ﬁ polymers

Article

Advancement of the Power-Law Model and Its Percolation
Exponent for the Electrical Conductivity of a
Graphene-Containing System as a Component in the
Biosensing of Breast Cancer

Yasser Zare 1'*(%, Kyong Yop Rhee %*

check for
updates

Citation: Zare, Y.; Rhee, K.Y; Park,
S.J. Advancement of the Power-Law
Model and Its Percolation Exponent
for the Electrical Conductivity of a
Graphene-Containing System as a
Component in the Biosensing of
Breast Cancer. Polymers 2022, 14, 3057.
https:/ /doi.org/10.3390/
polym14153057

Academic Editors: Vineet Kumar and

Xiaowu Tang

Received: 8 July 2022
Accepted: 23 July 2022
Published: 28 July 2022

Publisher’s Note: MDPI stays neutral
with regard to jurisdictional claims in
published maps and institutional affil-

iations.

Copyright: © 2022 by the authors.
Licensee MDPI, Basel, Switzerland.
This article is an open access article
distributed under the terms and
conditions of the Creative Commons
Attribution (CC BY) license (https://
creativecommons.org/licenses /by /
4.0/).

and Soo Jin Park 3*

Biomaterials and Tissue Engineering Research Group, Department of Interdisciplinary Technologies,
Breast Cancer Research Center, Motamed Cancer Institute, ACECR, Tehran 1125342432, Iran
Department of Mechanical Engineering (BK21 Four), College of Engineering, Kyung Hee University,
Yongin 17104, Korea

Department of Chemistry, Inha University, Incheon 22212, Korea

*  Correspondence: y.zare@aut.ac.ir (Y.Z.); theeky@khu.ac.kr (K.Y.R.); sjpark@inha.ac.kr (S.J.P.)

Abstract: The power-law model for composite conductivity is expanded for graphene-based samples
using the effects of interphase, tunnels and net on the effective filler fraction, percolation start
and “b” exponent. In fact, filler dimensions, interphase thickness, tunneling distance and net
dimension/density express the effective filler fraction, percolation start and “b” exponent. The
developed equations are assessed by experimented values from previous works. Additionally,
the effects of all parameters on “b” exponent and conductivity are analyzed. The experimented
quantities of percolation start and conductivity confirm the predictability of the expressed equations.
Thick interphase, large tunneling distance, high aspect ratio and big nets as well as skinny and
large graphene nano-sheets produce a low “b” and a high conductivity, because they improve
the conduction efficiency of graphene nets in the system. Graphene-filled nanocomposites can be
applied in the biosensing of breast cancer cells and thus the developed model can help optimize the
performance of biosensors.

Keywords: graphene; polymer nanocomposite; percolation theory; conductivity; interphase;
tunneling distance

1. Introduction

Carbon nanotubes (CNT) have a tubular structure of carbon atoms [1-9]. However,
graphene 2D nano-sheets in the form of sp? carbon show wonderful electronic, unique
mechanical, significant thermal and good chemical properties [10-18]. Thus, polymer
nanocomposites containing graphene can be applied in different technologies such as trans-
parent electronics, electromagnetic interference shielding, energy devices, light emitting
diodes and lightning protection [19-23]. These applications mainly need to the electrical
conductivity justifying the wide research on the conductivity graphene-filled products. The
conductivity in nanocomposites is achieved when the filler percentage reaches an essential
level as percolation start [24-26]. Actually, the significant effect of graphene on the conduc-
tivity is obtained after percolation start and the formation of conductive graphene nets. The
polymer nanocomposites containing graphene nano-sheets present lower percolation start
and more conductivity compared to CNT systems [27], because the graphene has big aspect
ratio and very giant specific superficial zone. However, some undesirable phenomena such
as aggregation, crimping and difficult networking may weaken the efficiency of graphene
for conductivity [28].

The conductivity of graphene-based polymer systems has been extensively studied by
experimental studies [29-31]. They focused on the physical and processing factors to obtain
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the little percolation start and promote the conductivity by low volume fraction of graphene.
However, the influence of main terms on the percolation start and conductivity of graphene-
filled samples was not studied. This matter can be evaluated by the modeling methods,
but the theoretical studies of graphene nanocomposites mainly include the application of
the simple power-law model to calculate the percolation start and conductivity [29,32,33].
So, the roles of main parameters such as nano-dimensions and interphase regions in the
conductivity graphene systems were not evaluated.

The interphase regions are commonly formed in nanocomposites, due to the large
interfacial zone amongst polymer medium and nanofiller [34-39]. The characters of inter-
phase dimensions and toughness in the rigidity of nanocomposites have been conferred
in previous articles [40—46]. Furthermore, it was indicated that the interphase regions can
facilitate the production of conductive nets in the samples in advance the real attachment
of particles [47-51]. Thus, the interphase regions can positively decrease the percolation
level to low filler fractions. However, the conventional model such as the power-law model
cannot consider the important issues in nanocomposites such as nanoscale, interphase
and tunnels.

The power-law model shows respectable arrangement with the experimented conduc-
tivity of graphene products [32,52]. Nonetheless, this model disrespects the main attributes
of graphene nanocomposites. Additionally, there is no accurate equation for the “b” expo-
nent in this model. In this work, this conventional model is advanced for graphene-filled
systems assuming the impacts of interphase, tunnels and the dimensions/density of filler
nets on the effective filler fraction, percolation start and “b” exponent. The established
equations are assessed using experimental results from previous papers. Likewise, the
impact of all factors on the “b” exponent and conductivity is analyzed to confirm the
advanced technique.

2. Theoretical Views

The simple power equation for calculating the conductivity of composites was sug-
gested [29] as:

o =0 (pr—¢p) (1)

where “o¢” is the filler conduction, “¢;” is the filler volume portion, “¢,,” is the volume
share at percolation start and “b” is the exponent. Additionally, “b” was reported to be
1.6-2 and 1-1.3 for 3D and 2D systems, respectively [52], although more “b” value was
calculated for polymer graphene nanocomposites.

This equation only reflects the effects of conduction, amount and percolation start
of particles on the conductivity, but it neglects the interphase and tunneling zones, as
mentioned. Undoubtedly, these terms affect the effective volume fraction and percolation
start of nanofiller, which change the conductivity of whole system.

The interphase zones of the nanoparticles increase the efficiency of nanofiller, be-
cause they can decrease the distance between nano-sheets and contribute to the net. The
interphase volume portion in graphene-based nanocomposites [53] is predicted by:

2t
9= 9r (%) @

where “t” and “t;” are the thicknesses of the nano-sheets and interphase, respectively.
The effective graphene volume portion in the samples can be calculated by the total
sum of the interphase and filler as:

21
Pesr = ¢ + i = ¢r(1+ ) ®)

which highlights that the interphase thickness and graphene thickness control the effective-
ness of nanoparticles in the nanocomposite.
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The percolation start of 3D unsystematically organized graphite sheets in the nanocom-
posite was also recommended [31] as:

277t D2t
_ ] 4
Pr 4(D +d)° @

“D” is the diameter of the nano-sheets and “d” is the tunneling distance. Nonetheless,
D >> d eliminates the role of tunnels in the latter equation as:

_ 27mt

P ="2p ®)

The interphase regions are formed on both sides of the graphene nano-sheets. In
addition, the tunneling spaces comprise the distance between the adjacent nano-sheets.
The impacts of interphase and tunnels on the percolation start can be suggested by the
development of the above equation as:

277t

i = 1D 1 2(Dt, 1 Dd) ©)

The predictability of this equation for the percolation start of polymer graphene
nanocomposites is examined by the tentative facts in the next section.
Assuming the graphene aspect ratio (o = D/t), “¢,;” is given by:

13.57

R 7

expressing an opposite relation amid percolation start and aspect ratio.

The “b” exponent was insufficiently defined in the previous articles for polymer
composites and nanocomposites. Some authors have correlated the “b” to particle diameter
and distribution [54,55]. Shao et al. [56] also defined the “b” as a function of universal
critical exponent, a structure factor and the number fractions of hanging ends and backbone
framework. More recently, Mutlay and Tudoran [30] have developed the Shao approach
and suggested that the “b” exponent depends on the dimensional particle distribution,
structure factor and aspect ratio of nanoparticles. They yielded good agreement between the
predictions and experimental data in graphene and graphite nanocomposites [30]. However,
their equation does not assume the interphase and tunnels as well as net dimensions, which
undoubtedly affect the “b” exponent.

The “b” exponent can be defined for graphene samples by the mentioned terms by
mathematical operations as:

b=4+

10 10 50 N
5

ti+1+d+1+77 ®

where “N” shows the dimensionality, dimension and density of filler nets in the nanocom-
posite. The correctness of this equation is also examined in the next section by the tested
data of conductivity in dissimilar examples.

Supposing the impacts of interphase and tunnels on the effective graphene amount
(Equation (3)), percolation start (Equation (7)) and “b” exponent (Equation (8)), the power-
law model in Equation (1) is:

)4+ fataa ¥

0 = 0f(feff = Ppi ©)

Figure 1 depicts the effects of various factors on the forecasts of this model. In Figure 1a,
the best conductivity is obtained as 0.14 S/m at ¢, = 0.07 and ¢,; = 0.001, while low “¢p¢¢”
significantly decreases the conductivity. Figure 1b also reveals that the greatest conductivity
of 12 S/m is found by o = 3 x 10° S/m and b = 3, whereas the conductivity mainly falls
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q)eff

atb > 4. As a result, the highest nanocomposite conductivity is gained by the uppermost
grades of effective filler fraction and graphene conduction as well as by the smallest ranges
of percolation start and “b” exponent. Moreover, it is observed that both filler conduction

and “b” affect the conductivity more compared to other parameters.
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5

Figure 1. Two-dimensional plots showing the estimates of conductivity using Equation (9) at (a)
various ranges of “@.¢s”and “¢,” (of = 10° S/m and b = 5) and (b) different levels of “o¢” and “b”
(¢efr = 0.04 and ¢, = 0.005).
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The developed model assumes the influence of graphene agglomeration on the conduc-
tivity when the average dimensions of agglomerations are considered. The agglomerates
of graphene have different sizes and aspect ratios from a graphene layer, which affect
the effective graphene concentration (Equation (3)), percolation start (Equation (7)), “b”
(Equation (8)) and conductivity (Equation (9)). Therefore, it is possible to take into ac-
count the agglomeration of graphene in the conductivity of nanocomposites using the
developed model.

3. Results and Discussion
3.1. Assessment of Equations by Experimented Records

The obtained equations for percolation start, “b” and electrical conductivity are as-
sessed using the experimental facts of graphene systems from literature.

Table 1 shows the reported specimens and the levels of “t”, “D” as well as “¢,
from the measurements of electrical conductivity at different filler concentrations. By
comparing the experimental “¢,” to Equation (6), the values of “t;” and “d” are calculated
and observed in Table 1. The dissimilar values of “t;” and “d” show the existence of
unlike interphase and tunnels in the examples. The densest interphase (8 nm) and the
largest tunnels (10 nm) are witnessed in samples No. 4 and 3, respectively. It should
also be indicated that disregarding these parameters results in the incorrect estimation
of percolation start. In other words, only the geometries of graphene nano-sheets cannot
yield the very small percolation start in nanocomposites, but the interphase around the
nanoparticles and the tunneling spaces between neighboring nano-sheets play a role in
the percolating of nanoparticles. Accordingly, Equation (6) finely predicts the percolation
start in graphene-filled nanocomposites, considering the impacts of the interphase and
tunneling zones.

”
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Table 1. Selected examples and the outputs of numerous terms by the equations.

No. Samples [Ref.] t (nm) D (um) Py t; (nm) d (nm) N b
1 PI'/graphene [57] 3 5 0.0015 7 9 13.0 4.0
2 PET 2 /graphene [58] 2 2 0.0050 3 4 22.0 4.6
3 PS3/ graphene [33] 1 4 0.0005 7 10 7.00 49
4 PS/graphene [59] 1 2 0.0010 8 8 4.50 5.6
5 PVA 4/ graphene [52] 2 2 0.0035 5 5 10.5 5.7
6 epoxy/graphene [60] 2 2 0.0050 2 4 14.5 7.0
7 PVDF °/graphene [29] 1 2 0.0030 2 3 15.5 7.0
8 SAN 6/gmphene [61] 1 2 0.0017 5 5 1.50 7.3
9 ABS7/ graphene [61] 1 4 0.0013 3 3 8.00 7.5

1: polyimide; 2: poly (ethylene terephthalate); 3: polystyrene; 4: poly (vinyl alcohol); ®: poly (vinylidene fluoride);
6. acrylonitrile butadiene styrene; 7, styrene acrylonitrile.

The tested conductivity of the examples is applied to the innovative model and
the values of the “b” exponent are calculated. Figure 2 shows the tested conductivity
and the model’s calculations for the examples. The model’s estimates acceptably agree
with the tested results. Thus, it is logical to apply the developed form of the power-
law model (Equation (9)), supposing the interphase and tunnels for the approximation
of conductivity in the graphene systems. The calculated values of “b” for the reported
samples are shown in Table 1. The smallest and the highest levels of “b” are obtained as
4 and 7.5 for samples No. 1 and 9, respectively. As a result, “b” changes from 4 to 7.5
for the examples. This range is greater than the values of “b” calculated for graphene
nanocomposites using the conventional power-law model (Equation (1)), disregarding the
interphase and tunneling parts.

1 x 10
m  Experiment . m Experiment b
08 |[T®~Model 1 08} |—*—Model 1
~ 08 1 0.6f 1
£ £
a )
o}
0.4} 1 O 5k J
0.2} q 0.2} 4
0o 02 04 06 08 0 05 1 15 2
Graphene (vol %) Graphene (vol %)
-5
ol 0.12
m  Experiment m Experiment
1T | —e—Model 011 | —»—Model 1
0.8F 0.08 E
£ E
%06 % 0.06 ]
b o]
0.4 0.041 d
0.2 0.021 B
1 - (' B ¥ 1 1 1
00 0.2 0.4 0.6 0.8 0 0.5 1 1.5 2 25
Graphene (vol %) Graphene (vol %)

Figure 2. The experimented and calculated conductivity using the novel model for (a) PS [59],
(b) epoxy [60], (c) PVDEF [29] and (d) ABS [61] graphene systems.
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The values of the “b” exponent can be applied using Equation (8) to approximate
the level of “N”. The calculated “N” for all samples is reported in Table 1. “N” ranges
from 1.5 to 22 for the reported examples. As recommended, “N” is a representative of the
dimension and density of filler net. So, a higher “N” shows the creation of bigger and
thicker nets in the sample. It can be suggested that sample No. 2 contains the biggest and
the densest nets among the reported samples. Additionally, an inverse relation between “N”
and “b” is extracted from the reported calculations in Table 1. The samples with high “N”
illustrate small “b”, while a low “N” results in a high “b”. This evidence is logical, because
the big and dense nets of graphene produce a strong conductivity in the nanocomposite
as predicted by low “b” (see Figure 1b). Conclusively, Equation (8) successfully states
the possessions of interphase depth, tunneling distance and net dimensions on the “b”
exponent. In other words, the suggested equation for “b” considers the influence of all
main factors, which may govern the percolation start and the nets of graphene nano-
sheets in the nanocomposite. In the absence of accurate experimental techniques for
the characterization of interphase, tunneling and net dimensions/density, the developed
equations for percolation start and “b” exponent in this study can help approximate these
parameters in polymer graphene nanocomposites.

3.2. Parameters’ Effects on the “b”

The stimuli of parameters on the “b” exponent are discussed using Equation (8).

Figure 3 exemplifies the characters of “t;” and “d” in the “b” att =2nm, D = 1 um and
N =10. The highest value of “b” as 9.5 is observed at t; = d = 2 nm, while “b” decreases to
about 4.15 at t; > 10 nm and d > 8 nm. Consequently, the high values of both “t;” and “d”
decrease “b”. In other words, thick interphase and long tunneling distance can produce a
low “b”, whereas thin interphase and short tunneling distance undesirably enhance it.

- b 10 95
9 9r 2
85 sl 85
g 8
4 7.5
7.5 g . :
7 7
65
6

5.5
5

6.5 5
6 I
55
5
2 4

Figure 3. Effects of “t;” and “d” on “b” at normal t =2 nm, D =1 um and N = 10 by (a) 3D and
(b) 2D pictures.

6 8 10

t (nm)

It was mentioned that the “b” exponent inversely depends on the properties of
graphene nets in the nanocomposite. Both “t;” and “d” significantly affect the mentioned
terms. The interphase adjoining the nanoparticles can participate in the filler nets; thus,
they facilitate the percolation of nanoparticles and enhance the size and compactness of
the nets. Likewise, the tunneling spaces between adjacent nanoparticles can contribute to
the networking of graphene nano-sheets, because the nanoparticles can form the nets in
the presence of tunneling regions [62,63]. As a result, thick interphase and large tunneling
distance can raise the scale and density of conductive nets in the nanocomposites, which
diminishes the “b”.

“b” exponent at different values of “«” and “N” and average t; =4 nm and d = 5 nm
are also depicted in Figure 4. The high levels of both “«” and “N” decrease the “b”, but the
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highest “b” is projected by the minimum values of these factors. As shown, « =900 and
N =20 produce b = 4.2, while b = 8 is obtained by « = 300 and N = 5. So, the high levels of
these parameters can positively reduce the “b”, highlighting that the large aspect ratio and
high net properties can produce a desirable “b”.

b 2

s i A |
gO 400 500 600 70 80 900
o

Figure 4. Variations in the “b” exponent at dissimilar grades of “«” and “N” and t; = 4 nm and
d = 5nm by (a) 3D and (b) 2D schemes.

The associations of “b” to these factors are expected, due to the direct influence of
“o«” and “N” on the performance of graphene nets in the nanocomposite. As predicted, a
high aspect ratio of the nano-sheets can produce a slight percolation start, which desirably
affects the magnitudes of the nets [60,64]. In fact, the large aspect ratio of the nanoparticles
improves the scale and density of the conductive nets. Conversely, a high rank of “N”
obviously increases the net properties, because “N” reveals the dimensions/density of nets.
Thus, a small “b” is observed due to the big aspect ratio and “N”.

The calculations of the “b” exponent at unlike arrays of “t” and “D” are also seen in
Figure 5. A small “t” and large “1” decrease the “b” exponent. As shown, t =5 nm and
D =1 um result in b = 8, while b = 5.8 is achieved by t < 1.5 nm and D > 2.5 pm. It can
be suggested that the thin and large graphene nano-sheets positively influence the “b”,
while thick and small nano-sheets detrimentally affect it. So, it is necessary to control the
dimensions of graphene nano-sheets in the nanocomposite to obtain a good “b”.

t (nm)

Figure 5. Dependencies of “b” exponent on “t” and “D” at t; =4 nm, d = 5 nm and N = 10 by (a) 3D
and (b) 2D charts.
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Skinny and large nano-sheets beneficially manage the size of nets in the products, be-
cause they cause a poor percolation start and also produce dense nets. At a constant volume
of nanoparticles, thin nano-sheets show a high number. Therefore, the nanocomposites
containing thinner nano-sheets contain a larger number of nanoparticles. Additionally, the
contacts between larger nano-sheets are more than those of short ones. Thus, skinny and
big nano-sheets can develop the attributes of filler nets in the nanocomposite; therefore, the
developed equation accurately forecasts the “b”.

3.3. Parameters’ Effects on the Conductivity

The impact of the parameters on the conductivity of graphene is evaluated by the
developed equation (Equation (9)) based on interphase and tunneling regions. In all
calculations, o = 10° S/m is considered.

Figure 6 shows the conductivity of the nanocomposite correlating to “t;” and “d” at
t=2nm, ¢y =0.01, D=1 pm and N = 10. The top conductivity as 6 S/m is witnessed at the
extreme levels of t; = 12 nm and d = 10 nm. However, t; < 8.5 nm and d < 5 nm induce very
little conductivity adjacent to 0. So, profuse interphase and high tunneling distance can
harvest a high conductivity. Instead, thin interphase and short tunnels cannot significantly
improve the conductivity.

d (nm)

6 8
t (nm)

Figure 6. Impact of “t;” and “d” on the nanocomposite’s conductivity using (a) 3D and (b) 2D designs.

As mentioned, the interphase and tunnels take part in the nets because they surround
the nanoparticles. Therefore, profuse interphase and large tunnels significantly increase
the net size/density, which positively improves the conductivity. It can be said that a thick
interphase and a large tunneling space can involve more nanoparticles in the conductive
nets. In contrast, thin interphase and short tunneling distance negligibly manipulate the
net size/density. So, the advanced model shows reasonable impacts of interphase deepness
and tunnel size on the nanocomposite’s conductivity. However, it should be said that a
very large tunneling distance between adjacent nano-sheets weakens the tunneling effect,
producing insulation.

The impacts of “o” and “N” on the conductivity of the system at t =2 nm, t; =4 nm,
¢ = 0.01, and d = 5 nm are also illustrated in Figure 7. The finest results are gained by the
peak values of “a” and “N”, though a pitiable conductivity is witnessed at low levels of
these factors. The upper conductivity of 0.22 S/m is calculated at o« = 900 and N = 20, while
N < 15 only decreases the conductivity to about 0. As a result, only a low level of “N” can
decrease the conductivity, but the highest ranges of both the aspect ratio and “N” produce
the highest conductivity.



Polymers 2022, 14, 3057

90f13

0.08

0.06 4.

o (S/m)
o
o
I

0.024.""

e 01 <
Ty 10
0.05 :
71000
00 400 500 600 700 800 900
oL

b20

3

Figure 7. Impact of “«” and “N” on the conductivity by (a) 3D and (b) 2D schemes.

The optimistic role of the aspect ratio in the sample’s conductivity is attributed to
its impacts on the percolation start and net dimensions. A high aspect ratio results in a
low percolation start in the graphene nanocomposites, as mentioned. Additionally, a high
aspect ratio causes a big surface zone, which creates large nets. A low percolation start
boosts the conductivity of the system, as seen in Figure 1a. Moreover, the efficiency of
electron transferring throughout the nanocomposite is improved by the formation of large
nets. Consequently, the correlation of conductivity to the aspect ratio is logical. In addition,
the “N” shows the magnitude of filler nets in the nanocomposite. A small “N” shows
the foundation of short and weak nets in the specimens, whereas a high “N” depicts the
large and dense nets. Therefore, “N” rightly manages the conductivity of the graphene
nanocomposite, as recommended by the new methodology.

Figure 8 also reveals the influence of graphene dimensions on the conductivity of
nanocomposites (t; =4nm, ¢ =0.01, d =5nm and N = 10). t > 2 nm reduces the conductivity
to about 0, but the smallest “t” (t = 1 nm) and the highest “D” (D = 3 um) harvest the
uppermost conductivity as 0.07 S/m. Accordingly, the best conductivity is obtained by
very thin and large graphene nano-sheets. On the other hand, thick nano-sheets cannot
increase the conductivity of the nanocomposite.

b s

0.07

0.06

0.05

0.04

D (um)

0.03

0.02

0.01

t (nm)

Figure 8. (a) Three-dimensional and (b) two-dimensional charts for the characters of “t” and “D” in
the conductivity.

The thin and large nano-sheets control the percolation start and net scale in the
nanocomposite based on Equations (6) and (8). Additionally, polymers are frequently insu-
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lated and the conductive nanofillers handle the whole conductivity. Since the conductivity
of the nanocomposite depends on the percolation level and the net dimensions, skinny and
large nano-sheets can play an optimistic role in the conductivity. In fact, the thin and large
nano-sheets can cover a high fraction of the nanocomposite, which produces big nets and
high conductivity. Alternatively, the efficiency of dense and small nano-sheets is insignifi-
cant, because they produce small nets, which cannot effectively transfer the electrons. As a
result, the optimistic effects of skinny and large nano-sheets on the conductivity of samples
are meaningful.

4. Conclusions

The power equation for composite conductivity was developed for graphene-filled
samples, determining the effects of interphase, tunnels and net dimension/density on the
effective filler fraction, percolation start and “b” exponent. Additionally, the measured
records of percolation start and conductivity were applied to confirm the predictability of
the established equations. A high conductivity is found using a large filler amount, slight
percolation start, significant filler conduction and small “b”; however, the impact of the filler
conduction and the “b” exponent is more significant compared to the other parameters. The
experimental data of percolation start have good arrangement with the predictions. So, the
interphase depth and tunneling size play a main role in the percolation value of graphene
in the system. Moreover, the innovative model adequately predicts the conductivity of
the examples. Generally, thick interphase, large tunneling distance, high aspect ratio and
dense nets as well as thin and big graphene nano-sheets produce a low “b” exponent. In
addition, these factors cause high conductivity, suggesting that they considerably increase
electron transfer in the system. This model was only developed for polymer graphene
nanocomposites. Since graphene-filled nanocomposites can be used in the biosensing of
breast cancer cells, the developed model can help enhance the performance of biosensors.

Author Contributions: Conceptualization, Y.Z. and K.Y.R.; methodology, Y.Z.; software, Y.Z.; valida-
tion, Y.Z., K.Y.R. and S.J.P; formal analysis, Y.Z.; investigation, Y.Z.; resources, Y.Z., K.Y.R. and S.].P.;
data curation, Y.Z. and K.Y.R,; writing—original draft preparation, Y.Z.; writing—review and editing,
Y.Z., K.Y.R. and S.J.P; visualization, Y.Z.; supervision, K.Y.R. and S.J.P,; project administration, K.Y.R.
and S.J.P; funding acquisition, K.Y.R. and S.J.P. All authors have read and agreed to the published
version of the manuscript.

Funding: This work was supported by the Basic Science Research Program through the National
Research Foundation of Korea (NRF) funded by the Ministry of Education, Science and Technology
(2022R1A2C1004437). It was also supported by the Korea government (MSIT) (2022M3]7A1062940).

Institutional Review Board Statement: Not applicable.
Informed Consent Statement: Not applicable.
Data Availability Statement: All data are available in the paper.

Conflicts of Interest: The authors declare no conflict of interest.

References

1. Farzaneh, A ; Rostami, A.; Nazockdast, H. Thermoplastic polyurethane/multiwalled carbon nanotubes nanocomposites: Effect of
nanoparticle content, shear, and thermal processing. Polym. Compos. 2021, 42, 4804-4813. [CrossRef]

2. Farzaneh, A.; Rostami, A.; Nazockdast, H. Mono-filler and bi-filler composites based on thermoplastic polyurethane, carbon fibers
and carbon nanotubes with improved physicomechanical and engineering properties. Polym. Int. 2022, 71, 232-242. [CrossRef]

3.  Zare, Y.; Rhee, K.Y. Effects of interphase regions and filler networks on the viscosity of PLA/PEO/carbon nanotubes biosensor.
Polym. Compos. 2019, 40, 4135-4141. [CrossRef]

4. Zare, Y.; Garmabi, H.; Rhee, K.Y. Structural and phase separation characterization of poly (lactic acid)/poly (ethylene ox-
ide)/carbon nanotube nanocomposites by rheological examinations. Compos. Part B Eng. 2018, 144, 1-10. [CrossRef]

5. Zare, Y.; Rhee, K.Y. Modeling of viscosity and complex modulus for poly (lactic acid)/poly (ethylene oxide)/carbon nanotubes
nanocomposites assuming yield stress and network breaking time. Compos. Part B Eng. 2019, 156, 100-107. [CrossRef]

6. Zare, Y. Modeling of tensile modulus in polymer/carbon nanotubes (CNT) nanocomposites. Synth. Met. 2015, 202, 68-72.

[CrossRef]


http://doi.org/10.1002/pc.26190
http://doi.org/10.1002/pi.6314
http://doi.org/10.1002/pc.25274
http://doi.org/10.1016/j.compositesb.2018.02.024
http://doi.org/10.1016/j.compositesb.2018.08.058
http://doi.org/10.1016/j.synthmet.2015.02.002

Polymers 2022, 14, 3057 11 of 13

10.

11.

12.

13.

14.

15.

16.

17.

18.

19.

20.

21.

22.

23.

24.

25.

26.

27.

28.

29.

30.

31.

32.

Kazemi, F.; Mohammadpour, Z.; Naghib, S.M.; Zare, Y.; Rhee, K.Y. Percolation onset and electrical conductivity for a multiphase
system containing carbon nanotubes and nanoclay. J. Mater. Res. Technol. 2021, 15, 1777-1788. [CrossRef]

Dassan, E.G.B.; Ab Rahman, A.A.; Abidin, M.S.Z.; Akil, HM. Carbon nanotube-reinforced polymer composite for electromagnetic
interference application: A review. Nanotechnol. Rev. 2020, 9, 768-788. [CrossRef]

Alkhedher, M. Hygrothermal environment effect on the critical buckling load of FGP microbeams with initial curvature integrated
by CNT-reinforced skins considering the influence of thickness stretching. Nanotechnol. Rev. 2021, 10, 1140-1156. [CrossRef]
Yan, Y.; Nashath, EZ.; Chen, S.; Manickam, S.; Lim, S.S.; Zhao, H.; Lester, E.; Wu, T.; Pang, C.H. Synthesis of graphene: Potential
carbon precursors and approaches. Nanotechnol. Rev. 2020, 9, 1284-1314.

Krishnan, S.K;; Singh, E.; Singh, P.; Meyyappan, M.; Nalwa, H.S. A review on graphene-based nanocomposites for electrochemical
and fluorescent biosensors. RSC Adv. 2019, 9, 8778-8881. [CrossRef] [PubMed]

Ezenkwa, O.E.; Hassan, A.; Samsudin, S.A. Comparison of mechanical properties and thermal stability of graphene-based
materials and halloysite nanotubes reinforced maleated polymer compatibilized polypropylene nanocomposites. Polym. Compos.
2022, 43, 1852-1863. [CrossRef]

Keshvardoostchokami, M.; Piri, E; Jafarian, V.; Zamani, A. Fabrication and antibacterial properties of silver/graphite ox-
ide/chitosan and silver/reduced graphene oxide/chitosan nanocomposites. JOM 2020, 72, 4477-4485. [CrossRef]

Safamanesh, A.; Mousavi, S.M.; Khosravi, H.; Tohidlou, E. On the low-velocity and high-velocity impact behaviors of aramid
fiber /epoxy composites containing modified-graphene oxide. Polym. Compos. 2021, 42, 608—-617. [CrossRef]

Kim, S.-H.; Zhang, Y.; Lee, ].-H.; Lee, S.-Y.; Kim, Y.-H.; Rhee, K.Y; Park, S.-]. A study on interfacial behaviors of epoxy/graphene
oxide derived from pitch-based graphite fibers. Nanotechnol. Rev. 2021, 10, 1827-1837. [CrossRef]

Bhat, A.; Budholiya, S.; Raj, S.A.; Sultan, M.T.H.; Hui, D.; Shah, A.U.M.; Safri, S.N.A. Review on nanocomposites based on
aerospace applications. Nanotechnol. Rev. 2021, 10, 237-253. [CrossRef]

Sagadevan, S.; Shahid, M.M.; Yiqgiang, Z.; Oh, W.-C.; Soga, T.; Lett, ].A.; Alshahateet, S.F,; Fatimah, I.; Waqar, A.; Paiman, S.
Functionalized graphene-based nanocomposites for smart optoelectronic applications. Nanotechnol. Rev. 2021, 10, 605-635.
[CrossRef]

Pagnola, M.; Morales, E; Tancredi, P.; Socolovsky, L. Radial Distribution Function Analysis and Molecular Simulation of Graphene
Nanoplatelets Obtained by Mechanical Ball Milling. JOM 2021, 73, 2471-2478. [CrossRef]

Céspedes-Valenzuela, D.N.; Sanchez-Renteria, S.; Cifuentes, ].; Gantiva-Diaz, M.; Serna, J.A.; Reyes, L.H.; Ostos, C.; Cifuentes-De
la Portilla, C.; Mufioz-Camargo, C.; Cruz, ].C. Preparation and Characterization of an Injectable and Photo-Responsive Chitosan
Methacrylate/Graphene Oxide Hydrogel: Potential Applications in Bone Tissue Adhesion and Repair. Polymers 2021, 14, 126.
[CrossRef] [PubMed]

Abdullah, A.; Al-Qahatani, A.; Alquraish, M.; Baily, C.; El-Mofty, S.; El-Shazly, A. Experimental Investigation of Fabricated
Graphene Nanoplates/Polystyrene Nanofibrous Membrane for DCMD. Polymers 2021, 13, 3499. [CrossRef] [PubMed]

Ikram, R.; Mohamed Jan, B.; Abdul Qadir, M.; Sidek, A.; Stylianakis, M.M.; Kenanakis, G. Recent Advances in Chitin and
Chitosan/Graphene-Based Bio-Nanocomposites for Energetic Applications. Polymers 2021, 13, 3266. [CrossRef] [PubMed]
Joynal Abedin, EN.; Hamid, H.A.; Alkarkhi, A.F; Amr, S.5.A.; Khalil, N.A.; Ahmad Yahaya, A.N.; Hossain, M.S.; Hassan, A.;
Zulkifli, M. The effect of graphene oxide and SEBS-g-MAH compatibilizer on mechanical and thermal properties of acrylonitrile-
butadiene-styrene/talc composite. Polymers 2021, 13, 3180. [CrossRef]

Diez-Pascual, A.M. Development of Graphene-Based Polymeric Nanocomposites: A Brief Overview. Polymers 2021, 13, 2978.
[CrossRef]

Zare, Y.; Rhee, K. Evaluation and development of expanded equations based on Takayanagi model for tensile modulus of polymer
nanocomposites assuming the formation of percolating networks. Phys. Mesomech. 2018, 21, 351-357. [CrossRef]

Zare, Y.; Rhee, K.Y. Simplification and development of McLachlan model for electrical conductivity of polymer carbon nanotubes
nanocomposites assuming the networking of interphase regions. Compos. Part B Eng. 2019, 156, 64-71. [CrossRef]

Zare, Y.; Rhee, K.Y. Significances of interphase conductivity and tunneling resistance on the conductivity of carbon nanotubes
nanocomposites. Polym. Compos. 2020, 41, 748-756. [CrossRef]

Xie, S.; Liu, Y,; Li, ]. Comparison of the effective conductivity between composites reinforced by graphene nanosheets and carbon
nanotubes. Appl. Phys. Lett. 2008, 92, 243121. [CrossRef]

Du, J.; Zhao, L.; Zeng, Y.; Zhang, L.; Li, E; Liu, P,; Liu, C. Comparison of electrical properties between multi-walled carbon
nanotube and graphene nanosheet/high density polyethylene composites with a segregated network structure. Carbon 2011, 49,
1094-1100. [CrossRef]

He, L.; Tjong, S.C. Low percolation threshold of graphene/polymer composites prepared by solvothermal reduction of graphene
oxide in the polymer solution. Nanoscale Res. Lett. 2013, 8, 132. [CrossRef]

Mutlay, I.; Tudoran, L.B. Percolation behavior of electrically conductive graphene nanoplatelets /polymer nanocomposites: Theory
and experiment. Fuller. Nanotub. Carbon Nanostructures 2014, 22, 413-433. [CrossRef]

Li, J; Kim, J.-K. Percolation threshold of conducting polymer composites containing 3D randomly distributed graphite
nanoplatelets. Compos. Sci. Technol. 2007, 67, 2114-2120. [CrossRef]

Lan, Y,; Liu, H,; Cao, X.; Zhao, S.; Dai, K; Yan, X.; Zheng, G.; Liu, C.; Shen, C.; Guo, Z. Electrically conductive thermoplastic
polyurethane/polypropylene nanocomposites with selectively distributed graphene. Polymer 2016, 97, 11-19. [CrossRef]


http://doi.org/10.1016/j.jmrt.2021.08.131
http://doi.org/10.1515/ntrev-2020-0064
http://doi.org/10.1515/ntrev-2021-0076
http://doi.org/10.1039/C8RA09577A
http://www.ncbi.nlm.nih.gov/pubmed/35517682
http://doi.org/10.1002/pc.26503
http://doi.org/10.1007/s11837-020-04243-z
http://doi.org/10.1002/pc.25851
http://doi.org/10.1515/ntrev-2021-0111
http://doi.org/10.1515/ntrev-2021-0018
http://doi.org/10.1515/ntrev-2021-0043
http://doi.org/10.1007/s11837-020-04499-5
http://doi.org/10.3390/polym14010126
http://www.ncbi.nlm.nih.gov/pubmed/35012148
http://doi.org/10.3390/polym13203499
http://www.ncbi.nlm.nih.gov/pubmed/34685260
http://doi.org/10.3390/polym13193266
http://www.ncbi.nlm.nih.gov/pubmed/34641082
http://doi.org/10.3390/polym13183180
http://doi.org/10.3390/polym13172978
http://doi.org/10.1134/S1029959918040094
http://doi.org/10.1016/j.compositesb.2018.08.056
http://doi.org/10.1002/pc.25405
http://doi.org/10.1063/1.2949074
http://doi.org/10.1016/j.carbon.2010.11.013
http://doi.org/10.1186/1556-276X-8-132
http://doi.org/10.1080/1536383X.2012.684186
http://doi.org/10.1016/j.compscitech.2006.11.010
http://doi.org/10.1016/j.polymer.2016.05.017

Polymers 2022, 14, 3057 12 of 13

33.

34.

35.

36.

37.

38.

39.

40.

41.

42.

43.

44.

45.

46.

47.

48.

49.

50.

51.

52.

53.

54.

55.

56.

57.

58.

59.

Tu, Z.; Wang, J.; Yu, C.,; Xiao, H.; Jiang, T.; Yang, Y.; Shi, D.; Mai, Y.-W,; Li, RK. A facile approach for preparation of
polystyrene/graphene nanocomposites with ultra-low percolation threshold through an electrostatic assembly process. Compos.
Sci. Technol. 2016, 134, 49-56. [CrossRef]

Zare, Y.; Rhee, K.Y. Model progress for tensile power of polymer nanocomposites reinforced with carbon nanotubes by percolating
interphase zone and network aspects. Polymers 2020, 12, 1047. [CrossRef]

Zare, Y.; Rhee, K.Y. Analysis of the connecting effectiveness of the interphase zone on the tensile properties of carbon nanotubes
(CNT) reinforced nanocomposite. Polymers 2020, 12, 896. [CrossRef] [PubMed]

Zare, Y.; Rhee, K.Y. Development of expanded takayanagi model for tensile modulus of carbon nanotubes reinforced nanocom-
posites assuming interphase regions surrounding the dispersed and networked nanoparticles. Polymers 2020, 12, 233. [CrossRef]
[PubMed]

Zare, Y.,; Daraei, A.; Vatani, M.; Aghasafari, P. An analysis of interfacial adhesion in nanocomposites from recycled polymers.
Comput. Mater. Sci. 2014, 81, 612-616. [CrossRef]

Zare, Y.; Garmabi, H. Modeling of interfacial bonding between two nanofillers (montmorillonite and CaCO3) and a polymer
matrix (PP) in a ternary polymer nanocomposite. Appl. Surf. Sci. 2014, 321, 219-225. [CrossRef]

Power, A.].; Remediakis, LN.; Harmandaris, V. Interface and interphase in polymer nanocomposites with bare and core-shell gold
nanoparticles. Polymers 2021, 13, 541. [CrossRef]

Baek, K.; Shin, H.; Cho, M. Multiscale modeling of mechanical behaviors of Nano-SiC/epoxy nanocomposites with modified
interphase model: Effect of nanoparticle clustering. Compos. Sci. Technol. 2021, 203, 108572. [CrossRef]

Taheri, S.S.; Fakhrabadi, M.M.S. Interphase effects on elastic properties of polymer nanocomposites reinforced by carbon
nanocones. Comput. Mater. Sci. 2022, 201, 110910. [CrossRef]

Zare, Y.; Rhee, K.Y. Multistep modeling of Young’s modulus in polymer/clay nanocomposites assuming the intercala-
tion/exfoliation of clay layers and the interphase between polymer matrix and nanoparticles. Compos. Part A Appl. Sci. Manuf.
2017, 102, 137-144. [CrossRef]

Zare, Y.; Rhee, K.Y. Development of Hashin-Shtrikman model to determine the roles and properties of interphases in
clay/CaCO3/PP ternary nanocomposite. Appl. Clay Sci. 2017, 137, 176-182. [CrossRef]

Zare, Y.; Garmabi, H. A developed model to assume the interphase properties in a ternary polymer nanocomposite reinforced
with two nanofillers. Compos. Part B Eng. 2015, 75, 29-35. [CrossRef]

Zare, Y. Modeling approach for tensile strength of interphase layers in polymer nanocomposites. J. Colloid Interface Sci. 2016, 471,
89-93. [CrossRef]

Zare, Y. Study on interfacial properties in polymer blend ternary nanocomposites: Role of nanofiller content. Comput. Mater. Sci.
2016, 111, 334-338. [CrossRef]

Shin, H.; Yang, S.; Choi, J.; Chang, S.; Cho, M. Effect of interphase percolation on mechanical behavior of nanoparticle-reinforced
polymer nanocomposite with filler agglomeration: A multiscale approach. Chem. Phys. Lett. 2015, 635, 80-85. [CrossRef]

Xu, W;; Lan, P; Jiang, Y.; Lei, D.; Yang, H. Insights into excluded volume and percolation of soft interphase and conductivity of
carbon fibrous composites with core-shell networks. Carbon 2020, 161, 392-402. [CrossRef]

Zare, Y.; Rhee, K.Y. A simple model for electrical conductivity of polymer carbon nanotubes nanocomposites assuming the filler
properties, interphase dimension, network level, interfacial tension and tunneling distance. Compos. Sci. Technol. 2018, 155,
252-260. [CrossRef]

Kim, S.; Zare, Y.; Garmabi, H.; Rhee, K.Y. Variations of tunneling properties in poly (lactic acid)(PLA)/poly (ethylene ox-
ide)(PEO)/carbon nanotubes (CNT) nanocomposites during hydrolytic degradation. Sens. Actuators A Phys. 2018, 274, 28-36.
[CrossRef]

Zare, Y.; Rhee, K.Y. Evaluation of the tensile strength in carbon nanotube-reinforced nanocomposites using the expanded
Takayanagi model. JOM 2019, 71, 3980-3988. [CrossRef]

Goumri, M.; Lucas, B.; Ratier, B.; Baitoul, M. Electrical and optical properties of reduced graphene oxide and multi-walled carbon
nanotubes based nanocomposites: A comparative study. Opt. Mater. 2016, 60, 105-113. [CrossRef]

Yanovsky, Y.G.; Kozlov, G.; Karnet, Y.N. Fractal description of significant nano-effects in polymer composites with nanosized
fillers. Aggregation, phase interaction, and reinforcement. Phys. Mesomech. 2013, 16, 9-22. [CrossRef]

Balberg, I.; Azulay, D.; Toker, D.; Millo, O. Percolation and tunneling in composite materials. Int. . Mod. Phys. B 2004, 18,
2091-2121. [CrossRef]

Harris, A.B.; Lubensky, T.C.; Holcomb, W.K.; Dasgupta, C. Renormalization-group approach to percolation problems. Phys. Rev.
Lett. 1975, 35, 327. [CrossRef]

Shao, W.; Xie, N.; Zhen, L.; Feng, L. Conductivity critical exponents lower than the universal value in continuum percolation
systems. . Phys. Condens. Matter 2008, 20, 395235. [CrossRef]

Xu, L.; Chen, G.; Wang, W.; Li, L.; Fang, X. A facile assembly of polyimide/graphene core—shell structured nanocomposites with
both high electrical and thermal conductivities. Compos. Part Appl. Sci. Manuf. 2016, 84, 472-481. [CrossRef]

Zhang, H.-B.; Zheng, W.-G.; Yan, Q.; Yang, Y.; Wang, ].-W,; Lu, Z.-H.; Ji, G.-Y.; Yu, Z.-Z. Electrically conductive polyethylene
terephthalate/graphene nanocomposites prepared by melt compounding. Polymer 2010, 51, 1191-1196. [CrossRef]

Stankovich, S.; Dikin, D.A.; Dommett, G.H.; Kohlhaas, K.M.; Zimney, E.J.; Stach, E.A.; Piner, R.D.; Nguyen, S.T.; Ruoff, R.S.
Graphene-based composite materials. Nature 2006, 442, 282-286. [CrossRef]


http://doi.org/10.1016/j.compscitech.2016.08.003
http://doi.org/10.3390/polym12051047
http://doi.org/10.3390/polym12040896
http://www.ncbi.nlm.nih.gov/pubmed/32295017
http://doi.org/10.3390/polym12010233
http://www.ncbi.nlm.nih.gov/pubmed/31963579
http://doi.org/10.1016/j.commatsci.2013.08.041
http://doi.org/10.1016/j.apsusc.2014.09.156
http://doi.org/10.3390/polym13040541
http://doi.org/10.1016/j.compscitech.2020.108572
http://doi.org/10.1016/j.commatsci.2021.110910
http://doi.org/10.1016/j.compositesa.2017.08.004
http://doi.org/10.1016/j.clay.2016.12.033
http://doi.org/10.1016/j.compositesb.2015.01.031
http://doi.org/10.1016/j.jcis.2016.03.029
http://doi.org/10.1016/j.commatsci.2015.09.053
http://doi.org/10.1016/j.cplett.2015.06.054
http://doi.org/10.1016/j.carbon.2020.01.083
http://doi.org/10.1016/j.compscitech.2017.10.007
http://doi.org/10.1016/j.sna.2018.03.004
http://doi.org/10.1007/s11837-019-03536-2
http://doi.org/10.1016/j.optmat.2016.07.010
http://doi.org/10.1134/S1029959913010025
http://doi.org/10.1142/S0217979204025336
http://doi.org/10.1103/PhysRevLett.35.327
http://doi.org/10.1088/0953-8984/20/39/395235
http://doi.org/10.1016/j.compositesa.2016.02.027
http://doi.org/10.1016/j.polymer.2010.01.027
http://doi.org/10.1038/nature04969

Polymers 2022, 14, 3057 13 of 13

60.

61.

62.

63.

64.

Li, Y,; Zhang, H.; Porwal, H.; Huang, Z.; Bilotti, E.; Peijs, T. Mechanical, electrical and thermal properties of in-situ exfoliated
graphene/epoxy nanocomposites. Compos. Part A Appl. Sci. Manuf. 2017, 95, 229-236. [CrossRef]

Gao, C.; Zhang, S.; Wang, E; Wen, B.; Han, C.; Ding, Y.; Yang, M. Graphene networks with low percolation threshold in ABS
nanocomposites: Selective localization and electrical and rheological properties. ACS Appl. Mater. Interfaces 2014, 6, 12252-12260.
[CrossRef] [PubMed]

Seidel, G.; Puydupin-Jamin, A.-S. Analysis of clustering, interphase region, and orientation effects on the electrical conductivity
of carbon nanotube-polymer nanocomposites via computational micromechanics. Mech. Mater. 2011, 43, 755-774. [CrossRef]
Mortazavi, B.; Bardon, J.; Ahzi, S. Interphase effect on the elastic and thermal conductivity response of polymer nanocomposite
materials: 3D finite element study. Comput. Mater. Sci. 2013, 69, 100-106. [CrossRef]

Kim, H.; Macosko, C.W. Morphology and properties of polyester/exfoliated graphite nanocomposites. Macromolecules 2008, 41,
3317-3327. [CrossRef]


http://doi.org/10.1016/j.compositesa.2017.01.007
http://doi.org/10.1021/am501843s
http://www.ncbi.nlm.nih.gov/pubmed/24969179
http://doi.org/10.1016/j.mechmat.2011.08.010
http://doi.org/10.1016/j.commatsci.2012.11.035
http://doi.org/10.1021/ma702385h

	Introduction 
	Theoretical Views 
	Results and Discussion 
	Assessment of Equations by Experimented Records 
	Parameters’ Effects on the “b” 
	Parameters’ Effects on the Conductivity 

	Conclusions 
	References

