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ABSTRACT: Li metal anodes have attracted considerable
research interest due to their low redox potential (−3.04 V vs
standard hydrogen electrode) and high theoretical gravimetric
capacity of 3861 mAh/g. Battery technologies using Li metal
anodes have shown much higher energy density than current Li-
ion batteries (LIBs) such as Li−O2 and Li−S systems. However,
issues related to dendritic Li formation and low Coulombic
efficiency have prevented the use of Li metal anode technology
in many practical applications. In this paper, a thermally
conductive separator coated with boron-nitride (BN) nano-
sheets has been developed to improve the stability of the Li metal anodes. It is found that using the BN-coated separator in a
conventional organic carbonate-based electrolyte results in the Coulombic efficiency stabilizing at 92% over 100 cycles at a
current rate of 0.5 mA/cm2 and 88% at 1.0 mA/cm2. The improved Coulombic efficiency and reliability of the Li metal anodes is
due to the more homogeneous thermal distribution resulting from the thermally conductive BN coating and to the smaller
surface area of initial Li deposition.
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Lithium-ion batteries (LIBs) have been critical for powering
portable electronics since their commercialization in early

1990s.1 To meet the ever-increasing demands of new electric
vehicles and electrical energy storage for renewable energy
resources, LIBs with high energy density are required.
Unfortunately, graphite-based anode employed in current LIB
system exhibits a low specific capacity, significantly limiting the
energy density of LIBs. Therefore, significant effort has been
focused on developing anodes with high specific capacity, such
as Si2−5 and Li metal.6−8 Alternative battery technologies, such
as Li−S9−13 and Li−O2 batteries14−17 have attracted consid-
erable attentions because of their high energy densities, and
although they consist of different chemistries, Li−S and Li−O2
systems utilize the same Li metal anode due to its low redox
potential (−3.04 V vs standard hydrogen electrode) and high
theoretical gravimetric capacity of 3861 mAh/g. However,
issues associated with Li metal anodes, including uncontrollable
dendritic Li growth and low Coulombic efficiency upon
electrochemical cycling, have impeded their use in practical
application. With the urgent demand of high-energy-density
batteries, developing safe and stable Li metal anodes has
become very pivotal but remains a significant challenge to
chemists and materials scientists.
In order to address the issues found in Li metal anodes, many

approaches have been explored. To inhibit the dendritic Li
growth, some researchers exploited a uniform and stable solid
electrolyte interphase (SEI) layer on Li metal surface, which is
used to adjust the components and additives of liquid
electrolyte.18−22 For example, Xu and Zhang reported that

CsPF6 additive can effectively enhance the stability of SEI and
thus suppress the dendritic Li growth.23,24 An alternative
approach using solid or gel electrolyte to improve mechanical
strength and operational lifetime has also been studied.25−29

Most recently, Cui and co-workers developed a promising
approach based on designing and fabricating stable interfacial
nanomaterials, like a monolayer of interconnected amorphous
hollow carbon spheres30 and two-dimensional (2D) atomic
crystal layers.31 These interfacial nanomaterials can effectively
afford a protection for Li metal anode during electrochemical
cycling, which leads to stable cycling performance.
In addition to the work on electrolyte additives, solid-state

electrolytes, and interfacial materials, modifying the separator
has also been studied as a method to achieve stable Li metal
anodes.32−35 In previous research, different ceramic and organic
materials were used to coat a commercial separator.36−40 In this
study, we propose a novel boron nitride (BN) nanosheet
coated separator for stable Li metal anodes. In a typical
commercial separator (Figure 1a), Li wires are grown on the
current collector during initial Li deposition. The Li wires
consume a large number of electrolytes due to their large
surface area, resulting in low Coulombic efficiency and eventual
growth of dendritic Li.6 As shown in Figure 1b, we hypothesize
that a thermally conductive BN coating can result in a uniform
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deposition/striping of Li due to the smaller total surface area of
the initial deposited Li wires and a more homogeneous thermal
distribution, decreasing the risk of dendritic Li growth and
improving cycling performance.
Results and Discussion. Hexagonal boron nitride, also

known as “white graphene”, is one of the most studied 2D
materials due to its chemical stability, electrical insulation, and
very high thermal conductivity.41−43 BN bulk powder,
purchased from Sigma-Aldrich, exhibits a typical hexagonal
phase (Figure S1a, Supporting Information) and flake
morphology with a size of ∼500 nm (Figure S1b,c, Supporting
Information). BN powder is exfoliated by a sonication
procedure using N-methyl pyrrolidone (NMP) as the
solvent.44−46 After sonication, BN nanosheets are prepared, as
clearly indicated by scanning electron microscopy (SEM)
images (Figure S2a,b, Supporting Information). To give further
insight into the microstructure of BN nanosheets, transmission
electron microscopy (TEM) and atomic force microscopy
(AFM) images are also taken. As shown in Figure 2a, the
typical BN nanosheet is about 500 nm in diameter. The size of
BN nanosheet is maintained well as its precursor, which is
beneficial to get a uniform coating on the separator. Moreover,

the BN layer would not cause shorting of batteries because BN
is an electronic insulator. The typical thickness of BN
nanosheet is ∼9.0 nm, as determined by AFM (Figure S2c,
Supporting Information). Polyvinylidene fluoride (PVDF)
binder is then added into the BN nanosheets/NMP suspension
under sonication with a BN/PVDF mass ratio of 9:1. The as-
prepared BN/PVDF/NMP suspension (Figure 2b) is coated
onto one side of a commercial separator (Celgard 2325) by
vacuum filtration followed by drying in a vacuum oven at 60 °C
overnight. As marked by the green circle in Figure 2c, the
surface of the separator becomes white and less specular after
BN coating. As shown in Figure 2d, a large number of pores are
observed in the surface of the pristine separator, and after
coating, these pores are covered by BN nanosheets with a
particle size of ∼500 nm (Figure 2e,f). The thickness of the BN
layer is about 1 μm with a mass loading of ∼0.2 mg/cm2

(Figure 2g), where the electrolyte uptake is slightly increased to
245% for BN-coated separator compared to pristine separator
(180%).
To investigate the electrochemical performance, pristine and

BN-coated separator are employed in Li/Cu cells,30,31 where
Cu foil is used as the working electrode, Li foil as the counter/

Figure 1. Schematic of Li deposition/striping process with pristine separator and BN-coated separator: (a) repeated Li deposition/striping cycles
lead to the growth of dendritic Li; (b) BN coating leads to a uniform deposition/striping of Li.

Figure 2. (a) A TEM image of BN nanosheets. Digital images of (b) BN/PVDF/NMP suspension and (c) BN-coated separator (BN layer is marked
by green circle). SEM images of (d) pristine separator, (e, f) top view, and (g) cross-section view of BN-coated separator.
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reference electrode, and 1.0 M LiPF6 in ethylene carbonate/
diethyl carbonate (EC:DEC = 1:1 by volume) solution as the
electrolyte. Li deposition/striping cycles between Cu working
electrode and Li counter/reference electrode are performed at
various current densities. The deposition capacity is set to be
1.0 mAh/cm2, and the cutoff potential for striping is set to be
1.0 V. Figure 3a compares the potential profiles of cells at the
first cycle with pristine separator and BN-coated separator
under a current density of 0.25 mA/cm2. It is clear that the
voltage rapidly drops below 0.0 V vs Li+/Li for both cells,
showing that Li starts to deposit on Cu electrodes. A similar
overpotential is observed at the beginning of the Li deposition
process for both cells, indicating that the BN coating does not
cause higher impedance, which is also proven by electro-
chemical impedance spectroscopy (EIS) measurement (Figure
S3, Supporting Information). Moreover, after 100 deposition/
striping cycles, the potential profiles of two cells still overlap
each other very well (Figure 3b). The similar impedance and
Coulombic efficiencies (Figure 3c) prove that Li metal anode
works well at a small current density,47 and the thin layer
coating of BN nanosheets does not affect its performance at
this condition.
Rate capability is also very important in practical applications

that the current density is increased to 0.5 mA/cm2 with a
deposition time of 2 h. As shown in Figure 3d, the potential
profile in the first cycle for the cell using pristine separator also
overlaps that of cell with the BN-coated separator. However,
after repeating deposition/striping for 50 cycles, the cell using
pristine separator shows an unstable striping process, while the
BN-coated separator cell still exhibits a stable striping profile
(Figure S4, Supporting Information). Furthermore, the cell

with pristine separator shows a very short striping process after
100 cycles, which sharply contrasts with the stable striping of
the BN-coated separator cell (Figure 3e). The fast decay in
deposition/striping process corresponds to the fact that
Coulombic efficiency drops to 85% after 50 cycles and 18%
after 100 cycles in the cell with pristine separator. In
comparison, a stable Coulombic efficiency of ∼92% after 100
cycles can be maintained with BN-coated separator (Figure 3f),
and a similar result is also observed when the current density is
further increased to 1.0 mA/cm2. The cell with a BN-coated
separator shows stable potential profiles and Coulombic
efficiency maintains at 88% after 100 cycles, while the control
experiment shows unstable potential profiles and decay in
Coulombic efficiency (Figure 3g−i). The above observations
demonstrate that the cycling performance of the Li metal anode
at high current densities is significantly improved by using the
BN-coated separator.
It is known that the morphology of the electrochemical Li

deposition plays a critical role in Coulombic efficiency. Ex situ
SEM observations are carried out on Cu working electrodes
before and after Li deposition at a current density of 1.0 mA/
cm2 for 1 h. As shown in Figure 4c, a large number of one-
dimensional (1D) Li wires are grown on Cu foil (Figure 4a and
b) after Li deposition using pristine separator. When zooming
in, we can found that these Li wires have a typical diameter of
200 nm (Figure 4d). Interestingly, the diameter of deposited Li
wire becomes much larger when using BN-coated separator
(Figure 4e and f). According to previous studies,6,7 the larger
diameter of Li wires can lead to a smaller total surface area,
resulting in less contact between the electrode and electrolyte
and less consumption of electrolyte. The smaller total surface

Figure 3. Electrochemical performance of Li/Cu cells with pristine separator (black) and BN-coated separator (red) at various current densities with
a depostion capacity of 1.0 mAh/cm2: potential profiles for the first and 100th cycle at (a, b) 0.25 mA/cm2, (d, e) 0.5 mA/cm2, and (g, h) 1.0 mA/
cm2; Coulombic efficiencies at (c) 0.25 mA/cm2, (f) 0.5 mA/cm2, and (i) 1.0 mA/cm2.
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area also gives rise to a better cycling performance, which is
consistent with the electrochemical results (Figure 3).
Here, we propose the following mechanism for the enhanced

performance raised by using BN-coated separator. When Li is

initiated to deposit on Cu working electrode with pristine
separator, a large quantity of nuclei are formed, and
subsequently Li wires with small diameter are grown around
these nuclei after continuous deposition.23 In contrast, with

Figure 4. Morphology observation for electrochemical Li deposition. SEM images of (a, b) pristine Cu foil, Li deposition on Cu foil at current
density of 1.0 mA/cm2 for 1 h with (c, d) pristine separator and (e, f) BN-coated separator.

Figure 5. (a) Schematic illustration of mapping the temperature distribution when a hotspot is created on the separators by a focused laser beam; (b,
c) temperature distribution images and (d) corresponding temperature lines on pristine separator and BN-coated separator; (e) schematic of
producing BN-coated separator by spray coating technology; (f) an image of BN-coated separator fabricated by spray coating.
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BN-coated separator, less nuclei are formed, while Li+ ions pass
through the junctions between BN nanosheets on the
separator. The diameter of deposited Li wires is much larger
than that of the cell using pristine separator due to the fewer
nuclei. Interestingly, our result is very similar to that Li grains
can be capped underneath BN sheets in previous work.31 The
larger diameter of Li wires leads to a smaller surface area, and
thus fewer electrolytes are consumed. On the other hand, as
demonstrated by Xu and Zhang, a homogeneous electrical
atmosphere is very important for uniform Li deposition/
striping.23,24 Here we propose that a homogeneous thermal
atmosphere is also critical due to its exothermal nature during
electrochemical reactions.6 Unfortunately, the commercial
separator is a poor thermally conductive material. For example,
the polypropylene/polyethylene based separator exhibits a low
thermal conductivity, < 1.0 W/m K. In contrast, the BN-coating
on the polypropylene/polyethylene separator has a high
thermal conductivity of 82 W/m K (Figure S5, detailed
measurement is described in Supporting Information), which
enhances the temperature uniformity during Li deposition/
striping. To demonstrate the effects of the enhanced thermal
conductivity, an infrared camera is used to map the temperature
distribution when a hotspot is created on the separators by a
focused laser beam (Figure 5a, detailed measurement is
described in Supporting Information). As shown in Figure 5,
the temperature spike is about 50 °C at the hotspot in the
pristine separator. In comparison, the temperature spike is
reduced to 34 °C due to the enhanced heat spreading with the
BN nanosheets coating. It can be seen that the BN-coated
separator can create a more uniform thermal distribution
during Li deposition/striping cycling, which would lead to a
more uniform growth/dissolution of Li and thus a better
Coulombic efficiency and cycling performance.
It should be noted that the Coulombic efficiency obtained in

this work is still not high enough. As reported previously, ionic
liquid based electrolytes, adding additives into the electrolyte,
or using ALD technology can improve the cycling perform-
ance.20−22,48,49 However, to demonstrate the advantages of BN-
coated separator, common LiPF6-EC-DEC electrolyte is used in
the study. We believe that performance can be further
enhanced by combining other advanced technologies with the
BN-coated separator and for large-scale production of BN-
coated separator, spray coating technology can be used. Figure
5e shows a schematic of the spray coating, where the BN/
PVDF suspension is loaded in the spray gun and deposited
onto separator via a carrier gas (N2). As shown in Figure 5f, a
BN-coated separator with a length of 200 mm and width of 60
mm is successfully fabricated with this setup. Moreover, the
commercial separator is produced on a roll (Figure 5f), which
can be further coated with well-developed roll-to-roll
technologies and thus shows great potential for practical
applications.
Conclusion. In summary, an effective approach for

improving the cycling stability of Li metal anode via a facile
coating of commercial separator with a thermally conductive
BN nanosheets was presented. When a deposition capacity of
1.0 mAh/cm2 is applied in Li/Cu systems with common
organic carbonate electrolyte (LiPF6 in EC-DEC), the
Coulombic efficiency can be maintained at 92% after 100
cycles at 0.5 mA/cm2 and 88% after 100 cycles at 1.0 mA/cm2

using BN-coated separator, while the Coulombic efficiency
decays rapidly using a pristine separator at the same conditions.
We find that initial Li deposition with a smaller surface area and

a more homogeneous thermal atmosphere is important for Li
deposition/striping and the stability of Li metal anodes.
Considering that Li metal anodes are very promising for
high-energy-density batteries, the concept of using a thermally
conductive separator can shed light on further research.
Moreover, by combining spray coating or other roll-to-roll
technologies, the thermally conductive separator could be
realized in practical applications.
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