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Suppressing loss tangent with significantly
enhanced dielectric permittivity of poly(vinylidene
fluoride) by ﬁlllng with Au—Na1/2Y1/2CU3Ti4012
hybrid particles

Pornsawan Kum-onsa,® Nutthakritta Phromviyo® and Prasit Thongbai & *<¢

Three-phase gold nanoparticle—Nay/2Y1/2,CusTisO1,  (Au—NYCTO)/poly(vinylidene fluoride) (PVDF)
composites with 0.095-0.487 hybrid particle volume fractions (f) were fabricated. Au nanoparticles with
a diameter of ~10 nm were decorated on the surfaces of high-permittivity NYCTO particles using
a modified Turkevich's method. The polar B-PVDF phase was confirmed to exist in the composites.
Significantly enhanced dielectric permittivity of ~98 (at 1 kHz) was obtained in the Au-NYCTO/PVDF
composite with fau-nycto = 0.487, while the loss tangent was suppressed to 0.09. Abrupt changes in the
dielectric and electrical properties, which signified percolation behavior, were not observed even when
fau_nycto = 0.487. Using the effective medium percolation theory model, the percolation threshold (f.)
was predicted to be at fau_nycto = 0.69, at which fa, was estimated to ~0.19 and close to the
theoretical f. value for the conductor—insulator composites (f. = 0.16). A largely enhanced dielectric
response in the Au-NYCTO/PVDF composites was contributed by the interfacial polarization effect and
a high permittivity of the NYCTO ceramic filler. Au nanoparticles can produce the local electric field in
the composites, making the dipole moments in the B-PVDF phase and NYCTO particles align with the

rsc.li/rsc-advances direction of the electric field.

1. Introduction

Polymer-matrix composites (PMCs) with excellent dielectric
properties are increasingly needed due to the rapid develop-
ment of polymer-based electronics, especially energy-storage
devices and embedded capacitors in microelectronics.' Basi-
cally, the process of improving the dielectric properties of PMCs
must consist of several improvement procedures: (1) selection
of polymer matrices that possess good dielectric properties, (2)
selection of a ceramic filler with high dielectric permittivity,
and/or (3) incorporation of a conductive organic or inorganic
filler for incorporation into a polymer matrix.*

Poly(vinylidene fluoride) (PVDF) is an interesting polymer
that has been widely used as a polymer matrix since it can
exhibit a higher dielectric permittivity (¢' ~ 10) compared to
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other polymers.*” Furthermore, PVDF has a high breakdown
voltage, which is desirable for electronics applications.

High permittivity oxide particles (e.g., BaTiO; (BT))**° and
giant permittivity oxides in the ACu;Ti O;, (ACTO) family**?
have been used as fillers in polymer matrices to enhance the
dielectric permittivity (¢/) of the PMCs. In addition to the
CaCu;Tiy 04, (CCTO) ceramic, the giant dielectric properties of
other compounds in the ACTO family have been studied.
Among them, Na;/;,Y;/,CusTi O, (NYCTO) is one of the most
interesting oxides that has been investigated.’*** NYCTO
ceramics exhibited a large ¢ values of ~10° to 10* with low loss
tangents (tan 6) of ~0.03-0.1 at 1 kHz. Use of metallic fillers
(e.g., Ni,** AL, and Ag'™*) is also a good strategy to achieve
a high ¢ value of metal-polymer composites with a relatively
low loading. Unfortunately, it is hard to control the filler loading
near the percolation threshold, which leads to a high tan ¢ as
well.

Balancing the tradeoff between significantly increased &
values while retaining low tan ¢ is still a challenge. In recent
years, simultaneous incorporation of high-permittivity oxide
particles and metallic nanoparticles have been used to prepare
three-phase PMCs. This has become an effective way to obtain
high ¢ and simultaneously suppress the tan 6. The strategy of
incorporating hybrid particles consisting of two different filler
types into a polymer matrix is of great interest to researchers.

This journal is © The Royal Society of Chemistry 2020
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For example, Luo et al. found high a ¢ ~ 160 and tan ¢ ~ 0.11 (at
1 kHz) were obtained in PVDF matrix nanocomposites filled
with Ag-BT hybrid nanoparticles.> Hybrid particles consisting
of Au metal and NYCTO oxide nanoparticles may be one of the
most effective fillers to obtain a PMC with high dielectric
performance. To the best of our knowledge, a three-phase Au-
NYCTO/PVDF composite system has never been reported.

In this work, a novel ternary phase composite employing Au
and NYCTO as filler particles was fabricated in a PVDF polymer
matrix. The NYCTO particles were synthesized via a combustion
method. The surfaces of NYCTO particles were decorated with
spherical Au nanoparticles using a modified Turkevich's
method. Interestingly, a significantly enhanced dielectric
response and low dielectric loss were accomplished in the
resulting Au-NYCTO/PVDF composites. The dielectric behavior
of the PMCs is described in detail.

2. Method

2.1 Preparation of NYCTO particles

NYCTO particles were synthesized using a combustion method.
First, the appropriate amounts of NaNO; (99%, KANTO),
Y(NO3);-6H,0 (99.9%, KANTO) and Cu(NOs),-4H,O (99.5%,
CARLO ERBA) were dissolved in CH;COOH (ACI Labscan) using
a magnetic bar stirrer at room temperature for 1 h to produce
a homogenous solution. Then, C;H,30¢Ti (75 wt%, Sigma-
Aldrich) was dissolved into the solution and stirred for 1 h to
obtain a transparent solution. Next, NH,CH,COOH (99%, ACI
Labscan) was added into the solution and heated to 150 °C
under continuous stirring to form a wet gel. After that, the gel
was combusted at 350 °C for 0.5 h. Finally, a fine NYCTO powder
was achieved by calcination at 1000 °C for 10 h.

2.2 Preparation of Au-NYCTO particles

Au-NYCTO hybrid particles were fabricated using a modified
Turkevich's method. First, the obtained NYCTO particles were
dispersed in deionized water with the aid of ultrasonication for
0.5 h. Next, this NYCTO solution was stirred for 0.5 h at room
temperature. After that, 1 mM of HAuCl,-3H,0 was dissolved in
this solution and then temperature of solution was increased to
100 °C with constant stirring. Next, CsHs;Naz;0;-2H,0 (Sigma-
Aldrich) was continuously dropped into the solution. To
ensure the reaction was completed, the light brown solution
was stirred until a dark brown solution was formed. After that,
the dark brown solution was centrifuged at 8500 rpm and was
washed several times with deionized water. Finally, the result-
ing powder was freeze-dried to produce Au-NYCTO particles.

2.3 Preparation of Au-NYCTO/PVDF polymer composites

Three-phase PMCs with various volume fractions of Au-NYCTO
hybrid particles (fau-nycro) were prepared using the following
steps. First, the Au-NYCTO hybrid particles were mixed with
PVDF powder (M,, ~ 534 000, Sigma-Aldrich) in ethanol by ball-
milling for 3 h at room temperature. Then, the mixture was
heated at 80 °C for 24 h to eliminate the ethanol. Next, the dried
mixture of powders was molded to disk-shapes with a diameter
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of 12 mm and 1.0 mm in thickness under a pressure of 10 MPa
and simultaneously heated to 200 °C for 0.5 h. Finally, Au-
NYCTO/PVDF samples with fy,-nycro = 0, 0.095, 0.191, 0.289,
0.387, and 0.487 were obtained and immediately cooled to room
temperature. These Au-NYCTO/PVDF polymer composites are
respectively referred to as the PVDF, Au-NYCTO/PVDF-1, Au-
NYCTO/PVDF-2, Au-NYCTO/PVDF-3, Au-NYCTO/PVDF-4, and
Au-NYCTO/PVDF-5 samples, respectively.

2.4 Characterization and dielectric measurement

The phase structures of NYCTO and Au-NYCTO particles were
examined using X-ray diffractometry (XRD, PANalytical, EMPY-
REAN). Surface morphologies of Au, NYCTO and Au-NYCTO
particles were revealed using transmission electron microscopy
(TEM, FEI Tecnai G2 20). The fractured microstructure of the
composites was observed using scanning electron microscopy
(SEM, SEC, SNE-4500M). The crystalline phase of nano-
composites was determined using Fourier transform infrared
spectroscopy (FTIR, Bruker, TENSOR27) in the wavenumber
range of 600-1300 cm™'. Thermal behavior and crystallinity of
Au-NYCTO/PVDF composites were studied using a differential
scanning calorimetry (DSC, PerkinElmer, 8000 Advanced
Double-Furnace) with a heating rate of 20 °C min~* under
nitrogen atmosphere. Dielectric measurements of all samples
were recorded using an impedance analyzer (KEYSIGHT
E4990A) over the frequency range from 10> to 10° Hz. The
temperature dependence of the dielectric properties was
determined over the range of —60 °C to 150 °C. The oscillation
voltage was 0.5 volts. The sample electrodes were silver coated
on both surfaces of samples before dielectric measurements.

3. Results and discussion

The XRD patterns of the Au standard data, NYCTO, and Au-
NYCTO powders are illustrated in Fig. 1. Comparing the XRD
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Fig. 1 XRD patterns of Au standard data, NYCTO and Au-NYCTO
particles.
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Fig. 2 TEM images of surface morphologies of (a) NYCTO, (b) Au-NYCTO particles. Inset of (a) shows a Au nanoparticle.

peak intensities of the NYCTO and Au-NYCTO powders, three
additional diffraction peaks were observed in the XRD pattern
of the Au-NYCTO powder, corresponding to the standard data
of Au (JCPDS 00-001-1172). These peaks corresponded to the
(111), (200) and (220) planes. The dominant peaks of (220),
(013), (222), (321), (400), (422), and (440) planes were observed
in the XRD patterns of the NYCTO and Au-NYCTO, corre-
sponding to the perovskite-like NYCTO crystalline structure.
However, small amounts of Y,0; and TiO, phases were also
detected.

The morphologies of the NYCTO particles and Au-NYCTO
hybrid particles are shown in Fig. 2. The inset of Fig. 2(a) shows
the morphologies of a Au nanoparticle. As revealed in Fig. 2(a),
it can be seen that NYCTO displays an irregular shape. Mean-
while, the Au nanoparticle has a spherical shape thatis =10 nm
in diameter. Fig. 2(b) presents the distribution of Au nano-
particles on the surfaces of NYCTO particles. Au nanoparticles

- " -
eAu ¢ PVDF +Nau/zY1/zcu3T140|z YZO3 [ TlOZ
S
N
9
+ ~
~ ~ 8 a o
o §ga T T2 g
~ e Sa¢ + a4 <
: N W S . *
5 [Au-NYCTO/PVDF-5 + +
S R S B 2 X+ e +
N— Au-NYCTO/PVDF-4
.
> et rex Y *
2 [wnverorvors +
7 B L TR N N L . b
g |JAu-NYCTO/PVDF-2 +
Q [ ee . + o+ et | ] +
E AuNYCTO/PVDF-1 T
— weo L Tt g I
(020) (110)
(100)4 *+ (031)
vorPUN > o -
A, 1 . 1 . L I . L0 1

20 (Deg.)

Fig. 3 XRD patterns of Au standard data, NYCTO particles and Au-
NYCTO/PVDF nanocomposites with various contents of Au—NYCTO.

40444 | RSC Adv, 2020, 10, 40442-40449

were discretely attached onto NYCTO surfaces. As reported by
Luo et al.,® the discrete growth of Ag nanoparticles on BaTiO;
particles can cause an increase in the dielectric response of the
Ag-BaTiO;/PVDF composites while suppressing increases in
conductivity and dielectric losses. Similarly, enhanced dielectric
performance is expected in the Au-NYCTO/PVDF composites.
Fig. 3 shows XRD patterns of Au-NYCTO/PVDF nano-
composites with various loadings of Au-NYCTO filler. All
composites exhibit the evident peaks of NYCTO. The dominant
peaks did not change in the composites with different filler
loadings. The small characteristic peaks of Au were observed in
the Au-NYCTO/PVDF composites. It is notable that the
concentration of Au was =7.3 wt% in the Au-NYCTO hybrid
particles. In the XRD patterns of the Au-NYCTO/PVDF
composites, the a-PVDF phase was almost invisible since the
semi-crystalline phase of PVDF decreased with the increased
crystalline phase of Au-NYCTO. However, small amounts of
impurity phases were still detected in the composites.
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Fig. 4 FTIR spectra of nanocomposites with various contents of Au—
NYCTO.
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Fig. 5 SEM images of fractured morphologies of (a) Au—-NYCTO/PVDEF-1, (b) Au-NYCTO/PVDF-2, and (c) Au-NYCTO/PVDF-3 composites.

Fig. 4 presents the FTIR spectra of the Au-NYCTO/PVDF
composites with various volume fractions of Au-NYCTO
hybrid particles (fau-nvcro). Characteristic transmittance peaks
were observed, corresponding to the a-, f- and y-phases of the
PVDF polymer.”?* The characteristic bands of a-phase were
observed at 613, 762, 797, 874, 976, 1071, 1177 and
1398 cm '.>2* The band at 841 cm ', assigned to the y-
phase.?>?* At the same time appear bands at 841 and 1275 cm ™,
characteristic for B-phase.?** Moreover, the bands at 613, 762,
874 and 1275 ecm ™" were attributed to the CCC skeletal bending
vibration. The characteristic bands at 874, 1071 and 1275 cm ™ *
were assigned to the CC skeletal symmetric stretching vibration,
while the bands at 841, 874, 1177 and 1275 cm™ ' were assigned
to the CF, symmetric stretching vibration. The bending of CF,
group was detected at 613 and 762 em™". The wagging of CH,
group was observed at 1398 cm ™. The rocking of CH, and the
twisting of CH, groups were detected at 841, 797 and 976,
1177 cm™ ', respectively. After Au-NYCTO hybrid particles were
incorporated into the PVDF matrix, the transmittance intensity
of the composites was reduced. The peaks of the a-, B- and y-
phases became weaker because of decreasing PVDF content.
Notably, the B-PVDF phase was presented in the composites,

which can result in enhancement of ¢'.°
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Fig. 6 DSC thermograph of Au-NYCTO/PVDF composites with
various contents of Au-NYCTO.
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Fig. 5 displays SEM images of the fractured cross-sections of
Au-NYCTO/PVDF composites with various fa,-nycro fractions.
As shown in Fig. 5(a), the PVDF matrix forms a continuous
phase. The Au-NYCTO particles were homogenously and
randomly dispersed due to a low fa,-nycro. When fay-nvcro wWas
increased to 0.191 and 0.289 [Fig. 5(b) and (c)] agglomeration of
the filler was observed.

The DSC spectra of the Au-NYCTO/PVDF composites are
shown in Fig. 6. The positions of the melting peaks (T,) slightly
shifted to a low temperature by incorporating Au-NYCTO.
Besides, as the Au-NYCTO content increased, the enthalpy of
melting (AH,,) and the crystallinity degree (X.) of nano-
composites decreased obviously, as summarized in Table 1. The
X. of composites can be calculated by using the following

AH, . .
— ™ % 100%, where AH,, is the melting
AHmlOO%

enthalpy of the sample (J g'), and AHpy1000 iS the melting
enthalpy of fusion for 100% crystalline PVDF (104.7J g 1). It can
be observed that the X, decreased from 18.36% for a pure PVDF
polymer to 2.06% for the composite with fa,-nycro = 0.487. The
result could be described that the Au-NYCTO particles hinder
the PVDF polymer chain movement, affecting to the incomplete
melting and crystallization process. This resulted in a further
decrease in both the X, and T,.

The frequency dependence of ¢ and tan ¢ at room temper-
ature for the Au-NYCTO/PVDF composites with various fy,-

equation X, =

Table 1 Melting temperature (T,,,), melting enthalpy (AH,,), and crys-
tallinity degree (X.) of Au-NYCTO/PVDF composites with various
contents of Au-NYCTO

Melting Melting Crystallinity
temperature, enthalpy, AH,, degree,
Sample Tm (°C) g™ X, (%)
PVDF 165.54 19.22 18.36
Au-NYCTO/ 164.75 18.91 18.06
PVDF-1
Au-NYCTO/ 161.27 17.65 16.86
PVDF-2
Au-NYCTO/ 161.58 14.65 13.99
PVDF-3
Au-NYCTO/ 161.23 11.68 11.16
PVDF-4
Au-NYCTO/ 159.43 2.16 2.06
PVDF-5

RSC Adv, 2020, 10, 40442-40449 | 40445


http://creativecommons.org/licenses/by-nc/3.0/
http://creativecommons.org/licenses/by-nc/3.0/
https://doi.org/10.1039/d0ra06980a

Open Access Article. Published on 06 November 2020. Downloaded on 10/19/2025 7:30:10 PM.

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

(cc)

RSC Advances

= PVDF v Au-NYCTO/PVDF-3
® Au-NYCTO/PVDF-1 < Au-NYCTO/PVDF-4
4 Au-NYCTO/PVDF-2 »  Au-NYCTO/PVDEF-5

2(>>p)
10°F >>>>>>>>>>>>>>>>>>

4144444444414444144144
VYV VYV VYV VYV YYYYVYYYYY

>>>>>>>>>>,,>"

444494 qqqq

<
YYVVVVVYY 4444

N vVVVvv
LY VYN
AAAAAAAAALLL
w AAAAAAAAAL,
Aaa,
a4

o'.oooo.-oo-ouooo-ooooo-ooono-o....
oq

10! 7IIllIlllIllIIIIIIIIIIIIIIIIIIIII...
Ll |

10° 10* 10
Frequency (Hz)

2 5

10 10

(b) 0.20

6

View Article Online

Paper

Au-NYCTO/PVDF-3
Au-NYCTO/PVDF-4
Au-NYCTO/PVDF-5 %

= PVDF v
® Au-NYCTO/PVDF-1 <
A Au-NYCTO/PVDF-2 »

0.15+ »*>

st >
| d
A
oD »»»
<<:AAAA>> >
4 dq i > 1%y
o Vv AT 44y 28 ve
<<4aall xi&
005y Fay Ui Ie
L]

vv °
..vVVVVVVV!I':Q‘

- °
L o
""T"sampuaafgessloce

0.00 = - :
10° 10 10° 10
Frequency (Hz)

Fig. 7 Frequency dependence of (a) ¢ and (b) tan ¢ at room temperature of Au—NYCTO composites with various contents of Au—-NYCTO filler.

~ycro fractions is shown in Fig. 7. ¢’ significantly increased with
the fau_nvcro faction over the frequency range of 10” to 10° Hz.
The ¢ value of Au-NY/PVDF-5 (f, = 0.075, and fyycro = 0.412)
reached 97.9 at 1 kHz, which is =10 times higher than pure
PVDF polymer. At 10* Hz, ¢’ was greater than 100. Furthermore,
¢ of all composites was slightly dependent on the frequency
over the measured frequency range. It is noteworthy that the
tan 6 values at 10° Hz of the composites were all lower than 0.1.
This result is rarely observed in other ceramic/polymer
composite systems.'***** Compared with two-phase NYCTO/
PVDF composites (¢ ~ 84, tan 6 ~ 0.11 at 1 kHz) with fyycro
= 0.5, a higher ¢ value (~98) for the three-phase Au-NYCTO/
PVDF composite with fa,-nycro = 0.487 was achieved with
a lower tan §, ~0.09. This demonstrates that surface decoration
of NYCTO with Au nanoparticles should result in increased
dielectric response. Fang et al.** reported a greatly enhanced ¢
~ 208 at 1 kHz in the BT-(31 wt%)Ag/PVDF composite with fpr_
ag = 0.563, while tan  was very large (0.155). It was also re-
ported that a high ¢ ~ 320 at 1 kHz with high tan 6 ~ 0.2 was
obtained in (f = 0.2)BT-(f = 0.2)Ni/PVDF composite.** It is
important to note that the ¢ value of the Au-NYCTO/PVDF
composite with fyu_nycro = 0.487 was lower than those of the
BT-Ag/PVDF and BT-Ni/PVDF composites. This may be due to
the weakened d-phase (polar phase) in composites.

Obviously, incorporation of small amounts of Au nano-
particles into the composite system can promote interfacial
polarization, giving rise to the increased dielectric response. In
other words, the increased conductivity of the interlayer
between NYCTO and PVDF created by Au nanoparticles
enhances the Maxwell-Wagner-Sillars (MWS) effect.*® tan ¢
shows a different tendency in low- and high-frequency ranges,
as seen in Fig. 7(b). The tan ¢ values in the low-frequency range
from 10” to 10° Hz are greatly increased with fy,_nvcro due to
interfacial polarization, which is obviously weakened with
increased frequency. A sharp increase tan ¢ is noted at
frequencies over 10° Hz, which is a typical feature of the glass
transition relaxation of the PVDF matrix." In a high-frequency
range, tan ¢ slightly decreased with increasing fay-~vcro- It
noteworthy that the enhanced ¢ of the Au-NYCTO/PVDF
composites was significantly increased, while largely increased
tan ¢ was suppressed. ¢ and tan ¢ values at 10° and 10* Hz (at
room temperature) of the Au-NYCTO/PVDF composites with
various filler loadings are given in Table 2.

40446 | RSC Adv, 2020, 10, 40442-40449

The temperature dependence of ¢ and tan ¢ for the Au-
NYCTO composites with various fau-nycro fractions are illus-
trated in Fig. 8. The ¢ value increased with temperature.
Generally, in a low-temperature range, the dipoles freeze and
become resistant to rotation caused by the applied electric
field.***” At higher temperatures, the dipoles can easily be
rotated by an applied electric field. Hence, polarization can be
fully produced, giving rise to obtain a larger ¢'. It was observed
that ¢ rapidly increased at temperatures higher than 100 °C,
corresponding to greatly increased tan 6 values. This result can
be attributed to interfacial polarization associated with the
conduction of free charge carriers in the composites.® A tan 6
relaxation peak was observed in the temperature range from
—50to 0 °C, Fig. 8(b). This relaxation was attributed to the glass
transition temperature of the PVDF polymer.***°

Fig. 9 shows variations of ¢ and tan § for composites as
a function of f,_nycro at room temperature and 1 kHz. ¢’ of the
Au-NYCTO/PVDF composites continuously and linearly
increased with the content of Au-NYCTO. The significant
increase in ¢ of the Au-NYCTO/PVDF can be ascribed to the
homogeneous dispersion of Au-NYCTO in the PVDF polymer.
Surprisingly, tan ¢ was kept to values lower than 0.1 for all
composites—no abrupt changes in ¢ and tan ¢ at any fyu_nycro
level was observed. Therefore, no percolation network or
concurrent conducting pathways were formed in the compos-
ites with fy, nycro = 0.487.%%*! Thus, the percolation theory (PT)
cannot be used to explain the dielectric behavior of the Au-
NYCTO/PVDF composites. This may be due to the fact that the
maximum loading of Au nanoparticles in the composites is
7.5 vol%, while the theoretical percolation threshold (f.) of an

Table 2 Volume fraction (f) of each component, ¢ and tan 6 at 1 kHz
and 10 kHz of Au-NYCTO/PVDF nanocomposites

1 kHz 10 kHz
Sample Jfaw  Sfavero faunycro € tangé ¢ tan 6
PVDF 0 0 0 10.8 0.020 10.6 0.028
Au-NYCTO/PVDF-1 0.008 0.087 0.095 22.5 0.030 21.9 0.023
Au-NYCTO/PVDF-2 0.019 0.172 0.191 37.3 0.073 34.4 0.051
Au-NYCTO/PVDF-3 0.032 0.257 0.289 51.2 0.040 54.7 0.033
Au-NYCTO/PVDF-4 0.049 0.338 0.387 70.8 0.061 66.1 0.047
Au-NYCTO/PVDF-5 0.075 0.412 0.487 97.9 0.090 89.0 0.068

This journal is © The Royal Society of Chemistry 2020
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insulator-matrix composites filled with the spherical conductor-
nanoparticles is ~16 vol% (f. = 0.16).*>** Basically, the effective
medium theory (EMT), Maxwell-Garnett (M-G), Yamada, and
Lichtenecker models cannot be used to describe the dielectric
behavior of the Au-NYCTO/PVDF composites because these
models were derived without considering the interfacial effect
between the filler and matrix.

Alternatively, a combination of the PT and EMT models, i.e.,
the effective medium percolation theory model (EMPT), may be
more suitable than either model alone.””** The EMPT model is
usually used to predict the ¢ value of ceramic-metal/polymer
composites (e.g., BaTiO3—Cu/PVDF composites).** The effective
dielectric permittivity (e.¢) of the composites can be expressed
as eqn (1),

Eeff =

fAu—NYCTO (EAu—NYCTO - SPVDF)

epypr |1 +
{ EpVDF 1 ”(1 _fAu—NYCTO)(SAu—NYCTO - €PVDF)

',/c 7fAu—NYCTO
Je

where, exu-nycTo ~ 6701 and epypr ~ 11 are the experimental
dielectric permittivities of the NYCTO and PVDF polymer
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Fig. 9 ¢ and tan é at room temperature and 10° Hz for Au-NYCTO/
PVDF composites with various contents of Au—NYCTO.
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matrix, respectively. 7 is the filler morphology fitting factor of
a ceramic filler. f. and g are the percolation threshold and
a critical component, respectively. As demonstrated in Fig. 10,
the filler volume-fraction dependence of ¢’ can be well described
by the EMPT model. The calculated e.¢ values and the experi-
mental ¢ values are consistent. According to the fitted result, f;
= 0.69, g = 0.1, and n = 0.13. It is important to note that n =
0.13 is equal to n = 0.13 for the Nag5Bij5Cu3TisO1,/PVDF
composites,' and is comparable to n = 0.11 for the CaCu;Ti,-
0,,/PVDF composites.”® As expected, the calculated f. value of
the Au-NYCTO/PVDF composites was higher than the
maximum loading of Au-NYCTO filler with fyy-nycro = 0.487.
This composite contained 7.5 vol% Au nanoparticles (fa, =
0.075), while the theoretical f, values for the insulator matrix
composites filled with metallic spherical nanoparticles is
16 vol% (f. = 0.16).* Thus, the rapid change in ¢ cannot be
observed in the experimental result. The inset of Fig. 10 shows
the correlation between f), and fau-nycro. According to the
exponential fitted curve, the correlation can be expressed as

eqn (2),
fAu = 0008 eXp(4.609fAu,NYCTo). (2)

By taking fau-nvcro = 0.69 = f¢, fau can be roughly calculated
using eqn (2) and obtained to be 0.19. Interestingly, fa, = 0.19 is
consistent with the theoretical f, value (0.16). Therefore, it can
be confirmed that the achieved excellent dielectric properties of
the Au-NYCTO filler with fyy-xycro = 0.487 should not be
associated with the percolation effect.

When the volume fraction of Au-NYCTO hybrid particles
increased to 0.487, the high-permittivity NYCTO loading and Au
nanoparticles increased. Thus, the first reason for the increased
dielectric response in the composite was attributed to a very
high ¢ of the NYCTO filler particles. The ¢’ and tan 6 values at 1
kHz of the two-phase NYCTO/PVDF composite with fyycro = 0.4
was found to be ~66 and 0.099, respectively. The ¢’ value of the
three-phase composite with fy, nycro = 0.487 (i.e., fau = 0.075
and fyycro = 0.412) was ~98. The ¢ of the NYCTO/PVDF
composite with fyycro = 0.4 can be increased by ~48% after
the addition of 7 vol% Au nanoparticles. The second reason for
the enhanced ¢ of the Au-NYCTO/PVDF composite was

RSC Adv, 2020, 10, 40442-40449 | 40447
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attributed to the increase in the interfacial polarization inten-
sity. Furthermore, the interparticle distance between the Au-
NYCTO hybrid particles would be shortened as fau-nvcro
increased. The effect of micro—capacitor formation was domi-
nant as the dielectric layer (i.e., B-PVDF) between two inner
electrodes (i.e., Au nanoparticles) was thinner, giving rise to the
enhanced capacitance value of the micro-capacitor. Notably,
tan 0 values of the NYCTO/PVDF and Au-NYCTO/PVDF
composites were nearly the same in value. Thus, the incorpo-
ration of Au nanoparticles has a slight effect on the dielectric
loss. This may be due to the discrete growth of Au nanoparticles
on the surface of NYCTO particles, preventing the direct contact
between Au nanoparticles.**¢ It is worth noting that the
dielectric properties of the Au-NYCTO/PVDF composites could
be further improved by adjusting the Au concentration in the
hybrid particles. A higher dielectric response may be achieved
by increasing the Au concentration in the hybrid particles due to
the increased interfacial polarization.

4. Conclusions

PVDF polymer composites incorporating Au-NYCTO hybrid
particles were successfully fabricated. Au nanoparticles were
decorated on the NYCTO surfaces using a modified Turkevich's
method. The polar B-PVDF phase was detected in the compos-
ites, which has an important contribution to the enhanced
dielectric response. The weakened d-phase in composites
inhibited a largely enhanced ¢ value. The ¢ value at 10* Hz of
the composite with fa,-nycro = 0.487 was obtained 97.9, while
tan ¢ was 0.09. According to fitted data using the EMPT model,
the percolation behavior was predicted to exist at fay-nycro =
0.69 (fau ~ 0.19), corresponding to f. = 0.16 for the theoretical
value of the conductor-insulator composites. A largely
enhanced ¢ in the Au-NYCTO/PVDF composites was associated
with the interfacial polarization effect and a high ¢ of the
NYCTO ceramic filler. The introduction of Au nanoparticles
produced stronger interfacial polarization.
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