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of 3D hierarchical porous graphene/polyaniline
composites

Zhaoxia Hou, * Lingxi Kong, Shengnan Zou, Lanwei Zhao and Lirong Yang

Porous graphene materials show outstanding performance in energy storage field due to their unique

microstructure and properties. To construct 3D hierarchical porous graphene and combine with

conductive polyaniline is an effective way to realize high energy density and good cycling stability. The

interlamellar macroporous structure of 3D graphene was constructed by polystyrene (PS) microspheres

and nickel foam as double templates. The mesoporous structure was etched in 3D macroporous

graphene sheets by potassium hydroxide (KOH) chemical activation. And 3D hierarchical porous

graphene (3D-hpGr) composited with polyaniline (PANI) by in situ chemical oxidative polymerization to

obtain 3D-hpGr/PANI composites. The effect of the introduction of 3D-hpGr on microstructure,

morphology and electrochemical performance of the composites was investigated. PANI nanowire

arrays successfully decorate the surface of the 3D-hpGr sheets when the amount of 3D-hpGr reaches

40% (wt%). The specific capacitance of 3D-hpGr/PANI40 reaches 573 F g�1 at 0.5 A g�1, much higher

than that of pure PANI (419 F g�1). The retention ratio of 3D-hpGr/PANI40 retains 84% of its initial

specific capacitance after 1000 cycles at 1.0 A g�1, and the cycling stability of all composites is higher

than that of pure PANI (69%). The potential drop of 3D-hpGr/PANI composites decreases from 0.339 V

to 0.139 V, and the energy density increases consequently. The energy density of 3D-hpGr/PANI40

reaches 31.2 W h kg�1 at the power density of 0.709 kW kg�1.
1 Introduction

Supercapacitors are considered as promising candidates in
digital products, power devices and hybrid electric vehicles etc.,
owing to their outstanding features of rapid charge/discharge,
long service life and high power density.1 The theoretical
specic capacitance of graphene can be as high as 550 F g�1.2

However, irreversible agglomeration occurs between graphene
sheets due to the p–p bond stacking and van der Waals forces,
which makes the capacitor performance unsatisfactory.3 In
order to successfully exploit the excellent properties of gra-
phene for electrochemical applications, the re-stacking of gra-
phene sheets needs to be minimized.4 Compared with other
porous carbon materials, graphene-based porous materials
have high mechanical strength, a large specic surface area,
good chemical and thermal stability, and high electrical
conductivity, and are easy to be combined with other organic
and inorganic materials.5 Porous graphene materials show
outstanding performance in the energy storage eld due to their
unique microstructure and properties.6–8 The pore size, pore
shape, and pore volume of the porous graphene material are
Micro-Nano Materials Resaerch and
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critical to the performance. Therefore, it is of great research
signicance to build a unique porous structure of graphene in
order to improve its application value in various high perfor-
mance devices.

Graphene-based porous materials can be divided into single-
layer porous graphene (with in-plane pores),9 2D-layered porous
graphene (interlayer pores)10 and 3D porous graphene networks
(including in-plane pores and 3D cross-linking).11 Although the
size of the interlayer pores of the 2D-layer porous graphene can
be precisely controlled by adjusting the structure of the inter-
calating molecule and the type of intercalating agent, the
adjustable range is relatively limited, ranging from sub-
nanometer to several nanometers, this scale is not sufficient
for electrochemical applications.6 Therefore, 2D graphene
nanosheets are constructed into a 3D porous structure, on the
one hand, the intrinsic structure and characteristics of gra-
phene can be partially retained, on the other hand, the large
specic surface area can be realized, which is favorable for
electrochemical storage. In addition, the formation of the in-
plane pores and the 3D porous network may provide effective
conditions for transport of electrolyte ions and interaction
between electrolyte ions and electrode materials.12

Typical conducting polymers—polyaniline (PANI) and its
composites have been studied recently due to its easy synthesis,
low cost, easy doping and high pseudocapacitance.13–17
RSC Adv., 2020, 10, 2989–2997 | 2989
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However, the cycling stability of PANI is usually poor and its rate
capability is low, which was mainly owing to the mechanical
deterioration and the slow charge transfer.18 The combination
of 3D hierarchical graphene with controllable morphology
conductive PANI can prevent the re-stacking of graphene, and
graphene itself can inhibit the mechanical deterioration of
PANI during charge and discharge. In addition, the 3D porous
structure can provide space for the expansion and contraction
of PANI and accelerate the transmission rate of ions in the
active electrodes.

In this work, the graphene oxide (GO) prepared by the
modied Hummers' method was used as the precursor, the
interlamellar macroporous structure of 3D graphene was con-
structed by polystyrene (PS) microspheres and nickel foam as
double templates. Then, the mesoporous structure was etched
in 3D graphene sheets by KOH chemical activation, and nally
a 3D hierarchical porous graphene (3D-hpGr) was formed. And
then graphene with 3D hierarchical porous structure compos-
ited with PANI by the in situ polymerization. The synthesis
process was shown in Scheme 1. The microstructure,
morphology and electrochemical performance of 3D-hpGr/PANI
composites were characterized and investigated. The 3D-hpGr/
PANI composites showed a high specic capacitance, good
cycling stability and high-energy density.
2 Materials and methods
2.1 Materials

All reagents are analytically pure and were used directly without
any further treatment. Graphite powder (25 mm) came from
Nanjing XFNANO Materials Tech Co., Ltd. Aniline (An),
ammonium persulfate (APS) and sodium hydrosulte were ob-
tained from Tianjin Damao Chemical Agent Company. Potas-
sium hydroxide (KOH), polyvinylpyrrolidone K30 (PVP), and
azobisisobutyronitrile (AIBN) were purchased from Tianjin Bodi
Chemical Engineering Corporation. Styrene (ST) was acquired
from Shandong West Asia Chemical Industry Co., Ltd. Nickel
foam was obtained from Shenzhen Green Tech.
2.2 Preparation of PS microspheres

PS microspheres were synthesized by the dispersion polymeri-
zation method. Deionized water 20 mL and isopropanol 140 g
Scheme 1 Schematic representation of synthesis process of 3D-
hpGr/PANI.

2990 | RSC Adv., 2020, 10, 2989–2997
were mixed, the mixture was then added PVP 3 g, kept stirring at
70 �C, then added AIBN 1.0 g and ST 50 g. The solution above
was magnetically stirred at 70 �C for 24 h under a nitrogen
atmosphere. The PS emulsion was centrifuged, washed repeat-
edly with ethanol and deionized water, and then dispersed in
deionized water to obtain a PS suspension, nally dried in an
oven at 50 �C for further amination.

PS microspheres were nitrated and then aminated to make
them charge positively. The nitration process is as follows: 100 g
10% PS emulsion with deionized water as dispersant was
magnetically stirred at 50 �C, and then mixed with 50 mL nitric
acid and sulfuric acid with the volume ratio of 2 : 3. The reac-
tion kept going at room temperature for 2 h, and then the
emulsion was ltered, and washed repeatedly with deionized
water until the pH value was neutral. The nitrated polystyrene
(PNS) was dried in an oven at 50 �C for 24 h, the pale yellow PNS
powders were stored in a refrigerator for use. The amination
process was as follows: the above PNS powders were put into
a ask, then 60 mL of 2 M NaOH solution was added, and
magnetic stirring was carried out at 75 �C, then the reducing
agent Na2S2O4 was added. The reaction was kept going at 75 �C
for 4 h, and the emulsion was ltered, and washed repeatedly
with deionized water until the pH value was neutral. Finally, the
aminated polystyrene (PAS) were dried in an oven at 50 �C for
24 h, the yellow PAS powders were stored in the refrigerator for
use.
2.3 Preparation of 3D macroporous graphene

GO was prepared by a modied Hummers' method according to
the ref. 19. The 1 mg mL�1 GO dispersion mixed with the
10 wt% PAS emulsion at a mass ratio of 2 : 1. GO and PAS
dispersion was kept stirring for half an hour and dispersed by
ultrasound for 3 h. Since the PAS positively charged and GO
negatively charged attract each other, GO can fully wrapped on
the surface of PS microspheres. The nickel foam was washed by
0.1 M HCl and immersed in a GO/PS dispersion for 30 min and
dried at 50 �C for 6 h, repeated the operation for three times to
ensure that the GO/PS adhered evenly on the surface of the
nickel foam, and the sample was marked as GO/PS@Ni. Finally,
GO/PS@Ni was immersed in 3 M HCl and heat-treated at 60 �C
for 10 h to remove the nickel foam. GO/PS removal Ni was
ltered, and washed repeatedly with deionized water until the
pH value was neutral, and then heat treated in a tube furnace at
500 �C for 3 h and 600 �C for 3 h to remove the PS templates.
Thus, 3D macroporous graphene (3D-Gr) was obtained.
2.4 Preparation of 3D-hpGr

7 M KOH solution was stirred with 3D-Gr for 30 min, the mass
ratio of KOH to 3D-Gr was 7 : 1. The dispersion was allowed to
stand for 24 h at room temperature, then freeze-dried for 48 h,
and the dried sample was heat treated in a tube furnace at
500 �C for 5 h under a nitrogen atmosphere. The product was
repeatedly rinsed with 36% acetic acid and deionized water
until the pH value was neutral, and then 3D-hpGr was obtained.
This journal is © The Royal Society of Chemistry 2020
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2.5 Preparation of 3D-hpGr/PANI composites

3D-hpGr/PANI composites were synthesized by the in situ
chemical oxidative polymerization method with An as a mono-
mer in the presence of 3D-hpGr. The procedures were as fol-
lowed: 3D-hpGr was ultrasonically dispersed in 1 M HCl for
0.5 h, and 30 mM An was added into 3D-hpGr suspension, and
performed another 0.5 h sonication, and then decreased to 0 �C.
APS was dropped in, and kept stirring at 0 �C for 24 h, the molar
ratio of An to APS is 10 : 1. The composites were repeatedly
ltered and washed with deionized water and ethanol, until the
ltrate became colorless. Composites were marked as 3D-hpGr/
PANI5, 3D-hpGr/PANI10, and 3D-hpGr/PANI40 according to the
weight percent of 3D-hpGr, respectively; such as 3D-hpGr/PANI5
represents that 3D-hpGr accounts for 5% (wt%). In order to
comparison, pure PANI was synthesized via the same proce-
dures described above but without 3D-hpGr.
2.6 Materials characterization

X-ray diffraction (XRD, PANalytical) was analyzed with Cu Ka
radiation (l ¼ 0.15418 nm) from 5� to 60�. Fourier transform
infrared spectrometer (FT-IR, Bruker EQUNOX 55) was recorded
at room temperature from 400 cm�1 to 4000 cm�1 at a resolu-
tion of 2 cm�1 with KBr powder pellet. The microstructure was
observed by the Field Emission Scanning Electron Microscope
(FE-SEM, Hitachi S4800) and Transmission Electron Micro-
scope (TEM, Japanese electronic JME-2100).

The electrodes were manufactured by active materials with
10% binder (polytetrauoroethylene). The two-electrode system
was assembled with the carbon bre paper as a current
collector, the cellulose paper as a separator, and 1 M H2SO4

aqueous as the electrolyte. Electrochemical impedance spec-
troscopy (EIS), cyclic voltammetry (CV) and galvanostatic
charge–discharge (CD) measurements were carried out in the
two-electrode system. CV and EIS were tested on a PARSTART
2237 electrochemical workstation. CD was carried out by the
supercapacitor test system CT2001A of Wuhan Blue Electric. CV
and CD measurements were performed within the potential
range of 0–0.8 V. CV curves were tested at scan rates of 5, 10, 25,
50, and 100 mV s�1. CD curves were set in the range from
0.01 Hz to 100 kHz at different current densities.

The specic capacitance (Cs) of the material based on CD
data is determined according to the eqn (1):

Cs ¼ 4IDt

mDV
(1)

where, I is discharge current (A), Dt is the discharging time (s),
m is the total mass of active material (g), and DV is the voltage
drop (V).

The eqn (2) is used to calculate the energy density E of
supercapacitor,

E ¼ CsDV

8

2

(2)

The eqn (3) is used to calculate the power density P of
supercapacitor,
This journal is © The Royal Society of Chemistry 2020
P ¼ E

Dt
(3)
3 Results and discussion
3.1 Microstructure and morphology

Fig. 1(a) is a SEM image of PS microspheres synthesized by the
dispersion polymerization method. It can be seen that micro-
spheres have a smooth surface, good monodispersity, the
uniform spherical diameter of about 1.2 mm. SEM image of the
GO/PS sample is shown in Fig. 1(b). It can be seen that GO is
uniformly coated on the surface of PS microspheres, and
wrinkles of GO are clearly visible at the edge of PSmicrospheres,
indicating that GO sheets are very thin. Fig. 1(c) and (d) are SEM
images of GO/PS@Ni and GO/PS aer nickel removal, respec-
tively. It can be seen from Fig. 1(c) that GO/PS covered uniformly
and completely on nickel foam aer three times of dip coating.
PS/GO retains the skeleton structure of nickel foam aer
removal of nickel foam (Fig. 1(d)).

The result of EDS (Fig. 1(e)) shows that the element Ni is
completely removed. Fig. 1(f) is the SEM of 3D-Gr aer removal
PS and nickel foam templates, it can be seen obviously that
there exist a lot of pores sized at about 1 mm formed by PS. It can
be seen from Fig. 1(f) that the PS microspheres have been
removed aer being treated at 500 �C for 3 h and 600 �C for 3 h.
Thus 3D-Gr is formed successfully by using PS and nickel foam
double templates, laying the foundation for the subsequent
architecture of 3D-hpGr.

SEM images of 3D-hpGr obtained aer KOH activation are
shown in Fig. 2(a–c) and (d) is before KOH activation. It can be
seen that there are signicant change aer KOH activation.
Holes with the size of �1 mm can be observed on graphene
sheets (Fig. 2(a)). Aer further enlargement, it is found that
there exist a large number of dense mesopores on the surface
(Fig. 2(b)) and the surrounding (Fig. 2(c)) of the holes, 3D
hierarchical pore structure forms aer high temperature KOH
activation.

The XRD patterns of 3D-hpGr, pure PANI, 3D-hpGr/PANI5,
3D-hpGr/PANI10, and 3D-hpGr/PANI40 are shown in Fig. 3.
The apparent diffraction peaks at 25.0� and 43.0� are attributed
to the (002) and (100) crystal planes of graphene. In addition,
there are no other diffraction peaks in 3D-hpGr, indicating PS
microspheres and Ni have been completely removed. Four
distinct diffraction peaks around 9.8�, 15.3�, 20.2�, and 24.8�

can be seen from composites and pure PANI, corresponding to
(001), (011), (020), and (200) crystal planes of PANI (JCPDS53-
1891), respectively.

Fig. 4 shows the FT-IR spectra of PS, GO/PS, 3D-hpGr, pure
PANI, 3D-hpGr/PANI5, 3D-hpGr/PANI10, and 3D-hpGr/PANI40.
It can be seen from the spectrum of PS that there exist six
obvious peaks around 3025, 2922, 1493, 1452, 757 and
689 cm�1, 3025 cm�1 corresponds to the asymmetric stretching
vibration of C–H in –CH2—, 2922 cm�1 corresponds to the
stretching vibration of the aromatic C–H,20,21 1493 and
1452 cm�1 are attributed to bending vibration of C–H in –CH2–,
RSC Adv., 2020, 10, 2989–2997 | 2991

http://creativecommons.org/licenses/by-nc/3.0/
http://creativecommons.org/licenses/by-nc/3.0/
https://doi.org/10.1039/c9ra07248a


RSC Advances Paper

O
pe

n 
A

cc
es

s 
A

rt
ic

le
. P

ub
lis

he
d 

on
 2

0 
Ja

nu
ar

y 
20

20
. D

ow
nl

oa
de

d 
on

 1
2/

5/
20

25
 4

:3
6:

08
 P

M
. 

 T
hi

s 
ar

tic
le

 is
 li

ce
ns

ed
 u

nd
er

 a
 C

re
at

iv
e 

C
om

m
on

s 
A

ttr
ib

ut
io

n-
N

on
C

om
m

er
ci

al
 3

.0
 U

np
or

te
d 

L
ic

en
ce

.
View Article Online
757 and 689 cm�1 are attributed to the out-plane bending
vibration of the aromatic C–H. Theses peaks all disappear from
the spectrum of 3D-hpGr, which indicates that PS has been
Fig. 2 SEM images of 3D-hpGr after (a–c) and before (d) KOH
activation.

Fig. 1 SEM images of PSmicrospheres (a), GO/PS (b), GO/PS@Ni (c), GO/
PS removal Ni (d), EDS spectrum of GO/PS removal Ni (e), and 3D-Gr (f).

2992 | RSC Adv., 2020, 10, 2989–2997
removed. While GO/PS obviously appears both of the charac-
teristics of PS and GO, so it further testied the result of GO
coating on PS from SEM analysis in Fig. 1(b). There are same
Fig. 3 XRD patterns of 3D-hpGr, pure PANI, 3D-hpGr/PANI5, 3D-
hpGr/PANI10, and 3D-hpGr/PANI40.

This journal is © The Royal Society of Chemistry 2020
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Fig. 4 FT-IR spectra of PS, GO/PS, 3D-hpGr, pure PANI, 3D-hpGr/
PANI5, 3D-hpGr/PANI10, and 3D-hpGr/PANI40.

Paper RSC Advances

O
pe

n 
A

cc
es

s 
A

rt
ic

le
. P

ub
lis

he
d 

on
 2

0 
Ja

nu
ar

y 
20

20
. D

ow
nl

oa
de

d 
on

 1
2/

5/
20

25
 4

:3
6:

08
 P

M
. 

 T
hi

s 
ar

tic
le

 is
 li

ce
ns

ed
 u

nd
er

 a
 C

re
at

iv
e 

C
om

m
on

s 
A

ttr
ib

ut
io

n-
N

on
C

om
m

er
ci

al
 3

.0
 U

np
or

te
d 

L
ic

en
ce

.
View Article Online
absorption bands around 3433, 2922, and 791 cm�1 for all
samples except PS, corresponding to the stretching vibration of
O–H, the stretching vibration of the aromatic C–H/N–H, and the
in-plane bending absorption vibration of benzene rings,
respectively. The absorption band around 1632, 1576, 1380, and
1127 cm�1 of 3D-hpGr is due to the bending vibration of
aromatic C]C, the stretching vibration of aromatic C]C,
vibrations of carboxy C–O in C–OH/C–O–C, and in-plane
bending of O–H.22 Absorption peaks at 1576 and 1493 cm�1

are attributed to the stretching vibration of C]C in quinone
rings and benzene rings, respectively. 1137 cm�1 belongs to the
characteristic absorption peak of C]N in quinone rings,
Fig. 5 TEM (a) and HRTEM (b and c) images of 3D-hpGr.

This journal is © The Royal Society of Chemistry 2020
indicating that the PANI is doped. 1297 cm�1 is attributed to the
stretching vibration of C–N in quinone rings, 1236 cm�1 is
attributed to the stretching vibration of C–N in benzene rings.
These absorption peaks indicate PNAI is in the intermediate
oxidation state. There are several same absorption peaks in
spectra of 3D-hpGr/PANI5, 3D-hpGr/PANI10, and 3D-hpGr/
PANI40, but there are some different for the peak's shape and
the absorption intensity, absorption peaks around 1493, 1297
and 1137 cm�1 increase with the increase of 3D-hpGr, indi-
cating that characteristics of quinone rings and benzene rings
structure are markedly enhanced.

Fig. 5(a) is a TEM image of 3D-hpGr, and Fig. 5(b) and (c) are
HRTEM images of 3D-hpGr. It can be clearly seen from Fig. 5(a)
that the graphene sheet is very thin, but the specic number of
layers cannot be inferred from the TEM. The obvious meso-
porous structure can be seen from Fig. 5(a) and (b). Some of the
lattice stripes of graphene can be observed from the HRTEM
image in Fig. 5(c), the incomplete lattice stripes may be due to
a large number of defects formed during the KOH activation
Fig. 6 SEM images of pure PANI (a), 3D hp-rGO/PANI5 (b), 3D hp-
rGO/PANI10 (c), and 3D hp-rGO/PAN40 (d).

RSC Adv., 2020, 10, 2989–2997 | 2993
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Fig. 7 CV curves of pure PANI, 3D-hpGr/PANI5, 3D-hpGr/PANI10,
and 3D-hpGr/PANI40.
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process, and it may be owing to the incomplete reduction of GO
as well.

SEM images of pure PANI, 3D-hpGr/PANI5, 3D-hpGr/PANI10,
and 3D-hpGr/PANI40 are shown in Fig. 6. Pure PANI (Fig. 6(a))
appears cross-linking nanorods with the diameter of about
80 nm. Aer doping with 5% (Fig. 6(b)) and 10% (Fig. 6(c)) of
3D-hpGr, it can be seen that much thinner and shorter PANI
nanowires formed, marked by red circles. As the 3D-hpGr
increased to 40%, no nanorods can be observed, uniform
nanowire arrays grow on the surface of 3D-hpGr sheets, the
larger specic surface area is favorable for the interaction of the
active materials with the electrolyte.

Fig. 7 shows the CV curves of pure PANI, 3D-hpGr/PANI5, 3D-
hpGr/PANI10, and 3D-hpGr/PANI40 at the scan rate of 5, 10, 25,
50 and 100 mV s�1 in a 1 M H2SO4 electrolyte, respectively. The
CV curves of pure PANI display charge and discharge revers-
ibility, but the potential drops at the initial of discharge are
obvious due to the internal resistance. The CV curves of 3D-
hpGr/PANI composites exhibit good charge and discharge
reversibility, and signicant redox peaks indicate the typical
pseudocapacitance characterization. By comparison, the inte-
grated area of the CV curve gradually increases with the increase
of 3D-hpGr, indicating that the introduction of 3D-hpGr is
favorable for improving the rate capability.

Fig. 7 shows the CV curves of pure PANI, 3D-hpGr/PANI5, 3D-
hpGr/PANI10, and 3D-hpGr/PANI40 at the scan rate of 5, 10, 25,
50 and 100 mV s�1 in a 1 M H2SO4 electrolyte, respectively. Pure
PANI displays charge and discharge reversibility, but the
potential drops are on the high side, indicating the internal
resistance is large. 3D-hpGr/PANI composites exhibit good
charge and discharge reversibility, and signicant redox peaks
indicate the typical pseudocapacitance characterization. By
comparison, the CV curves gradually tend to horizontal with the
increase of 3D-hpGr, indicating that the introduction of 3D-
hpGr is favorable for improving the rate capability.

Fig. 8 depicts the Nyquist plots of pure PANI, 3D-hpGr/
PANI5, 3D-hpGr/PANI10, and 3D-hpGr/PANI40. The obvious
semicircles at the high frequency region can be seen. The
straight lines at the low frequency region are almost parallel to
the vertical axis, which reects the good capacity owing to the
fast and reversible redox. The equivalent series resistance (Rs)
and charge transfer resistance (Rct) of pure PANI, 3D-hpGr/
PANI5, 3D-hpGr/PANI10, and 3D-hpGr/PANI40 are shown in
Table 1. It can be seen that the 3D-hpGr/PANI40 has the lowest
Rct (0.382 U) and Rs (0.077 U). The low Rs and Rct mean excellent
electrical conductivity and fast charge transfer at the interface
between the electrode and electrolyte.

Fig. 9 shows CD curves of pure PANI, 3D-hpGr/PANI5, 3D-
hpGr/PANI10 and 3D-hpGr/PANI40. The Cs and potential drop
of pure PANI, 3D-hpGr/PANI5, 3D-hpGr/PANI10, and 3D-hpGr/
PANI40 are shown in Table 1 as well. The potential drop
decreases with the increase of 3D-hpGr, and the potential drop
of 3D-hpGr/PANI40 is the lowest. The Cs of 3D-hpGr/PANI
decreases rst and then increases with the addition of 3D-
hpGr. The Cs of 3D-hpGr/PANI5 and 3D-hpGr/PANI10 are
lower than pure PANI, whichmay be owing to the lowmass ratio
of 3D-hpGr fails to control the morphology of PANI effectively,
2994 | RSC Adv., 2020, 10, 2989–2997
while the low electric double-layer Cs of 3D-hpGr leads to the
decrease of the composites' Cs. The Cs of 3D-hpGr/PANI40 is 573
F g�1 at 0.5 A g�1, which is 36.8% higher than that of pure PANI
(419 F g�1), indicating that the proper introduction of 3D-hpGr
benets for improving the electrochemical performance of
composites.

Fig. 10 is the cycling stability of pure PANI, 3D-hpGr/PANI5,
3D-hpGr/PANI10, and 3D-hpGr/PANI40 at 1.0 A g�1 for 1000
cycles of charge and discharge, and their retention ratio at
This journal is © The Royal Society of Chemistry 2020
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Fig. 10 Cycling stability of pure PANI, 3D-hpGr/PANI5, 3D-hpGr/
PANI10, and 3D-hpGr/PANI40 at 1.0 A g�1.

Fig. 8 Nyquist plots of pure PANI, 3D-hpGr/PANI5, 3D-hpGr/PANI10,
and 3D-hpGr/PANI40.

Table 1 Rs, Rct, Cs, the retention ratio, power density and energy density of pure PANI, 3D-hpGr/PANI5, 3D-hpGr/PANI10, and 3D-hpGr/PANI40

Samples Rs Rct Cs @ 0.5 A g�1 (F g�1)
Potential drop
(V)

Retention ratio @
1 A g�1 (1000 cycles)

Power density
(kW kg�1)

Energy density
(W h kg�1)

PANI 0.122 0.466 419 0.339 69% 0.445 11.1
3D-hpGr/PANI5 0.096 0.441 366 0.254 76% 0.463 13.8
3D-hpGr/PANI10 0.100 0.440 360 0.192 78% 0.572 16.7
3D-hpGr/PANI40 0.077 0.382 573 0.139 84% 0.709 31.2
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1.0 A g�1 aer 1000 cycles are also shown in Table 1. The Cs of
3D-hpGr/PANI40 still reaches 84% of its original one at 1.0 A g�1

aer 1000 cycles of charge and discharge, while the retention
ratios of 3D-hpGr/PANI10 and 3D-hpGr/PANI5 are 78% and
76%, respectively. The cycling stability of the 3D-hpGr/PANI
composites are all higher than that of pure PANI (69%), so it
is concluded that the cycling stability of 3D-hpGr/PANI has been
enhanced aer combining with 3D-hpGr.

The power density and energy density of pure PANI, 3D-
hpGr/PANI5, 3D-hpGr/PANI10, and 3D-hpGr/PANI40 are
shown in Table 1 as well. Although the Cs of 3D-hpGr/PANI5 and
3D-hpGr/PANI10 are lower than pure PANI, the energy densities
of composites are all improved because the potential drops
Fig. 9 CD curves of pure PANI, 3D-hpGr/PANI5, 3D-hpGr/PANI10,
and 3D-hpGr/PANI40 at 0.5 A g�1.

This journal is © The Royal Society of Chemistry 2020
decrease aer the introduction of 3D-hpGr. Especially worth
mentioning is that the energy density of 3D-hpGr/PANI40 rea-
ches 31.2 W h kg�1 at a power density of 0.709 kW kg�1, while
the energy density of pure PANI is 11.1 W h kg�1 at a power
density of 0.445 kW kg�1.
4 Conclusions

Combining template and KOH activation methods can effec-
tively construct 3D hierarchical porous structure graphene/
PANI composites. Different morphology can be obtained by
controlling the composition. 3D-hpGr/PANI40 possesses
uniform PANI nanowire arrays on the 3D hierarchical porous
graphene. The ion-diffusion and charge-transfer resistances of
the hierarchical porous composites are decreased. The
potential drop decreases with the increase of 3D-hpGr. 3D
hierarchical porous graphene can effectively improve the
electrochemical performance of PANI, especially for the
specic capacitance, cycling stability and energy density. The
enhanced electrochemical performance may be due to two
aspects: (1) the 3D hierarchical porous structure of 3D-hpGr is
favorable for electrolyte transport through porous channels
and fast charge transfer at the interface between the electrode
and electrolyte; (2) the electrode's volume and structure
changes during the charge–discharge cycling are controlled to
the lower degree by 3D porous structure graphene. 3D hier-
archical porous graphene/polyaniline composites maybe
become promising electrode materials for future application
in supercapacitors.
RSC Adv., 2020, 10, 2989–2997 | 2995
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