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Excellent mechanical performance and enhanced
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Two kinds of fumed SiO, nanoparticles with the same average diameter but distinct surface characteristics
(hydrophilic A200 and hydrophobic R974) were incorporated into an ethylene-a-olefin block copolymer
(OBQ) to prepare high-performance thermoplastic elastomeric nanocomposites via simple melt mixing.
Hydrophilic A200 exhibits a particular chain-like distribution while hydrophobic R974 shows
a homogenous dispersion in the nanocomposites. The rheological percolation threshold of OBC/A200
nanocomposites was much lower than that of OBC/R974 nanocomposites, showing a more developed
nanoparticle network in OBC/A200 nanocomposites. Thermodynamic analysis revealed that the
particular chain-like distribution of A200 and more developed network structure are due to the selective
localization of hydrophilic A200 in the melt. The reinforcement effect of hydrophilic A200 in OBC/A200
nanocomposites is always higher than that of hydrophobic R974 in OBC/R974 nanocomposites at the
loading, and even better, the increments in the tensile modulus of OBC/A200
nanocomposites are almost four times higher than that of OBC/R974 nanocomposites at the same silica
loading. Besides, the dielectric permittivity of the OBC/A200 composite at low frequency was also higher
than that of the OBC/R974 composite with the same loading of filler at the same frequency. These
results provide guidance for the preparation of high-performance elastomeric nanocomposites with

same filler
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Introduction

In recent years, nanofiller modified thermoplastic elastomers
have emerged as a novel class of nanocomposites and have
attracted considerable interest. Especially, functional thermo-
plastic elastomer nanocomposites with high conductivity,
dielectric properties, flame-retardant performance and so on,
have achieved significant progress.’® The matrices for ther-
moplastic elastomer nanocomposites include styrenic block
copolymers, thermoplastic polyolefins, thermoplastic poly-
urethanes and thermoplastic copolyesters, etc.”*® These ther-
moplastic elastomers generally show both good processability
and high elasticity which impart a favorable application pros-
pect to their nanocomposites.

High-performance thermoplastic elastomer nanocomposites
have been developed with the addition of a variety of inorganic
fillers such as silica nanoparticles (NPs), graphene, carbon
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both excellent mechanical performance and enhanced dielectric properties.

black, carbon nanotubes, ceramics and other nano-
materials.’*"® However, these nanomaterials are generally
poorly dispersed within the matrix in the form of aggregates. It
has been widely accepted that a homogeneous and uniform
dispersion of NPs is one of the keys to achieve excellent rein-
forcement in physical and functional performance of thermo-
plastic elastomer nanocomposites.'”*®* Many efforts have been
devoted to improve the dispersion of nanomaterials by mixing
methods, surface modification of nanomaterials and other
methods.**?*

Fumed silica NP was one of the most widely used nano fillers
for nanocomposites because of the high specific surface area,
high thermal stability and high mechanical strength.>*®
Abundant silanols exist on the surface of silica NPs,?* which
lead to the dispersion of silica NPs in the form of aggregates in
the matrix due to the powerful NP-NP interaction and hydrogen
bonding interactions. Thus, silica NPs are generally modified
with different functional groups in order to achieve uniform
dispersion by increasing NP-matrix interaction and decreasing
NP-NP interaction.*>*" Except for reinforcement for thermo-
plastic elastomers, silica NPs are also utilized to fabricate
dielectric composite materials. It has been reported that the
addition of silica NPs in polymer can obtain high-k polymer
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composites which provide an ideal solution to combine the
dielectric property of fillers and low-temperature process-ability
of polymer matrix.*> However, high filler loadings reduces
processability of the composites and even leads to a decrease in
dielectric permittivity because NPs trend to agglomerate at high
filler loading. In this regard, homogenous dispersion of silica
NPs is still an important issue for preparation of high-k polymer
composites.

Recently, a novel class of ethylene-a-olefin copolymers, olefin
block copolymers (OBCs), which consist of alternating hard
segments (crystallizable ethylene-a-olefin blocks with extremely
low levels a-olefin comonomer) and soft segments (amorphous
ethylene-a-olefin blocks with high levels of a-olefin como-
nomer) have been synthesized by the chain shuttling tech-
nology.**** Based on this technology, the produced OBCs
feature excellent elastomeric property, good processability,
outstanding heat resistance and high thermal stability. More-
over, OBCs exhibit better crystallization ability, higher crystal-
lization temperature (7.) and melting temperature (7)),
compared with ethylene-a-olefin random copolymers (ORCs,
one of the most widely used elastomeric polymers), resulting in
a significantly promising applications at relative higher
temperatures.®***” With these advantages, OBCs are chosen as
the matrix to prepare multi-functional thermoplastic elastomer
nanocomposites.’’** In our previous work, the mechanical
properties of OBC were enhanced by introduction of multi-
walled carbon nanotubes (MWCNTSs).*” An extremely uniform
dispersion of MWCNTSs in OBC through melt mixing was ach-
ieved due to the selective localization of MWCNTs caused by
lower affinity towards the hard blocks of OBC. As the result, the
mechanical properties of OBC were evidently improved.

In the present study, to impart enhanced mechanical and
dielectric performances of OBC-based nanocomposites, two
kinds of fumed silica NPs with the same average diameter but
distinct surface characteristics (hydrophilic and hydrophobic)
were incorporated into OBC via simple melt mixing. Scanning
electron microscope (SEM) and transmission electron micro-
scope (TEM) were carried out to characterize the different
dispersion states of different silica NPs in the solid state, and
rheological measurements along with thermodynamic analysis
were performed to reveal the different dispersion states of silica
NPs in the molten state. A chain-like dispersion of hydrophilic
silica nanoparticles (A200) was achieved since the A200 NPs
exhibit different affinity towards the different blocks of OBC,
while hydrophobic R974 NPs dispersed randomly in OBC. As
a result, the two series of OBC-based nanocomposites exhibit
distinctly different mechanical and dielectric properties.

Experimental
Materials

OBC (Infuse 9500), synthesized by chain shuttling polymeriza-
tion technology, consisting of nearly amorphous soft segments
and crystallizable hard segments, with a total octene content of
38%, was purchased from Dow Chemical Co. (Midland, MI,
USA). The weight-average molecular mass (M), polydispersity
(M./My) and density of OBC are 82 600 g mol ', 2.3 and
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0.878 g cm °, respectively. Two kinds of fumed silica NPs
produced by Evonik Degussa, with distinct surface character-
istics but the same average diameter of 12 nm were used. One is
hydrophilic silica NPs, A200, with a hydroxyl density of 2.5 -OH
per nm® and the other is hydrophobic silica NPs, R974,
synthesized by the replacement of methyl for half of hydroxyl
present on surface of A200, namely, with a methyl density of
1.25 -CH; per nm>,

Sample preparation

OBC-based nanocomposites filled with R974 and A200 respec-
tively, were prepared by simple melt mixing in the mixer of
a torque rheometer (XSS-300, Shanghai Kechuang Rubber
Plastics Machinery Set Ltd, Shanghai, PR China) with a rota-
tional speed of 50 rpm at 150 °C for 5 min. The resulted samples
were designated as OBC-R-x and OBC-A-x respectively, where R
and A refer to the two kinds of fumed SiO, NPs, and x stands for
the volume fraction of silica in the composites. After com-
pounding, all the composites were compression molded into
sheets with a thickness of about 1.2 mm at 150 °C for 3 min
under a pressure of 10 MPa.

Characterization

Morphological observation. The morphology and dispersion
states of silica NPs in the thermoplastic elastomer nano-
composites were observed with a JEOL JSM-5900LV scanning
electron microscope (SEM, JEOL, Japan) at an accelerating
voltage of 20 kV. The compression-molded samples were
immersed in liquid nitrogen for 1 h, and then quickly impact
fractured. All the fractured surfaces were sputtered with gold
before observation. Furthermore, the dispersion states of silica
nanoparticles were examined with a high-resolution trans-
mission electron microscope (TEM) equipped with a field
emission gun operating at 200 kV. Before observation, ultrathin
sample sections with a thickness of 50-100 nm were cry-
omicrotomed on a Leica EM UC6 ultra-microtome at —120 °C.

Dielectric measurements. Dielectric properties of OBC and
its nanocomposites were determined by an impedance analyzer
(German Novocontrol, Concept 50) at a voltage of 1 V and
a frequencies range of 10° to 10’ Hz. The samples for dielectric
tests were prepared by thermally compressing OBC and the
composites into sheets with a thickness of about 1.2 mm and
diameter of 25 mm at 150 °C for 3 min under a pressure of
10 MPa.

Dynamic rheological measurements. Rheological measure-
ments were performed on a stress-controlled rotational
rheometer (AR2000EX, TA Instruments, USA) using a parallel
plate geometry with a 25 mm diameter. Frequency sweep was
carried out in a dynamic frequency range of 0.01-100 Hz at
a strain of 1% within the linear viscoelastic region at 150 °C
under nitrogen atmosphere. The samples were prepared by
thermally compressing the composites into round disks with
a thickness of 1.2 mm and diameter of 25 mm at 150 °C for
3 min under a pressure of 10 MPa.

Mechanical properties. The mechanical performance tests
under uniaxial tension were performed on an Instron 5967

This journal is © The Royal Society of Chemistry 2017
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universal material testing machine at room temperature with
a gauge length of 25 mm, and the rate of tension was 100
mm min~". All the tensile specimens were dumb-bell ones with
a dimension of 25 mm x 4 mm X 0.5 mm, cut from the
compression-molded sheets with a thickness of about 0.5 mm.
At least five specimens were tested for each measurement and
the average results were reported. Before measurement, all the
specimens were stored at room temperature for one week.

Results and discussion

Dispersion of silica nanoparticles in OBC/SiO,,
nanocomposites

The dispersion states of both SiO, NPs in OBC matrix were
observed by SEM and TEM. The SEM images of the nano-
composites with relatively low (5 vol%) and high (15 vol%)
contents of SiO, are shown in Fig. 1a-f. In the whole field of
vision, no large aggregates can be found in neither OBC/A200
nor OBC/R974 nanocomposites. A200 SiO, NPs show a greater
degree of connection in OBC/A200 nanocomposites as indicated
in Fig. 1a, ¢ and e, while single R974 NP and their small
aggregates are uniformly dispersed in the matrix as shown in
Fig. 1b, d and f because of the poor NP-NP interactions.*’ The
dispersion was also examined by TEM. Fig. 1g confirms that
a chain-like network structure was formed in OBC/A200 nano-
composites, while R974 NPs were irregularly dispersed in OBC/
R974 nanocomposites as shown in Fig. 1h. The reason for the
chain-like dispersion in OBC/A200 will be analyzed in detail in
the following section.

Dielectric properties

Fig. 2 depicts the dielectric permittivity and loss tangent of OBC/
A200 and OBC/R974 nanocomposites with different content of
Si0, as a function of frequency from 10° Hz to 10" Hz. In the low
frequency ranges, the dielectric permittivity of OBC/A200 nano-
composites decreased sharply with the increasing of frequency
owing to remarkable dielectric relaxation from 10° to 10° Hz. In
the high frequency ranges, dielectric permittivity of OBC/A200
nanocomposites gradually become stable, because the dipoles
do not have time to align in the direction of applied external
field.** The dielectric permittivity of OBC/R974 nanocomposites
shows a substantial independence of frequencies. The dielectric
loss of both OBC/A200 and OBC/R974 nanocomposites is quite
low, always lower than 1 in the entire range of frequencies even
when the content of SiO, is as high as 20 vol%.

The dielectric permittivity and loss tangent at 1 Hz of OBC/
A200 and OBC/R974 nanocomposites are summarized as
a function of SiO, content in Fig. 3. The dielectric permittivity of
OBC/A200 nanocomposites continuously increased from 3.1 to
16.5 with increasing SiO, content. However, the dielectric
permittivity for OBC/R974 nanocomposites shows very slight
change with the increasing of SiO, content. The dielectric loss
tangent of all OBC/A200 nanocomposites is higher than that of
pure OBC, while the dielectric loss tangent of all OBC/R974
nanocomposites shift to a lower value compared with pure
OBC as shown in Fig. 3b.
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The different performances in dielectric properties for two
series of nanocomposites can be ascribed to the different
surface characteristics and the distinct dispersion states of SiO,
nanoparticles. The surface of A200 NPs possesses more polar
hydroxyl groups, resulting in effective orientation polarization
within the nanocomposites due to the inherent dipolar nature
of hydroxyl groups, which directly results in an obvious increase
in dielectric permittivity for OBC/A200 nanocomposites at low
frequency due to the accumulation of mobile charges at the
interface between samples and electrodes. However, the polar-
ization of hydroxyls on surface of R974 NPs was weaken by the
numerous methyl surrounding hydroxyls. The addition of silica
generally leads to improved dielectric permittivity. However, the
groups on the surface of nanoparticles increase free volume at
the interface between nanoparticles and matrix, which reduces
the dielectric permittivity of the composite.* It is also probable
reason here. The continuous chain-like distribution of hydro-
philic SiO, (A200) in the nanocomposites resulting in easier
shift of charge carriers to dissipate energy, which would be the
main reason for the increase of dielectric loss after the addition
of SiO, (A200). In this regard, compared with pure OBC, the
dielectric loss of OBC/R974 nanocomposites decreases owing to
the irregularly-dispersed state of hydrophobic SiO, NPs (R974)
in OBC/R974 nanocomposites. The weak connection between
R974 NPs generates little polarization loss.

Rheological behaviors

Dynamical rheological measurements were utilized widely to
characterize the filler network and the phase morphology in
polymer composites. It has been admitted that particle-filled
polymers can manifest a liquid-solid transition because of the
existence of filler network structure within the composites.****
The large-scale relaxation of polymer chains in the composites
is prominently restricted by the presence of network struc-
ture.**® Thus, rheological properties can reflect the dispersion
states of NPs in composites. The storage modulus (G’) and loss
tangent (tan 6, defined as the ratio of storage modulus to loss
modulus) as a function of frequency measured at 150 °C are
shown in Fig. 4. It is obvious that the two series of nano-
composites show significantly different rheological properties
and the differences can only stem from the different dispersion
states of SiO, NPs with distinct surface characteristics. Fig. 4a
shows that with increasing loading of SiO, NPs, the storage
modulus of both series of nanocomposites increase gradually,
resulting from the restriction of polymer chain relaxation in the
presence of rigid particles and formation of inter-connected
SiO, network. When the content of SiO, is as high as 10 vol%,
the frequency-dependent of G' in low-frequency region is
significantly depressed. It should be noted that the storage
modulus of OBC/A200 nanocomposites is always higher than
that of OBC/R974 nanocomposites at the same loading level of
SiO, NPs and the same frequency. The emergence of plateau in
the low frequency region of storage modulus vs. frequency curve
indicates the formation of developed interconnected SiO,
network structure. Typically, the slopes in the low frequency
region of g G’ ~ Ig w curve of OBC-A-5 nanocomposite is 0.157,

RSC Adv., 2017, 7, 46297-46305 | 46299
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Fig. 1 Typical SEM micrographs of nanocomposites (a) OBC-A-5, (b) OBC-R-5, (c and e) OBC-A-15, (d and f) OBC-R-15, and typical TEM

images of nanocomposites (g) OBC-A-5, (h) OBC-R-5.

tremendously lower than that of Ig G’ ~ lg » curve of OBC-R-5
(0.582), confirming that the formation of developed network
structure containing interconnected hydrophilic SiO, NPs in
the composites. These results are perfectly consistent with SEM
observation as well as the above discussed dielectric properties.

Loss tangent (tan ¢) also characterizes the viscoelastic
behavior of materials. In general, a higher value of tan ¢ indi-
cates larger viscosity of the material and a lower value of tan ¢
implies that the material exhibits greater elasticity and less loss
of energy under the dynamic deformation. Fig. 4b demonstrates
the loss tangent (tan ¢) of OBC/A200 and OBC/R974 nano-
composites with different content of SiO, as a function of
frequency. Obviously, the tan ¢ of OBC-A-5 is much lower than
1, whereas that of OBC-R-5 is higher than 1, suggesting
a significantly solid-like behavior of OBC/A200 nanocomposites.
This result also indicates that a developed interconnected

46300 | RSC Adv., 2017, 7, 46297-46305

network structure was formed at a low loading of hydrophilic
SiO, (A200) in the nanocomposites, while the hydrophobic SiO,
(R974) in OBC/R974 nanocomposites presents a separately-
dispersed state as shown in Fig. 1.

Thermodynamics analysis

Thermodynamics governs the distribution of the filler in OBC at
the equilibrium state and classical thermodynamics can be
used to predict the preferential distribution of fillers in OBC.*”
As is known, different from ORC mainly containing random
ethylene-a-octene copolymer, OBC consists of alternating hard
segments (polyethylene-rich domains) and soft segments
(ethylene-o-octene-rich domains).*” These two kinds of domains
present different surface energy (y), due to the different chain
sequences in the domains. Thus, the affinity between SiO, NPs

This journal is © The Royal Society of Chemistry 2017


http://creativecommons.org/licenses/by-nc/3.0/
http://creativecommons.org/licenses/by-nc/3.0/
https://doi.org/10.1039/c7ra08074c

Open Access Article. Published on 29 September 2017. Downloaded on 10/19/2025 8:20:03 PM.

Thisarticleislicensed under a Creative Commons Attribution-NonCommercial 3.0 Unported Licence.

(cc)

Paper
20 OBC-0
a‘) « OBC-A-5
+ OBC-A-10
15}* + OBC-A-15
. + OBC-A-20

Permittivity ¢'
S

iiﬁﬁinﬂﬂiiﬂiﬂﬂﬁiiiiﬁittf

0 , d . ’ ;
10° 10' 10° 10° 10 10° 10° 10’
10*
C) = OBC-0
' + OBC-A-5
+ OBC-A-10
. + OBC-A-15
bl 15 TITV + OBC-A-20
faal, Ve
w0 L)
0o o La, "',
s e “A "
C *Ceq “aa te,
Ttk ¢
.l '-.. AA"' v
"Ny “riSeeThyet o
10°} " . g tab o
.l. ° . »
"'-- b *
10* ‘.
10% 0 .I .2 ‘3 .l 45 .6 7
10 10 10 10 10 10 10 10
Frequency (Hz)

View Article Online

RSC Advances

b) - 0BC-0

+ OBC-R-5

+ OBC-R-10
+ OBC-R-15
+ OBC-R-20

seessessesaessestesssetesttrtsstrtsssrossnstl,
SeSssmsssssssssssmsssssnssssenanmnunnnnnanni u,

TrsssesssssaxrrzzzxIEXpFRRRIISIassveetsttttipty

Permittivity €'
w

2 ’ . . . . i
10° 10' 10* 10° 10* 10° 10° 10
10'
d) = OBC-0
« OBC-R-5
10° | + OBC-R-10
+ OBC-R-15
ok + OBC-R-20
w0
S10° k.
[ "
Irvdeg.
10 -'::u ‘z:.:‘““‘.h e $
. ;.. -_: - “A" ::.. 1 . N
10 F g %
v
10»5 J 'l L '} d vl
10° 10' 10° 10° 10° 10° 10° 10’

Frequency (Hz)

Fig. 2 Frequency responses of (a and b) the dielectric constant, (c and d) dielectric loss of OBC/A200 and OBC/R974 nanocomposites,

respectively.

20

I JoBC-Ax a)
[ J0OBCRx il

=
o
T
+
PRy
0o
©
S

Permittivity €'
>
T

+99%
or +25%
I—iﬁi% 5.0% | §5.7% | 26%
0 J:ﬂ I | I:L
0 5 10 15 20

Content of SiO2 (vol.%)

-

I B b)

01E

0.01 |

Tan &

0.001

1E-4
0 5 10 15 20

Content of SiO2 (vol.%)
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and different domains is possibly the foremost reason for the
peculiar chained distribution of hydrophilic SiO, in OBC/A200
nanocomposites. Therefore, classical thermodynamics were
used to calculate the affinity of different SiO, NPs to different
domains of OBC.

The estimation of the interfacial tension between two
components can be calculated from surface tension using the
well-known equation of Wu:*®

This journal is © The Royal Society of Chemistry 2017

Y2 =7 +72— 2(\/7?72 + \/7’1’75)

in which v;_, is the interfacial tension between two compo-
nents; v, and vy, are the surface tension of component 1 and 2;
v{ and ~§ are dispersion components of the surface tension of
component 1 and 2; v} and v} are polar components of surface
tension of component 1 and 2.

Because of the long polyethylene segments and random
ethylene-a-octene segments of OBC, we describe the surface

RSC Adv., 2017, 7, 46297-46305 | 46301
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tension of polyethylene-rich domains and ethylene-a-octene-
rich domains by that of polyethylene and ethylene-octene
copolymers (ORCs), respectively. In previous work, it has been
proved that the content of octene has little effect on the surface
tension of ORCs, thus the use of surface tension of ORC with
39% octene content to describe the surface tension of ethylene-
a-octene-rich domains of OBC with 38% octene content is
comparatively reasonable.’” The surface tension values of the
materials at 190 °C (higher than the melting point of OBC) were
used. The values of surface tension, as well as its dispersion
components and polar components are listed in Table 1. The
interfacial tension between different SiO, NPs and different rich
domains of OBC was calculated using the geometric mean
equation and the values of all possible pairs are listed in
Table 2.

As is known, hydrophilic SiO, NPs, A200, tend to gather
together to form aggregates due to the high interfacial tension
and abundant hydroxy groups. On the contrary, hydrophobic
SiO, NPs, R974, are more likely to disperse in the polymer
matrix in the separately-dispersed state because of the relatively
low interfacial tension.*® However, an unexpected result

Table 1 Surface tension values of R974, A200 nanoparticles,
ethylene-a-octene-rich domains and polyethylene-rich domains of
OBC at 190 °C

Surface tension (mN m™")

Dispersion Polar

Total  component component
Materials €9 (v (vP)
R974¢ 41.81 34.34 7.47
A200” 773 36.5 40.8
Ethylene-a-octene-rich 17.5 15.6 1.9
domains®
Polyethylene-rich domains? 25.9 25.9 0

@ According to Liu et al.** ? According to Liu et al.* ¢ Described with that
of ethylene-olefin random copolymers.” ¢ Described with that of
polyethylene.*

46302 | RSC Adv., 2017, 7, 46297-46305

happened in our work that A200 presented a peculiar chained
distribution in OBC/A200 nanocomposites instead of gathering
into large aggregates. This phenomenon can be explained with
the results from the thermodynamic analysis. As can be seen in
Table 2, in OBC/A200 nanocomposites, the interfacial tension
between A200 NPs and ethylene-a-octene-rich domains is much
smaller than that between A200 NPs and polyethylene-rich
domains, namely, A200 shows higher affinity to ethylene-a-
octene-rich domains. It indicates that after melt mixing, the
interconnected A200 NPs are inclined to distribute along the
ethylene-a-octene chain segments, resulting in a chained
distribution of A200 NPs in the nanocomposites. In compar-
ison, the interfacial tension between R974 NPs and ethylene-a-
octene-rich domains is close to that between R974 NPs and
polyethylene-rich domains, which indicates that R974 NPs do
not show a selective localization in the different domains of
OBC. These results indicated by thermodynamic analysis are in
good agreement with SEM and TEM observations.

Mechanical properties

In this study, we incorporated SiO, NPs with distinct surface
characteristics into OBC, with the purpose of getting a high-
performance nanocomposites. Considering that the peculiar
chained distribution of A200 NPs and the interconnected
network structure are hopeful to improve mechanical properties
of nanocomposites, some of the typical mechanical properties of
thermoplastic elastomer nanocomposites are further character-
ized. The representative uniaxial tensile stress-strain curves for

Table 2 Interfacial tension values calculated using geometric mean
equation
Interfacial tension
System Pairs (71-2) (mN m™)
OBC/A200 A200/ethylene-a-octene-rich domains 29.5
A200/polyethylene-rich domains 41.7
OBC/R974 R974/ethylene-a-octene-rich domains 5.5

R974/polyethylene-rich domains 8.1

This journal is © The Royal Society of Chemistry 2017
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OBC and its nanocomposites are presented in Fig. S1.f The
average values of tensile modulus, elongation at break, stress at
100% and 500% stretching of two series of nanocomposites are
plotted versus the content of SiO, NPs in Fig. 5.

As shown in Fig. S1, the stress-strain curves of pure OBC
and its nanocomposites are quite different. Pure OBC shows
a continuously increasing stress at low strains and strain-
hardening at the late stage. However, nearly all of nano-
composites evidently exhibit a yield plateau or necking
phenomenon at low strains. This phenomenon can be attrib-
uted to the incorporation of fumed SiO, NPs which restricts the
segmental motion of the matrix in elastic deformation stage.
After yield point, the restricted chain segments begin to move,
showing strain-softening. It should be noted that OBC/A200
nanocomposites exhibit more obvious strain-softening
compared with OBC/R974 nanocomposites, probably due to
the more stable interconnected A200 network structure.

In Fig. 5a and b, the stress at a certain stretching (100% and
500%) of both series of nanocomposites, show a significantly
increasing tendency with increasing content of SiO, NPs. The
stress at a certain stretching mainly depends on the network
structure of the fillers in the nanocomposites. With the
increasing content of SiO, NPs in both OBC/A200 and OBC/
R974 composites, the net-work structure of the SiO, NPs
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become more and more perfect, which improve the stress.
Comparing OBC/A200 with OBC/R974 nanocomposites, the
network structure of SiO, is well-developed more easily in OBC/
A200 due to the peculiar chain-like structure of SiO,. Thus, the
stress at 100% and 500% stretching of OBC/A200 nano-
composites is always much higher than that of OBC/R974
nanocomposites. In addition, the tensile modulus of both
series of nanocomposites increases, and the percentages of
reinforcement in the tensile modulus of OBC/A200 are almost
four times as much as those of OBC/R974 at the same content of
SiO, as seen in Fig. 5c. Therefore, we can conclude that the
greatly enhanced mechanical properties for OBC/A200 nano-
composites over OBC/R974 nanocomposites is primarily due to
the peculiar chained distribution and interconnected network
of A200 NPs in OBC/A200 nanocomposites. This particular
chain structure can hinder the aggregations of hydrophilic SiO,,
and impel SiO, to present a peculiar chained distribution in
OBC/A200 nanocomposites, showing a significantly reinforce-
ment effect in the nanocomposites. Typically, larger stress and
tensile modulus were achieved in OBC/A200 nanocomposites
compared with OBC/R974 nanocomposites.

In Fig. 5d, the tensile elongation at break of OBC/A200 and
OBC/R974 nanocomposites are both higher than 1300% even
when the content of SiO, is high as 20 vol%, and the tensile
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elongations at break of both series of nanocomposites are close
at the same content of SiO,. According to previous studies,***
the large elongation at break of OBC stems from the long and
flexible chain segments (soft blocks) between crystals (hard
blocks), which can be stretched easily.*

Thus, a new elastomeric nanocomposite with excellent
mechanical strength and toughness, and improved dielectric
properties was developed. With these advantages, this new
material holds potential to be utilized in fields such as dielectric
elastomers, toughening agents for dielectric materials,
electrically-driven deformation materials and flexible damping
devices.

Conclusions

OBC/A200 and OBC/R974 nanocomposites were prepared
through one-step melt compounding method and the effect of
the distinct different surface characteristics of the two kinds of
fumed nano-silica nanoparticles on the structure and perfor-
mance of OBC based nanocomposites was investigated. The
hydrophilic silica (A200) with more silanols dispersed in OBC in
a peculiar chain-like structure while the hydrophobic silica
(R974) NPs dispersed separately in OBC. Selective localization of
hydrophilic silica (A200) due to the higher affinity towards the
soft blocks of OBC dominates the peculiar chain-like distribu-
tion of hydrophilic silica in OBC composites while the hydro-
phobic silica NPs exhibit close affinity towards both the soft
blocks and hard blocks of OBC. The percolation threshold of
OBC/A200 nanocomposites is lower than that of OBC/R974
nanocomposites due to the peculiar chain-like distribution
and inter-connected SiO, in OBC/A200 nanocomposites. The
OBC/A200 nanocomposites exhibit enhanced dielectric
permittivity with low dielectric loss. The percentages of rein-
forcement in stress at a certain stretching of OBC/A200 nano-
composites are always higher than that of OBC/R974
nanocomposites at the same silica loading, and even better, the
percentages of reinforcement in tensile modulus of OBC/A200
nanocomposites are almost four times higher than that of
OBC/R974 nanocomposites at the same silica loading.
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