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Abstract
In this study, a novel metal oxide–reduced graphene oxide (RGO) composite structure, denoted as a
“nanobubble-decorated RGO sphere,” was fabricated and characterized for potential use in Li+-ion
batteries. The nanobubble-decorated RGO sphere consists of an RGO sphere uniformly decorated
with hollow metal oxide nanopowder. Reduction of the composite powder prepared by spray
pyrolysis under H2/Ar gas mixture formed RGO spheres decorated with metal nanopowders. The
metal nanopowders were transformed into hollow metal oxide nanopowders, or nanobubbles, by the
nanoscale Kirkendall diffusion process. Cobalt oxide nanobubble-decorated RGO spheres, prepared
as the first target material, showed excellent Li-storage properties. The cobalt oxide–RGO composite
powders, tested at the current density of 2 A g�1 for 200 cycles before and after the nanoscale
Kirkendall diffusion, showed discharge capacities of 932 and 1156 mA h g�1, respectively; their
capacity retentions measured from the second cycle onward were 89% and 99%, respectively.
& 2015 Elsevier Ltd. All rights reserved.
Introduction

Energy storage devices such as rechargeable Li-ion batteries
(LIBs) have recently become one of the more important energy
sources [1–9]. To achieve rechargeable LIBs with superior
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electrochemical properties, nanostructured transition metal
oxide materials that exhibit high specific capacities, fast rate-
performances, and long cycle lives have been developed
[10–16]. Nano-sized hollow metal oxide powders used as energy
storage materials exhibit good electrochemical properties at
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high current densities because of their shortened diffusion
length and increased contact area with the electrolyte for Li+

insertion/extraction [17–25]. In addition, the hollow structure
can accommodate the large volume change that occurs during
the repeated Li insertion and desertion processes. The use of
organic and inorganic templates is a popular method to fabricate
nano-sized hollow metal oxide powders [22–27]. The elimination
of the template, usually by chemical etching, produced nano-
sized hollow powders for use in LIB anode materials. Nano-sized
hollow powders have been also successfully prepared without
the use of templates by nanoscale Kirkendall diffusion using
metal nanopowders [28–35]. The difference in the rates of
outward diffusion of metal cations through the oxide layer and
inward diffusion of oxygen into the metals during the oxidation
process resulted in a hollow metal oxide nanopowder [32–35].
These hollow nanopowders have usually been prepared on the
lab scale within a beaker. The large-scale fabrication of hollow
nanopowder by applying nanoscale Kirkendall diffusion via
annealing metal powders under a non-aqueous atmosphere,
e.g. in a box furnace, has scarcely been studied. As anode
materials for LIBs, hollow nanopowders of several tens of
nanometers in size have disadvantages regarding ease of
handling and large-scale production.

Graphene is an impressive support material for electroche-
mically active nanomaterials because of its high electric and
thermal conductivity, flexibility, large surface area, and
chemical stability [36–39]. Graphene-based metal oxide com-
posites prepared by both liquid solution and spray pyrolysis
processes have shown superior electrochemical properties
compared to bare metal oxides [40–45]. Reduced graphene
oxide (RGO) deposited with hollow metal oxide nanopowders,
mainly prepared by liquid solution processes, has also been
studied as a class of anode materials for LIBs [46–49]. However,
the RGO–metal oxide materials prepared by liquid solution
methods have non-spherical bulk morphologies. Spherical
RGO–metal oxide powder composites with well-defined sizes
could be easily applied as anode materials in LIBs.

In this study, we propose a novel metal oxide–RGO compo-
site structure, denoted as a “nanobubble-decorated RGO
sphere” structure, which consists of an RGO sphere uniformly
decorated with hollow metal oxide nanopowder. Co3O4–RGO
composite powder with the nanobubble-decorated RGO
sphere structure was prepared by spray pyrolysis as the first
target material. The reduction process of the composite
powder under a mixture of H2 and Ar gas formed RGO spheres
decorated with Co metal nanopowder. Co nanopowder was
transformed into Co3O4 hollow nanopowder by nanoscale
Kirkendall diffusion. Consequently, a two-step post-treatment
process formed the Co3O4-nanobubble-decorated RGO
spheres. The Co3O4 hollow nanopowder was found to have
an ideal structure and showed superior electrochemical
properties as anode material for LIBs compared to filled-
structure nanopowder of the similar size.

Experimental section

Synthesis of Co3O4-nanobubble-decorated RGO
spheres

A three-step process prepared the Co3O4-nanobubble-deco-
rated RGO spheres. CoOx–RGO spheres were prepared by
spray pyrolysis using a spray solution of cobalt nitrate
hexahydrate (Co(NO3)2∙6H2O) and graphene oxide (GO).
GO was synthesized from graphite flakes using a modified
Hummers method, as described in our previous report [43–
45]. As-synthesized GO was re-dispersed in distilled water
and then exfoliated by ultrasonication to obtain GO sheets.
0.03 M of Co(NO3)2∙6H2O (Junsei Chemical Co., Ltd.) was
dissolved in 500 mL of 1 mg mL�1 exfoliated GO dispersion
to fabricate the CoOx–RGO sphere precursor. In the spray
pyrolysis process, droplets were generated using a 1.7-MHz
ultrasonic spray generator consisting of six vibrators. The
droplets were carried to a quartz reactor of length 1200 mm
and diameter 50 mm, using N2 as the carrier gas at a flow
rate of 10 L min�1. The reactor temperature was main-
tained at 500 1C. The first-step post-treatment process at
400 1C for 3 h under a 10% H2/Ar reducing atmosphere
produced a spherical Co–RGO powder. The second-step
post-treatment process of the Co–RGO sphere powder at
300 1C for 3 h in air produced Co3O4-nanobubble-decorated
RGO spheres.

Characterization

The crystal structures of the powders were investigated
using X-ray diffractometry (XRD, X'pert PRO MPD) with Cu-
Kα radiation (λ=1.5418 Å) at the Korea Basic Science
Institute (Daegu). The morphologies of the powders were
investigated using field-emission scanning electron micro-
scopy (FE-SEM, Hitachi S-4800) and high-resolution trans-
mission electron microscopy (HR-TEM, JEOL JEM-2100F) at a
working voltage of 200 kV. The specific surface areas of the
powders before and after post-treatment at various tem-
peratures were calculated by a Brunauer–Emmett–Teller
(BET) analysis of nitrogen-adsorption measurements (TriStar
3000). The X-ray photoelectron spectroscopy of the powders
was performed using ESCALAB-250 with Al Kα radiation
(1486.6 eV). To determine the amount of reduced graphene
oxide in the cobalt oxide–RGO sphere powder, thermogravi-
metric analysis (TGA, SDT Q600) was performed in air at a
heating rate of 10 1C min�1.

Electrochemical measurements

The electrochemical properties of the powder were ana-
lyzed by constructing a 2032-type coin cell. The anode was
prepared by mixing the active material, carbon black, and
sodium carboxymethyl cellulose (CMC) in a weight ratio of
7:2:1. Li metal and microporous polypropylene film were
used as the counter electrode and the separator, respec-
tively. The electrolyte was 1 M LiPF6 in a 1:1 volume mixture
of fluoroethylene carbonate–dimethyl carbonate (FEC–DMC).
The discharge/charge characteristics of the samples were
investigated by cycling in the 0.001–3 V potential range at
various current densities. Cyclic voltammograms were mea-
sured at a scan rate of 0.07 mV s�1. The dimensions of the
negative electrode were 1 cm� 1 cm and the mass loading
was approximately 1.2 mg cm�2. Electrochemical impe-
dance spectroscopy (EIS) of the electrode was measured
over a frequency range of 0.01 Hz to 100 kHz. The cathode
(LiMn2O4 yolk–shell) was prepared by mixing the active
material, carbon black, and sodium carboxymethyl cellulose
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(CMC) in a weight ratio of 8:1:1. For full cell assembly, the
LiMn2O4 yolk–shell electrode with a loading mass of 4 mg
cm�2 was used as a cathode, whereas the anode mass
loading was kept at 0.4 mg cm�2. For the full cell, the
electrolyte was 1 M LiPF6 dissolved in a mixture of ethylene
carbonate/diethyl carbonate (EC/DEC; 1:1 v/v). The elec-
trochemical properties of the 2032-type coin full cells were
examined at 1 A g�1 in voltage windows between 1.5 and
4.0 V. The electrode capacity was calculated according to
the weight of the anode materials.
Results and discussion

Scheme 1 depicts the preparation of Co3O4-nanobubble-
decorated RGO spheres. The CoOx–RGO composite powders
were prepared by spray pyrolysis from a colloidal spray
solution of GO nanosheets and Co precursor. One composite
powder was formed from one droplet by the decomposition
of cobalt nitrate into CoOx and the thermal reduction of GO
into RGO inside the tubular reactor maintained at 500 1C.
Ultrafine CoOx nanocrystals, several nanometers in size,
were uniformly distributed over the spherical RGO struc-
tures. The first-step post-treatment process under a mixture
of H2 and Ar gas produced Co–RGO composite powders. The
crystal growth of the metallic Co formed by the reduction of
cobalt oxide resulted in Co nanopowder particles measuring
several tens of nanometers. The RGO sphere minimized the
crystal growth of Co metal during the long time required for
the complete reduction of CoOx into Co metal during the
reduction process. The second-step post-treatment process
under air oxidized the Co metal nanopowder into hollow
Co3O4 nanopowder by the well-known nanoscale Kirkendall
diffusion process. The surface oxidation of metallic Co
formed a Co/Co3O4 core–shell structure. Co3+ cations
diffused outward more quickly than the inward diffusion
Scheme 1 Formation mechanism of the nanobubble (Co3O4)-
decorated RGO sphere by nanoscale Kirkendall diffusion
process.
of oxygen, consistent with the larger ionic radius of O2�

anions (140 pm) compared to Co3+ cations (75 pm). Accord-
ingly, Kirkendall voids were generated near the Co/Co3O4

interface during the vacancy-assisted exchange of materials
via bulk interdiffusion. The complete conversion of Co
metal into Co3O4 by nanoscale Kirkendall diffusion resulted
in the formation of hollow Co3O4 nanopowder. The spherical
and hollow structure of the CoOx–RGO composite powder
remained constant during the two-step post-treatment
process. Consequently, the proposed Co3O4-nanobubble-
decorated RGO spheres were prepared by the described
three-step process, including spray pyrolysis and two steps
of post-treatment processing.

The formation mechanism of the Co3O4-nanobubble-
decorated RGO sphere was investigated based on morpho-
logical changes during the two-step post-treatment pro-
cesses. The morphologies of the CoOx- and Co metal-
decorated RGO spheres are shown in Figures S1 and 1. The
CoOx-decorated RGO spheres prepared directly by spray
pyrolysis had spherical, hollow structures, without aggrega-
tion of the individual particles. Ultrafine CoOx nanocrystals
below 10-nm size were uniformly distributed over the RGO
layers, as shown in Figure S1d. Clear lattice fringes sepa-
rated by 0.22 and 0.45 nm, which correspond to the (200)
and (111) planes of CoO and Co3O4, respectively, were
observed in the HR-TEM images shown in Figure S1d. The
spherical morphology of the CoO/Co3O4–RGO composite
powder did not change during the reduction process that
formed the Co metal-decorated RGO spheres, as shown in
Figure 1a and b. However, the segregation of the reduced Co
formed uniformly distributed Co nanoparticles over the RGO
spheres during the post-treatment at 400 1C for 3 h under an
atmosphere of 10% H2 in Ar gas. The HR-TEM images shown
in Figure 1d reveal the presence of Co nanoparticles with
sizes in the range of several tens of nanometers. Clear
lattice fringes separated by 0.21 nm, corresponding to the
(220) plane of metallic Co, were observed in the HR-TEM
images shown in Figure 1d. The elemental mapping images
shown in Figures S1e and 1e reveal the hollow structure and
uniform distribution of Co and C components throughout
over the hollow composite spheres.

The morphological changes of the Co3O4-nanobubble-
decorated RGO spheres after post-treatment at 300 1C for
3 h in air are shown in Figure 2. The spherical morphology of
the Co3O4–RGO composite powder remained constant during
the second-step post-treatment heating process. However,
the morphology of the Co3O4 particles decorating the RGO
changed during the second-step post-treatment process.
The HR-TEM images shown in Figure 2c and d reveal hollow
nanopowder particles with sizes of several tens of nan-
ometers uniformly distributed over the RGO spheres. Clear
lattice fringes separated by 0.45 nm, corresponding to the
(111) plane of cubic Co3O4, were observed in the HR-TEM
images shown in Figure 2d. The selected-area electron
diffraction (SAED) pattern shown as an inset image in
Figure 2d reveals the formation of cubic-phase Co3O4 nano-
spheres by nanoscale Kirkendall diffusion. HR-TEM images
also confirm the ultrafine Co3O4 crystals, several nan-
ometers in size, comprising each hollow nanosphere. The
elemental mapping images shown in Figure 2e reveal the
existence of RGO in the Co3O4-nanobubble-decorated RGO
sphere even after the oxidation process at 300 1C.



Figure 1 Morphologies and elemental mapping images of the Co metal-decorated RGO spheres post-treated at 400 1C under an
atmosphere of 10% H2 in Ar gas. (a) SEM image; (b,c) TEM images; (d) HR-TEM image; and (e) elemental mapping images.
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To prepare hollow metal oxide nanopowder by nanoscale
Kirkendall diffusion, a metallic nanopowder must be suc-
cessfully formed. Therefore, the crystal structures and
compositions of the powders obtained by each step were
evaluated by XRD and XPS analysis, respectively. The XRD
patterns of the three samples at different stages of the
fabrication process are shown in Figure 3a. The composite
powders prepared directly by spray pyrolysis show a poor-
quality crystal structure of mixed Co3O4 and CoO phases,
due to the low preparation temperature of 500 1C under N2.
The XRD pattern of the composite powder after reduction at
400 1C shows main peaks corresponding to metallic Co and
smaller peaks indicating the CoO phase, showing that the
ultrafine Co nanocrystals were partially oxidized under
atmospheric conditions. The broad peaks of the metallic
Co reveal the confined crystal growth, due to the underlying
RGO sphere structure, during the reduction process. The
mean crystallite size of Co in the Co–RGO composite,
calculated from the width of the (220) peak using the
Scherrer equation, was 18.7 nm. Peaks of metallic Co were
not observed in the XRD pattern of the powder obtained
after the oxidation process at 300 1C, indicating that the
metallic Co was fully transformed into the cubic Co3O4

phase by nanoscale Kirkendall diffusion. The mean crystal-
lite sizes of Co3O4 in the Co3O4–RGO composite powder,
obtained before and after nanoscale Kirkendall diffusion, as
calculated from the width of the (311) peak using the
Scherrer equation, were 7.9 nm. The full oxidation of Co
into Co3O4 and reduction of GO into RGO during the
preparation process of the Co3O4 nanobubble-decorated
RGO spheres are further supported by the XPS spectra
shown in Figures S2, 3b and c. The XPS spectrum shown in
Figure 3b shows two main peaks at binding energies of
780.0 eV for Co 2p3/2 and 794.9 eV for Co 2p1/2 with two



Figure 2 Morphologies, SAED, and elemental mapping images of the Co3O4-nanobubble-decorated RGO spheres. (a) SEM image;
(b,c) TEM images; (d) HR-TEM image and SAED pattern; and (e) elemental mapping images.
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shakeup satellites (denoted as “Sat.”), which are the
characteristic peaks of cubic-phase Co3O4 [50]. The C 1s
peaks shown in Figure 3c can be attributed to sp2-bonded
carbon (C–C), epoxy and alkoxy groups (C–O), and carbonyl
and carboxylic (CQO) groups, which corresponded to peaks
at 284.6, 286.6, and 288.1 eV, respectively. The XPS spec-
trum shows a sharp peak at 284.6 eV, which is assigned to
the C–C bonds throughout the RGO. The sharp C–C bond peak
and weak C–O and CQO peaks reveal the thermal reduction
of GO nanosheets to RGO nanosheets [51].

The thermogravimetric (TG) curve of the Co3O4-nanobub-
ble-decorated RGO spheres is shown in Figure S3. The TG
curve shows three weight losses by the evaporation of
adsorbed water molecules and combustion of RGO. The
combustion of RGO occurred in two steps. The RGO layers
that were completely protected by hollow Co3O4 nano-
spheres combusted at high temperatures around 610 1C.
The content of RGO in the Co3O4-nanobubble-decorated
RGO spheres, estimated from the TG curve, was as low as
5.0 wt%. Therefore, the Co3O4-nanobubble-decorated RGO
sphere contained a large amount of active material with a
hollow nanosphere structure. The RGO contents in RGO
materials composited with hollow metal oxide nanopowders
prepared by hydrothermal and precipitation methods were
as high as 34 and 35 wt%, respectively [46,47]. N2 adsorption
and desorption isotherms and Barrett–Joyner–Halenda (BJH)
pore-size distributions of the cobalt oxide–RGO composite
powder obtained before and after nanoscale Kirkendall
diffusion are shown in Figures S4 and 3d, respectively. The
Co3O4-nanobubble-decorated RGO spheres had mesopores
with a maximum pore diameter of 12 nm. However, the
CoO/Co3O4–RGO composite powders directly prepared by
spray pyrolysis had mesopores with a maximum pore
diameter of 4 nm. The BET surface areas of the Co3O4–RGO



Figure 3 Properties of the cobalt oxide–RGO spheres obtained before and after nanoscale Kirkendall diffusion process. (a) XRD
patterns; (b) XPS spectrum of Co 2p; (c) XPS spectrum of C 1s; and (d) pore size distributions.
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composite powders obtained before and after nanoscale
Kirkendall diffusion were 78 and 47 m2 g�1, respectively.
The crystal growth of Co3O4 during the two-step post-
treatment process decreased the BET surface area of the
Co3O4-nanobubble-decorated RGO spheres.

Figure 4a and b shows the cyclic voltammograms (CVs) of
the Co3O4–RGO composite powders obtained before and
after nanoscale Kirkendall diffusion for the first five
charge/discharge cycles at a scan rate of 0.07 mV s�1.
The CV profile of the CoO/Co3O4–RGO composite that was
prepared directly by spray pyrolysis displays three reduction
peaks at 0.63, 0.85, and 0.95 V in the first discharging
process. The reduction peaks at 0.95 and 0.63 V were
attributed to Li+ insertion into CoO and the conversion
reaction between CoO and Li+ to form metallic Co and Li2O,
respectively [52,53]. The reduction peak observed at 0.85 V
was attributed to Li+ insertion into the crystal structure of
Co3O4 and the conversion reaction between Co3O4 and Li+

to form metallic Co and Li2O [54]. The CV profile shown in
Figure 4a also displays the mixed crystal structure of CoO
and Co3O4 phases in the CoO/Co3O4–RGO composite powder
prepared directly by spray pyrolysis. The CV profile of the
Co3O4-nanobubble-decorated RGO spheres obtained after
nanoscale Kirkendall diffusion shows one sharp reduction
peak at 0.85 V in the first discharging process, attributed to
Li+ insertion into the crystal structure of Co3O4 and the
conversion reaction between Co3O4 and Li+ to form metallic
Co and Li2O. The broad anodic peaks at around 2.2 V in the
first charge scan of both samples can be attributed to the
regeneration of CoO [53]. The reduction peaks observed at
0.9 and 1.2 V for both samples from the second cycle
onward were attributed to Li+ insertion into CoO and the
conversion reaction between CoO and Li+ to form metallic
Co and Li2O, respectively [54]. The prominently overlapping
CV profiles from the second cycle onward reveal the super-
ior cycling ability of the Co3O4-nanobubble-decorated RGO
spheres obtained through nanoscale Kirkendall diffusion.
The initial discharge and charge curves of the two samples
at a high current density of 2 A g�1 are shown in Figure 4c.
The Co3O4-nanobubble-decorated RGO spheres exhibited a
long plateau region in the initial discharge profile at a
voltage of approximately 1 V, corresponding to Li+ insertion
into the crystal structure of Co3O4 and reduction of the Co
ions to Co metal [55]. Meanwhile, two distinct regions are
observed in the initial discharge profile of the CoO/Co3O4–

RGO composite powders obtained before nanoscale Kirken-
dall diffusion. The first plateau at 0.9 V is associated with
Li+ insertion into CoO and Co3O4 and the conversion
reaction between Co3O4 and Li+ [55]. The second plateau
located at 0.6 V is ascribed to the conversion reaction
between CoO and Li+ [56]. The cobalt oxide–RGO composite
powders obtained before and after nanoscale Kirkendall
diffusion showed initial discharge capacities of 1455 and
1471 mA h g�1, respectively, and initial Coulombic efficien-
cies of 72 and 77%, respectively. The cycling performances
of the two samples at a constant current density of 2 A g�1

are shown in Figure 4d. The cobalt oxide–RGO composite
powders obtained before and after nanoscale Kirkendall
diffusion showed discharge capacities at the 200th cycle of
932 and 1156 mA h g�1, respectively; capacity retentions
from the second cycle onward were 89 and 99%, respec-
tively. The electrode density of the Co3O4-nanobubble-
decorated RGO spheres was 1.02 g cm�3. The volumetric
discharge capacity of the Co3O4-nanobubble-decorated RGO
spheres at the 200th cycle was 1179 mA h cm�3. The rate
performances of the two samples are shown in Figure 4e, in
which the current density was increased step-wise from 1 to
10 A g�1, with a step size of 1 A g�1. The two samples had



Figure 4 Electrochemical properties of the cobalt oxide–RGO spheres obtained before and after nanoscale Kirkendall diffusion
process. (a) CV curves of the CoOx–RGO; (b) CV curves of the Co3O4–RGO; (c) initial charge and discharge curves at a current density
of 2 A g�1; (d) cycling performances at a current density at 2 A g�1; and (e) rate performances.
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good rate performances and good capacity recovery proper-
ties when the current density returned to 1 A g�1, even
after cycling at high current densities. However, the capa-
city gaps between the two samples increased with increas-
ing current densities. The Co3O4-nanobubble-decorated
RGO spheres had superior rate performance compared with
that of the CoO/Co3O4–RGO composite powder prepared
directly by spray pyrolysis. The final discharge capacities of
the Co3O4-nanobubble-decorated RGO spheres at current
densities of 1, 3, 5, 7, and 10 A g�1 were 1200, 1117, 1036,
959, and 842 mA h g�1, respectively. The discharge capa-
cities decreased slightly with increasing current densities.
The rate performances of the two samples are also shown in
Figure S6, with the current density increased stepwise from
0.1 to 10 A g�1 and with one cycle performed at each step.
The capacity gaps between the two samples clearly
increased with increasing current densities.

Electrochemical impedance spectroscopy (EIS) was con-
ducted to confirm the superior electrochemical properties of
the Co3O4-nanobubble-decorated RGO spheres compared to
the CoO/Co3O4–RGO composite prepared by spray pyrolysis.
The impedance measurements of the two samples were
carried out at room temperature before and after 100 cycles
at a current density of 2 A g�1. The resulting Nyquist plots
shown in Figure 5a and b show semicircles in the medium-
frequency range, which are assigned to the charge-transfer
resistance of the electrodes, and lines inclined at �451 to the
real axis at low frequencies, which correspond to Li+ diffusion
within the electrode [57,58]. The Co3O4-nanobubble-deco-
rated RGO spheres had a slightly higher charge transfer
resistance before cycling, compared to the CoO/Co3O4–RGO
composite prepared directly by spray pyrolysis. However, the
opposite result was obtained after 100 cycles, as shown in
Figure 5b. The Co3O4-nanobubble-decorated RGO sphere had
superior structural stability compared with the CoO/Co3O4–

RGO composite powders prepared directly by spray pyrolysis.
The relationships between the real part of the impedance
spectra (Zre) and ω�1/2 (where ω is the angular frequency in
the low-frequency region, given by ω=2πf) before and after
100 cycles are shown in Figure 5c and d respectively. The
Co3O4-nanobubble-decorated RGO sphere had a faster Li+

diffusion rate than the CoO/Co3O4–RGO composite powders



Figure 5 Electrochemical impedance spectroscopy (EIS) and relationship between Zre and ω�1/2 in the low-frequency region. (a,b)
EIS spectra before cycling and after 100th cycle; and (c,d) linear fits in the low-frequency region before cycling and after
100th cycle.

Figure 6 Electrochemical properties of a full cell of anode (the Co3O4-nanobubble-decorated RGO spheres)/cathode (LiMn2O4).
(a) charge–discharge curves at a current density of 1 A g�1; (b) cycling performance at a current density at 1 A g�1 based on the
anode (Co3O4-nanobubble-decorated RGO spheres) mass.
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prepared directly by spray pyrolysis, before and after cycling.
The morphologies of the Co3O4-nanobubble-decorated RGO
spheres obtained after 100 cycles at a current density of
2 A g�1 are shown in Figure S7. The overall morphology of the
Co3O4-nanobubble-decorated RGO spheres was maintained
even after cycling as shown by FE-SEM images. The hollow
structure of Co3O4 nanobubble decorating the RGO was also
maintained even after cycling as shown by TEM image.
Therefore, the Co3O4-nanobubble-decorated RGO spheres,
with high structural stability and good Li+ diffusion rate,
showed good cycling and rate performances.

To show the composite's ability for practical application,
the Co3O4-nanobubble-decorated RGO spheres anode was
prelithiated and combined with a high voltage LiMn2O4

cathode to construct a full Li-ion cell. In this study, LiMn2O4

yolk–shell powders with a distinctive core@void@shell con-
figuration prepared by spray pyrolysis process were used
[59]. The morphologies and crystal structures of the yolk–
shell LiMn2O4 powders prepared by spray pyrolysis before
and after post-treatment at 650 1C are shown in Figure S8.
The electrochemical properties of the LiMn2O4 yolk–shell
powders post-treated at 650 1C are shown in Figure S9. The
charge/discharge curves and cycling performance of Co3O4-
nanobubble-decorated RGO spheres/LiMn2O4 yolk–shell full
cells with a cut-off voltage range of 1.5–4.0 V are shown in
Figure 6. As shown in Figure 6a, these materials can exhibit

cho
강조
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charge and discharge capacities of about 726 and 657 mA h
g�1, respectively, at the first cycle at a current density of
1 A g�1, based on the mass of Co3O4-nanobubble-decorated
RGO spheres anode. The Coulombic efficiency of the cell in
the initial cycle was 90%, and it increased quickly to close to
an average value of 96% in the following cycles. The reason
for the low initial Coulombic efficiency and capacity fading
during the first 10 cycles may be because of the decom-
position of electrolyte and the formation of a solid electro-
lyte interface (SEI) layer at the high charge voltage. After
capacity fading during the first 10 cycles, the cell demon-
strated a good cycling performance with capacity retention
of 96.7%. However, the electrochemical properties of the
cathode powders should be optimized to achieve the long
cycling performance of the Co3O4-nanobubble-decorated
RGO spheres/LiMn2O4 yolk–shell full cells.

Conclusions

In summary, Co3O4-nanobubble-decorated RGO spheres were
prepared by a three-step process. The CoOx–RGO spheres
prepared directly by spray pyrolysis were transformed into
Co3O4-nanobubble-decorated RGO spheres by a two-step post-
treatment heating process. CoO/Co3O4 nanocrystals were
transformed into Co3O4 hollow nanospheres through the oxida-
tion of Co metal nanopowder by the well-known nanoscale
Kirkendall diffusion process. The hollow structure of the RGO
spheres was maintained during the two-step post-treatment
process. The size of the Co3O4 hollow nanospheres and the RGO
content in the Co3O4-nanobubble-decorated RGO spheres could
be easily controlled by changing the preparation conditions,
such as the GO content in the spray solution, temperature of
the spray pyrolysis process, and reduction temperatures. The
simple process introduced in this study could be used to prepare
metal oxide nanobubble-decorated RGO spheres with various
compositions for many applications, including energy storage.
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