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Trap Modulated Charge Carrier 
Transport in Polyethylene/
Graphene Nanocomposites
Zhonglei Li   , Boxue Du, Chenlei Han & Hang Xu

The role of trap characteristics in modulating charge transport properties is attracting much attentions 
in electrical and electronic engineering, which has an important effect on the electrical properties of 
dielectrics. This paper focuses on the electrical properties of Low-density Polyethylene (LDPE)/graphene 
nanocomposites (NCs), as well as the corresponding trap level characteristics. The dc conductivity, 
breakdown strength and space charge behaviors of NCs with the filler content of 0 wt%, 0.005 wt%, 
0.01 wt%, 0.1 wt% and 0.5 wt% are studied, and their trap level distributions are characterized by 
isothermal discharge current (IDC) tests. The experimental results show that the 0.005 wt% LDPE/
graphene NCs have a lower dc conductivity, a higher breakdown strength and a much smaller amount 
of space charge accumulation than the neat LDPE. It is indicated that the graphene addition with a 
filler content of 0.005 wt% introduces large quantities of deep carrier traps that reduce charge carrier 
mobility and result in the homocharge accumulation near the electrodes. The deep trap modulated 
charge carrier transport attributes to reduce the dc conductivity, suppress the injection of space charges 
into polymer bulks and enhance the breakdown strength, which is of great significance in improving 
electrical properties of polymer dielectrics.

Nanodielectric materials have been one of the research hotspots in electrical and electronic engineering, since its 
concept was first proposed by Lewis in 19941. During the past two decades, plenty of research has been done on 
preparation, evaluation, and characterization of novel nanocomposites (NCs), and most of the results presented 
that the NCs showed better electrical, thermal and mechanical performances than the original polymers and 
microcomposites2–8. Especially, their excellent electrical properties, including low permittivity, low conductivity, 
high breakdown strength as well as enhanced partial discharge (PD) and tracking resistance, make them the third 
generation of insulating materials9–11. The novel properties of NCs are thought to be ascribed to the small-scale 
effect, boundary effect and quantum size effect of nanoparticles that involve their high specific surface area12. 
In 2004 and 2005, Lewis and Tanaka published two research papers, giving deep insight into the microscopic 
interfaces between nanofillers and polymer matrix and trying to reveal the mechanism of the polymer-nanofiller 
interaction zones on the electrical performance13, 14. However, this mechanism is still incomplete now. Especially, 
the understanding of the correlativity among the microscopic interaction zones, the charge carrier transport in 
the mesoscopic view and the macroscopic electrical properties is not fully clear. Further investigation should be 
carried out to clarify the relationship among the microscopic, mesoscopic and macroscopic properties of NCs.

In previous investigations, various nanofillers, including oxides (e.g. aluminium oxide, silicon oxide, titanium 
oxide, magnesium oxide and zinc oxide), nitrides (e.g. aluminium nitride and boron nitride), montmorillonite 
(MMT) clay and so on, were doped into polymers to prepare NCs15–19. Additionally, with the development of 
organic chemistry synthesis, the surface modification of nanofillers, such as surface grafting, were employed to 
achieve a better dispersion in polymer matrix, thus enhancing the effect of polymer-filler interaction zones20, 21.  
Nevertheless, it is difficult for the common nanofillers mentioned above to achieve a specific surface area of 
1000 m2/g in theory22, 23. Monolayer graphene, as a unique nano-scaled filler with a thickness of only an atomic 
layer, has an enormous specific surface area up to ~2000 m2/g, which may significantly increase the polymer-filler 
interaction zones and advantage to exploit the further potentials of nanodielectrics24–27.

Graphene was first discovered and characterized in 200428. Its high mechanical strength, excellent flexi-
bility, unusual optical properties as well as superior electrical and thermal conductivity make it promising for 

Key Laboratory of Smart Grid of Education Ministry, School of Electrical and Information Engineering, Tianjin 
University, Tianjin, 300072, China. Correspondence and requests for materials should be addressed to B.D. (email: 
duboxue@tju.edu.cn)

Received: 17 January 2017

Accepted: 10 May 2017

Published: xx xx xxxx

OPEN

http://orcid.org/0000-0001-8780-8691
mailto:duboxue@tju.edu.cn


www.nature.com/scientificreports/

2Scientific Reports | 7: 4015  | DOI:10.1038/s41598-017-04196-5

applications in infrared detectors, solar cells, light-emitting diodes (LED), quantum devices and so on29, 30. In the 
research field of insulation dielectrics, previous researches mainly focused on the electrical, thermal and mechan-
ical properties of various polymer/graphene NCs in the near-range or above the percolation threshold. Gaska 
found that the LDPE composites containing 1 wt% graphene nanosheets showed non-linear electrical conductiv-
ities and enhanced mechanical properties27. Fim reported that the PE/graphene composites became more ther-
mally stable, and semiconductive when the fill content was above a critical percolation threshold of ~3.8 vol%31. 
However, few study on the electrical properties of NCs with the very low filler content (far below the percolation 
threshold) has been carried out until now, and the mechanism of the graphene addition on the electrical proper-
ties of composites is still unknown.

In this research, Low-density Polyethylene (LDPE) is employed as polymer matrix, which is widely used as 
insulating material in electrical engineering. LDPE/graphene NCs with the filler content of 0 wt%, 0.005 wt%, 
0.01 wt%, 0.1 wt% and 0.5 wt% are prepared by melt blending. The electrical properties of NCs, including the dc 
conductivity, breakdown strength and space charge behaviors, are measured. Meanwhile, their trap level distri-
butions are characterized by isothermal discharge current (IDC) tests. Based on the results, a schematic model 
is proposed for illustrating the trap modulated charge carrier transport in LDPE/graphene NCs, thereby further 
revealing the relationship between the trap level distributions and the electrical properties.

Results and Discussion
Characterization of LDPE/graphene NCs.  Figure 1a–d show the scanning electron microscope (SEM) 
images of cross sections, corresponding to the 0 wt%, 0.005 wt%, 0.01 wt% and 0.1 wt% LDPE/graphene NCs 
respectively. It can be observed that the graphene fillers are well-dispersed in the polymer matrix when the filler 
content is 0.005 wt% and 0.01 wt%. With the increase of filler content, the volume fraction of the graphene fillers 
goes on rising, and the nearest distance between neighbor fillers (NDNF) decreases gradually. It is noted that in 
the SEM image of 0.1 wt% NCs, the NDNF becomes at the level of sub-micrometer or nanometer.

Figure 1e presents the differential scanning calorimeter (DSC) curves of LDPE/graphene NCs. Through the 
integral of DSC curves, the crystallinity (X) can be calculated by the formula as follows32:
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where ∆H0 is the melting enthalpy of LDPE fully crystallized (100%) and generally ∆H0 = 293 J/g33. ∆Hm is 
the melting enthalpy of LDPE NCs investigated. The melting temperature and melting enthalpy are shown in 
Table 1. The degree of crystallinity characterized by DSC tests is 32.6%, 39.5%, 37.0%, 34.6% and 32.5%, for 0 wt%, 
0.005 wt%, 0.01 wt%, 0.1 wt% and 0.5 wt% LDPE/graphene NCs, respectively. It is indicated that the crystallinity 
at 0.005 wt% is highest, which is likely due to the heterogeneous nucleation. That is, the well-dispersed graphene 
fillers act as the heterogeneous nucleating agents, accelerate the rate of crystallization and enhance the crystallin-
ity of LDPE composites. Nevertheless, when the filler content exceeds 0.01 wt%, the graphene fillers with a high 
aspect ratio could limit the movement of polymer molecular chains and leave little space for additional crystal-
lization, thus leading to a decrease of crystallinity. It is also shown that the melting peak temperature slightly 
increases when the filler content exceeds 0.1 wt%.

DC conductivity and breakdown strength.  Figure 2a shows the dc conductivity of LDPE/graphene NCs 
as a function of polarization time under 10 kV/mm. It is observed that the conductivity of NCs decreases with the 
polarization time. Especially for the 0.005 wt% and 0.01 wt% specimens, there is a marked drop in the charging 

Figure 1.  (a,b,c and d) are the SEM images of cross sections, corresponding to the 0 wt%, 0.005 wt%, 0.01 wt% 
and 0.1 wt% LDPE/graphene NCs respectively. (e) DSC curves of LDPE/graphene NCs as a function of filler 
content.
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current during the first 100 s. After 100 s, the charging currents reach the quasi-steady state and decay at a slower 
rate. This is because the charging current is composed of a polarization current and a conduction current. With 
the lapse of polarization time, the polarization comes into stable state gradually and the conduction current 
becomes dominant34. However, for the 0.5 wt% LDPE/graphene composites, the charging current decays slowly 
during the measuring time and still does not reach a steady state up to 2000 s, which is ascribed to the injection 
and accumulation of space charge in the bulk rather to a slow polarization process35.

It is assumed in this study that the mean value of conductivity at the last 100 s represents the dc conductivity, 
which is 3.18 × 10−15 S/m, 1.98 × 10−16 S/m, 7.57 × 10−16 S/m, 2.02 × 10−14 S/m and 4.87 × 10−13 S/m for 0 wt%, 
0.005 wt%, 0.01 wt%, 0.1 wt% and 0.5 wt% LDPE/graphene composites, respectively. The 0.005 wt% NCs has a sig-
nificantly lower dc conductivity than the neat LDPE. It is known that as a zero-gap semiconductor, the graphene 
has a high conductivity under electric stress. Based on the percolation theory, when the filler content is 0.005 wt%, 
the fillers are well-dispersed in the polymer matrix and the NDNF extends to tens micrometers as shown in 
Fig. 1b, indicating the filler content of 0.005 wt% is much lower than the percolation threshold36. Therefore, it is 
speculated that no conducting path of charge carriers forms throughout the 0.005 wt% LDPE/graphene NCs even 
under high electric field. On the other hand, there are a large amount of interaction zones at the microcosmic 
interfaces between graphene fillers and LDPE matrix, attributed to the large specific surface area of graphene 
(1217 m2/g in this study). It is believed that the polymer-filler interaction zones can capture charge carriers, thus 
suppressing the transport of charge carriers. Adding up these microscopic effects, a macroscopic decrease of dc 
conductivity occurs.

Figure 2a also shows that, with the further increase of the filler content from 0.005 wt% to 0.1 wt%, the dc con-
ductivity presents an increasing trend. As shown in Fig. 1a–d, the NDNF decreases gradually with the increase of 
filler content, and the NDNF in 0.1 wt% NCs becomes at the level of sub-micrometer or nanometer. As a result, 
the polymer-filler interaction zones may overlap with each other, which provides low-resistance paths for elec-
trons and holes and accelerates a local transport of charge carriers, thus resulting in an increase of dc conductiv-
ity37. With further increasing the content to 0.5 wt%, the filler content is above a percolation threshold, leading 
to the thermally-activated field-enhanced carrier hopping at the polymer-filler interfaces under applied stress. In 
this case, a large number of charge carriers will pass through the thin polymer layer between neighboring fillers, 
thereby resulting in a dramatic rise of dc conductivity as shown in Fig. 2a36.

Figure 2b demonstrates the Weibull distribution of dc breakdown strength of LDPE/graphene composites. 
The characteristic breakdown strength of 0 wt%, 0.005 wt%, 0.01 wt%, 0.1 wt% and 0.5 wt% LDPE/graphene NCs 
is 336.3 kV/mm, 379.4 kV/mm, 301.3 kV/mm, 252.9 kV/mm and 38.6 kV/mm, respectively. It is indicated that the 
breakdown strength is associated with the dc conductivity shown in Fig. 2a. That is, the specimen with a lower dc 
conductivity has a higher dc breakdown strength. The largest breakdown strength of 0.005 wt% LDPE/graphene 
composites is also attributed to its inhibiting effect of the polymer-filler interaction zones on the transport of 
charge carriers. With further increasing the filler content from 0.005 wt% to 0.5 wt%, the transport of charge 

Specimens
Melting 
temperature (°C)

Melting 
enthalpy 
(J · g−1)

Crystallinity 
(%)

0 wt% 106.0 95.62 32.6

0.005 wt% 105.5 115.71 39.5

0.01 wt% 105.3 108.34 37.0

0.1 wt% 108.5 101.40 34.6

0.5 wt% 108.8 95.14 32.5

Table 1.  Melting temperature, melting enthalpy and crystallinity levels of LDPE/graphene NCs measured by 
DSC tests.

Figure 2.  (a) DC conductivity of LDPE/graphene NCs as a function of polarization time under 10 kV/mm. (b) 
Weibull distribution of dc breakdown strength of LDPE/graphene NCs.
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carriers though the amorphous regions is accelerated, involving the trapping and detrapping processes. Li also 
found that the NCs with small quantities of nano-Al2O3 showed a lower electrical conduction and the improve-
ment of breakdown properties38. It is known that the trapping and recombination of charge carriers would pro-
duce hot electrons due to non-radiative transition of energy via an Auger-type process39. The hot electrons may 
have sufficient energy to collide with a molecule and dissociate into free radicals. According to the theory pro-
posed by Kao, this process can be expressed as ref. 40.

+ → + +
→ + + +

− −

−

⁎ ⁎

⁎ ⁎or
AB e (hot) A B e (cold)

A B e (trapped) energy release (2)

This process is continuous, resulting in a formation of low-density regions in the amorphous area, in which 
electrons are more easily to be accelerated by electric field and gain kinetic energies to cause chain scission. 
Consequently, the chain scissions or microvoids cause partial discharge and further develop into breakdown of 
polymer.

Space charge behaviors.  Figure 3 shows the dynamic space charge distributions of LDPE/graphene com-
posites with the filler content of 0 wt%, 0.005 wt%, 0.01 wt% and 0.1 wt% under a dc electric field of 50 kV/mm for 
1800 s. In addition, the electric field distributions after applying the stress for 1800 s are also presented in the bot-
tom right corner, respectively. The space charge behaviors of neat LDPE are shown in Fig. 3a. It can be seen that 
both the charge peaks at electrode-polymer interfaces move towards the bulk of polymer with the lapse of polari-
zation time, indicating a marked injection of homocharges from both of the electrodes. Due to the semicrystalline 
nature of LDPE, the interfaces between the crystalline and amorphous phases can introduce trapping sites, which 
would capture the injected charges and result in the accumulation of space charge. It is shown that a large quan-
tity of electrons are injected deeper and trapped in the bulk of LDPE up to 1800 s, which is due to a much higher 
mobility of electrons than holes. Lewis has proved that holes in LDPE will tunnel between chain-located valence 
states through interchain barriers and electrons between chain states through chain barriers. As a result, a marked 
distortion of electric field occurs in the vicinity of anode.

By comparing the space charge behaviors in Fig. 3a and b, it is found that much fewer space charges accu-
mulate in the bulk of 0.005 wt% LDPE NCs. According to the above-mentioned analyses, the polymer-graphene 
interaction zones suppress the charge carrier transport, leading to the large quantities of homocharges accumulat-
ing in the vicinity of both electrodes. It is believed that, the homocharges near the electrodes reduce the effective 
field at the electrode-polymer interface, enhance the potential barrier for Schottky injection, and suppress the 
further injection of homocharges from electrodes into polymer. With the lapse of polarization time, the space 
charge density in the bulk remain fairly stable, resulting in a uniform field-strength distribution. Up to 1800 s, 
the maximum electric field in the vicinity of anode is 58.6 kV/mm, which is much lower than that of neat LDPE 
(65.9 kV/mm).

Figure 3.  Space charge behaviors LDPE/graphene NCs under 50 kV/mm measured by PEA method, as well as 
the electric field distribution after applying the stress for 1800 s. (a) Neat LDPE. (b) 0.005 wt% LDPE NCs. (c) 
0.01 wt% LDPE NCs. (d) 0.1 wt% LDPE NCs.
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However, further increasing the filler content would lead to an aggravation of space charge accumulation. As 
shown in Fig. 3c and d, large quantities of electrons are injected into the polymer bulk of 0.01 wt% and 0.1 wt% 
LDPE NCs. Combining with the results in Fig. 2a, it is assumed that the overlapping sites of the polymer-filler 
interaction zones would provide low-resistance paths for electrons between molecular chains, thus accelerating 
the transport of electrons through chain barriers and leading to significant amount of space charge accumulation 
in the bulk of polymer. Consequently, severe field distortions occur in the vicinity of anode as shown in Fig. 3c 
and d.

Trap modulated charge carrier transport.  The experimental results presented above consistently show 
that the transport of charge carriers in 0.005 wt% LDPE/graphene NCs is significantly suppressed, resulting in a 
lower dc conductivity, a higher breakdown strength and a smaller amount of space charge accumulation than the 
neat LDPE. It is believed that the transport of charge carriers is closely associated with the trap level distributions 
in polymer. In this study, isothermal discharge current (IDC) tests are employed to characterize the trap level dis-
tributions of LDPE/graphene NCs. Figure 4a shows the isothermal discharge current (I) of NCs as a function of 
depolarization time (t). It is found that the discharge current decreases gradually with the depolarization time and 
finally reach a quasi-steady state, since deeper and deeper traps are involved in the charge-release mechanism. 
Based on the theory of IDC proposed by Simmons, the density of traps (Nt(E)) and the energy of traps (Et) can be 
calculated by following equations41.

=N E dIt
el kT

( ) 2
(3)t 2

ν=E kT tln( ) (4)t

where d is the thickness of the film and l is the penetration depth of injected electrons. e is the electronic charge 
quantity. k is the Boltzmann constant. T is the absolute temperature (323 K). ν is the escape frequency of trapped 
electrons, which is approximately equal to 1012 s−1 in LDPE.

The trap level distributions of LDPE/graphene NCs are obtained and shown in Fig. 4b. It is observed that the 
deep traps of all the LDPE/graphene NCs locate at ~0.95 eV. The density of deep traps increases with increasing 
filler content from 0 to 0.005 wt%, and then decreases with a further increase of filler content to 0.1 wt%. Previous 
researches have reported that the deep charge traps were introduced in NCs, such as aluminium oxide-doped 
epoxy (EP/Al2O3)15, silica-doped silicone rubber (SiR/SiO2)16 and titanium oxide-doped polyimide (PI/TiO2) 
NCs17. Tanaka proposed a multi-core model for typical spherical nanoparticles, in which the polymer-graphene 
interface consists of a bonded layer (the first layer), a bound layer (the second layer), a loose layer (the third layer) 

Figure 4.  (a) Isothermal discharge current of LDPE/graphene NCs as a function of depolarization time. (b) 
Trap level distributions of LDPE/graphene NCs. (c) Schematic model for illustrating the deep trap modulated 
charge carrier transport. (d) Schematic model for illustrating the charge carrier transport through the overlaps 
of interaction zones and the thermally-activated field-enhanced hopping between neighbor fillers.
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and an electric double layer overlapping the above three layers14. A large quantity of deep traps for electrons and 
holes are distributed in the bonded and bound layer, which capture charges within polymer and increase the 
average hopping distance for the charge carriers, thus suppressing the transport of charge carriers. As illustrated 
in Fig. 4c and d, a plate-like interaction zones appears at the interfaces between graphene fillers and LDPE matrix, 
referring to the multi-core model proposed by Tanaka. The inner layer, with a thickness of approximate ten nano-
meters, consists of the bonded layer and bound layer of the multi-core model, in which a large quantities of the 
deep carrier traps are distributed. The outer layer, with a thickness of tens of nanometers, presents the loose layer, 
which contains many shallow traps.

In the case of low filler content as shown in Fig. 4c, large quantities of deep carrier traps, introduced by the 
well-dispersed fillers, interact with the original trapping sites in LDPE matrix and result in a dramatic increase 
of deep trap density in NCs. Actually, the graphene fillers with a high aspect ratio has a large specific surface area 
of 1217 m2/g in this study, which is much larger than those of the spherical nanoparticles, such as Al2O3, SiO2 
and TiO2. That is, graphene fillers provide much more deep traps than the other nanoparticles under the con-
dition of same mass fraction. The large numbers of deep traps in the plate-like regions would capture holes and 
electrons and significantly suppress the transport of charge carriers in the microview, leading to the decrease of 
volume conductivity. As shown in Fig. 3b, the deep trap modulated carrier trapping results in the homocharges 
accumulation in the vicinity of electrodes, thus enhancing the potential barrier for Schottky injection, enhancing 
the electric field required for charge injection and suppressing the accumulation of space charges in the bulk. 
Additionally, the reduction of the injected charges could suppress the occurrence of charge trapping or recombi-
nation and reduce the formation of hot electrons with high energies that impact with molecules. Consequently, 
the breakdown strength is improved, based on the Kao’s model presented in Equation (2). Therefore, the deep trap 
modulated charge carrier transport in 0.005 wt% LDPE/Graphene composites leads to a lower dc conductivity, 
a higher breakdown and a smaller amount of space charge accumulation than the neat LDPE, as shown in Figs 2 
and 3.

With the further increase of the filler content to 0.1 wt%, the NDNF becomes at the level of sub-micrometer 
or nanometer, as shown in Fig. 1d. Therefore, the loose layers would overlap with each other, which provides 
low-resistance paths for electrons and holes as illustrated in Fig. 4d. Besides, at a location where the polymer layer 
between the neighbor filler is thin enough, typical within tens of nanometers, a large amount of charge carriers 
may pass through the thin polymer layer between neighboring fillers via the thermally-activated field-enhanced 
hopping. The behaviors mentioned above would weaken the effects of deep traps in interaction zones and accel-
erate the local transport of charge carriers, thus further resulting in an increase of dc conductivity. Additionally, 
the effect of the deep traps on the homocharge accumulation near the electrodes is weakened, which reduces the 
effective height of barriers at the electrode-polymer interface and causes a large quantities of charges to accumu-
late in the dielectric bulk. The aggravation of space charge injection and accumulation could also improve the 
energy of hot electrons and accelerate the formation of the chain scissions or microvoids in amorphous regions, 
resulting in the decrease of breakdown strength. That is the main reason for the decrease of breakdown strength.

Conclusion
In this paper, the effects of graphene addition on the dc conductivity, breakdown strength and space charge 
behaviors of LDPE/graphene composites are investigated, and their trap level distributions are analyzed. It can be 
summarized that the composites with a filler content of 0.005 wt% have a lower dc conductivity, a higher break-
down strength and a much smaller amount of space charge accumulation than the neat LDPE, which presents 
that the transport of charge carriers is suppressed by the well-distributed graphene. The density of deep traps 
increases with increasing filler content from 0 to 0.005 wt%, and then decreases with a further increase of filler 
content to 0.1 wt%, which is similar with the electrical performance. Accordingly, a schematic model is proposed 
for illustrating the effect of the polymer-filler interaction zones on charge carrier transport. It is concluded that 
large quantities of deep carrier traps distributed in the bonded layer and bound layer could capture the charge 
carriers in the vicinity of electrodes, thus enhancing the electric field required for charge injection and reducing 
the space charge accumulation in the dielectric bulk. Additionally, the formation of hot electrons with high ener-
gies are suppressed, resulting in the improvement of breakdown strength. However, further increasing of the filler 
content may lead to the charge transport through the overlapping sites of loose layers, and even an occurrence of 
thermally-activated field-enhanced carriers hopping between neighbor fillers, thus enhancing the dc conductivity 
macroscopically and reducing the breakdown strength of NCs. In conclusion, the deep trap modulated charge 
carrier transport is benefit to reduce the dc conductivity, modify the space charge behaviors and enhance the 
breakdown strength, which is of great significance in improving electrical properties of polymer dielectrics.

Methods
Preparation of LDPE/graphene NCs.  LDPE (DFDB-6005 NT) with density of 0.92 g/cm3 is supplied by 
Dow Chemical Company (USA). The graphene nanoplatelets with a diameter of 0.5~5 μm and a specific surface 
area of 1217 m2/g are purchased from Hengqiu Graphene Technology Co., LTD (China). The graphene with 
different filler content of 0.005 wt%, 0.01 wt%, 0.1 wt% and 0.5 wt% are mechanically mixed with LDPE at the pro-
cessing temperature of 453 K. To achieve proper dispersion of nanofillers in polymer matrix, the graphene is pre-
viously treated by surface modification agent. The mixed compounds are hot-pressed in a stainless steel mold at 
433 K under a pressure of 15 MPa for 15 minutes. Then the prepared films are cooled down to room temperature.

SEM and DSC tests.  The cross-sections of specimens with different filler content are observed by scanning 
electron microscopy (SEM, Hitachi S4800). The specimens for SEM observing are previously fractured in liquid 
nitrogen and sputtered with thin gold layer. Crystallisation and melting of the LDPE/graphene NCs were studied 
in a Mettler-Toledo differential scanning calorimeter (DSC). The specimens (4.0 ± 0.5 mg) were heated to 180 °C 



www.nature.com/scientificreports/

7Scientific Reports | 7: 4015  | DOI:10.1038/s41598-017-04196-5

and kept at this temperature for 5 min in order to erase the previous thermal history, cooled to 20 °C, and finally 
heated to 180 °C at a scanning rate of 10 °C min−1 to record the crystal melting.

Electrical experiments.  DC conductive characteristics of specimens with a thickness of 240 ± 5 μm are 
measured at room temperature. The experiments follow a standard procedure using a three-electrode system, 
where the high-voltage electrode is a stainless steel cylindrical electrode with a diameter of 30 mm, and the main 
electrode is 25 mm in diameter, where the guard ring eliminated surface currents. The charging current in an 
electrical field of 10 kV/mm is measured by an electrometer (Keithley 6517B) for 2100 s. Then the conductivity 
(σ) can be obtained by the following equation.

σ
π

= ⋅
+

I
E d g

4
( ) (5)2

where I is the mean value of the charging current during the final 100 s. E is the strength of the electric field. d is 
the diameter of the main electrode and g is the gap between the main electrode and cylindrical electrode. It should 
be emphasized that for each value of conductivity, a new specimen is used for current measurement to ensure the 
accuracy.

DC breakdown tests are performed in insulating oil at room temperature by using two stainless steel elec-
trodes with a diameter of 6 mm. In order to reduce the edge effect, a chamfer with a radius of 0.5 mm is designed. 
The specimens with a thickness of 75 μm are tested at a voltage rising rate of 500 V/s until the specimens are bro-
ken down. Each specimen is tested more than 10 times and the two-parameter Weibull distribution is employed 
to characterize the dc breakdown strength.

Space charge distributions are tested by pulsed electro-acoustic (PEA) tests under an electrical field of 50 kV/
mm. The specimens with a thickness of 240 ± 5 μm and a diameter of 8 cm are sandwiched between an alumi-
num electrode with a diameter of 12 cm and a semiconductive polymer electrode with a diameter of 2 cm. The 
voltage-on test is performed for 30 minutes, and the voltage-off test continues for 15 minutes. The space charge 
behavior of each group is confirmed by repeating the tests for five times.

IDC tests are employed to obtain the trap level distribution of composites with different filler content. The 
specimen with a thickness of 240 ± 5 μm is placed between two gold-coated stainless steel electrodes with a diam-
eter of 2 cm. The tested specimen is first polarized under 30 kV/mm at 323 K for 30 min, and then short-circuited 
for 50 min to release the polarization charges. The isothermal discharge current curve is recorded by an electrom-
eter (Keithley 6517B).

References
	 1.	 Lewis, T. J. Nanometric dielectrics. IEEE Trans. Dielectr. Electr. Insul. 1, 812–825 (1994).
	 2.	 Nelson, J. K., Fothergill, J. C., Dissado, L. A. & Peasgood, W. Towards an understanding of nanometric dielectrics. IEEE Conference 

on Electrical Insulation and Dielectric Phenomena. 295–298 (2002).
	 3.	 Tanaka, T., Montanari, G. C. & Mulhaupt, R. Polymer nanocomposites as dielectrics and electrical insulation-perspectives for 

processing technologies, material characterization and future applications. IEEE Trans. Dielectr. Electr. Insul. 11, 763–784 (2004).
	 4.	 Nelson, J. K. & Hu, Y. Nanocomposite dielectrics - properties and implications. J. Phys. D: Appl. Phys. 38, 213–222 (2005).
	 5.	 Krivda, A. et al. Characterization of epoxy microcomposite and nanocomposite materials for power engineering applications. IEEE 

Trans. Electr. Insul. Mag. 28, 38–51 (2012).
	 6.	 Du, B. X., Xu, H., Li, J. & Li, Z. L. Space charge behaviors of PP/POE/ZnO nanocomposites for HVDC cables. IEEE Trans. Dielectr. 

Electr. Insul. 23, 3165–3174 (2016).
	 7.	 Wang, K. et al. Epoxy nanocomposites with highly exfoliated clay: mechanical properties and fracture mechanisms. Macromolecules 

38, 788–800 (2005).
	 8.	 Huang, X. et al. Thermally conductive, electrically insulating and melt-processable polystyrene/boron nitride nanocomposites 

prepared by in situ reversible addition fragmentation chain transfer polymerization. Nanotechnology 26, 015705 (2015).
	 9.	 Nelson, J. K. Dielectric polymer nanocomposites. (Springer, 2010).
	10.	 Tanaka, T. & Imai, T. Advances in nanodielectric materials over the past 50 years. IEEE Trans. Electr. Insul. Mag. 29, 10–23 (2013).
	11.	 Roy, M., Nelson, J. K., MacCrone, R. K. & Schadler, L. S. Candidate mechanisms controlling the electrical characteristics of silica/

XLPE nanodielectrics. J. Mater. Sci. 42, 3789–3799 (2007).
	12.	 Nelson, J. K. & Fothergill, J. C. Internal charge behaviour of nanocomposites. Nanotechnology 15, 586–595 (2004).
	13.	 Lewis, T. J. Interfaces are the dominant feature of dielectrics at the nanometric level. IEEE Trans. Dielectr. Electr. Insul. 11, 739–753 

(2004).
	14.	 Tanaka, T., Kozako, M., Fuse, N. & Ohki, Y. Proposal of a multi-core model for polymer nanocomposite dielectrics. IEEE Trans. 

Dielectr. Electr. Insul. 12, 669–681 (2005).
	15.	 Li, C. Y., Hu, J., Lin, C. J. & He, J. L. The control mechanism of surface traps on surface charge behavior in alumina-filled epoxy 

composites. J. Phys. D: Appl. Phys. 49, 445304 (2016).
	16.	 Liu, Y., Li, Z. L. & Du, B. X. Effects of nano-SiO2 particles on surface tracking characteristics of silicone rubber composites. Appl. 

Phys. Lett. 105, 102905 (2014).
	17.	 Zha, J. W., Chen, G., Dang, Z. M. & Yin, Y. The influence of TiO2 nanoparticle incorporation on surface potential decay of corona-

resistant polyimide nanocomposite films. J. Electrost. 69, 255–260 (2011).
	18.	 Du, B. X. & Xiao, M. Thermal accumulation and tracking failure process of BN-filler epoxy-matrix composite. IEEE Trans. Dielectr. 

Electr. Insul. 20, 2270–2276 (2013).
	19.	 Peng, W. Y., Huang, X. Y., Yu, J. H., Jiang, P. K. & Liu, W. H. Electrical and thermophysical properties of epoxy/aluminum nitride 

nanocomposites: Effects of nanoparticle surface modification. Composites: Part A 41, 1201–1209 (2010).
	20.	 Huang, X. Y., Jiang, P. K. & Yin, Y. Nanoparticle surface modification induced space charge suppression in linear low density 

polyethylene. Appl. Phys. Lett. 95, 242905 (2009).
	21.	 Virtanen, S. et al. Dielectric breakdown strength of epoxy bimodal-polymer-brush-grafted core functionalized silica 

nanocomposites. IEEE Trans. Dielectr. Electr. Insul. 21, 563–570 (2014).
	22.	 Li, D. & Zhu, X. Short-period synthesis of high specific surface area silica from rice husk char. Mater. Lett. 65, 1528–1530 (2011).
	23.	 Zhou, H. et al. Stimulated osteoblastic proliferation by mesoporous silica xerogel with high specific surface area. J. Mater. Sci. Mater. 

Med. 22, 731–739 (2011).
	24.	 Li, Z. F. et al. Fabrication of high-surface-area graphene/polyaniline nanocomposites and their application in supercapacitors. ACS 

Appl. Mater. Interfaces 5, 2685–2691 (2013).



www.nature.com/scientificreports/

8Scientific Reports | 7: 4015  | DOI:10.1038/s41598-017-04196-5

	25.	 Rafiee, M. A. et al. Enhanced mechanical properties of nanocomposites at low graphene content. ACS Nano 3, 3884–3890 (2009).
	26.	 Li, M., Gao, C., Hu, H. & Zhao, Z. Electrical conductivity of thermally reduced graphene oxide/polymer composites with a 

segregated structure. Carbon 65, 371–373 (2013).
	27.	 Gaska, K., Xu, X. D., Gubanski, S. & Kádár, R. Electrical, mechanical, and thermal properties of LDPE graphene nanoplatelets 

composites produced by means of melt extrusion process. Polymer 9, 11 (2017).
	28.	 Novoselov, K. S. et al. Electric field effect in atomically thin carbon films. Science 306, 666–669 (2004).
	29.	 Zhong, M. et al. Interface coupling in graphene/fluorographene heterostructure for high-performance graphene/silicon solar cells. 

Nano Energy 28, 12–18 (2016).
	30.	 Akinwande, D. et al. Large-Area Graphene Electrodes: Using CVD to facilitate applications in commercial touchscreens, flexible 

nanoelectronics, and neural interfaces. IEEE Nanotechnol. Mag. 9, 6–14 (2015).
	31.	 Fim, F. D. C., Basso, N. R., Graebin, A. P., Azambuja, D. S. & Galland, G. B. Thermal, electrical, and mechanical properties of 

polyethylene–graphene nanocomposites obtained by in situ polymerization. J. Appl. Polym. Sci. 128, 2630–2637 (2013).
	32.	 Gray, A. P. Polymer crystallinity determinations by DSC. Thermochim. Acta. 1, 563–579 (1970).
	33.	 Peng, S. et al. Local dielectric property detection of the interface between nanoparticle and polymer in nanocomposite dielectrics. 

Sci. Rep. 6, 38978 (2016).
	34.	 Hoang, A. et al. Charge transport in LDPE nanocomposites part I-experimental approach. Polymers 8, 87 (2016).
	35.	 Adamec, V. & Calderwood, J. H. On the determination of electrical conductivity in polyethylene. J. Phys. D: Appl. Phys. 14, 

1487–1494 (1981).
	36.	 Strümpler, R. & Glatz-Reichenbach, J. Conducting polymer composites. J. Electroceram 3, 329–346 (1999).
	37.	 Yang, Y., He, J. L., Wu, G. N. & Hu, J. “Thermal stabilization effect” of Al2O3 nano-dopants improves the high-temperature dielectric 

performance of polyimide. Sci. Rep. 5, 16986 (2015).
	38.	 Wang, W. W., Min, D. M. & Li, S. T. Understanding the conduction and breakdown properties of polyethylene nanodielectrics: effect 

of deep traps. IEEE Trans. Dielectr. Electr. Insul. 23, 564–572 (2016).
	39.	 Dissado, L. A. & Fothergill, J. C. Electrical Degradation and Breakdown in Polymers. (Peter Peregrinus, 1992).
	40.	 Kao, K. C. New theory of electrical discharge and breakdown in low-mobility condensed insulators. J. Appl. Phys. 55, 752–755 

(1984).
	41.	 Simmons, J. G. & Tam, M. C. Theory of isothermal currents and the direct determination of trap parameters in semiconductors and 

insulators containing arbitrary trap distributions. Phys. Rev. B 7, 3706–3713 (1973).

Acknowledgements
This research is supported by the National Key Basic Research Program of China under the Grant 
2016YFB0900701; the Chinese National Natural Science Foundation under the Grant 51537008.

Author Contributions
Zhonglei Li prepared the specimens, designed and conducted the experiments, prepared the figures, analyzed the 
data and wrote the paper; Boxue Du designed the experiments and analyzed the data; Chenlei Han and Hang Xu 
prepared the specimens and conducted the experiments.

Additional Information
Competing Interests: The authors declare that they have no competing interests.
Publisher's note: Springer Nature remains neutral with regard to jurisdictional claims in published maps and 
institutional affiliations.

Open Access This article is licensed under a Creative Commons Attribution 4.0 International 
License, which permits use, sharing, adaptation, distribution and reproduction in any medium or 

format, as long as you give appropriate credit to the original author(s) and the source, provide a link to the Cre-
ative Commons license, and indicate if changes were made. The images or other third party material in this 
article are included in the article’s Creative Commons license, unless indicated otherwise in a credit line to the 
material. If material is not included in the article’s Creative Commons license and your intended use is not per-
mitted by statutory regulation or exceeds the permitted use, you will need to obtain permission directly from the 
copyright holder. To view a copy of this license, visit http://creativecommons.org/licenses/by/4.0/.
 
© The Author(s) 2017

http://creativecommons.org/licenses/by/4.0/

	Trap Modulated Charge Carrier Transport in Polyethylene/Graphene Nanocomposites

	Results and Discussion

	Characterization of LDPE/graphene NCs. 
	DC conductivity and breakdown strength. 
	Space charge behaviors. 
	Trap modulated charge carrier transport. 

	Conclusion

	Methods

	Preparation of LDPE/graphene NCs. 
	SEM and DSC tests. 
	Electrical experiments. 

	Acknowledgements

	Figure 1 (a,b,c and d) are the SEM images of cross sections, corresponding to the 0 wt%, 0.
	Figure 2 (a) DC conductivity of LDPE/graphene NCs as a function of polarization time under 10 kV/mm.
	Figure 3 Space charge behaviors LDPE/graphene NCs under 50 kV/mm measured by PEA method, as well as the electric field distribution after applying the stress for 1800 s.
	Figure 4 (a) Isothermal discharge current of LDPE/graphene NCs as a function of depolarization time.
	Table 1 Melting temperature, melting enthalpy and crystallinity levels of LDPE/graphene NCs measured by DSC tests.




