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Elastomers are one of the most important materials in modern society because of the inherent
viscoelastic properties due to their cross-linked polymer chains. Their vibration-absorbing and
adhesive properties are especially useful and thus utilized in various applications, for example, tires

in automobiles and bicycles, seismic dampers in buildings, and seals in a space shuttle. Thus, the
nondestructive inspection of their internal states such as the internal deformation is essential in
safety. Generally, industrial elastomers include various kinds of additives, such as carbon blacks for
reinforcing them. The additives make most of them opaque in a wide spectral range from visible to mid-
infrared, resulting in that the nondestructive inspection of the internal deformation is quite difficult.
Here, we demonstrate transmission terahertz polarization spectroscopy as a powerful technique for
investigating the internal optical anisotropy in optically opaque elastomers with conductive additives,
which are transparent only in the terahertz frequency region. The internal deformation can be probed
through the polarization changes inside the material due to the anisotropic dielectric response of the
conductive additives. Our study about the polarization-dependent terahertz response of elastomers
with conductive additives provides novel knowledge for in situ, nondestructive evaluation of their
internal deformation.

Because of their various advantages such as light weight, mass producibility, and low cost, polymeric materials -
including plastics, elastomers, and organic polymers - are of great importance'~*. Recently, numerous practical
applications have been suggested and extensively investigated, and the improvement of polymeric materials in
terms of durability has enabled metallic components to be replaced with polymeric components’. In particular,
polymeric composite materials have attracted attention because of their additional functionality — such as con-
ductivity, durability, and so on - that results from including certain additives'~. In fact, polymeric composites
consisting of elastomers and various additives represent one of the most widely used classes of polymeric materi-
als in modern society®. To date, carbon materials have been widely used as a reinforcing filler in elastomers. (For
instance, the tire is a popular elastomer that is reinforced by carbon fillers.) Given their crucial role in modern
industry, it is essential to evaluate the degradation and internal states of polymeric composite materials in a safe
manner.

In order to measure and evaluate polymer-based materials, various methods - such as X-ray diffraction
(XRD), optical measurements, and nuclear magnetic resonance spectroscopy — have been developed and con-
ducted®””. Although XRD has been commonly used for evaluating molecular orientation, this approach is usu-
ally insensitive to the internal states of thick materials and the orientation of the amorphous states®. On the
other hand, there are several advantages to using optical techniques in measuring polymeric materials, which
enable us to achieve in situ nondestructive and noncontact inspection®'°. However, since most of the practical
polymer-based materials are opaque for visible light, one cannot assess the internal information of polymer-based
materials by means of optical techniques with visible light.

Terahertz time-domain spectroscopy (THz-TDS) is a powerful tool for characterizing the internal optical
responses of optically opaque polymer-based materials’!-2°. Because the photon energy of terahertz waves is
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Figure 1. Sample orientation and mechanical properties of the FKM samples. (a) Orientation of the
rectangular specimens cut from the FKM sheet. (b) Nominal stress-strain curves for variously oriented FKM
samples. (c) Thickness ratio of loaded to unloaded 0°-oriented FKM samples for various drawing ratios. Solid
curve represents the fitted curve.

relatively small in comparison to that of visible light, they possess high transmittance, which enables us to access
the internal states of opaque polymeric materials. Indeed, the strong influence of carbon-based additives on the
optical properties of polymeric composite materials within the terahertz frequency region has been reported
using terahertz spectroscopy'>!>2%%. Moreover, very recently, polarization-sensitive (PS) measurements using
terahertz waves have been drastically improved by the efforts of many researchers?’-*%. In particular, polarization
spectroscopy for polymer materials has been utilized for evaluating the molecular orientation of polymer materi-
als, which is strongly related to their mechanical, optical, and electrical properties®~1%3-37. A better understanding
of the internal optical responses involved in the molecular orientation of opaque polymer-based materials using
PS THz-TDS techniques would provide detailed insights into the nature of the materials in question, especially in
terms of intermolecular interactions and the effects of additives.

In this study, we report on the large optical anisotropy of loaded and unloaded fluoroelastomer (FKM) with
carbon black (CB) fillers as revealed by PS THz-TDS with a transmission configuration; we also discuss the phys-
ical origin of the optical anisotropy. The frequency dependence of the complex refractive index indicates that the
anisotropic orientation of CB aggregates is the origin of the anisotropic optical responses, including birefringence.
We measure the external stress dependence of birefringent properties in the FKM samples with different angles
between the slow optic axis and the stretching direction. As the external stress increases, the FKM samples ori-
ented at an angle of 90° with respect to the stretched direction demonstrate the following characteristic behaviors:
the disappearance of birefringence and the rotation of the angle of the slow optic axis to the stretching direction.
The rotation of the slow optic axis is well reproduced by Monte Carlo (MC) simulations, which are based on the
dominant impact of the orientational distribution of the CB aggregates on the birefringence. To further investi-
gate the anisotropic optical properties, the dielectric functions of the FKM samples parallel and perpendicular to
the slow optic axis are evaluated and fitted by the Maxwell Garnett (MG) theory with the anisotropic dielectric
functions of the CB fillers. The well-reproduced fitting supports the claim that the anisotropic shape and the ani-
sotropic dielectric responses of the CB aggregates in the terahertz frequency region are the origin of the optical
anisotropy of the FKM samples.

Results and Discussion

Characterization of mechanical properties. The FKM samples with different orientation angles used
for the characterization of their mechanical properties were cut from the FKM sheet as shown in Fig. 1a (see
Methods for details). Figure 1b,c show the nominal stress and thickness ratio, d/d,, as a function of the drawing
ratio (DR), L/L,, where d and L are the sample thickness and length, respectively, at different external stresses
applied by the translation stages, and d; and L, are those values under unloaded conditions. As the DR increases,
the external stress becomes larger and then tends to be saturated. These behaviors are typical in elastomers, and
are well-described by the Mooney-Rivlin model®**. No significant difference in the stress-strain curves among
three samples is observed, indicating that the direction of the slow optic axis has a weak impact on the mechan-
ical properties of FKM samples. The thickness ratio of the 0°-oriented FKM samples shows a gradual nonlinear
decrease as the DR increases, as shown in Fig. 1c. The dependence is almost proportional to the inverse square
root of the DR below DR = 3, meaning that the Poisson’s ratio of the FKM samples is 0.5, which is a typical value
of an elastomer. On the other hand, above DR = 3, the thickness ratio does not follow the inverse square root
dependence of the DR. Therefore, we focus on the optical properties below DR =3 in order to consider the simple
deformation regime with a Poisson’s ratio of 0.5.

Transmission spectra from terahertz to visible regions. Figure 2a shows the transmittance spectra
in a wide spectral range from 0.1 to 1000 THz measured by the two THz-TDS systems (see Methods for details),
Fourier transform infrared (FTIR) spectrometry, and spectrophotometry (UV-Vis). The absence of a transmis-
sion spectrum from 2.7 to 15 THz is due to the difficulty of terahertz generation in this region. It is clearly found
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Figure 2. Fundamental characterization of the FKM samples. (a) Transmittance spectrum of FKM samples
from terahertz to UV regions. (b) The sample-angle-dependent XRD intensities in unloaded FKM samples as

a function of the incident angle of the X-ray. (c) Sample orientation dependence of spectrally integrated XRD

intensities at 20 = 17° (red), 18° (green), and 27° (blue).

that there is no transmission of FKM samples above 1 THz. The strong absorption above 1 THz can be attributed
to the conductive CB fillers, as reported previously'”. Thus, it is suggested that terahertz spectroscopy below 1 THz
is useful for investigating the optical responses inside an elastomer containing CB fillers.

Sample orientation dependence of XRD spectra. Figure 2b shows XRD signals as a function of the
incident angle of the X-rays at different sample orientations ranging from 0° to 180°. When the sample orientation
is 0°, the X-ray is incident normal to the slow optic axis of the FKM sample. The broad peaks around 20 =17° and
40° can be attributed to the FKM component. On the other hand, many sharp peaks originate from additives or
crystalline FKM components. The sample orientation dependence of the spectrally integrated intensity at various
XRD peaks is plotted in Fig. 2c. These intensities are normalized at 0°. The peak at 17° due to the FKM shows
small fluctuations, as do the other peaks. It can be clearly seen that the intensity of FKM signals shows no signifi-
cant periodical dependence on the sample orientation.

Birefringent properties of the FKM samples under unloaded conditions. To evaluate the birefrin-
gent properties, i.e., the angle of the slow optic axis with respect to the x-axis, #(w), and the degree of birefrin-
gence, An(w), which is derived from the phase difference of the transmitted terahertz waves between the slow and
fast optic axes, A(w), in unloaded FKM samples in the terahertz frequency range, we carried out the PS THz-TDS
measurements. The experimental setup and configuration of the PS THz-TDS system with a rotation polarizer
polarimetry are shown in Fig. 3a,b (see Methods for details). In order to measure the sample orientation depend-
ence of the optical responses in the FKM samples, we rotated the FKM samples with a mechanically rotating
mount. Based on the PS THz-TDS measurement, we found that 6(w) is almost independent of frequency in the
FKM samples. In this work, thus, we do not assume a frequency dependence on 6.

Figure 3¢ shows the x- and y-components of the terahertz electric field waveform without samples and with
samples, where the angles between the slow optic axis of the samples and the x-axis are 0° (blue curves) and 90°
(red curves). With the FKM sample, both components of the terahertz time-domain waveforms are shifted com-
pared with those obtained without the samples because of the refractive index of the samples. In addition, the
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Figure 3. Experimental setup and results of the PS THz-TDS. (a) Experimental setup for PS THz-TDS with
two commercial photoconductive antennas. (b) Schematic diagram of each optical component along with the
direction of terahertz wave propagation. (c) Time-domain terahertz waveforms without (black curves) and with
FKM samples with different sample orientations (red and blue curves). The upper and lower panels correspond
to the x and y-components of the terahertz electric field. Sample orientation dependence of (d) the angle

of the slow optic axis with respect to the x-axis and (e) the birefringence in the unloaded FKM sample. The
uncertainty in the evaluation procedure is smaller than the plotted symbols.
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Figure 4. Anisotropic complex refractive index spectra of the FKM sample. (a) Real and (b) imaginary parts
of complex refractive index in FKM samples. Red and blue circles correspond to the values in the parallel and
perpendicular directions, respectively, with respect to the slow optic axis.

x (y) polarization component of terahertz wave with the FKM sample at an angle of 0° (90°) is slightly retarded
from the component measured at an angle of 90° (0°), indicating the existence of the birefringence of the
unloaded FKM samples. This indicates that the particular direction of the FKM samples always shows a large
refractive index for terahertz waves with respect to its orthogonal direction.

Interestingly, we found the anisotropic optical properties of the FKM samples even under unloaded condi-
tions. Figure 3d,e show the experimentally evaluated values of # and A averaged from 0.2 to 0.3 THz at different
sample orientation angles with respect to the x-axis. As the sample orientation changes, 6 shows proportional
changes, whereas An shows no significant change. This indicates the existence of an in-plane uniaxial optical
anisotropy of the FKM sample. It is noteworthy that the degree of birefringence of the FKM samples (An~0.1)
within the terahertz frequency region is quite large compared to the typical value (Ana1 x 10~?) observed in
elastomers with visible light®.

To shed light on the origin of the large birefringence in the FKM, we also measured other rubber materials
with and without CB (see Supplementary Information for details). Experimental studies have pointed out the
large influence of carbon materials on the optical properties of polymer composites within the terahertz fre-
quency region'*1>-202% Indeed, rubbers with CB - such as a styrene-butadiene rubber - show large birefringence
(as do the FKM samples), while the birefringence of a natural rubber without CB is one order of magnitude
smaller than that of the FKM samples (see Supplementary Fig. S3). Thus, we concluded that the conductive CB
filler plays a dominant role in the anisotropic internal optical responses involved in the birefringence of elasto-
mers within the terahertz frequency region.

In order to further elucidate the origin of the anisotropic optical responses observed only in elastomers with
CB, we evaluated the complex refractive index spectra of the unloaded FKM samples using PS THz-TDS meas-
urements. Figure 4a,b show the real (n) and imaginary (k) parts of the complex refractive index of the FKM
sample parallel and perpendicular to the slow optic axis of the sample. In Fig. 4a, both spectra monotonically
decrease with increasing frequency, and the difference between the two directions is insensitive to frequency. On
the other hand, the extinction coeflicient k increases with frequency, corresponding to the monotonic increasing
of the absorption coefficient. Both clearly show anisotropic properties.

The anisotropic optical responses in polymer composites with carbon nanotubes have been investigated
within the terahertz frequency region*!. According to the literature, the anisotropy is caused by the orientation of
the carbon nanotubes in the host polymeric materials; more specifically, the carbon nanotubes have a high aspect
ratio, which results in anisotropic optical responses. On the other hand, the shape of CB is usually considered to
be spherical, which is isotropic. However, it is well known that the CB particles aggregate in the rubbers, and that
the aggregates form an anisotropic shape*2. Thus, we concluded that the orientation of anisotropic conductive CB
aggregates plays a dominant role in the anisotropic optical responses of elastomers within the terahertz frequency
region. This means that the collective shape of conductive particles governs their internal optical responses, rather
than the shape of each particle at the terahertz frequency region. This mechanism is importantly different from
conventional photoelasticity in elastomers investigated using visible light, in which the orientation of the elasto-
mer molecule is the origin of the birefringence®. This difference in the origin of birefringence is responsible for the
difference in the degree of birefringence, resulting in the large birefringence within the terahertz frequency range.

External-stress-induced birefringent properties in FKM samples. As mentioned above, we found
that the orientation of CB aggregates has a strong impact on the anisotropic optical properties of FKM samples.
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Figure 5. Drawing ratio dependence of the anisotropic optical properties of the FKM sample and the
MC model for uniaxial deformation. (a) The angle of the slow optic axis with respect to the x-axis and (b)
birefringence in variously-oriented FKM samples at different DRs. Solid curves in (a) represent the calculated
results by MC simulations with ¢ =0.21. (¢) Schematic model of reorientation of CB aggregates by affine
uniaxial deformation in FKM samples. Red arrows represent the major axis of anisotropic CB aggregates.

It has been demonstrated that by stretching the samples, the orientation direction of inclusion can be modulated
mechanically*»*. Thus, we can obtain deep insight into the nature of the anisotropic optical properties in the
FKM samples by measuring the mechanical stress dependencies of the optical responses.

Figure 5a,b show 0 and An averaged from 0.2 to 0.3 THz versus the DR. To derive An from the obtained A(w)
at each DR, we divided A(w) by the thickness, which was calculated based on a Poisson’s ratio of 0.5. In these
measurements, we extended the FKM samples and then fixed their length during the measurements. We always
measured the center of the extended samples at different external stress conditions. In the 0°-oriented FKM sam-
ple, as the external stress increases,  is almost unchanged, and An monotonically increases. These behaviors are
considered to be the result of the orientation of CB aggregates to the extended direction. By way of contrast, in
the 90°-oriented FKM sample, # remains around the initial angle below DR 22 1.6, and then gradually rotates to
approximately 0° around DR = 2, which means that the slow optic axis becomes parallel to the drawing direction.
Simultaneously, at DR =2, An of this sample becomes almost zero and changes from decreasing to increasing.
The birefringence of the 45°-oriented FKM sample increases monotonically with DR, as expected intuitively by
the results of the other FKM samples oriented with different angles. On the other hand, 6 in the 45°-oriented
FKM sample shows a gentle dependence on the DR compared with the 90°-oriented FKM samples. Note that §
of the 0°- and 90°-oriented FKM samples do not converge to 0° at DR = 3, because there is a small discrepancy
between the x-axis and the stretched direction due to the misalignment of the polarization direction angle of the
photoconductive antenna (PCA) in the receiver.

Monte Carlo simulations for the macroscopic orientation of the CB fillers.  In order to interpret the
DR dependence of § based on the effects of the orientational distribution of the CB aggregates, we performed MC
simulations to reproduce the experimental results in the FKM samples. First, we assumed that all CB aggregates
were rigid*>*¢ and uniform uniaxial ellipsoids for simplicity, as the uniaxial anisotropy is generally represented by
the uniaxial ellipsoids. As shown in Fig. 5¢, the angles between the major axis of CB aggregates, in which the
refractive index is the largest, and the stretching direction (z-axis in Fig. 5¢) at the initial and final states are
defined as © and @), respectively. Second, we assumed that the deformation of the samples occurs affinely with a
Poisson’s ratio of 0.5* while the length of each ellipsoid does not change (according to the first assumption that
the CB aggregates are rigid*>). Under the second assumption, the change in angle of each ellipsoid as a result of

SCIENTIFICREPORTS | 6:39079 | DOI: 10.1038/srep39079 6



www.nature.com/scientificreports/

8 T T T T I T T T T T T T T T T
40+O Para. ©
Q

~30

o, (S/m

0.0 0.5 0.0 :
Frequency (THz) Frequency (THz)

Figure 6. Sample-orientation-dependent dielectric function and conductivity of the FKM sample.
Frequency dependence of the real part of (a) dielectric function and (b) conductivity at DR = 3, where the FKM
sample was expanded along with the parallel direction of the slow optic axis. Red and blue symbols correspond
to the components parallel and perpendicular to the direction of the slow optic axis, respectively. Solid curves
represent the fitted curve calculated by the MG model.

the extension can be described as follows*: @’ = tan_l()\_% tan ©), where A is the drawing ratio. Third, the aver-
age direction of the major axis of all ellipsoids corresponds to the slow optic axis (6). If one end of the major axis
is at the center of the unit sphere, then the orientational distribution of the ellipsoids is determined by the distri-
bution of the spherical angles © and ¢. In this simulation, to reproduce the experimental results, we assume that
the distribution of ¢ is uniform whereas the distribution of cos© has a normal distribution with standard devia-
tion o. Under these assumptions, we calculate the orientational distribution at various DR values and then deter-
mine the average direction of the major axis of all ellipsoids - i.e., the angle of the slow optic axis — through
diagonalization of the tensor order parameter’. The detailed calculation procedure is described in the
Supplementary Information.

The black curves in Fig. 5a represent the MC simulation results with 1,000,000 samples. Three experimental
results are well reproduced by the calculation with the same initial orientational distribution of the ellipsoids
(0=0.21) by only changing the initial orientation angle. The calculated results are slightly shifted in order to
reproduce the experimental results, corresponding to the correction of the misalignment of the experimental
setup as mentioned above. Indeed, the experimental results of the 0°-, 45°-, and 90°-oriented FKM samples are
reproduced by the calculation under initial orientation angles of —9°, —52°, and —88°, respectively. The good
agreement between the experimental and calculated results constitutes the solid evidence that the anisotropic
optical properties of the FKM samples are governed by the orientational distribution of the anisotropic CB
aggregates.

It is worth noting that the orientational distribution of the anisotropic CB aggregates is strongly related to the
deformation of the host elastomer, and that its optical anisotropy due to the orientational distribution of the ani-
sotropic CB aggregates is easily determined by the PS THz-TDS measurements. Moreover, it has been found that
the orientation of anisotropic conductive additives such as single-walled carbon nanotubes also cause the optical
anisotropy within the terahertz frequency region*!. For these reasons, we believe that PS THz-TDS is a powerful
tool in the in situ nondestructive evaluation of the internal deformation of polymeric composite materials with
the anisotropic conductive additives through the anisotropic optical responses.

Anisotropic dielectric function in loaded FKM samples.  In order to understand the anisotropic optical
responses of the FKM samples in terms of the electric responses of the CB fillers, we evaluated the real part of the
dielectric function, €,(w), and the conductivity, o,(w), in the 0°-oriented FKM samples at DR = 3, as shown in
Fig. 6a,b. According to the MC simulation, most CB aggregates are oriented parallel to the stretching direction
(see Supplementary Fig. S5d) at DR = 3. The values of ¢,(w) and o, (w) for the direction parallel to the slow optic
axis (i.e., extended direction) are larger than those for the other direction, which is related to the large birefrin-
gence of the FKM samples. In fact, o,(w) shows similar behaviors as the absorption spectrum of CB', resulting
from the fact that the CB dominates the dielectric response within the terahertz frequency region.

To further understand the anisotropic optical properties of the FKM samples, we fit the experimental
results with the theoretical model for mixed materials. Indeed, the FKM sample is considered as the mixture
of CB aggregates and the host FKM matrix. Based on the experiments in other elastomers without CB, the
mechanical-stress-induced anisotropy of host rubbers has less impact on the optical properties within the tera-
hertz frequency region (see Supplementary Fig. S3). Thus, the effective dielectric responses of the FKM sample
are composed of the anisotropic dielectric responses of the CB aggregates and the isotropic dielectric responses of
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Table 1. Fitting parameters of dielectric function and conductivity with the MG theory.

the host rubber materials. We adopted the MG theory in order to take into account the anisotropy of the dielectric
functions*. Because the CB density in the FKM samples is below the percolation threshold, the MG theory is
applicable in considering the dielectric response of the samples.

The effective dielectric function in the MG theory, &, can be expressed as follows*®:

5hf(sp — &)
g1 -, —e) +e 6))

EMG:EhJ'_

where ¢, and ¢, are the dielectric functions of the host materials and the CB aggregates, respectively, fis the vol-
ume fraction of the CB, and g is the depolarization factor. Here, we supposed that ¢, is real and constant, corre-
sponding to weak absorption and independence of frequency, and that ¢, is described by the Drude-Smith (DS)
model?, which is utilized for inhomogeneous media. In the DS model with a single scattering approximation, the
complex dielectric function, & ¢ (w), can be expressed as follows:

.2

B iw, T ¢
EDS(W) =& + - [1 + - ],
w(l — iwr) 1 — iwr

(2)

where ¢, is the background dielectric constant, 7 is the scattering time, w, is the plasma frequency, and c is a
coeflicient ranging from —1 to 0, reflecting the delocalization of carriers. We assumed that the anisotropy of
the dielectric function is due to the anisotropic shape of CB aggregates and the anisotropy of €,(w); the former
was taken into account as a depolarization factor. In the case of the uniaxial ellipsoids with an aspect ratio of
1.3, which was evaluated from the SEM measurements (see Supplementary Fig. S1), the depolarization factors
parallel and perpendicular to the major axis were approximately 0.27 and 0.365, respectively*®. Moreover, in the
case when all ellipsoids are fully oriented, the dielectric function of each direction is easily described by replacing
gp(w) with g, (w) or &, (w), as previously reported™. In the fitting, we set fto 0.2 based on the SEM measurements.
The fitting parameters are summarized in Table 1. By changing only 7 (107 and 58 fs for €, and € |, respectively),
¢,(w) and o,(w) are simultaneously well reproduced under parallel and perpendicular directions, as shown in
the solid curves in Fig. 6a,b. This indicates that the anisotropic optical response of the FKM samples is due to the
anisotropic shape of the CB aggregates and their anisotropic dielectric responses. Because the dielectric function
of each CB particle is considered to be isotropic, the anisotropic dielectric function is mainly due to the aniso-
tropic shape of the CB aggregates. Indeed, the difference in 7 means that the scattering time for the direction of
the major axis is larger than that for other directions, which might be related to the anisotropic shape of the CB
aggregates. The anisotropic dielectric function obtained by the fitting also supports our claim that the collective
shape of the CB particles influences the optical responses within the terahertz frequency region.

Finally, we briefly mention the characteristics of PS terahertz spectroscopy compared with other evaluation
methods. We performed the conventional method - i.e,, the stress-strain, and the wide-frequency-range trans-
mission measurements. The comparison between terahertz spectroscopy and conventional experiments indicates
that PS THz-TDS is more sensitive to the internal anisotropic properties of the elastomer with conductive fillers.
Indeed, as shown in Fig. 1b, we cannot observe the anisotropy of the FKM samples in terms of the mechanical
properties. Moreover, as shown in Fig. 2a, the transmission above 1 THz is very small, meaning that it is difficult
to access the internal states of thick polymer composites with conductive fillers using IR and visible light. In fact,
the microwave can be used to detect the anisotropic electric responses caused by the CB fillers®'. The THz-TDS
has some advantages over the microwave technique, such as higher spatial resolution and in situ inspection with-
out the waveguide. Thus, since the polymer composites with conductive fillers are widely used with increasing
demand, our in situ, nondestructive technique is of primary importance in fundamental and applied polymer
science.

Conclusions

We revealed the anisotropic optical properties of the FKM samples with CB by using PS THz-TDS measurements.
The large birefringence of the FKM samples was observed at various sample orientations. By comparing against
rubber materials without CB, we were able to ascribe the origin of the large birefringence to the conductive CB
fillers. The external stress dependence of the birefringent properties of the FKM samples with an angle between
the slow optic axis and the stretching direction of 90° showed characteristic features: namely, the degree of bire-
fringence was diminished, and the angle of the slow optic axis rotated to the stretching direction. The dependence
of the slow optic axis of variously oriented FKM samples on the DR can be explained by the MC simulation,
which takes into account the orientation of the anisotropic CB aggregates. In addition, it was found that the
anisotropic dielectric function of the FKM samples, which is linked to the optical anisotropy, is caused by the
anisotropic shape and the anisotropic dielectric function of the CB aggregates. These results indicate that the
anisotropic shape of the CB aggregates plays an important role in the anisotropic optical properties of elastomer
composites. Our findings suggest that deformation in polymer composite materials can be evaluated from the
degree of birefringence using nondestructive terahertz polarization measurements.
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Methods

Sample preparation. We used a commercially available FKM sheet (V-100) purchased from Togawa Rubber
with dimensions of 300 mm x 300 mm and a thickness of 1 mm as a sample. The FKM sheet includes conductive
CB fillers. For the stress-strain and PS THz-TDS measurements, the FKM sheet was cut into a rectangular spec-
imen with a short axis of about 20 mm and a long axis of about 50 mm as shown in Fig. la. We prepared three
differently oriented samples, which were set with a 0°, 45°, and 90° angle between the long axis and the slow optic
axis of the FKM samples that was determined by the PS THz-TDS spectroscopy as described below. In this paper,
these samples are labeled as the 0°, 45°, and 90°-oriented FKM samples, respectively. On the other hand, the FKM
samples for XRD, FTIR, and UV-Vis measurements had dimensions of about 20 mm x 20 mm.

Transmittance measurements. FTIR was performed using an IR Affinity-1S (Shimadzu Corp.) from
15 to 150 THz, and the transmission measurements from the infrared to visible regions were carried out using
UV-3600 Plus (Shimadzu Corp.) from 150 to 1000 THz. In addition, we performed two different THz-TDS meas-
urements using a commercially available THz-TDS system based on a PCA (T-ray 5000, Advanced Photonix.
Inc.) from 0.1 to 1.0 THz and a homemade electro-optic sampling (EOS) system based on a (111) ZnTe crystal for
terahertz generation and a c-cut GaSe crystal for terahertz detection from 1.0 to 2.7 THz.

XRD measurements. We conducted one-dimensional XRD spectroscopy using a commercially available
instrument (D8 advance, Bruker Corp.). The spot size of the XRD measurements was evaluated to be approxi-
mately 1 mm x 16 mm, which was smaller than the samples.

Stress-strain measurements. In the stress-strain measurements and the PS THz-TDS measurements
under external stresses, we fixed both short axes of three variously oriented rectangular specimens on the trans-
lation stages, and then extended them along with their long axes by moving the stages. The external stress was
measured using a force gauge, which was fixed on the one stage. The sample length and the sample thickness were
measured at the center of the sample using a vernier caliper and a micrometer, respectively.

Polarization-sensitive THz-TDS measurements. Figure 3a shows the experimental setup of the PS
THz-TDS system, which was based on rotation polarizer polarimetry***2. We used a commercially available
high-speed THz-TDS system (T-ray 5000, Advanced Photonix. Inc.) with a measurement time of 1 ms and a
frequency resolution of 12.5 GHz as a transmitter and receiver of the terahertz wave using PCAs. The terahertz
pulse emitted from the transmitter was focused on the FKM samples using an aspherical Teflon lens with a
working distance of 76.2 mm after passing through a half-wave plate (HWP) optimized at 0.6 THz. The terahertz
pulse passing through the samples was collected by another aspherical Teflon lens with the same focal length,
and was then focused on the receiver after passing through a rotating wire-grid polarizer (WGP) (EWG40-1,
Origin Corporation, indicated as RP in Fig. 3a,b). The WGP was attached to a commercial hollow-shaft motor
(HM2853E18HA, Technohands Co., Ltd.) with a rotating frequency of Q/(27) =40 Hz. We defined the x-axis as
the direction that is tilted —45° with respect to the polarization direction of the PCA in the receiver as shown in
Fig. 3b. Namely, the x-axis is approximately parallel to the optical table. The positive z-direction is defined as the
propagation direction of the terahertz wave. The spot size on the sample was measured by the knife-edge method,
and was estimated to be below 3.5 mm from 0.2 to 2.0 THz.

The experimental scheme of the polarization measurement is depicted in Fig. 3b. The detected frequency-
domain amplitude of the terahertz electric field, E 4, (w, t), modulated by the RP with a rotating speed of Q/(27)
can be described as follows (see Supplementary Information for details):

Egolw, 1) = ﬁ(@x(w) —E () + (E,(w) + Ey(w))COSZQt

N7l
+ (Ex(w) — Ey(w))sin 2Q1), 3)

where E_(w)and E y(w)are the complex frequency domain amplitudes of the terahertz electric field for the x- and
y-directions, respectively, before passing through the RP, and ¢ is time. The systematic error in our experimental
configuration due to the finite extinction ratios of the RP and the PCA in the receiver is considered to be negligi-
bly small®®. From the two orthogonal components of terahertz waves obtained by analyzing E ., (w, t), we calcu-
late the Stokes vector S(w), which represents the frequency-dependent polarization state (see Supplementary
Information for details). The angle of the slow optic axis, §(w), and the phase difference of the transmitted tera-
hertz waves between the slow and fast optic axes, A(w), of the sample are determined by analyzing the change in
the Stokes vector from the condition without the sample to the condition with the sample®*->*. The detailed meth-
ods of determining 6(w) and A(w) are described in the Supplementary Information. The degree of birefringence
An(w) of the sample is calculated from A(w) by using the following relation: An(w) = 24 where ¢ is the speed
of light and d is the thickness of the sample. All measurements as described above were carried out at room
temperature.

References
1. Rosato, D. V. Plastics End Use Applications (Springer, 2011).
. Jayakumar, R. & Nair, S. Biomedical Applications of Polymeric Nanofibers (Springer-Verlag, 2012).
. Heinrich, G. Advanced Rubber Composites (Springer-Verlag, 2011).
. Cantatore, E. Applications of Organic and Printed Electronics (Springer, 2013).
. Alexander, L. E. X-ray Diffraction Methods in Polymer Science (John Wiley & Sons, Inc., 1970).
. Treloar. L. R. G. The Physics of Rubber Elasticity (Oxford University Press, 1975).

QN U W N

SCIENTIFICREPORTS | 6:39079 | DOI: 10.1038/srep39079 9



www.nature.com/scientificreports/

10.
11.
12.
13.
14.
15.
16.
17.
18.
19.

20.
. Pfleger, M., Piihringer, H. & Katletz, S. Terahertz-Elasticity Measurements on Elastomers; Proceedings of 39th International

22.
23.
24.
25.
26.
27.
28.
29.
30.
31.
32.
33.
34,

35.

42.
43.

44.
45.
46.

47.
48.
49.
50.
51.

52.

. Kausch, H. H. & Zachmann, H. G. Characterization of Polymers in the Solid State I: Part A: NMR and Other Spectroscopic Methods

Part B: Mechanical Methods (Springer-Verlag, 1985).

. Cunningham, A., Ward, I. M., Willis, H. A. & Zichy, V. An infra-red spectroscopic study of molecular orientation and

conformational changes in poly(ethylene terephthalate). Polymer 15, 749-756 (1974).

. Nobbs, J. H., Bower, D. I. & Ward, I. M. A study of molecular orientation in drawn and shrunk poly(ethylene terephthalate) by

means of birefringence, polarized fluorescence and X-ray diffraction measurements. Polymer 17, 25-36 (1976).

Tanaka, M. & Young, R. J. Polarised Raman spectroscopy for the study of molecular orientation distributions in polymers. J. Mater.
Sci. 41, 963-991 (2006).

Markelz, A. G., Roitberg, A. & Heilweil, E. J. Pulsed terahertz spectroscopy of DNA, bovine serum albumin and collagen between
0.1 and 2.0 THz. Chem. Phys. Lett. 320, 42-48 (2000).

Rutz, E, Hasek, T., Koch, M., Richter, H. & Ewert, U. Terahertz birefringence of liquid crystal polymers. Appl. Phys. Lett. 89, 221911
(2006).

Wietzke, S., Jansen, C., Rutz, E, Mittleman, D. M. & Koch, M. Determination of additive content in polymeric compounds with
terahertz time-domain spectroscopy. Polymer Testing 26, 614-618 (2007).

Ebbinghaus, S. et al. Protein Sequence- and pH-Dependent Hydration Probed by Terahertz Spectroscopy. J. Am. Chem. Soc. 130,
2374-2375 (2008).

Rungsawang, R., Geethamma, V. G., Parrott, E. P. ], Ritchie, D. A. & Terentjev, E. M. Terahertz spectroscopy of carbon nanotubes
embedded in a deformable rubber. J. Appl. Phys. 103, 123503 (2008).

Ji, Y., Huang, Y. Y., Rungsawang, R. & Terentjev, E. M. Dispersion and Alignment of Carbon Nanotubes in Liquid Crystalline
Polymers and Elastomers. Adv. Mater. 22, 3436-3440 (2010).

Hirakawa, Y. et al. Nondestructive Evaluation of Rubber Compounds by Terahertz Time-Domain Spectroscopy. J. Infrared. Milli.
Terahz. Waves 32, 1457-1463 (2011).

Macutkevic, . et al. Terahertz time domain spectroscopy of epoxy resin composite with various carbon inclusions. Chem. Phys. 404,
129-135 (2012).

Peters, O., Busch, S. E, Fischer, B. M. & Koch, M. Determination of the Carbon Nanotube Concentration and Homogeneity in Resin
Films by THz Spectroscopy and Imaging. J. Infrared. Milli. Terahz. Waves 33, 1221-1226 (2012).

Peters, O. et al. Terahertz spectroscopy for rubber production testing. Polymer Testing 32, 932-936 (2013).

Conference on Infrared, Millimeter, and Terahertz waves IRMMW-THz) (2014).

Suzuki, H., Ishii, S., Otani, C. & Hoshina, H. Low-frequency vibrations of polyamide-6 as a function of temperature and thermal
history investigated by terahertz absorption spectroscopy. Euro. Polym. J. 67, 284-291 (2015).

Casini, R. et al. Dispersion of carbon nanotubes in melt compounded polypropylene based composites investigated by THz
spectroscopy. Opt. Express 23, 18181-18192 (2015).

Yakovlev, E. V., Zaytsev, K. I, Dolganova, I. N. & Yurchenko, S. O. Non-Destructive Evaluation of Polymer Composite Materials at
the Manufacturing Stage Using Terahertz Pulsed Spectroscopy. IEEE Trans. THz Sci. Technol. 5, 810-816 (2015).

Dong, J., Locquet, A., Declercq, N. E. & Citrin, D. S. Polarization-resolved terahertz imaging of intra- and inter-laminar damages in
hybrid fiber-reinforced composite laminate subject to low-velocity impact. Compos. Part B Eng. 92, 167-174 (2016).

Palka, N., Panowicz, R., Chalimoniuk, M. & Beigang, R. Non-destructive evaluation of puncture region in polyethylene composite
by terahertz and X-ray radiation. Compos. Part B Eng. 92, 315-325 (2016).

Castro-Camus, E. et al. Polarization-sensitive terahertz detection by multicontact photoconductive receivers. Appl. Phys. Lett. 86,
254102 (2005).

Makabe, H., Hirota, Y., Tani, M. & Hangyo, M. Polarization state measurement of terahertz electromagnetic radiation by three-
contact photoconductive antenna. Opt. Express 15, 11650-11657 (2007).

Yasumatsu, N. & Watanabe, S. Precise real-time polarization measurement of terahertz electromagnetic waves by a spinning electro-
optic sensor. Rev. Sci. Instrum. 83, 023104 (2012).

Morris, C. M., Aguilar, R. V., Stier, A. V. & Armitage, N. P. Polarization modulation time-domain terahertz polarimetry. Opt. Express
20, 12303-12317 (2012).

Katletz, S. et al. Polarization sensitive terahertz imaging: detection of birefringence and optical axis. Opt. Express 20, 23025-23035
(2012).

Nemoto, N., Higuchi, T., Kanda, N., Konishi, K. & Kuwata-Gonokami, M. Highly precise and accurate terahertz polarization
measurements based on electro-optic sampling with polarization modulation of probe pulses. Opt. Express 22, 17915-17929 (2014).
Iwata, T., Uemura, H., Mizutani, Y. & Yasui, T. Double-modulation reflection-type terahertz ellipsometer for measuring the
thickness of a thin paint coating. Opt. Express 22, 20595-20606 (2014).

Yasumatsu, N., Kasatani, A., Oguchi, K. & Watanabe, S. High-speed terahertz time-domain polarimeter based on an electro-optic
modulation technique. Appl. Phys. Express 7, 092401 (2014).

Simmons, A. H., Michal, C. A. & Jelinski, L. W. Molecular Orientation and Two-Component Nature of the Crystalline Fraction of
Spider Dragline Silk. Science 271, 84-87 (1996).

. Salleo, A, Kline, R. J., DeLongchamp, D. M. & Chabinyc, M. L. Microstructural Characterization and Charge Transport in Thin

Films of Conjugated Polymers. Adv. Mater. 22, 3812-3838 (2010).

. Schwartz, ]. J. et al. Surface Dipole Control of Liquid Crystal Alignment. J. Am. Chem. Soc. 138, 5957-5967 (2016).

. Mooney, M. A Theory of Large Elastic Deformation. J. Appl. Phys. 11, 582-592 (1940).

. Rivlin, R. S. Torsion of a Rubber Cylinder. J. Appl. Phys. 18, 444 (1947).

. Kumar, E. S. & Das, C. K. Mechanical, Dynamic Mechanical Properties and Thermal Stability of Fluorocarbon Elastomer-Liquid

Crystalline Polymer Blends. Polym. Compos. 26, 306-315 (2005).

. Akima, N. et al. Strong Anisotropy in the Far-Infrared Absorption Spectra of Stretch-Aligned Single-Walled Carbon Nanotubes.

Adv. Mater. 18, 1166-1169 (2006).

Araby, S. et al. Elastomeric composites based on carbon nanomaterials. Nanotechnol. 26, 112001 (2015).

Xie, X.-L., Mai, Y.-W. & Zhou, X.-P. Dispersion and alignment of carbon nanotubes in polymer matrix: A review. Mater. Sci. Eng. R.
49, 89-112 (2005).

Ahir, S. V. & Terentjev, E. M. Photomechanical actuation in polymer-nanotube composites. Nat. Mater. 4, 491-495 (2005).

Bueche, E Molecular Basis for the Mullins Effect. J. Appl. Poly. Sci. 4, 107-114 (1960).

Govindjee, S. & Simo, J. A micro-mechanically based continuum damage model for carbon black-filled rubbers incorporating
Mullins’ effect. . Mech. Phys. Solids 39, 87-112 (1991).

de Gennes, P. G. & Prost, J. The Physics of Liquid Crystals, 2nd ed. (Oxford University Press, 1993).

Carr, G. L., Perkowitz, S. & Tanner, D. B. Infrared and Millimeter Waves Vol. 13 (ed. Button, K. J.) 171-263 (Academic Press, 1985).

Smith, N. V. Classical generalization of the Drude formula for the optical conductivity. Phys. Rev. B 64, 155106 (2001).

Levy, O. & Stroud, D. Maxwell Garnett theory for mixtures of anisotropic inclusions: Application to conducting polymers. Phys. Rev.
B 56, 8035-8046 (1997).

Nagata, S. & Koyama, K. Measurement of Orientation for Conductive Rubber by Microwave Method. Seikei-Kako 11, 142-150
(1999).

Masson, ].-B. & Gallot, G. Terahertz achromatic quarter-wave plate. Opt. Lett. 31, 265-267 (2006).

SCIENTIFICREPORTS | 6:39079 | DOI: 10.1038/srep39079 10



www.nature.com/scientificreports/

53. Bennett, J. M. Handbook of Optics, Vol. 1, 2nd ed. (ed. Bass, M.) ch. 5 (McGraw-Hill, 1995).

54. Ramachandran, G. N. & Ramaseshan, S. Magneto-Optic Rotation in Birefringent Media — Application of the Poincaré Sphere. J. Opt.
Soc. Am. 42, 49-56 (1952).

55. Jerrard, H. G. Transmission of Light through Birefringent and Optically Active Media: the Poincaré Sphere. J. Opt. Soc. Am. 44,
634-640 (1954).

Acknowledgements

The authors would like to thank A. Kasatani for fruitful discussion and M. Fujii and M. Nakamura for their
experimental helps. Part of this work was supported by Japan Science and Technology Agency (JST) under
Collaborative Research Based on Industrial Demand “Terahertz-wave: Towards Innovative Development of
Terahertz-wave Technologies and Applications.”

Author Contributions
M.O. designed, performed the experiments and the calculations, analysed the data, and wrote the paper. S.W.
conceived the project, discussed the results, and wrote the paper.

Additional Information
Supplementary information accompanies this paper at http://www.nature.com/srep

Competing financial interests: The authors declare no competing financial interests.

How to cite this article: Okano, M. and Watanabe, S. Anisotropic optical response of optically opaque
elastomers with conductive fillers as revealed by terahertz polarization spectroscopy. Sci. Rep. 6, 39079; doi:
10.1038/srep39079 (2016).

Publisher's note: Springer Nature remains neutral with regard to jurisdictional claims in published maps and
institutional affiliations.

This work is licensed under a Creative Commons Attribution 4.0 International License. The images

= or other third party material in this article are included in the article’s Creative Commons license,
unless indicated otherwise in the credit line; if the material is not included under the Creative Commons license,
users will need to obtain permission from the license holder to reproduce the material. To view a copy of this
license, visit http://creativecommons.org/licenses/by/4.0/

© The Author(s) 2016

SCIENTIFICREPORTS | 6:39079 | DOI: 10.1038/srep39079 11


http://www.nature.com/srep
http://creativecommons.org/licenses/by/4.0/

	Anisotropic optical response of optically opaque elastomers with conductive fillers as revealed by terahertz polarization spectroscopy
	Introduction
	Results and Discussion
	Characterization of mechanical properties
	Transmission spectra from terahertz to visible regions
	Sample orientation dependence of XRD spectra
	Birefringent properties of the FKM samples under unloaded conditions
	External-stress-induced birefringent properties in FKM samples
	Monte Carlo simulations for the macroscopic orientation of the CB fillers
	Anisotropic dielectric function in loaded FKM samples

	Conclusions
	Methods
	Sample preparation
	Transmittance measurements
	XRD measurements
	Stress-strain measurements
	Polarization-sensitive THz-TDS measurements

	Additional Information
	Acknowledgements
	References



 
    
       
          application/pdf
          
             
                Anisotropic optical response of optically opaque elastomers with conductive fillers as revealed by terahertz polarization spectroscopy
            
         
          
             
                srep ,  (2016). doi:10.1038/srep39079
            
         
          
             
                Makoto Okano
                Shinichi Watanabe
            
         
          doi:10.1038/srep39079
          
             
                Nature Publishing Group
            
         
          
             
                © 2016 Nature Publishing Group
            
         
      
       
          
      
       
          © 2016 The Author(s)
          10.1038/srep39079
          2045-2322
          
          Nature Publishing Group
          
             
                permissions@nature.com
            
         
          
             
                http://dx.doi.org/10.1038/srep39079
            
         
      
       
          
          
          
             
                doi:10.1038/srep39079
            
         
          
             
                srep ,  (2016). doi:10.1038/srep39079
            
         
          
          
      
       
       
          True
      
   




