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decline in the specific capacity of the material. By controlling the
material particles to an appropriate size and a suitable number of
nanosheet layers, the battery-type behavior can be retained to
maintain a large capacity. Here, Ni(OH),, which is a typical
battery-type material, is grown on the surface of reduced graphene
oxide to prepare a composite electrode. By controlling the dosage
of the nickel source, the composite material with an appropriate
Ni(OH), nanosheet size and a suitable number of layers was
prepared. The high-capacity electrode material was obtained by retaining the battery-type behavior. The prepared electrode had a
specific capacity of 397.22 mA h g™" at 2 A g™'. After the current density was increased to 20 A g™, the retention rate was as high as
84%. The prepared asymmetric electrochemical capacitor had an energy density of 30.91 W h kg™ at a power density of 1319.86 W
kg™' and the retention rate could reach 79% after 20,000 cycles. We advocate an optimization strategy that retains the battery-type
behavior of electrode materials by increasing the size of nanosheets and the number of layers, which can significantly improve the
energy density while combining the advantage of the high rate capability of the electrochemical capacitor.
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B INTRODUCTION

Renewable energy is usually distributed unevenly in time and
space, which requires energy storage devices for energy supply
on demand. Batteries and electrochemical capacitors are

According to the mechanism of energy storage, the existing
electrode materials can be grouped into three types: electric
double-layer materials, pseudocapacitive materials, and battery-
type materials. An electric double-layer material mainly relies
on the electrostatic adsorption of electrolyte ions on the
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typical advanced energy storage devices.' Energy storage
devices represented by lithium-ion batteries and sodium-ion
batteries have an excellent energy density, which can reach
about 250 W h kg™'.> At the same time, they have a mature
and stable production process and have achieved mass
production.” However, the power density and cycle perform-
ance of these devices are insufficient, which leads to limited
application.” Electrochemical capacitors have outstanding and
satisfying power density, cycle performance, and charge—
discharge efliciency. In some scenarios, such as electric vehicles
and power grid peaking, they have the potential to replace the
batteries for energy storage.”® Currently, a concern to be
solved in electrochemical capacitors is the relatively low energy
density, especially compared with lithium-ion or sodium-ion
batteries. Therefore, a large number of studies are involved in
improving the energy density of electrochemical capacitors,
and the selection of electrode materials greatly affects the
electrochemical performance of devices.”
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electrode surface to store energy, which is a physical process.
Therefore, electric double-layer materials have long cycle life
and high energy efficiency, but their capacity needs to be
improved. Common materials include porous carbon® and
graphene.”'” Both pseudocapacitive materials and battery-type
materials store energy by redox reactions. The main difference
is that the battery-type materials are controlled by diffusion
during the electrochemical process, while the capacitive
materials are controlled by the surface process. Typical
pseudocapacitive materials mainly include RuO,,'"'?
MnO,,"*'" and Fe,0,. > During the electrochemical process,
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the redox reaction mainly occurs on the surface of the material
or near the electrode/electrolyte interface, which belongs to a
surface control process.’” Intercalation pseudocapacitance
materials store energy by capacitive behavior, both bulk and
nanosized, with highly reversible and fast reaction kinetics.'®
Battery-type materials which generally have a considerable
specific capacity are controlled by diffusion during the
electrochemical process. For example, LiCoO, shows typical
battery behavior in a bulk state. When the particle size of
LiCoO, is reduced below a certain value, it will show
capacitance-like behavior, and such materials are defined as
extrinsic pseudocapacitance materials."”

An asymmetric electrochemical capacitor (AEC) based on
battery-type cathode materials retains the advantages of
electrochemical capacitors, while their energy density also
can be improved by the advantage of the large capacity of
battery-type materials.””*" With high theoretical capacity, low
cost, environmental friendliness, and stable properties in
alkaline electrolytes, Ni(OH), can be seen as a promising
battery-type material. However, low intrinsic conductivity,
large volume change, and easy degradation and falling off lead
to unsatisfactory rate capability and cycle stability of Ni(OH),,
which seriously limit its application in electrochemical energy
storage.”””> With the development of nanomaterials, a
considerable number of studies have been carried out to
reduce Ni(OH), particles to the nanoscale. To achieve the
preparation of low-internal-resistance and high-efficiency
electrode materials by shortening the electron and ion
transmission distance, the electrode/electrolyte interface area
and exposed active sites were increased after nanocrystalliza-
tion. A hierarchical CoS,@Ni(OH), core—shell nanotube
array was prepared by Luo et al. The CoS, nanotube structure
served as a kind of scaffold with a 50 nm ultrathin Ni(OH),
sheet grown on the surface. The uniform distribution could
improve the interfacial contact between the electrode and
electrolyte and facilitate ion and electron transfer. The
assembled supercapacitor provides a capacity of 743 C g™* at
1 A g7 Li et al. prepared a corrugated -Ni(OH), with a
thickness of about 10 nm which provides abundant electro-
active sites and improves the rate capability and cycling
performance, featuring a capacity of 457 C g™' at 30 A g and
maintaining 91% capacity after 10,000 cycles.”” Li et al.
prepared an a-Ni(OH), nanowire material with a three-
dimensional mesh structure containing SO,>~ with a diameter
of about 20 nm. The surface structure was able to guarantee
the existence of a sufficient interface between the electrode and
electrolyte, which made the electrode present a capacity of
2463 mA h g at 1 A g' and 91.7% retention after 4000
cycles.”

Obviously, nanoscale electrode materials can be an effective
way to solve large internal resistance and easy degradation and
falling off of materials during cycling. However, there is enough
evidence for battery-type materials that the specific capacity
will decline in quantity when the material particle is reduced
below a certain size.””>” For example, Okubo et al. pointed
out that when the particle size of LiCoO, was reduced from 17
to 6 nm, the number of layers decreased and the surface layers
took more parts, leading to a significant increase in the
proportion of capacitive behavior of the electrode and a
measurable decrease in the specific capacity of the electrode.
This phenomenon related to the number of layers is called the
surface layer effect, indicating that there is a great correlation
between the specific capacity of the electrode and the particle
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size.”> Although higher rate capability and cycle performance
can be obtained, excessive nanocrystallization electrode
materials can hardly achieve high capacity. Therefore, when
preparing Ni(OH), nanosheets, through the control of
production conditions, nanosheets with a certain size and
thickness are obtained to have the battery-type behavior
retained (as illustrated in Scheme 1). This is expected to
prepare electrodes combined with large capacity, high-rate
capability, and long cycle life all in one.

Scheme 1. Schematic Illustration of the Ni(OH),—rGO
Composite in the Discharging Process
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Herein, Ni(OH), was grown in situ on the surface of
reduced graphene oxide (rGO) by a simple hydrothermal
method. The prepared electrode has a specific capacity of
397.22 mA h g at a current density of 2 A g”". The retention
rate is as high as 84% when increasing the current density to 20
A g7'. The AEC is prepared with the mentioned composite
materials and activated carbon (AC) as the positive and
negative electrodes, respectively. At 1319.86 W kg™, the
energy density is 30.91 W h kg™, and the retention rate is 79%
after 20,000 charging and discharging cycles. The micro-
morphology of Ni(OH), nanosheets was controlled by
changing the Ni source dosage. Ni(OH), nanosheets with
relatively large particle sizes of about 50 nm and more than 30
layers were obtained. This appropriate size and the suitable
number of nanosheet layers can retain the battery-type
behavior in the electrochemical process to achieve a large
specific capacity.

Meanwhile, using rGO as the substrate can effectively
alleviate a series of problems caused by the larger nanosheet
size and realize the retention of fast reaction kinetics. GO was
treated and reduced to rGO under alkaline conditions and had
better conductivity. The oxygen-containing functional groups
(OFGs) on the surface of GO can guide the in situ growth of
Ni(OH), nanosheets to obtain a moss-like morphology during
the hydrothermal process. As a highly conductive carbon
substrate, rGO rapidly exports electrons to achieve a high rate
capability. The degradation and falling off of Ni(OH),
nanosheets were ameliorated by the protection of high
mechanical-strength rGO, and the cycle life of the electrode
was extended.

B RESULTS AND DISCUSSION

Ni(OH),—rGO composites were prepared by the hydro-
thermal method. By changing the dosage of NiSO,-6H,0O and
NaOH, the mass ratios of GO and Ni(OH), were 1:1, 1:2, 1:5,
and 1:10, named as GN1, GN2, GNS, and GN10, respectively.
The morphology and microstructure of GN1, GN2, and GNS
are shown in Figure 1. For GNI, the high-magnification
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Figure 1. SEM images of (a) GN1, (e) GN2, and (i) GNS at different magnifications. TEM images of (b,c) GN1, (fg) GN2, and (j,k) GNS; inset
images are the SAED patterns. Mapping images of (d) GN1, (h) GN2, and (I) GNS.
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Figure 2. AFM micrographs of (a) GN1 and (b) GN2 and the height profiles of (c) GN1 and (d) GN2.
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Figure 3. (a) XRD patterns of GN1, GN2, GNS, rGO, and Ni(OH),. (b) Survey scan of XPS spectra of GO, GN1, and GN2. (c) C 1s spectra and

Ni 2p spectra (inset). (d) TGA curves of composite materials.

scanning electron microscopy (SEM) images are shown in
Figure la and the transmission electron microscopy (TEM)
images are shown in Figure 1b,c. The mapping image of GN1
is shown in Figure 1d. Due to the low dosage of NaOH and
NiSO,-6H,0, only a fraction of Ni(OH), nanosheets which
are thin and boundary-fuzzy grow on the surface of rGO. Due
to the small thickness, Ni(OH), nanosheets are difficult to
distinguish, as shown in Figure 1b. The SEM and TEM images
of GN2 can be seen in Figure le—g. Figure 1h shows the
mapping image of GN2. The moss-like Ni(OH), nanosheets
are stacked obviously and are significantly thicker than those of
GN1, while their size is about 50 nm; the nanosheet size
distributions of GN2 and GNS are shown in Figure S1. The
edge of Ni(OH), nanosheets is clear and grown along the
surface of rGO. The interplanar distance of GN2 is 0.27 nm,
corresponding to the (100) crystal plane of $-Ni(OH), as
shown in Figure $2.*' Supplementary SEM images of GN1,
GN2, and GNS can be seen in Figure S3. With the increase of
the nickel source dosage, a large number of Ni(OH),
nanohexagonal prisms are grown in the hydrothermal process
rather than grown in situ on the surface of rGO after being
adsorbed by the OFG. Therefore, the formed short hexagonal
prisms of GNS, which are shown in Figure 1i, are different
from the flat moss-like morphology of GN2. The size of the
nanohexagonal prisms on the surface of GNS as shown in
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Figure 1j is much smaller than that of GN2. The rGO wrinkle
can be seen clearly in Figure 1k. Figure 11 is the mapping image
of GNS, and the Ni(OH), nanohexagonal prisms can be easily
differentiated. For GN10 synthesized with a high dosage of
NaOH and NiSO,-6H,0, it is difficult to find rGO in Figure
S4a. Ni(OH), particles in the high-magnification image are
hexagonal with some broken particles, which are shown in
Figure S4b. The particle size is about 100 nm, larger than that
of GNS.

The atomic force microscopy (AFM) micrographs were
used to calculate the thickness of Ni(OH), nanosheets in
Figure 2. The Ni(OH), nanosheets of GN1 are boundary-
fuzzy, and their thickness is about 1.75 nm. Also, the number
of Ni(OH), layers is about 6—7. The nanosheets of GN2 are
stacked, and the thickness of one nanosheet is about 9 nm,
which is obviously thicker than the nanosheets of GN1, and
the number of Ni(OH), layers is more than 30.

Figure 3a shows the X-ray diffraction (XRD) patterns of
rGO, GN1, GN2, GNS, and pure Ni(OH), prepared by the
same hydrothermal method. All diffraction peaks have been
marked in the patterns, and the result corresponds to the
phase Ni(OH), (JCPDS 14-0117). The diffraction peaks of
rGO are consistent with the literature, indicating that GO is
reduced in the hydrothermal process under alkaline con-
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Figure 4. (a) CV curves of GN1, GN2, GNS, and GNI10 electrodes at 10 mV s™*. (b—e) CV curves of GN1, GN2, GNS, and GN10 electrodes at

different scan rates. (f) CV curves of rGO at different scan rates.

The full-survey-scan X-ray photoelectron spectroscopy
(XPS) spectra of GO, GN1, and GN2 are shown in Figure
3b, and the corresponding peak positions have been marked.
Ni-related peaks appeared because of the Ni(OH), in situ-
grown on the surface of GN1 and GN2. The deconvolution
result of the GO C 1s spectrum is shown in Figure 3c. The
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peaks at the binding energies of 284.8, 285.5, and 286.9 eV
correspond to C—C, C—0O, and C=O functional groups,
respectively. This indicates that there are abundant OFGs on
the surface of GO, which is an important reason for Ni(OH),
nanosheets being anchored.””* The inset in Figure 3¢ shows
the Ni 2p spectra of GN1 and GN2. The peaks at 873.7 and
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Figure 5. (a) CV curves of GN2 at 4 and 40 °C; CV-peak-differentiation-imitation of GN2 at (b) 4 and (c) 40 °C.

856 eV correspond to Ni 2p,, and Ni 2p;,, respectively. The
spin energy separation is 17.7 eV, which is in accordance with
the fact that Ni(OH), is loaded on the rGO surface.*

Figure 3d shows the thermogravimetric (TG) curves of
GN1, GN2, and GNS. The three curves are similar in shape.
The curves are all formed by the thermal weight loss of rGO
and Ni(OH),. The calculation is based on the fact that the
final product is NiO, and the final products of GN1, GN2, and
GNS take 57.99, 64.11, and 71.96%, respectively. The mass
proportions of Ni(OH), in the composite are 71.96, 79.56, and
89.30%, respectively.

The cyclic voltammetry (CV) curves of GN1, GN2, GNS,
and GNI10 electrodes at 10 mV s™' are shown in Figure 4a.
GN2 has the biggest curve area, which corresponds to the
maximum specific capacity. The CV curve areas of GN1 and
GNS are close, and the specific capacity of GN10 is the lowest
due to the large internal resistance.*® The specific capacities of
GN1, GN2, GNS, and GNI10 electrodes are 85.64, 248.34,
143.39, and 80.26 mA h g7', respectively, calculated from CV
curves at 10 mV s~'. Figure 4b—e shows the CV curves of
GN1, GN2, GNS, and GNI10, respectively, at different scan
rates, and the CV specific capacities of them are shown in
Figure S5 and Table S1. There is only one reduction peak in
the CV curve of GN1 when the scan rate is lower than 20 mV
s™!, mainly because of the flat moss-like morphology and the
thin Ni(OH), layers, and the rGO substrate can export
electrons effectively and quickly. As the scan rate increases to
100 mV s7!, the reaction rate is significantly limited by
diffusion, and there are two peaks with obvious separation of
potential in the high-rate CV curve. One peak at a lower
potential (denoted as Py) gradually shifts to the left, while the
position of the other peak at a higher potential (denoted as P)
hardly changes with the increase in the scan rate. The
reduction peak of GN2 shows a platform current response,
which can be regarded as a platform peak formed by the
coexistence of two peaks, Py and P, respectively. As the scan
rate increases, the Py gradually disappears, while the P.
remains. The peak current of P increases significantly, while
the left shift of the peak position is ignorable, which conforms
to the fast redox response of several Ni(OH), layers near the
surface less affected by diffusion.”” The peak current of Py
increases moderately during the scan rate increase. It is worth
noting that when the scan rate is higher than 100 mV s7L the
peak gradually passivates and almost disappears at S00 mV s™".
Furthermore, the potential deviation of Py is nonnegligible at
low scan rates, which is consistent with the redox reaction in
bulk controlled by diffusion, that is, battery-type behavior. To
sum up, there are two behaviors in the negative scanning
process of the CV scanning of GN2, a fast response near the
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surface and a redox reaction in the bulk (battery-type
behavior), corresponding to P; and Py in the curves,
respectively. The morphologies of GNS and GN10 are
different from those of GN1 and GN2, showing nanohexagonal
prisms. The near-surface reaction takes a high proportion, and
the capacity is mainly contributed by the fast response near the
surface, so their CV curves have only one pair of redox peaks.
In order to eliminate the influence of rGO on the CV results of
the composite electrode, we prepared the electrode containing
only rGO. The preparation process is completely consistent
with that of the composite electrode. The dosage of NaOH
and NiSO,-6H,0 is zero. The CV test results of the
corresponding electrodes are shown in Figure 4f. The CV
curve of the rGO electrode presents a rectangle, which
gradually deforms with the increase of scan rate, without any
significant redox peaks. It can be seen from the CV curve of the
rGO electrode that its capacity is relatively small, far less than
that of several composite electrodes, especially GN2. There-
fore, we believe that the redox peaks in the four composite
electrodes are not directly provided by rGO.

To prove that the response of the platform peak current
formed in the negative scanning of GN2 corresponds to near-
surface and bulk redox reactions, respectively, the CV scanning
was performed at 4 and 40 °C in Figure Sa. Instantaneous
current (j) is based on the following equation during the CV
scan

C - C(t)
5(t) (1)

The diffusion coefficient (D) follows the Arrhenius
equation38

E
D = DOEXP E

j(t) = zFD

(2)
The derivative of T over D has
E
Q _ DOE EXP<R7)
dr RT? (3)

where z and F stand for the charge-transfer number of the
reaction and Faraday constant, respectively. D[C — C(¢)]/5(t)
stands for the diffusion flux of ions, which has a relationship
with the scan rate. E and D, are the energy of activation and
the pre-exponential factor.’ It can be seen that when the scan
rate is a certain value, the temperature is the only factor
affecting the diffusion current. Therefore, the CV scanning
with the scan rate of 10 mV s™" at 4 and 40 °C was carried out,
and the deconvolution results are shown in Figure Sb,c.
Obviously, the proportion of P at a lower temperature is
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Figure 6. (a—g) CV-peak-differentiation imitation of GN2 at different scan rates; the current density takes the absolute value. (h) Contribution of

Py and Pc. (i) In of peak current (i) vs In(v) plot for P of GN2.

larger than that at a higher temperature. D, can be regarded as
a constant in such a temperature range.”” The E of the near-
surface reaction is smaller than that of the bulk redox reaction.
After the temperature is elevated to 40 °C, the D and j of the
near-surface reaction are smaller than that of the bulk redox
reaction, which is in agreement with the experiment result; that
is, Py takes a higher part of the area than P. at a higher
temperature.

In order to prove that the near-surface reaction still exists,
the CV curves with the scan rates of 2—50 mV s™' and the
deconvolution results are shown in Figure 6a—g. The area
integral is calculated from the peak fitting results, as shown in
Figure 6h. The proportion of P gradually increases with the
increase in the scan rate.

Electrochemical energy storage is mainly dominated by the
surface-controlled process or the diffusion-controlled proc-
ess."” The current density of CV at low scan rates follows the
equation given below.

(4)

The response current and the scan rate are denoted by i and
v, and a and b are coefficients. The b value of P calculated
based on eq 4 is about 0.77. When the value of b is 0.5, the
electrochemical behavior is controlled by the diffusion process,

. b
1= av
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and when the value of b is 1, it indicates that the current is
dominated by the surface process, which means that the
electrochemical behavior is controlled by the capacitive
process.*' =%

Figure 7 shows the XRD patterns obtained by GN2 after CV
scanning to 0 and 0.55 V, respectively. In order to eliminate
the influence of the conductive additive and current collector,
the electrode only uses poly(tetrafluoroethylene) (PTFE) as
the binder without a conductive additive and the current
collector is marked as GN2FS. In order to avoid electrolyte
decomposition and reduce polarization, the CV was scanned at
0.1 mV s™'. Only two diffraction patterns belong to f-
Ni(OH), (JCPDS 14-0117) and f-NiOOH (JCPDS 06-0141),
respectively. Without any diffraction peaks of a (JCPDS 38-
0715) and y (JCPDS 06-0075) phases, indicating that there are
not enough « and y planes exposed. Simultaneously, there are
still two significant peaks in the negative CV scan of the
electrode with only PTFE and the active material. It shows that
the above two peaks have no relationship with the current
collector and the conductive additive. Besides, the two peaks
are independent of phase transition. If sufficient @ and y phases
existed, the intensity of the CV peak resulting from the phase
transition should be similar to that of the redox peak, which is
contrary to the XRD pattern shown in Figure 7. Therefore, it
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Figure 7. XRD patterns of the GN2 electrode in 0.55 and 0 V during
CV scan (inset curve).

can be determined that the bulk and the near-surface reactions
are responsible for the formation of the platform’s current
responses in the CV curves.

Nyquist plots of GN1, GN2, GNS, and GN10 electrodes are
shown in Figure 8, and the fitting results are shown in Table 1.

The ncpg of GN1 and GN2 electrodes are closer to 1, which
means that their electrochemical behavior is closer to that of
capacitance. The main reason is that the moss-like morphology
of GN1 and GN2 exposed more redox reaction sites than GNS
and GN10; meanwhile, the existence of rGO can help with
electron conduction. R is the charge-transfer resistance and
has a relationship with the redox reaction.”*® The R, value of
GN2, which has more nickel source dosage than GNI, is
smaller, which is mainly due to the higher reduction degree of
rGO caused by more dosage of NaOH. The higher reduced
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Figure 9. (a) GD curves of GN2 at different current densities. (b) GD curves of GN1, GN2, GNS, and GN10 at 2 A g™". (c) GD curves of GN2 at
different current densities. (d) CV curves of AC at different scan rates. (e) Nyquist plots with fitting data of AC at OCP. (f) Bode plots with fitting

data of AC at OCP.

degree of rGO can provide better conductivity which causes an
easier redox reaction. Due to the obvious change in the particle
morphology and the increased thickness of GNS and GNI10,
the proton diffusion speed decreases, resulting in a significant
increase in the Walburg impedance of GNS and GN10, which
represents the diffusion process impedance.

The galvanostatic discharge (GD) curves of GN2 at 2, 5, 10,
and 20 A g™ are shown in Figure 9a, and the specific capacities
marked in are 397.22, 388.89, 363.89, and 333.33 mA h g_l,
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respectively. The retention rate is as high as 84% during the
current density enlarged from 2 to 20 A g'. The GD curves of
GN1, GN2, GNS, and GN10 electrodes at 2 A g~' are shown
in Figure 9b, and the marked specific capacities are 83.89,
397.22, 99.44, and 63.89 mA h g_l, respectively. The moss-like
morphology causes a large number of redox-active sites at the
electrode/electrolyte interface, and the conductive network
formed by rGO can ensure the rapid transmission of electrons
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Figure 10. (a) GD curves of GN2-based AEC at different current densities. (b) CV curves of GN2-based AEC at different scan rates. (c) Nyquist
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the SEM image of the GN2 electrode after cycles; initial and last five cycles of the AEC.

and protons, resulting in lower internal resistance and

outstanding performance of GN2.
GD, CV, and EIS measurements of AC were carried out to

investigate the electrochemical performance in Figure 9c—f.

GD was performed at different current densities ranging from 1
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to 10 A g' in Figure 9c, and the linear discharge profile
reflected the electrochemical double layer (EDLC) behavior of
the material. The material retained almost 78.78% of its
specific capacity (108.61 mAhg™'at 1 Ag™'; 8556 mAh g™
at 10 A g'), evidencing high electronic conductivity.
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The CV curves were performed at different scan rates,
Figure 9d, evidencing a rectangular feature resulting from the
electric double-layer charge storage mechanism characteristic
of AC. The redox current response increases continuously with
increasing scan rate which evidences the highly reversible
EDLC processes at the electrode/electrolyte interface.

The EIS spectra at OCP and the equivalent circuit used to fit
the data are illustrated in Figure 9e, and the fitting parameters
are marked in Figure 9f. The absence of a semicircle in the
high-frequency region can be noticed from the magnified plot
shown in the inset of Figure 9e, and the resistance value of only
0.11 € suggests negligible charge-transfer resistance, as
expected for highly conductive materials.*® It is worth pointing
out that the Warburg resistance value is tiny at about 0.49 Q.
The small charge-transfer resistance and the decreased
diffusion effect can explain the fast reversible processes at the
carbon/electrolyte interface. In the low-frequency region (1—
0.01 Hz), the presence of a nearly vertical line and phase-angle
values approaching —80° (can be seen from the Bode plot in
Figure 9f) with a ncpg value of 0.85 indicates an almost ideal
capacitive response.47

The AC negative electrode and GN2 are used to assemble
an AEC for the cycling test at 2, 5, 10, and 20 A g_l, and the
results are shown in Figure 10a. The mass balancing details of
the AEC are exhibited in the Supporting Information. After
calculation, the AEC obtained a 36.34 Wh kg_1 energy density
at a 555.98 W kg™! power density and a 16.16 W h kg™" energy
density at a 4843.85 W kg™ power density; the detailed data
are shown in Table 2.

Table 2. Energy Density and Power Density of GN2-Based
AEC

current density energy density power density

(Ag™h (Whkg™) (W kg™)
2 3634 555.98
3091 1319.86

10 24.68 2513.62
20 16.16 4843.85

The CV curves of AEC at 10—500 mV s~ ' are shown in
Figure 10b, which show a clear and full redox peak of the CV
curve at a low scan rate, which proves that the electrode
reaction is adequate.

The Nyquist plots with a Bode plot of the AEC and after the
cycle are shown in Figure 10c,d, and the fitting results are
shown in Figure 10d. After cyclic stabilization of AEC, the
morphology of Ni(OH), nanosheets changed, and the
proportion of the diffusion behavior increased, which led to
the decrease of ncpg of GN2-based AEC. The R value of AEC
after the cycle is 3.09 Q higher than that of the initial cycle,
caused by the low conductivity of the electrode after the cycle.
The high Warburg impedance of AEC after the cycle confirms
that the impedance controlled by the diffusion process
increases. In the low-frequency region (1—0.01 Hz), the
presence of a line and phase angle values approaching —40°
(can be seen from the Bode plot in Figure 10d) with the ncpg
exponent (n) value of 0.77 indicates AEC after the cycle had
low conductivity and high polarization.

As shown in Figure 10e, after 20,000 cycles, the capacity
retention rate is as high as 79%. Due to the maintenance of
battery-type behavior, the device had a considerable energy
density. Simultaneously, the redox-active sites provided by the
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moss-like morphology and the high conductivity of rGO make
the device stable during the cycles.

The SEM image of the GN2 electrode after the cycle is
provided in the insert of Figure 10e. The SEM picture is
relatively blurred due to the addition of PTFE. Due to the
charge—discharge cycle, the Ni(OH), nanosheets are
passivated at the edge and agglomerated. Therefore, the AEC
capacity is reduced compared to the initial cycles.

B CONCLUSIONS

Herein, we use a simple hydrothermal method to synthesize a
Ni(OH),~rGO composite and control the size and the
number of lattice layers of Ni(OH), nanosheets which were
grown on a rGO substrate by changing the dosage of the nickel
source material. The Ni(OH),—rGO composite with a moss-
like morphology which is named GN2 was prepared to ensure
that it retained the battery-type behavior in the electrochemical
process so as to obtain a high-capacity electrode. The OFG on
the rGO surface can anchor Ni(OH), particles to prevent their
aggregation. The rGO substrate after hydrothermal reduction
can rapidly export ions and electrons, significantly reducing a
series of problems caused by the size of Ni(OH), nanosheets.
The electrode has a specific capacity of 397.22 mAh g™ at 2 A
g, and the retention rate is 84% with the current density
rising to 20 A g~'. Using AC as a negative electrode to prepare
an AEC that has a 30.91 W h kg™ energy density at 1319.86 W
kg™, the retention rate can reach 79% after 20,000 cycles. The
nanocrystallization of battery-type materials is effective in
solving problems such as large internal resistance and easy
degradation in the process of charging and discharging.
However, excessive nanocrystallization will lead to surface
layer effects which will greatly reduce the capacity of materials.
Therefore, an appropriate particle size of about 50 nm, the
number of lattice layers of more than 30, and the micro-
morphology of nanosize battery-type material should be
explored to ensure that the materials can store energy mainly
by the battery-type behavior. Meanwhile, the conductive
network is constructed to assist the export of electrons and
ions, reduce internal resistance, and prevent the material from
aggregating. The electrode with high-rate capability and long
cycle performance can be obtained, and it can retain the large
capacity of the battery-type material concurrently. While
retaining many advantages of electrochemical capacitors, this
research effectively makes up for the lack of energy density,
which provides a new idea for follow-up research.

B EXPERIMENTAL SECTION

Synthesis of the Ni(OH),—rGO Composite. Ni(OH),—
rGO composites were prepared by the hydrothermal method
using NiSO,-6H,0, NaOH, and GO as raw materials. By
changing the dosage of NiSO,-6H,0 and NaOH, the mass
ratios of GO and Ni(OH), were 1:1, 1:2, 1:5, and 1:10, which
were named GNI1, GN2, GNS, and GNI0, respectively.
Meanwhile, pure Ni(OH), powder and pure rGO were
prepared by the same method as the controls.

Characterization Methods. The morphology of the
prepared samples was analyzed by SEM (SU8100, HITACHI)
and TEM (F20, FEI). AFM (BRUKER ICON) was used to
measure the thickness of nanosheets. Phase analysis and crystal
structure characterization were performed using XRD (D8
Focus, Bruker). XPS was performed using an ESCALAB 250Xi
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system (Thermo Fisher). TG curves were measured by STA
449C (NETZSCH) in the air at a heating rate of 10 K min~".

Electrode Fabrication. The Ni(OH),—rGO composite,
PTFE, and acetylene black were mixed to prepare electrode
slurry in a ratio of 8:1:1 and were uniformly dispersed on the
nickel foam collector. Finally, the Ni(OH),—rGO composite
electrode was fabricated by pressing and vacuum drying.

Electrochemical Measurements. Electrochemical meas-
urements, such as CV tests, EIS, and GD tests, were performed
in a three-electrode half-cell using an electrochemical work-
station (CHIG660E, Chenhua), with a Pt electrode as the
counter electrode and Hg/HgO as the reference electrode. The
stability of the AEC was performed using a battery testing
system (M340A, LANHE).

The details of the material synthesis method, electro-
chemical measurement, and data calculation are described in
the Supporting Information.
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