition temperature (7,) and change in specific heat
capacity (ACp) of the selected samples were determined using a
DSC 204 F1 (NETZSCH, Germany). In order to remove the volatile
impurities, they are first heated up to 200 °C followed by
quenching of the samples to —50 °C. Then a DSC scan was
performed from —50 °C to 30 °C at a heating rate of 5 °C per min.

3.4 Morphological study

Scanning electron microscopy (SEM) images were recorded
using an FESEM, MIRA3 TESCAN, USA, equipped with an
energy-dispersive X-ray spectrometer (EDAX; Octane Prime,
AMETEK, USA) at an acceleration voltage of 5 to 10 kv with a
working distance of 5 mm. The size of particles was determined
using Image ] software.

3.5 Mechanical characteristics

Dumb-bell shaped specimens of vulcanized rubber sheets were
subjected to stress-strain study using a Universal Testing
Machine (UTM) (H 10 KT Tinus Olsen, UK). ISO 527 standard
was followed using a load cell of 500 N with a crosshead speed
of 200 mm min ' at room temperature. Each composite was
subjected to a stress—strain analysis thrice and the average
value is tabulated. The analysis of variance (ANOVA) test was
performed to do a standard error analysis of mechanical
properties using Origin Pro 8 software.

3.6 Swelling studies

These studies show the degree of swelling and cross-linked
density of the composites.

Degree of swelling (Q) of the synthesised composites was
determined by the following equation (eqn (4)):

Q (%) = (W — Wo,)/W, x 100 (4)

where W; is the weight of the sample after swelling and W, is
the weight of the sample before swelling.

Crosslinking densities (v) were calculated using the Flory-
Rehner equation®® (eqn (5))

1
v:—[ln(l—Vr)+Vr+er2]/VS(VE’—Vr/2) (5)
where V; is the molar volume of the toluene (106.2), V; is
the volume fraction of rubber in the swollen gel and y is

the Flory-Huggins interaction parameter which is 0.342
for the CR-toluene system.*®

© 2022 The Author(s). Published by the Royal Society of Chemistry
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3.7 Dynamic mechanical analysis (DMA)

Dynamic mechanical analysis was performed with the help
of an Eplexor 2000 N dynamic mechanical analyzer
(Gabo Qualimeter, Ahlden, Germany) in the tension mode.
The temperature range of measurement was —100 °C to
+140 °C with a heating rate of 2 °C min~'. Frequency was kept
constant at 10 Hz.

3.8 Dielectric study

Dielectric studies were carried out using a dielectric analyser
(Alfa analyser, Novocontrol). All the measurements were done
at ambient temperature over the frequency range of 10-10” Hz.
The measurements were done on a disk shaped rubber sample
with a thickness of 4 mm and a diameter of 13 mm. The
samples were placed between two silver plated electrodes of
20 mm diameter. In order to provide good contact between the
samples and electrodes a silver paste was applied on the surface
of the samples.

3.9 Testing of oil, aging and abrasion resistance

Oil resistance was evaluated according to the ASTM D471
standard. One square inch of the sample was cut and the initial
volume was calculated from weight and specific gravity. The
rubber specimen was then immersed into IRM 901 and IRM
903 oils for 70 h at 100 °C. Then, the rubber samples were
removed from the oil and cleaned with tissue paper. The final
volume was calculated by determining the final weight. The
swelling percentage of oil was calculated using the following
formula (eqn (6)):

Initial volume — Final volume

Initial volume x 100 (6)

Aging resistance study was performed according to ISO 37
standard. The dumb-bell shaped samples were kept in an air
oven at 100 °C for 72 h. After this, they were taken out and kept
at room temperature for maturation for 16 h. The tensile
strength of the samples was determined and compared with
that before aging. Each composite was subjected to a stress—
strain analysis thrice and the average value is tabulated. The
analysis of variance (ANOVA) test was performed to do a
standard error analysis of the mechanical properties using
Origin Pro 8 software.

For determination of abrasion resistance 1.5-2.0 g of the
rubber sample was abraded on an abrasion drum at 84 rpm and
the distance covered was 40 m (as per IS3400 part 3); after this
the abraded weight was taken and divided by specific gravity to
obtain the volume loss.

Table 2 Curing characteristics of unfilled and zirconia filled CR composites
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4. Results and discussion
4.1 Cure characteristics

Cure characteristics of the composites are assessed by the
rheological study and the results are summarized in Table 2.
It is observed that the addition of zirconia increases the
minimum torque (M) of the composites indicating immobili-
zation of rubber chains due to occlusion of rubber within and
between filler aggregates.”’ Also, maximum torque, that
depends on the stiffness and shear modulus of vulcanized
samples, increases upon zirconia addition. This indicates an
enhancement of the crosslinking degree in the rubber network.
This observation corroborates the results obtained from the
swelling study. The optimum cure time of the composites (¢o0)
is reduced upon zirconia addition (Table 2). Optimum cure
time is known to depend on the type of accelerator as well as on
the ratio of accelerator to sulphur. It may be noted that MBTS,
used in this work, is a semi-ultra-fast accelerator. Finally, with
the addition of zirconia, the scorch time of the composites is
found to increase.

4.2 Thermogravimetric analysis (TGA)

Thermogravimetric analysis reveals the three stage degradation
of the composites in the temperature range of 100 to 800 °C
(Fig. 1). The first decomposition above 250 °C is due to thermal
decomposition of organic impurities. Next decomposition
observed in the temperature range of 400-500 °C is due to
the degradation of polymer chains. The last decomposition
above 650 °C is attributed to the conversion of chars to CO,
when the flowing gas is switched from nitrogen to air. A
significant improvement in thermal stability, brought by
in situ zirconia, is evidenced from an appreciable increase in
the onset temperature (20-30 °C) for this group of the compo-
sites compared to that of unfilled CR gum. Notably, this is not
so prominent for externally filled zirconia composites. This is
consistent with the concurrent shift of Ty,.x (temperature at
which maximum weight loss occurs) to a higher temperature
side as shown in Table 3. Credit for such an outstanding
improvement in thermal stability goes to zirconia which is well
known for its refractoriness.*> The well dispersed zirconia
particles in the CR matrix are believed to serve as effective heat
absorbers and act as a barrier against decomposition of the
polymer chains that causes delay in the decomposition of the
CR matrix. The highest improvement in thermal stability is
shown by the APTES treated zirconia filled composite. It is
believed that the Cl atoms present in the CR matrix are engaged
in physical interaction with the amino group of APTES that

Sample code Unfilled In-Zr-20 In-Zr-20T In-Zr-20A Ex-Zr-20 Ex-Zr-20T
Minimum torque (dNm) 1.02 1.60 2.30 6.30 1.90 0.90
Maximum torque (dNm) 2.70 3.90 4.90 14.20 12.50 6.90
Atorque (dNm) 1.68 2.30 2.60 7.90 10.60 6.00
Cure time (f50) (min) 18.03 22.15 35.1 40.09 31.33 34.48
Scorch time (min) 2.32 10.12 8.25 9.9 2.39 2.49

© 2022 The Author(s). Published by the Royal Society of Chemistry
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Fig. 1 Thermogram of unfilled and zirconia filled CR composites.

strengthens the rubber-filler interaction. This primarily
contributes to the higher thermal stability of the APTES treated
zirconia filled composite.

Flame retardancy of polymer composites is urgently
required in many applications where nano-fillers could play a
crucial role. The halogenated polymers like CR usually show
flame resistance as they provide hydrogen halides which can
serve as very good radical scavengers for *H and *OH radicals.*
We have theoretically studied the flame retardancy of the
synthesised composites by calculating the char yield and LOI
(limiting oxygen index) values®**® (Table 3). The char yield of
the filled composites increases from 32% (unfilled compound)
to 37-45%. At the same temperature, the LOI values (32-35) of
the filled composites are also found to be appreciably higher
than that (30) of unfilled compound. This definitely indicates
improvement in flame retardancy of the CR composites
brought by incorporation of zirconia and that is little better
for in situ zirconia in comparison to externally filled zirconia.

4.3 Differential scanning calorimetry (DSC)

Determination of the glass transition temperature (Ty) of the
selected samples by DSC reveals an increase of T, by ~3 °C for
in situ filled composites relative to unfilled gum (Fig. 2 and
Table 4). However, T, of the externally zirconia filled composites
is influenced marginally. The good rubber-filler interaction in
filled composites restricts the mobility of the rubber chain that is
reflected in the T, value. The changes in the specific heat
capacity (AC) of the selected samples are also determined to
have further insight into filler activity. In situ filled composites

View Article Online
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Fig. 2 DSC thermogram of CR gum and zirconia filled CR composites.

exhibit a lower value of AC, than the unfilled composite. To
justify such decrease in AC,, the fraction of the immobilized
rubber layer (yir,) on the filler surface is calculated using."® From
Table 4, it can be seen that the amount of immobilized rubber
layer on the filler surface is 5% for the untreated zirconia filled
composite (In-Zr-20) while it becomes about four times (23.19%)
and seven times (37.50%) for TESPT and APTES treated zirconia
filled composites, respectively. This clearly rationalises that
although the filler content is the same in both the cases, the
greater fraction of the immobilized rubber layer around the
zirconia surface is responsible for such a decrease in the AC,
value.**"

AC,

T ACO(1 — Whiler) )

Yim = 1
where AC; and AC;, are the specific heat capacity increase of

neat and filled CR, respectively, and Wy, is the weight fraction
of zirconia.

4.4 Morphology

One of the objectives of the present study is to ensure a uniform
dispersion of nano zirconia in the CR matrix and for this a sol-
gel derived in situ incorporation technique has been adopted.
SEM-EDX of 20 phr zirconia filled composites is performed and
the micrographs are presented in Fig. 3(a-d). SEM micrographs
reveal the presence of large aggregates of zirconia particles of
average particle size ranging between 130 and 140 nm in
externally filled composites. On the other hand, a very uniform
state of dispersion of zirconia, with significant reduction in size

Table 3 Thermogravimetric analysis, char yield and limiting oxygen index values (LOI) of unfilled and zirconia filled composites

Sample code Unfilled In-Zr-20 In-Zr-20T In-Zr-20A Ex-Zr-20 Ex-Zr-20 T
Onset temp. (°C) 281.5 308.6 299.2 311.3 289.1 283.5
Tinax (°C)° 297.5 318.0 304.4 315.6 298.5 291.8
Char yield (CR) 31.87 43.47 41.01 44.67 38.79 39.97
Lor’ 30.25 34.88 33.90 35.37 33.02 33.48

¢ Temperature at maximum weight loss *Temp. range. 40-800 °C. ® LOI-limiting oxygen index.

2438 | Mater. Adv., 2022, 3, 2434-2446
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Table 4 Glass transition temperature and heat capacity of selected composites

Sample code Unfilled In-Zr-20 In-Zr-20T In-Zr-20A Ex-Zr-20 Ex-Zr-20 T
T, (°C) -37.3 —-34.7 —34.7 —34.8 -38.7 -36.1
AC, (107 (T (K™ 0.964 0.761 0.617 0.502 0.561 0.678

Yim 0.0000 0.0527 0.2319 0.3750 0.3016 0.1560

Fig. 3 Scanning electron microscopy (SEM) images of (a) In-Zr-20; (b) In-
Zr-20T; (c) In-Zr-20A and (d) Ex-Zr-20T.

(between 80 and 100 nm), is observed in the case of in situ filled
composites. Additionally, the use of a silane coupling agent
(both for TESPT and APTES) has been found to further improve
the state of dispersion. The surface of zirconia being polar,
due to the presence of hydroxyl groups, initiates filler-filler
interactions via hydrogen bonds. This acts as a barrier against
uniform filler dispersion in the rubber matrix. The bifunctional
silane coupling agents are proven to be very effective in tackling
this issue.*®*® The present study clearly demonstrates the role
of a silane coupling agent in reducing the filler-filler inter-
action and in enhancing the rubber—filler compatibility.
Energy dispersive spectra (EDX) are presented in Fig. 4. All
the spectra show the peaks of Zr and O confirming the presence
of ZrO, particles in the composites. The quantitative data of the
elements, distributed on the surface of composites, are given in
Supplementary Table S1 (ESI'). Weight % and atomic wt% are
determined as average values of the investigated surface area.

4.5 Mechanical characteristics

Achieving adequate reinforcement in the composite by uniform
dispersion of zirconia is the primary focus of this study. Therefore,
an in-depth evaluation of the mechanical properties by stress—
strain study has been undertaken. Analysis of the data in Table 5
and Fig. 5 clearly shows that moduli from 50% to 300% strain for
all the in situ filled composites become much higher (three to five
times) compared to those of unfilled gum. What's more, this
becomes much more prominent for both the silane treated in situ
zirconia filled composites. Tensile strength is also found to
improve consistently along the same lines (three to four times
higher). Such an outstanding improvement in stress-strain
properties is primarily attributed to the controlled incorporation
of rigid zirconia in the CR matrix under optimized reaction

© 2022 The Author(s). Published by the Royal Society of Chemistry

conditions that ensures a very uniform dispersion of zirconia in
the CR matrix. The use of a bifunctional silane coupling agent
(both TESPT and APTES), in the reactive sol-gel system of zirconia
incorporation, further intensifies the effect by bridging them via
its two terminals.*® On the other side, moduli at low strain and
tensile strength for externally zirconia filled composites are
relatively inferior even at the same zirconia content. This clearly
exposes the limitation of zirconia loading by physical mixing,
compared to in situ loading, in bringing uniform filler dispersion
and improved rubber-filler interaction in spite of using a silane
coupling agent.>

The reciprocal relationship of crosslinking density and
degree of swelling is established in Table 5 (details are given
in the Experimental section). Crosslinking density increases
with zirconia incorporation due to enhanced CR-zirconia
interaction and the effect is the maximum for In-Zr-20T and
In-Zr-20A. Variation of crosslinking density is reflected in
elongation at the break value of the composites. Elongation
at break becomes lower for in situ filled composites while the
reverse trend is shown by externally filled composites. This is
again a consequence of agglomeration and poor rubber filler
interaction for the latter class of composites.

The degree of reinforcement in rubber composites not only
depends on the amount of filler but on its size, shape, geo-
metry, rubber-filler interaction and dispersion in the rubber matrix
as well.*" In order to understand the reinforcing mechanism of the
filled composites, experimentally derived relative moduli (E./E,,) are
compared with those calculated using the Guth-Gold equation
(eqn (8)). It is evident that the experimental E./E, values are much
higher than the theoretical values. This is a clear indication of
strong rubber-filler interaction. To rationalise this observation, the
shape factor (aspect ratio) is determined for each volume fraction of
filler using the modified Guth-Gold equation®* (eqn (9)) (Table 6).

Guth-Gold equation: E/E, = 1 + 2.5¢ + 14.1¢>  (8)

Modified Guth-Gold equation: E/E, = 1 + 0.67 ¢ f + 1.62.f> §*

©)

where E. and E, are the Young’s moduli of the filled andhfilled
rubber composites, respectively, ¢ is the volume fraction of
different in situ filled zirconia composites, and f is the shape
factor (aspect ratio) defined as the ratio of the length (L) and
width (W) of the filler particle.

Aspect ratios of the fillers are found in the range 9-11
(Table 6). Therefore, it is very apparent that the shape and size
of the filler can also be very crucial in governing the overall
reinforcement of the composites. This observation is in good
agreement with other studies on the effects of anisotropy and
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Fig. 4 EDX spectra of (a) In-Zr-20; (b) In-Zr-20T; (c) In-Zr-20A and (d) Ex-Zr-20T.
Table 5 Mechanical properties of unfilled and zirconia filled composites
Sample code Unfilled In-Zr-20 In-Zr-20T In-Zr-20A Ex-Zr-20 Ex-Zr-20T
G500 (MPa) 0.57 £ 0.143 2.90 + 0.21 3.26 £ 0.310 3.23 £ 0.08 0.037 + 0.21 0.28 + 0.06
G100% (MPa) 1.03 + 0.17 4.62 + 0.21 5.57 + 0.47 5.37 + 0.12 0.98 + 0.35 0.65 + 0.05
G200% (MPa) 1.81 + 0.40 7.10 % 0.40 9.74 % 0.99 9.29 &+ 0.18 1.39 £ 0.15 1.67 &+ 0.11
G3009% (MPa) 2.40 £ 0.15 9.56 + 0.23 5.21 + 2.13 8.92 £ 0.30 2.16 £ 0.27 2.39 + 0.25
Tensile strength (MPa) 3.31 £ 0.70 10.39 £+ 0.47 11.10 £ 0.35 11.60 £ 0.10 9.98 £ 0.20 10.50 £+ 0.21
Elongation at break (%) 338.67 £ 97.72 325.67 + 34.38 235.00 £ 19.67 257.33 £ 6.43 649.00 £ 35.12 676.00 + 18.38
Degree of swelling 273.43 130.86 122.97 116.55 220.99 226.89
Cross-linking density (v x 107%)  3.13 5.07 6.45 6.53 2.58 1.93
Reinforcing efficiency (RE) — 0.215 0.272 0.260 0.003 0.038
shape factors with different kinds of anisotropic fillers in
rubber composites reported in the literature.>>™> 12
To have a further insight into the quantitative aspect of 114
the reinforcement effect brought by zirconia, the reinforcing 10 /
efficiency (RE) values are derived from eqn (10) (Table 5).°° 9 /
Superior reinforcing efficiency of in situ zirconia is exhibited, in g 8 Vs
particular, for silane treated in situ zirconia, when compared g 7 £
. . . . @a
with that of externally added zirconia. We were curious to g © —=— Unfilled
compare the reinforcement of CR by zirconia found in the @ 8 _:_I'"f":o"T
—V—In-Zr-;
present work with those of some reported studies. The RE 2] g In-Zr-20A
values of 20 phr of aluminum trihydrate** and precipitated = —A—Ex2r20
oy . . - ~—@— Ex-Zr-20T
silica®” for CR are reported as 0.156 and 0.021, respectively, in 2 e
separate studies. In another work, RE of a different silane '
modified silica*® (40 phr) for CR composites is reported in 0 ° 400 200 300 400 500 600

the range of 0.007 to 0.038. Das et al.>® reported CR based
nanocomposites where varieties of modified nanoclays (5 phr)
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Fig. 5 Stress—strain curve of unfilled and zirconia filled CR composites.
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Table 6 Aspect ratio calculated using the modified Guth—Gold equation
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Sample code Volume fraction (¢)

Relative modulus (E./E,) (experimental)

Relative modulus (E/E,) (theoretical) Aspect ratio (f)

Unfilled 0 1 1 —

In-Zr-20 0.1580 5.2296 1.3950 9.0013
In-Zr-20T 0.1412 5.8596 1.3530 10.8887
In-Zr020A 0.1719 5.8000 1.4297 8.8825

were employed and the highest RE value reported for CR-OMMT
(organically modified montmorillonite) was 0.241. What’s more,
in those reports, the ratio of the tensile strength of filled
composite to that of unfilled composites ranges between
0.9 and 1.7. Notably, this is found above 3.0 in the present case.
This clearly establishes the superior reinforcement of CR
composites brought by in situ zirconia in the present study.

_ a100% filled — ¢100% filled

E
R wt% filler

(10)

4.6 Dynamic mechanical analysis (DMA)

Dynamic mechanical analysis of the composites has been
performed to assess their suitability for dynamic application.
In Fig. 6(a), the temperature-dependent storage modulus (E)

(a)

curve reveals a higher storage modulus value of all the zirconia
filled CR composites relative to the unfilled gum in the rubbery
region. The increase is significantly more for in situ zirconia
than for externally filled zirconia. Furthermore, a plot of
temperature versus loss tangent (tan ) (Fig. 6(b)) shows a steady
decrease in the peak height of tan ¢ for all the in situ filled
zirconia composites relative to the unfilled one. Such an
increase in the storage modulus value in the rubbery region
and reduction in peak height of tan ¢ for in situ filled compo-
sites are a clear indication of the prominent reinforcement
effect and strong-rubber filler interaction brought by in situ
incorporation of zirconia in the CR matrix. At the same time,
the poor reinforcing effect of externally filled CR-zirconia
composites, found in the DMA study, is consistent with other
observations discussed in the previous section.

(b).
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Fig. 7 Dielectric properties of unfilled and filled composites. (a) Dielectric constant as a function of frequency and (b) tan delta as a function of

frequency.

Fig. 6(c) presents the plot of storage modulus as a function
of dynamic strain to consider the Payne effect. In general for
unfilled gums, dynamic modulus does not depend on the
dynamic strain. But in our case, the gum also shows the Payne
effect which may be due to the disentanglement of chains
caused upon the application of strain.** With an increase in
the strain, the cyclic breakdown as well as reformation of filler
network occurs. However, at a high strain, the destruction rate
is higher than that of re-formation which results in a decrease
in storage modulus. This is why at a lower strain, for all the
in situ zirconia filled composites, the filler-filler interaction is
found to be stronger and dominating. But at a higher strain, the
filler-filler interaction is suppressed and as a result, a regular
decrease in the modulus value is observed. It is important to
note here that the externally filled composites, even with the
same filler content, do not show a considerable Payne effect.
In this case, stronger aggregation of zirconia does not allow it to
contribute to the modulus value at a lower strain.

4.7 Dielectric study

Chloroprene rubber (CR) is known to demonstrate good electric
properties because of the presence of chloro groups adjacent to
carbon-carbon double bonds.*® The frequency dependence of
the dielectric constant and dielectric loss tangent (tan ¢) of all
the zirconia filled composites, at room temperature is pre-
sented in Fig. 7. A high dielectric constant value of the unfilled
compound, at a low frequency region, is evident in the figure
that is caused by an induced polarisation by polar CR.>°
Notably, at the same frequency region, the dielectric constant
of all the zirconia filled composites becomes higher and to a

greater extent in the case of in situ filled zirconia composites.
This can be justified in terms of a very good state of dispersion
of in situ zirconia particles in the CR matrix that leads to more
interfacial polarization.®® However, at the higher frequency
side, the dielectric constant of all the composites including
that of the unfilled one is decreased. This happens due to the
interfacial polarization effect in which dipoles practically have
no time to orient themselves in the speed of the field at high
frequency. In Fig. 7(b), it can be seen that initially there is a
decrease in the tan delta value with an increase in frequency.
Next, all the composites pass through a maximum peak as a
consequence of some dielectric relaxation processes. Different
types of interactions between CR and zirconia are primarily
responsible for such a dielectric relaxation process.*' Alpha
relaxation is generally observed in the lower frequency region
which is due to the segmental motion of polymer backbone
chains that leads to inter chain interactions between polymer
segments while beta relaxation is observed in the middle
frequency region which is due to the relaxation of side chain
groups involved in interaction with filler particles.®® What is
very encouraging to note here is that the tand values of the
composites are less than 0.10 over the whole frequency range
which makes the composites suitable for electronic
application.?

4.8 Evaluating the practical applicability of the synthesised
composites through a series of testing

All the synthesised composites have been rigorously subjected
to a series of testing to check their material performance and
their suitability to fit for practical applications. ASTM standard

Table 7 Oil and abrasion resistance of unfilled and CR-zirconia filled composites

Study Sample code Unfilled In-Zr-20 In-Zr-20T In-Zr-20A Ex-Zr-20 Ex-Zr-20T

Oil resistance (0il-IRM 901) Volume change (%) 9.87 7.95 6.90 6.71 9.56 8.93

Oil resistance (0il-IRM 903) Volume change (%) 103.96 79.12 58.45 63.09 112.16 113.92

Abrasion resistance Volume loss (cc) 0.57 0.20 0.19 0.22 0.28 0.46
ART? 22 65 66 57 46 28

“ ARI: abrasion resistance index.
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(Experimental section) was followed in each case and the
results are discussed below.

4.8.1 Oil resistance. CR being polar in nature exhibits
excellent oil resistance property towards hydrocarbon oil and
is used where resistance towards solvent attack is required.
Oil-resistant polyrubber composites are of great significance for
the automobile industry, because a range of replacement
components may come into contact with oils and greases.
The oil resistance property of the CR composites is studied
here in terms of volume change with two standard oils viz. IRM
901 and IRM 903 as per ASTM D471. Volume change, a measure
of oil resistance, is found to decrease significantly upon the
incorporation of in situ zirconia (Table 7). Among all the
composites, maximum oil resistance is shown by in situ zirco-
nia filled silane treated composites (In-Zr-20T and In-Zr-20A).
Strong rubber filler interaction and increase in cross-linking
density prevent the oil molecules from permeating into the
vulcanized rubbers which in turn decreases the rate of oil
transport in the rubber matrix.*> Additionally, incorporation
of zirconia could also contribute in this regard by enhancing
the polar character of the composite.®® In contrast, the reverse
trend is observed for externally filled composites which might
be due to clustering of loosely bound nanoparticles and a
decrease in the crosslinking density of the composites®*
(Table 7).

4.8.2 Abrasion resistance. Under working conditions, the
rubber materials could meet mechanical failure under pro-
longed exposure to various stresses through rubbing, chunking,
tearing and abrading. This could also eventually terminate the
usable life of rubber composites. Different fillers are added to
the rubber matrix to address this issue.®® In this study,
abrasion resistance of all the composites has been assessed
through volume loss and the abrasion resistance index (ARI).
The data in Table 7 clearly show considerable reduction in
volume change and the corresponding raise in ARI for all the
in situ zirconia filled composites relative to that of the unfilled
compound. Therefore, in situ zirconia certainly improves the
abrasion resistance property of the composites appreciably
relative to externally filled zirconia.

4.8.3 Aging resistance. Chloroprene rubber (CR) is
appreciated for its aging resistance property contributed by
the electronegative chlorine atom which deactivates the double
bond of CR. Aging resistance of the synthesized composites
is studied by comparing the mechanical properties of the
composites before and after thermal ageing at 100 °C for 72 h
(Table 8).

During thermal aging, scission of the polymeric backbone,
crosslink formation and cross link breakage can occur that
directly affect the mechanical properties of the elastomers.’*®”
Here, modulus values of the composites are found to increase
after aging and in a greater extent for in situ filled composites
(Fig. S1(a), ESIt). This happens due to post curing when the
composites are exposed to high temperature. Post curing
could occur by the chemical reactions between the silanol
group present on the zirconia surface and the chlorine atom
of CR forming additional cross links. The tensile strength was
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reduced for all the composites (except In-Zr-20T) after aging.®®
However, it is important to note here that the retention of
tensile strength for in situ filled composites is quite significant
as compared to other composites (Fig. S1(b), ESIT).

Conclusions

The effect of zirconia, as a non-black filler, on the composite
properties of chloroprene rubber has been investigated from
different viewpoints. The outstanding reinforcement offered by
zirconia is primarily contributed by a very uniform state of
dispersion of zirconia in the CR matrix. This is brought by sol-
gel derived in situ incorporation of zirconia into the rubber
matrix under optimized reaction conditions. This effect is
further intensified in the presence of two chosen organosilanes.
The thermal stability of the composites is found to improve
significantly upon zirconia incorporation. To examine the
feasibility of the composites in withstanding the practical
working conditions, a series of standard testing methods are
followed. The analysis of the data reveals very good response of
the composites towards resistance to oil, abrasion and aging.
Furthermore, in situ zirconia is found to enrich the dielectric
properties of the composites as well. The unique combination
of dielectric and mechanical properties in the zirconia filled CR
composites seems very promising for the development of high-
frequency electronic equipment.
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