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Lithium metal anodes (LMAs) have attracted significant attention owing to their high theoretical capacity and lowest redox
potential. However, dendritic growth of lithium limits its practical application. Controlling lithium deposition through
structuring host materials for LMAs has been widely studied. In this study, a unique structured CuO-Cu2O-Cu composite
microsphere is synthesized through facile one-step spray pyrolysis process as a new lithium host material for LMAs. During
lithium deposition, lithium ions preferred to be adsorbed on composite microspheres due to the electric field generated from
the metallic Cu-based conductive matrix. The adsorbed ions reacted with lithiophilic copper oxides to form copper and Li2O,
promoting the generation of a uniform electric field and ion transfer. Moreover, hollow structure can guide lithium to be
encapsulated inside the structures, enabling effective suppression of dendritic lithium growth. As a result, this composite
microsphere is capable to store lithium with high areal capacity of 5.0mAh cm-2 without dendritic growth of lithium.
Consequently, the composite microspheres exhibit a coulombic efficiency above 99% for more than 200 cycles at a current
density of 1.0mA cm-2 as an asymmetric cell and show low voltage hysteresis of 19mV for more than 1,000 h as a symmetric
cell. This study demonstrates that the designed microstructures with an appropriate ratio of conductive and lithiophilic
matrices with sufficient pore structures provide promising cycle performance as host materials for lithium metal anode.

1. Introduction

Lithium-ion batteries have received enormous attention as a
representative electrochemical energy storage system. How-
ever, commercial anode graphite cannot satisfy the ever-
growing demands for electric vehicles and grid energy
storage systems owing to its low theoretical specific capacity
of 372mAhg-1 [1, 2]. Lithium metal is considered a highly
desirable anode material for batteries because of its high the-
oretical specific capacity of 3,860mAhg-1 and the lowest
redox potential (-3.04V vs. Li/Li+) compared to other metals
[3–5]. In addition, lithium metal anodes (LMAs) are paired
with desirable lithium-sulfur and lithium-oxygen batteries,
which are regarded as promising candidates for the next-
generation battery systems [6, 7]. However, LMAs suffer

from drawbacks preventing their commercialization as a
battery system. One of the main issues is that lithium metal
is highly reactive and can form dendrites, which are needle-
like protrusions that can short-circuit the battery [8]. These
dendrites can also grow into the electrolyte, which can lead
to the formation of a solid electrolyte interface (SEI) on the
surface of the lithium metal [9, 10]. This can reduce coulom-
bic efficiency and capacity of the battery.

To overcome the issues associated with LMAs,
researchers have developed several strategies, including the
use of lithium alloys, artificial SEIs, protection layers, and
separator modification [11–18]. Although these approaches
could somewhat prevent lithium dendrite growth, consider-
able volume expansion still needs to be managed when
operating under high areal capacity and current density.
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The theoretical thickness of lithium deposition with an area
capacity of 10.0mAh cm-2 was calculated to be 48.5μmcm-2,
and such large volume changes can cause deterioration of
the mechanical properties of the SEI layer and poor coulom-
bic efficiency and cycle stability of LMAs [19, 20]. There-
fore, the host materials with an appropriately designed
matrix for lithium plating and stripping are critical for sup-
pressing volume fluctuation and dendritic lithium growth
during cycles by regulating lithium plating and stripping
behavior [9, 18, 21–23].

The dendritic growth of lithium is principally generated
by the nonuniform distribution of current density on the
surface of the current collector [24, 25]. Lithium ions can
be uniformly distributed on the lithiophilic matrix and con-
ductive matrix, resulting in suppressed dendritic lithium
growth [10, 26–28]. In addition, the three-dimensional host
materials with an improved surface area compared with the
two-dimensional Cu foil current collector can lower the local
current density [29, 30]. The lithiophilic matrix can lower
the nucleation overpotential for lithium deposition on the
surface of the electrode through chemical binding interac-
tions between the lithiophilic matrix and lithium metal [31,
32]. Ruan et al. introduced TiO2/Cu2O heterostructure con-
structed on Cu foil, realizing stable lithium plating and strip-
ping at the current density of 1mAcm-2 [33]. Lithium ions
tend to be adsorbed on TiO2 by Ti-O binding, and lithium
ions were reacted with Cu2O from Cu and Li2O, which
resulted in lower nucleation overpotential and uniform lith-
ium deposition on the surface. In contrast, the conductive
matrix can form a uniform electric field on its surface; there-
fore, lithium ions deposit on the surface of the conductive
matrix rather than the surface of previously deposited lith-
ium [34–36]. Lu et al. used Cu nanowire as a freestanding
current collector to store lithium metal inside the porous
structure [37]. With the high surface area and high conduc-
tivity of nanowires, 7.5mAh cm-2 of lithium could be plated.
Based on the aforementioned considerations, integrating the
merits of a lithiophilic matrix and a conductive matrix into
one host structure could help to fabricate promising LMAs
with high performances.

Herein, we prepared CuO-Cu2O-Cu composite micro-
spheres through a one-step spray pyrolysis system, denoted
as CuOx/Cu-PS1. The spray pyrolysis of an aqueous solution
containing copper nitrate and proper amount of polystyrene
(PS) nanobeads at 700°C under a nitrogen atmosphere
resulted in hollow structured microspheres composed of
CuO, Cu2O, and Cu crystals. By adjusting the amount of
PS nanobeads, the ratio between CuO, Cu2O, and Cu crys-
tals and the structures of microspheres could be changed.
This work optimized lithium metal host structures by com-
paring the ratios of composite lithiophilic matrix and con-
ductive matrix and achieved excellent cell performances
through a facile one-step spray pyrolysis process. In addi-
tion, the hollow structure of composite materials could guide
lithium to internal void space, resulted in the suppression of
volume fluctuation and dendritic growth of lithium. Based
on the above merits, CuOx/Cu-PS1 microspheres as host
materials for LMAs showed uniform lithium plating behav-
ior without lithium dendrite formation. When operating

with lithium foil as a counter electrode, CuOx/Cu-PS1
microspheres exhibited stable cycle performance for more
than 200 cycles with a coulombic efficiency of over 99% at
a current density of 1.0mAcm-2 with an areal capacity of
1.0mAh cm-2. Furthermore, lithium-plated CuOx/Cu-PS1
microspheres displayed less than 20mV of voltage hysteresis
lasting for more than 2,500 h in symmetric cells. The strate-
gies and synthetic process used in this work could be applied
to the fabrication of other lithium metal host structures.

2. Experimental

CuOx/Cu-PS1 microspheres were prepared through a spray
pyrolysis process. The precursor solution contained 0.2M
copper nitrate and 30mgmL-1 of 100nm PS nanobeads in
distilled water. Droplets generated by 1.7MHz ultrasonic
spray generator and N2 gas with a flow rate of 10 Lmin-1

were used as carrier gas. The reactor temperature was main-
tained at 700°C. The precursor solution for CuOx/Cu-PS3 and
CuOx/Cu-PS3 microspheres contained 90 and 150mgmL-1

of 100nm PS nanobeads, and CuO-PS0 microspheres were
made without PS nanobeads. The rest of synthesis procedure
was identical.

Experimental information on the material characteriza-
tion and the electrochemical measurement is provided in
the supporting information.

3. Results and Discussion

The formation mechanism of CuOx/Cu-PS1 hollow micro-
spheres is shown in Scheme 1. CuOx/Cu-PS1 microspheres
and their comparative samples were obtained via spray
pyrolysis of an aqueous solution containing copper nitrate
and PS nanobeads at 700°C under a nitrogen atmosphere.
The comparative samples were prepared with three and five
times as many PS nanobeads as CuOx/Cu-PS1 microspheres,
denoted as CuOx/Cu-PS3 and CuOx/Cu-PS5, respectively.
During the spray pyrolysis process, droplets passed through
a tube furnace, and rapid evaporation of droplets progressed
from the surface of the droplets, forming hollow structured
CuO microspheres with PS nanobeads [38]. Subsequently,
PS nanobeads containing reducing elements (C and H) were
decomposed to gaseous fragments, and the reduction of
CuO to Cu2O and Cu2O to Cu proceeded [39]. Therefore,
the amount of PS nanobeads affected the ratio of CuO,
Cu2O, and Cu. Following the decomposition of PS nano-
beads, mesopores formed by PS nanobeads were filled by
the sintering of metallic copper. Sintering of metallic copper
progressed even inside the hollow space of microspheres and
filled the void space of the structure as more metallic copper
was reduced by more PS nanobeads in the case of CuOx/Cu-
PS3 and CuOx/Cu-PS5 microspheres [39].

The morphology of CuOx/Cu-PS1 microspheres obtained
by one-step spray pyrolysis process is presented in Figure 1.
SEM and TEM images of CuOx/Cu-PS1 microspheres in
Figures 1(a)–1(c) show that hollow and yolk-shell structured
composite microspheres were composed of several tens of
nanometer-sized crystals. The yolk part of CuOx/Cu-PS1
microspheres might have been generated from the sintering
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Scheme 1: Formation mechanism of CuOx/Cu-PS1 microsphere.
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Figure 1: Morphologies of CuOx/Cu-PS1 microsphere obtained by spray pyrolysis: (a) SEM image, (b, c) TEM images, (d) HR-TEM image,
(e) SAED pattern, and (f) elemental mapping images.
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of metallic copper during synthesis process. The high-
resolution TEM (HR-TEM) image in Figure 1(d) clearly dem-
onstrated that lattice fringes separated by 0.257 and 0.214nm
were observed, which correspond to the (002) plane of CuO
and (200) plane of Cu2O, respectively [40]. The selected area
electron diffraction (SAED) pattern shown in Figure 1(e) also
confirmed the existence of highly crystalline CuO and Cu2O in
CuOx/Cu-PS1 microspheres [41]. The XRD pattern of CuOx/
Cu-PS1 microspheres is shown in Figure S1 (Supporting
Information), and peaks of CuO (JCPDS, 44-0706) and
Cu2O (JCPDS, 34-1354) were mainly observed. The small

peak marked with a triangle corresponded to metallic Cu
(JCPDS, 04-0836) [41, 42]. It was hard to distinguish the
lattice fringe and spot diffraction pattern of metallic copper
because of its small crystal size, as shown in the XRD pattern
of CuOx/Cu-PS1 microspheres. The elemental mapping
images shown in Figure 1(f) indicated uniformly distributed
Cu and O elements over the hollow microsphere.

The crystal structures of composite microspheres synthe-
sized as comparative samples are also shown in Figure S1.
The XRD patterns of CuOx/Cu-PS3 and CuOx/Cu-PS5
microspheres showed that as more PS nanobeads decomposed,
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Figure 2: (a, b) XPS spectra of CuOx/Cu-PS1 microsphere: (a) Cu 2p and (b) O 1s, (c) TGA curves, and (d) BJH pore size distribution
corresponding to the CuOx/Cu composite microspheres.
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Figure 3: Continued.
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further reduction of CuO and Cu2O progressed; therefore,
sharp peaks of metallic copper were mainly observed. The
only difference between the XRD patterns of CuOx/Cu-PS3
and CuOx/Cu-PS5 microspheres was the existence of CuO-
related peaks, which are denoted with a square. The other
comparative sample made without PS nanobeads was only
composed of CuO crystals; therefore, it was denoted as CuO-
PS0. The SEM and low-resolution TEM images of CuOx/Cu-
PS3 and CuOx/Cu-PS5 microspheres in Figure S2A-C and
Figure S3A-C, respectively, revealed comparatively dense
structure covered with a larger crystal size of metallic copper
than those of CuOx/Cu-PS1 microspheres. As CuOx/Cu-PS3
and CuOx/Cu-PS5 microspheres experienced more PS
nanobead decomposition during the spray pyrolysis process,
sintering of metallic copper through mesopores from PS
nanobeads was highly progressed, resulting in a dense
structure. Three different lattice fringes separated by 0.253,
0.243, and 0.209nm were discovered in the HR-TEM image
of CuOx/Cu-PS3 microspheres in Figure S2D, and these
lattice fringes were matched well with (002) plane of CuO,
(111) plane of Cu2O, and (111) plane of Cu, respectively
[43]. The SAED pattern of CuOx/Cu-PS3 microspheres in
Figure S2E also showed crystal planes of copper oxides and
metallic copper. However, there was no CuO-related lattice
fringe or SAED pattern for the CuOx/Cu-PS5 microspheres,
as shown in Figure S3D,E. As the CuOx/Cu-PS5 microspheres
underwent further reduction, fewer O elements were
detected in elemental mapping images than those of CuOx/
Cu-PS3 microspheres and shown in Figure S2F and S3F.
Morphological features of CuO-PS0 microspheres prepared
without PS nanobeads were different from those of CuOx/
Cu-PS3 and CuOx/Cu-PS5 microspheres, as shown in
Figure S4A-C. SEM and low-resolution TEM images in
Figure S4A-C indicated that CuO-PS0 microspheres were
hollow microspheres composed of nanoparticles that were

smaller than those of CuOx/Cu-PS1 microspheres. The HR-
TEM images and SAED patterns of CuO-PS0 microspheres
in Figure S4D,E represented lattice fringes and SAED pattern
rings of CuO phase. The elemental mapping images of
CuO-PS0 microspheres also revealed hollow structure of
composite microsphere.

The surface chemical states of CuOx/Cu-PS1 microspheres
and their comparative samples were investigated through
XPS, shown in Figures 2(a) and 2(b) and Figure S5,
respectively. The Cu 2p spectrum could be deconvoluted into
peaks of Cu/Cu+, peaks of Cu2+, and Cu2+ satellite peaks [44].
The peaks at binding energies of 932.8 and 952.5 eV were
attributed to 2p3/2 and 2p1/2 of Cu/Cu+ oxidation states of
copper, and the peaks at binding energies of 934.1 and 954.0
were ascribed to 2p3/2 and 2p1/2 of Cu2+ oxidation states of
copper, respectively [42, 44, 45]. Comparing the deconvoluted
regions of Cu/Cu+-related peaks and Cu2+-related peaks, the
proportion of Cu2+-related peaks decreased as the amount of
PS nanobeads in the precursor solution increased. The three
peaks at approximately 942.0 eV and a single peak at 961.8 eV
corresponded to satellite peaks of Cu2+ [44].

The TGA data of CuOx/Cu composite microspheres
were acquired under an air atmosphere with a heating rate
of 10°C per minute until reaching 800°C, as shown in
Figure 2(c). Assuming the full transformation of Cu2O and
Cu to CuO, the samples containing Cu2O or Cu should
increase in weight during the analysis. However, CuO-PS0
microspheres, which were composed of CuO, lost a small
amount of weight ascribed to the evaporation of adsorbed
water molecules on their surface. The weight of CuOx/Cu-
PS1 microspheres was increased by 3% after the oxidation,
and the weight percent of Cu2O in CuOx/Cu-PS1 micro-
spheres was calculated at 3.7%, ignoring the small amount
of metallic copper. In the case of CuOx/Cu-PS5 micro-
spheres, which were composed of Cu2O and Cu crystals,
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Figure 3: Coulombic efficiencies of bare Cu foil and CuOx/Cu composite microspheres during plating and stripping of lithium at different
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20% of the increased weight could be attributed to the trans-
formation of 37.1% of Cu2O and 62.9% of Cu to CuO.
Figure 2(d) and Figure S6 demonstrate the Barrett-Joyner-
Halenda (BJH) pore size distributions and the isotherm
curves of N2 gas adsorption and desorption of CuOx/Cu
composite microspheres, respectively. The Brunauer-Emmett-
Teller (BET) surface areas of CuOx/Cu-PS1, CuOx/Cu-PS3,
CuOx/Cu-PS5, and CuO-PS0 microspheres were 13.1, 5.8,
6.0, and 18.6m2g-1, respectively, as shown in Figure 2(d)
[46]. As shown in Figure S6, all microspheres showed type III
isotherm, representing a macroporous structure [2]. The
surface area of the samples decreased as the amount of PS
nanobeads increased because sintering induced by the
decomposition of PS nanobeads caused crystal growth
inside the hollow microspheres. In particular, the surface

area of CuOx/Cu-PS3 and CuOx/Cu-PS5 microspheres
significantly decreased that they showed a dense structure,
while CuOx/Cu-PS1 and CuO-PS0 microspheres showed a
hollow structure.

The Li plating/stripping behavior of CuOx/Cu composite
microspheres was estimated in a half-cell using lithium foil
as the counter electrode. Coulombic efficiency (CE), which
can be defined as capacity ratio of plated lithium and
stripped lithium, is a crucial factor for evaluating the revers-
ibility of repeated lithium plating and stripping processes
[47, 48]. When the dendritic growth of lithium occurs dur-
ing the cycles, lithium dendrites are wrapped by SEI films,
making them electrochemically inert to current collectors
and electrons, and are referred to as “dead lithium” [49,
50]. As the side reactions for SEI films consume electrolytes,
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dead lithium decreases CE [49, 50]. Figures 3(a)–3(c) show
the CEs of Cu foil and CuOx/Cu composite microspheres
at a specified current density (1.0, 0.5, and 2.0mAcm-2) with
a fixed lithium deposition capacity of 1.0mAh cm-2. At a
current density of 1.0mAcm-2, Cu foil maintained CE up
to 98% for 70 cycles; subsequently, CE drastically decreased
even under 40%, and the cell died before 100 cycles, as
shown in Figure 3(a). This sudden failure of the cell during
cycling could be attributed to an internal short circuit caused
by dendritic lithium growth [51]. When CuOx/Cu-PS3,
CuOx/Cu-PS5, and CuO-PS0 microspheres were used as
host materials for lithium plating and tested at a current
density of 1.0mAcm-2, the composite microspheres showed
high CEs more than 98%. The CuOx/Cu-PS3, CuOx/Cu-PS5,
and CuO-PS0 microspheres could reversibly keep their CE
about 110, 80, and 90 cycles, respectively. The CuOx/Cu-
PS1 microspheres, conversely, demonstrated more than
99% of CEs for 220 cycles and decreased to 92% at the
300th cycle. At current density of 0.5 and 2.0mAcm-2, the
CuOx/Cu-PS1 microspheres exhibited higher CEs for longer
cycles compared to Cu foil, CuOx/Cu-PS3, CuOx/Cu-PS5,
and CuO-PS0 electrodes, as shown in Figures 3(b) and
3(c). In particular, the CuOx/Cu-PS1 microspheres exhibited
CEs of above 97% for more than 70 cycles at a high current
density of 2.0mAcm-2. Furthermore, the CEs of Cu foil and
CuOx/Cu composite microspheres were also measured at
higher capacity of 2.0mAh cm-2 at the current density of
1.0mAcm-2, as demonstrated in Figure 3(d). Even though
the amount of plated and deposited lithium was doubled,
the composite microspheres showed more than 98% of CEs
for more than 60 cycles.

Superior reversibility during the repeated deposition and
stripping of lithium was confirmed through asymmetric
coulombic efficiency tests. However, the reasons why
CuOx/Cu-PS1 microspheres exhibited better electrochemical

performances should be investigated through other analyses.
Therefore, voltage profiles of electrodes during the deposi-
tion and stripping of lithium at different current densities
are studied and shown in Figure 4 and Figure S7. Figures 4(a)
and 4(b) show voltage profiles of Cu foil and CuOx/Cu
composite microspheres under the condition of the current
density of 1.0mAcm-2 at the capacity of 1.0mAhcm-2. As
shown in Figure 4(a), voltage profiles of CuOx/Cu-PS1 and
CuO-PS0 microspheres were different from the others that
potential was linearly decreased due to the lithiation process
of copper oxides [40, 52]. In contrast, electrodes with high
contents of copper showed vertical drops of potential prior
to the lithium plating process. The lithium nucleation
overpotential, defined as the potential barrier for lithium to
be deposited on the surface of materials, could be calculated
by the voltage difference between and flat part of the voltage
plateau during lithium deposition [53, 54]. The lithium
nucleation overpotential on the CuO-PS0, CuOx/Cu-PS1,
CuOx/Cu-PS3, and CuOx/Cu-PS5 electrodes was calculated
to 10.2, 12.0, 24.8, and 22.1mV, respectively, as shown in
Figure 4(b). These results indicated that higher contents of
copper oxide can reduce the energy barrier for uniform
deposition of lithium during the plating process. This might
be ascribed to lithiophilic Li2O generation during the
lithiation process according to the conversion reaction of
CuOx/Cu-PS1 and CuO-PS0 microspheres, resulting in
lower onset potential [40]. Voltage hysteresis in LMAs refers
to the difference in potential between the plating and
stripping voltage profiles of the anode that can affect the
performance and CE of the battery [55]. The values of
voltage hysteresis of the samples at different current densities
are shown in Figure 4(c). CuOx/Cu-PS3 and CuOx/Cu-PS5
microspheres exhibited 29 and 33mV of voltage hysteresis at
a current density of 0.5mAcm-2, respectively, which were
the lowest values among the samples due to the high
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contents of metallic copper with high electrical conductivity,
which can enhance electron transfer. CuO-PS0 microspheres
exhibited 69mV of voltage hysteresis and showed the largest
value that could be attributed to the thick Li2O SEI layer,
which deteriorates the transportation of lithium ions and
lowers the electrical conductivity of copper oxide [56–58].
However, as the current density increased to 2.0mAcm-2,
the voltage hysteresis of CuOx/Cu-PS3 and CuOx/Cu-PS5
microspheres was increased to 116 and 100mV, respectively.
Lower contents of copper oxides at CuOx/Cu-PS3 and
CuOx/Cu-PS5 microspheres led to fewer active sites on the
surface of the structures and resulted in bulk lithium
formation at high current densities [59]. However, the
voltage hysteresis of CuOx/Cu-PS1 microspheres increased
from 38mV to 95mV when the current density was
increased from 0.5 to 2.0mAcm-2. Owing to the lithiophilic
and conductive nature of CuOx/Cu-PS1 microspheres,
sufficient nucleation sites of lithium and fast kinetics for
lithium ion transport could be achieved with CuOx/Cu-PS1
microspheres and resulted in a reduction of local current
density and uniform and reversible lithium plating and
stripping [60, 61].

The overpotential is deeply related to total impedance of
the cell; therefore, in order to further comprehend the
electrochemical performances of Cu foil and CuOx/Cu com-
posite microspheres, electrochemical impedance spectros-
copy (EIS) of asymmetric cells was performed, as shown in
Figure 5 and Figure S8. The EIS analysis was based on the
equivalent circuit model shown in Figure S9. The Nyquist
curves have one semicircle for cells after the first cycle and

two semicircles for more cycled cells [17, 62, 63]. For the
cells after the first cycle, the single semicircle is related to
interfacial resistance, and low interfacial resistance indicates
faster kinetics at the interface of electrolyte and electrode [64].
Comparing the interfacial resistance through the Nyquist
curves of the first cycle, Cu foil, CuOx/Cu-PS1, CuOx/Cu-PS3,
CuOx/Cu-PS5, and CuO-PS0 electrodes showed 6.5, 11.7,
20.4, 20.7, and 16.0Ω, respectively. Among the composite
microspheres, CuOx/Cu-PS1 and CuO-PS0 microspheres that
composed of copper oxides showed lower interfacial resistance
after the first cycle because of Li2O generated from lithiation of
copper oxide (Figure 5(a) and Figure S8A). As the cycles
progressed, the total resistance of the cells reduced as the
number of active sites at the surface of the electrodes increased.
For the cycled cells, the Nyquist curves comprised two
semicircles corresponding to the electrolyte and SEI resistance
for the high-frequency region and charge-transfer resistance
for medium-frequency range [62, 63]. After 100 cycles, except
for the CuOx/Cu-PS1 microspheres, the impedance of the cells
was highly increased. As shown in Figure 5(b), the sum of the
electrolyte resistance and charge-transfer resistance of Cu foil
was 4.5Ω at 50th cycle, which, however, increased to 21.1Ω at
the 100th cycle. The CuOx/Cu-PS3, CuOx/Cu-PS5, and CuO-
PS0 microspheres also showed increased impedance from 4.4,
5.8, and 5.6Ω to 8.1, 11.5, and 13.8Ω, respectively (Figure S8).
The Nyquist plots of CuOx/Cu-PS3 and CuOx/Cu-PS5
microspheres began at a resistance greater than 30Ω,
indicating that the samples had a high electrolyte resistance. As
explained above, when dead lithium was generated during the
cycles, newly deposited lithium reacted with the electrolyte and
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Figure 6: SEM images of (a, c, e) bare Cu foil and (b, d, f) CuOx/Cu-PS1 microsphere: (a, b) after lithium plating 1.0mAh cm-2, (c, d)
stripping 1.0mAh cm-2 of lithium from the anode, and (e, f) after lithium plating 5.0mAh cm-2.
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led to an increase in electrolyte resistance [62, 63]. The resistance
of CuOx/Cu-PS1 microspheres only increased 0.8Ω from 50th
cycle to 100th cycle, indicating uniform lithium deposition and
cycling stability.

SEM images were recorded to investigate the plating and
stripping behavior of lithium when Cu foil and CuOx/Cu
composite microspheres were used as electrodes at the cur-
rent density of 1.0mAcm-2, as shown in Figure 6 and
Figure S10. Lithium deposited on Cu foil with a capacity of
1.0mAh cm-2, and a current density of 1.0mAcm-2 showed
oval lithium grains. Their size was approximately 5.0μm
(Figure 6(a)). Figure 6(b) shows the SEM images of lithium
deposited on CuOx/Cu-PS1 microspheres under the same
condition, and the surface of CuOx/Cu-PS1 microspheres
became as thick as the lithium and SEI films. Furthermore,
lithium was encapsulated in the void space of CuOx/Cu-
PS1 microspheres, as shown in magnified SEM image in
Figure 6(b). After lithium stripping, residual lithium grains
remained on the surface of Cu foil (Figure 6(c)). The
morphology of the CuOx/Cu-PS1 microspheres was the
same even after lithium stripping, except for the void space
of CuOx/Cu-PS1 microspheres, which was clearly observed,
indicating reversible lithium deposition/stripping behavior.
In the case of CuO-PS0 microspheres, hierarchically
deposited lithium was visible on the surface, which was
attributed to the thick SEI layer that impeded uniform
lithium deposition (Figure S10A) [65]. After lithium
stripping, the thick SEI layer on the surface of CuO-PS0
microspheres was clearly observed, as seen in Figure S10D.

Lithium plating and stripping behavior on the CuOx/Cu-
PS3 and CuOx/Cu-PS5 microspheres were similar. A thick
SEI layer was covered around the microspheres, and bare
lithium clusters were shown on the surface of the electrode
surface as marked by dashed lines (Figure S10B,C).
Because of the dense structure of CuOx/Cu-PS3 and CuOx/
Cu-PS5 microspheres, the amount of lithium stored was
limited, and residual lithium was deposited on the surface
of the electrode. The SEM images of CuOx/Cu-PS3 and
CuOx/Cu-PS5 microspheres after plating of lithium also
showed remaining lithium clusters, and a thick SEI layer
was covered all around the microspheres. Furthermore,
lithium deposition at a capacity of 5.0mAh cm-2 and a
current density of 1.0mAcm-2 was examined for practical
applications. After plating of 5.0mAh cm-2, many dendrites
were observed on Cu foil, as shown in Figure 6(e). This
dendritic growth of lithium increased the impedance of the
cell and consumed electrolytes and caused the early failure
of cell. On the contrary, the SEM images of lithium plating
of 5.0mAh cm-2 on CuOx/Cu-PS1 microspheres displayed
no dendrites, as shown in Figure 6(f). After the void space
of CuOx/Cu-PS1 microspheres was fully filled, lithium was
deposited on the surface of CuOx/Cu-PS1 microspheres.
Subsequently, more lithium deposition formed clusters of
CuOx/Cu-PS1 microspheres covered by lithium. The SEM
images of CuO-PS0 microspheres after lithium plating of
5.0mAh cm-2 displayed similar feature to those of CuOx/
Cu-PS1 microspheres as shown in Figure S10G. The 3D
structure of CuO-PS0 microspheres was not found;

SEI generation Li deposition

(a)

SEI generation Li deposition

(b)

SEI generation Li deposition

(c)

Scheme 2: Schematic illustrations of formation of SEI layer and lithium deposition behaviors of (a) CuOx/Cu-PS1, (b) CuO-PS0, and (c)
CuOx/Cu-PS5 microsphere.
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however, comparatively flat and dense lithium deposition
was achieved. In the case of CuOx/Cu-PS3 and CuOx/Cu-
PS5 microspheres (Figure S10H,I), only bulk lithium grains
were observed, and some dendrites were also shown. In
terms of the above results, lithium plating behaviors on
composite microspheres are illustrated in Scheme 2.

Symmetric cells were tested to evaluate the long-term sta-
bility of the cells upon repeated lithium plating and stripping.
Before the test, CuOx/Cu composite microspheres as host
materials were preplated with a capacity of 5.0mAhcm-2 of
lithium to form Li-CuOx/Cu electrodes. Figure 7(a) shows
the galvanostatic lithium plating and stripping profiles of sym-
metric cells obtained at a current density of 1.0mAcm-2 with
1.0mAhcm-2 for bare lithium foil and Li-CuOx/Cu-PS1. Li-
CuOx/Cu-PS1 electrodes exhibited a stable voltage hysteresis
of less than 20mV over 2,500h. On the contrary, the symmet-
ric cell made of bare lithium foil showed 80mV of voltage hys-
teresis at 300h; subsequently, voltage hysteresis gradually
increased, and the cell failed at 450h. Figure 7(b) and
Figure S11 show voltage-time profiles of the galvanostatic
cycling test of symmetric cells estimated at a fixed capacity of
1.0mAhcm-2 under an increasing current density from 0.5
to 10.0mAcm-2. At the low current density of 0.5mAcm-2,

Li foil, Li-CuOx/Cu-PS1, Li-CuO-PS0, Li-CuOx/Cu-PS3, and
Li-CuOx/Cu-PS5 electrodes exhibited low voltage hysteresis
of 36, 22, 21, 24, and 39mV, respectively. However, as the
current densities increased, the voltage hysteresis of Li foil,
Li-CuOx/Cu-PS3, and Li-CuOx/Cu-PS5 electrodes highly
increased compared to those of the Li-CuOx/Cu-PS1 and Li-
CuO-PS0 electrodes. For instance, the voltage hysteresis
values of the Li-CuOx/Cu-PS1 were 22, 32, 48, 95, 196, and
28mV at the current densities of 0.5, 1.0, 2.0, 5.0, 10.0, and
1.0mAcm-2, respectively. However, the voltage hysteresis
values of lithium foil were 36, 58, 98, 203, 431, and 48mV at
the current densities of 0.5, 1.0, 2.0, 5.0, 10.0, and 1.0mAcm-2.
These results indicated that the Li-CuOx/Cu-PS1 electrodes
showed stable and reversible lithium plating and stripping
behaviors even at a high current density. Li-CuO-PS0 electrodes
also exhibited excellent symmetric cell performances;
however, Li-CuOx/Cu-PS3 and Li-CuOx/Cu-PS5 electrodes
showed worse symmetric cell performances than lithium foil
that at the current density of 10.0mAcm-2, their voltage
profiles were unstable. When the current density went back
to 1.0mAcm-2, the cells experienced short circuit and failed.
These results matched well with lithium deposition SEM
images of Figure 6 and Figure S10. Figure S11B displays
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Figure 7: (a) Cycling performances of bare Li foil and Li-CuOx/Cu-PS1 in a symmetrical cell test at 1.0mA cm-2 with 1.0mAh cm-2 and (b)
rate performance of symmetric cells measured at current densities ranging from 0.5 to 10.0mA for a capacity of 1.0mAh cm-2.
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voltage-time profiles of symmetrical cells of Li-CuOx/Cu-PS1
electrodes and bare lithium foil at the same current density
of 1.0mAcm-2 with higher capacity of 2.0mAhcm-2. Even at
the higher capacity condition, Li-CuOx/Cu-PS1 electrodes
exhibited low voltage hysteresis of 35mV more than 500h.
On the other hand, symmetrical cell based on bare lithium
foil showed a lower voltage hysteresis of 26mV until 160h;
however, this voltage hysteresis gradually increased, and the
cell failed after 220h.

To demonstrate the practical application of CuOx/Cu-
PS1 microspheres as host materials for LMAs, a full cell
was assembled with Li-CuOx/Cu-PS1 and bare lithium foil
as the anode and LiNi0.8Co0.1Mn0.1O2 (NCM 811) as the
cathode. The assembled full cells were denoted as Li-CuOx/
Cu-PS1|NCM 811 and Li|NCM 811. The electrochemical
properties of Li-CuOx/Cu-PS1|NCM 811 and Li|NCM 811
with a cut-off potential range of 2.5-4.3V are shown in
Figure 8. Figure 8(a) illustrates the cycling performances of
Li-CuOx/Cu-PS1|NCM 811 and Li|NCM 811 at the current
density of 0.5C (1C = 200mAhg-1), and Li-CuOx/Cu-
PS1|NCM 811 exhibited better cycling stability that the cell
has capacity retention of 81.6% after 200 cycles. The

improved electrochemical performance through introducing
CuOx/Cu-PS1 microspheres as a host material for lithium
storage was further proved by the rate capability test at
increased current densities ranging from 0.1 to 10.0C
(Figure 8(b)). The reversible discharge capacities of Li-
CuOx/Cu-PS1|NCM 811 were 213.0, 190.6, 179.0, 167.3,
158.1, and 144.5mAhg-1 at current densities of 0.1, 1.0,
3.0, 5.0, 7.0, and 10.0C, respectively. However, the reversible
discharge capacities of Li|NCM 811 were 213.7, 189.4, 176.3,
166.9, 154.3, and 128.3mAhg-1 at current densities of 0.1,
1.0, 3.0, 5.0, 7.0, and 10.0C, respectively. As the current
densities increased, the capacity gap between Li-CuOx/Cu-
PS1|NCM 811 and Li|NCM 811 widened, indicating a better
rate performance of Li-CuOx/Cu-PS1|NCM 811 cell. Enhanced
electrochemical properties of Li-CuOx/Cu-PS1|NCM 811 also
could be identified through the galvanostatic charge-discharge
profiles of the cells at increased current densities, as shown in
Figure S12. At a low current density of 0.1C (Figure S12A),
charge-discharge profiles of Li-CuOx/Cu-PS1|NCM 811 and
Li|NCM 811 were reasonably consistent with each other. On
the other hand, as the current densities were increased to
5.0, 7.0, and 10.0C, Li-CuOx/Cu-PS1|NCM 811 showed
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Figure 8: (a) Cycling performances at a current density of 0.5 C and (b) rate capability at increasing current densities from 0.1 to 10.0 C for
Li|NCM 811 and Li-CuOx/Cu-PS1|NCM 811 full cells.
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lower voltage hysteresis than those of Li|NCM 811, as shown
in Figure S12B-D. The low voltage hysteresis indicated stable
lithium plating and stripping features of Li-CuOx/Cu-PS1
anode during the cycling of the full cell. The above results of
Li-CuOx/Cu-PS1|NCM 811 supported the idea that when
CuOx/Cu-PS1 microspheres were used as host materials
for practical full cell applications, the electrochemical
performances of the cell could be improved due to the stable
and reversible lithium plating and stripping behavior on
CuOx/Cu-PS1 microspheres.

4. Conclusions

In this study, a facile synthetic strategy for host material with
a new composition of LMAs through one-step spray pyroly-
sis has been reported. During the spray pyrolysis process, the
amount of PS nanobeads in the precursor solution affected
to the ratio of CuO, Cu2O, and Cu phases in the composite
microspheres and pore structure. Optimization of the ratio
between lithiophilic copper oxide and conductive metallic
copper provided nucleation sites for lithium to be uniformly
deposited and enhanced kinetics of lithium ions and elec-
trons. Furthermore, the hollow structure of the microspheres
offered void space for lithium to store lithium. Lithium
deposited on the CuOx/Cu-PS1 microspheres has a high
CE of 99% at a current density of 1.0mAcm-2 for more than
200 cycles. Moreover, the symmetrical cell of Li-CuOx/Cu-
PS1 electrodes exhibited more than 2,500 h, and full cell
assembled with NCM 811 also showed better performances
compared to bare lithium foil. This work illustrates a simple
way for synthesizing host materials to achieve a uniform and
reversible lithium deposition and stripping and controlling
dendritic growth of lithium.
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the Supporting Information at the end of the article. Exper-
imental Section (continued). Supplementary Figure S1: XRD
patterns of CuOx/Cu composite microspheres. Supplemen-
tary Figure S2: morphologies of CuOx/Cu-PS3 microsphere

synthesized through spray pyrolysis process: (A) SEM
image, (B, C) TEM images, (D) HR-TEM image, (E) SAED
pattern, and (F) elemental mapping images. Supplementary
Figure S3: morphologies of CuOx/Cu-PS5 microsphere syn-
thesized through spray pyrolysis process: (A) SEM image,
(B, C) TEM images, (D) HR-TEM image, (E) SAED pattern,
and (F) elemental mapping images. Supplementary Figure
S4: morphologies of CuO-PS0 microsphere synthesized
through spray pyrolysis process: (A) SEM image, (B, C)
TEM images, (D) HR-TEM image, (E) SAED pattern, and
(F) elemental mapping images. Supplementary Figure S5:
XPS spectra of (A, B) CuO-PS0, (C, D) CuOx/Cu-PS3, and
(E, F) CuOx/Cu-PS5 microspheres: (A, C, E) Cu 2p and (B,
D, F) O 1s. Supplementary Figure S6: N2 adsorption and
desorption isotherms of CuOx/Cu composite microspheres.
Supplementary Figure S7: charge and discharge voltage profiles
of the bare Cu foil and CuOx/Cu composite microspheres at the
current density of (A, B) 0.5mAcm-2 and (C, D) 2.0mAcm-2

with the capacity of 1.0mAhcm-2. Supplementary Figure S8:
Nyquist plots of the impedance spectra of the asymmetric cells
after 1st, 50th, and 100th cycles at the current density of
1.0mAcm-2: (A) CuOx/Cu-PS3, (B) CuOx/Cu-PS5, and (C)
CuO-PS0 microspheres. Supplementary Figure S9: equivalent
circuit model used for AC impedance fitting. Supplementary
Figure S10: SEM images of (A, D, G) CuO-PS0, (B, E, H)
CuOx/Cu-PS3, and (C, F, I) CuOx/Cu-PS5 microsphere: (A–
C) after lithium plating 1.0mAhcm-2, (D–F) stripping
1.0mAhcm-2 of lithium from the anode, and (g, h, i) after lith-
ium plating 5.0mAhcm-2. Supplementary Figure S11: (A) rate
performance of Li-CuO-PS0, Li-CuOx/Cu-PS3, and Li-CuOx/
Cu-PS5 in symmetrical cells measured at current densities
ranging from 0.5 to 10.0mA for a capacity of 1.0mAhcm-2

and (B) cycling performance of bare Li foil and Li-CuOx/Cu-
PS1 in symmetrical cells measured at current densities of
1.0mAcm-2 for a capacity of 2.0mAhcm-2. Supplementary
Figure S12: charge and discharge voltage profiles of the
Li|NCM 811 and Li-CuOx/Cu-PS1|NCM 811 full cells at the
current density of (A) 0.1C, (B) 5.0C, (C) 7.0C, and (D)
10.0C. (Supplementary Materials)
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