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Graphene-nanoscroll-based Janus bifunctional
separators suppress lithium dendrites and
polysulfides shuttling synchronously in high-
performance lithium-sulfur batteriesy
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Li sulfur (Li-S) battery is regarded as one of the most promising candidates for next-generation
rechargeable batteries. However, some challenging obstacles such as uncontrolled dendrites of Li metal
anode and polysulfides shuttling in the sulfur cathode substantially impede the practical application. In
this work, we propose a versatile strategy of fabricating graphene nanoscroll (GNS) based bifunctional
Janus polypropylene (Janus PP) separators for inhibiting lithium dendrites and suppressing polysulfides
shuttling toward high-performance Li-S batteries. On the anode side of the separator, nitrogen-doped
GNS (NGNS) were used to protect the lithium metal. The highly uniform NGNS nanostructure facilitated
electrolyte penetration and homogenous Li* flux, thus fundamentally prompting lithiation/delithiation
kinetics and inhibiting the growth of Li dendrites. Due to these properties, the Li symmetrical cell with
NGNS-modified PP separator (NGNS-PP) delivers an ultralow voltage hysteresis of 36 mV at 6.0 mA
cm™2 after 12 000 h (65.5 mV at 10 mA cm™2 after 3400 h). On the cathode side, GNS-wrapped Coz04

nanoparticles (CozsO4@GNS) used as an interlayer on the PP separator, acting as a wonderful physical
Received 25th February 2022 blocking and chemnical catalytic layer to sufficiently mitigate the “shuttle effects” of lithi lysulfid
Accepted 15th March 2022 ocking and chemical catalytic layer to sufficiently mitigate the “shuttle effects” of lithium polysulfides.
As a result, with the Janus PP separator, Li-S cells obtained a stable capacity of 805 mA h g™ after 800

DOI: 10.1039/d2ta01515¢ cycles (a capacity decay of 0.018% per cycle at 1.0C). Therefore, this proposed strategy of GNS-based
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1. Introduction

To meet the increasing demand for electric vehicles and
portable electronics, it is necessary to develop advanced high-
energy-density batteries with high security.”” Due to its low
cost, high theoretical capacity (1672 mA h g~ ') and high energy
density (2600 W h kg™ "), sulfur has been widely investigated as
the most promising cathode.*® Unfortunately, some problems
have hindered the practical applications of lithium-sulfur (Li-
S) batteries. As for the cathode side, the insulating nature of
sulfur and its discharge products lead to low sulfur utilization.
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Janus separators will pave a new way to rationally construct durable and efficient Li—S batteries.

The soluble polysulfide intermediates (Li,S,, 4 =< x =< 8) in the
electrolyte will trigger a serious shuttle effect and fast capacity
decay of batteries. With regards to the anode side, the huge
volume change of Li metal and fragile solid electrolyte inter-
phase (SEI) during the plating/stripping process results in Li
pulverization and the generation of dead Li, thus deteriorating
the cycling stability of Li-S batteries. The Li dendrites and the
generated inactive-Li may pierce the separator and thus cause
short circuit and safety hazards.'®"* Therefore, it is crucial to
simultaneously inhibit the polysulfide shuttle and lithium
dendrites for the design of Li-S batteries.

Until now, various efforts have been developed to overcome
these issues. As for anodes, many strategies have been con-
ducted to regulate Li nucleation and restrict Li dendrites, which
includes constructing framework/substrate with lithiophilic
surface to control the flux of Li ions, strengthening SEI films
and building-up artificial interphase between the electrode and
electrolyte to protect Li metal.”>*® Besides, more strategies such
as solid electrolytes, functional electrolyte additives and modi-
fied separator membranes are also efficient to alleviate the
dendrite growth.""** For cathodes, different carbon materials

J. Mater. Chem. A


http://crossmark.crossref.org/dialog/?doi=10.1039/d2ta01515c&domain=pdf&date_stamp=2022-03-29
http://orcid.org/0000-0002-7039-5779
http://orcid.org/0000-0002-4916-428X
http://orcid.org/0000-0003-4324-7030
http://orcid.org/0000-0001-6654-9264
http://orcid.org/0000-0002-1462-4354
http://orcid.org/0000-0003-1851-4803
https://doi.org/10.1039/d2ta01515c
https://pubs.rsc.org/en/journals/journal/TA

Published on 16 March 2022. Downloaded by Dalian Institute of Chemical Physics, CAS on 4/30/2022 1:36:36 PM.

Journal of Materials Chemistry A

such as porous carbon, carbon nanotubes (CNTs) and graphene
have been applied as the skeleton of the sulfur cathode.*™*
Many metal compounds (oxides, sulfides and nitrides) pos-
sessing strong adsorptive properties could be used to enhance
the conversion rate of polysulfides and accelerate the reaction
kinetics of Li-S batteries.”*** The separators offer channels for
the diffusion of both Li" and polysulfides in the Li-S battery.
The “shuttle effects” associated with the dissolution of poly-
sulfide intermediates could affect the cycling life directly.
Therefore, forming a functional membrane in cell design is
a promising way to suppress parasitic reactions and extend the
cycling lifetime.**** The modification of functional separator
membrane based on the principles of permeability and elec-
trical interaction has been widely studied. Owning to the flux of
ions related to the membrane thickness, two-dimensional (2D)
materials have attracted extensive attention. The functional
membranes with 2D materials such as graphene and MXene
have been investigated.*>-*° However, the diffusion of Li" could
also be hindered owing to the excessive accumulation of
adsorptive materials.** The high interface impedance is caused
by an additional physical barrier or insufficient contact, the
parasitic reaction between Li and excessive electrolyte may
influence the cycling performance and coulombic efficiency.*>**
Therefore, introducing multi-functional integration that can
inhibit both lithium dendrites and the shuttle effect will
significantly improve the performance of Li-S batteries.

Graphene nanoscrolls (GNSs), as scrolled graphene nano-
sheets, well inherit the advantages of graphene nanosheets.*”-*°
Meanwhile, GNSs also possess the unique features of fast
electron transfer and Li* ion diffusion kinetics. Here, functional
GNS-based Janus separators were constructed for Li-S batteries,
especially, on the anode side of the Janus separator, nitrogen-
doped nanoscrolls (NGNS) were used to suppress Li dendrites
due to uniform Li-ion flux enabled by the strong interaction
between Li ions and pyridinic N. On the cathode side of the
Janus separator, GNS-wrapped Co;0, nanoparticles (Co;0,@-
GNS) were used as an interlayer on the separator, which acted as
a wonderful blocking layer to hinder the “shuttle effects”.****
For the cathode, we prepared the CoS,@GNS framework as the
S/polysulfides host. The unique GNS framework is beneficial for
electrolyte penetration and fast Li* ion diffusion kinetics, and
the interconnected CoS,@GNS framework guarantees high S
loading. CoS, nanoparticles were used as an active electro-
catalyst to promote the conversion kinetics of the polysulfides.
The Li metal with the NGNS-PP separator displays the extremely
stable properties in symmetric cells up to 5000 h at 10 mA cm ™.
As a result, the cathode with the Janus PP separator manifests
a high specific capacity of 1155 mA h g~ after 200 cycles at 0.2C,
and long-term cycling stability with a low decay rate of 0.018%
per cycle over 800 cycles at 1C.

2. Experimental section
2.1 Synthesis of GNS-based precursors

The GNS-based precursors were fabricated according to our

previous works.**-*®
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In order to obtain precursors with specific functions, Co;0,
nanoparticles of different sizes were synthesized. The surface of
the as-synthesized Co;0, nanoparticles was further modified
using a surfactant. A scrolling structure was obtained after
placing the material in liquid nitrogen for cold quenching.
Then, the completely frozen solid composite material was
treated by vacuum freeze-drying and then reduced by thermal
treatment at 400 °C in argon atmosphere to obtain C0o;0,@-
GNS. CoS,@GNS was synthesized by the following process. The
as-obtained Co3;0,@GONS powder and sulfur powder were
loaded in two combustion boats. With the temperature
increasing, the solid sulfur transformed into a gas state and
totally immersed the Co;0,@GONS powder. Finally, CoS,@-
GNS was obtained through a high-temperature reaction. The
pure GONS precursor was prepared by the same method. The
NGNS powder was obtained by thermal treatment of GONS at
500 °C in ammonia atmosphere.***°

2.2 Fabrication of the functional Janus PP separator

The manufacturing process of the Janus PP separator is shown
in Fig. S1.T The modified separators were prepared by vacuum
filtration on the routine PP membranes. The as-prepared NGNS
powder was dissolved in a deionized water/ethanol mixture
followed by ultrasonication for 30 min to obtain stable and
homogeneous NGNS aqueous suspension (0.1 mg mL'). The
surface area mass loading of NGNS was estimated to be ~0.1 mg
cm 2. For comparison, the other functional separators (RG-PP
and NG-PP) were prepared according to the same strategy.
The Janus PP separator was prepared with Co;0,@GNS and
NGNS suspension. Coz;0,@GNS suspension was filtered on the
other side of the PP membrane according to the same process.
After drying, the Co;0,@GNS interlayer (0.05 mg cm™?) and
NGNS (0.05 mg cm ™) with a thickness of 5 um was attached to
the routine PP separator.

The same Co;0,@GNS suspension was filtered on the PP
membrane as the control sample (Co-PP) (Fig. S4f). The ob-
tained separators were then dried in a vacuum at 60 °C.

2.3 Fabrication of CoS,@GNS/S cathode

The cathode material was synthesized by a traditional melt-
diffusion method. The CoS,@GNS powder was immersed in
the sulfur-containing carbon disulfide (CS,) solution (200 mg
mL "), and heated at 155 °C for 15 h in an argon atmosphere
(CoS,@GNS/S denoted as CSG/S). The cathode was fabricated
with the homogeneous slurry via a ball-milling approach (mass
ratio: 70% CSG/S, 20% Super P, and 10% PVDF) onto Al foil and
dried at 60 °C for 6 h in a vacuum environment.

2.4 Theoretical calculations

The first-principle calculations were conducted using the VASP
package. Firstly, the optimum geometries of graphene, Co;0,
and CoS, substrate models were calculated using the general-
ized gradient approximation (GGA) method in the Perdew-
Burke-Enzerhof (PBE) level. The effective core potentials were
considered when tackling the electron-ion interactions in the
whole system. The minimum allowed energy change between

This journal is © The Royal Society of Chemistry 2022
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the two adjacent iterative steps was set to 1 x 10~ > eV, the force
and displacement tolerances were set to 0.004 Ha A~ and 0.005
A, respectively. After that, the adsorbing simulations of Li,Ss on
different substrate models were carried out with the same level
and the same parameter setting. The adsorption energy (Ein)
was defined by subtracting the energies of Li,S¢ (E;) and the
substrate models (E,) from the energy of their composites (E¢or):
Eint = Eor — (E1 + Es).

Besides, the optimum geometries of pyridinic N (pN),
pyrrolic N and graphitic N in graphene substrate models were
calculated with the GGA method at the PBE level. To understand
the interaction strength between Li ions and different
substrates, the binding energy (E},) was defined as Ey, = Ecotal —
Equb — Evi, where E, is the total energy of the whole adsorbed
system, Eg,p is the energy of the substrate materials and Ej; is
the energy of the Li atom in a Li crystal.

3. Results and discussion

The mass loading of NGNS on the PP membrane was 0.1 mg
cm? (Fig. 1a). The thickness of the NGNS layer was 10 um in
the cross-sectional SEM image (Fig. 1b). As shown in Fig. 1c and
S5,1 the NGNSs formed into a perfect three-dimensional (3D)
cross-linked GNS network. The diameter of NGNSs was about
80-100 nm (Fig. 1d). The hollow structure of NGNS can also be
observed in the TEM image (Fig. 1e). On the basis of previous
reports, the addition of surfactants can effectively increase the
content of functional groups of graphene oxide (GO).****
Therefore, more functional groups will produce more defect
sites during the process of high-temperature reduction, and it is
more conducive to the nitrogen doping of GO. Moreover, XPS

View Article Online
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analysis further confirmed that the content of pyridinic N (pN)
in NGNS was much higher than that of NG (Fig. S67). Ultimately,
more pN and carboxylic groups were obtained in the NGNS. In
NGNS, the content of nitrogen (14.78 at%) was much higher
than the NG (11.63 at%) (Fig. S7 and Table S1}). The residual
carboxylic group of NGNS (3.15%) was also much higher than
that of NG (1.48%) (Fig. 1f-h). Fig. 1g exhibits the O1s XPS
spectra of NGNS. It showed a strong peak of -COOH compared
to NG (Fig. S7dt). It is reported that the strong interaction
between Li and pN has been attested.***> The pN exhibited
relatively larger binding energies of —3.72 eV compared with the
pyrrolic N (—3.03 eV) and graphitic N (—0.56 eV). The pyridine N
site is the preferred site for Li adsorption, leading to the
uniform dispersion of Li ions and affinity of the electrolyte
(Fig. 1i and S87). NGNS could be used as a framework to form
the stable SEI layer and restrain the growth of Li dendrites.” In
addition, the contact angle of the electrolyte on NGNS-PP (9°) is
much lower than that on the PP separator (35°) (Fig. S97).
Compared with the PP separator, NGNS-PP could absorb the
electrolyte quickly (Movie S17). Due to the excellent adsorption
and capillarity of NGNS materials, the electrolyte could be well
withheld by the NGNS-PP membrane. This allows the electrolyte
to be distributed more evenly and mitigates the formation of
dead lithium due to the side effects of excess electrolyte.

In order to study the effect of the functional membrane on
LMBs, different modified materials such as RGO, NG and NGNS
were filtered on the PP separators. The coulombic efficiency (CE)
is an important factor to analyze the applicability of the separa-
tors. As shown in Fig. 2a, the cell with NGNS-PP separator could
keep 800 cycles with CE of 99.5%, which is much longer than the
cells with NG-PP (398 cycles with the CE of 90.5%) and RG-PP
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Fig.1 Structural characterizations of NGNS-PP. (a) Digital photos of the pure PP membrane and NGNS-modified PP membrane (NGNS-PP). (b)
Side-view SEM image of NGNS-PP; (c and d) SEM images of NGNS with different magnifications. (e) TEM image of NGNS. (f and g) High-
resolution XPS spectra (N 1s and O 1s) of NGNS. (h) Comparison of different element contents. (i) The calculated adsorption energy between a Li-

ion and the functional groups on NGNS.
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and other reported works recently.

(260 cycles with CE of 81%). To further evaluate the lithiophilicity
of the different separators, Li nucleation overpotentials were
tested. As shown in Fig. 2b, the PP, RG-PP, NG-PP and NGNS-PP
separators showed their corresponding nucleation overpotentials
of 26.5, 21.2, 17.6 and 12.5 mV, respectively, demonstrating the
lowest nucleation energy barrier of NGNS-PP. In addition, the
nucleation overpotential of PP, RG-PP and NG-PP enlarged 5.27,
4.85 and 3.26 times, respectively, as the densities ranged from
0.05 to 1.00 mA cm 2. In contrast, the nucleation overpotential of
NGNS-PP enlarges merely 2.23 times, revealing the best steady
nucleation overpotential (Fig. 2c).

The functional separators also played an excellent role in
symmetric cells. As shown in Fig. 2d, the voltage plateaus of
cells with PP and RG-PP separators increased rapidly with the
increase of the cycle number. After cycling for only 200 h, the
voltage profile of the PP separator oscillated dramatically, and
the cell with the RG-PP separator could stably cycle for about
300 h (42 mvV). Furthermore, the cell with NG-PP separator
displayed a lower over-potential of 25 mV. More specifically, the
voltage plateaus subsequently increased after 500 h. In contrast,
after introducing the NGNS-PP separator, the cell delivered
stable flat voltage plateaus over 2000 h with a low over-potential
(20 mvV), indicating that Li dendrites were efficiently inhibited
by the NGNS-PP interlayer. As shown in Fig. 2e, with the help of
NGNS-PP membrane, the cell demonstrated a remarkably stable
overpotential of 36 mV over 12 000 h at 6 mA cm™ > with of
3 mA h cm % The cells with NGNS-PP displayed good rate

J. Mater. Chem. A

~2_(f) Li plating/stripping behavior of Li//Li

. (g) Cycling stability of Li//Li symmetric cell at a high current

-2

. (h) Cycle performance comparison of Li//Li symmetric cells with a Janus PP separator

capability under increasing current densities up from 0.5 to 20
mA cm 2 (0.25 to 10 mA h cm?) (Fig. 2f). The excellent rate
performance was much better than that of the Li//Li symmetric
cell with NG-PP separator (Fig. S107). The voltage-time curves of
the Li//Li symmetric cell with NGNS-PP at 10 mA ¢cm > are
shown in Fig. 2g. The overpotential was gradually maintained at
62.5 mV after 50 cycles. Stable cycling with stable hysteresis
could still be attained. After 3400 h, the over-potential was still
stabilized at 65.5 mV, and the voltage remained stable at 85 mV
without obvious polarization voltage even after 5000 h
(Fig. S11t). The mass loading of NGNS would also affect the
voltage plateaus in the Li//Li cell (Fig. S127). The cell with NGNS-
PP (0.1 mg cm %) delivered the most stable flat voltage plateaus
over 500 h with a low over-potential. Moreover, the Li//Li cell
with the NGNS-PP separator revealed better cycling stability
than that reported in previous studies (Fig. 2h).>>*

The cycled Li foil with a routine PP separator displayed
a rough surface (Fig. 3a1). As shown in Fig. 3b1, the Li foil with
NG-PP exhibited a lot of shedding materials. Besides, the cycled
Li foil with NGNS-PP showed a metallic luster and an intact
surface. SEM images were used to further investigate the
influence of the functional membrane on plating/stripping
behaviors. As shown in Fig. 3a(2-4), the pulverization and
corrosion of Li metal could be confirmed due to the adverse
reaction of electrolytes.>»*> When the NG-PP membrane was
applied in the cell, pulverization and collapse were dramatically
limited after the cycles. However, there were still some cracks on

This journal is © The Royal Society of Chemistry 2022


https://doi.org/10.1039/d2ta01515c

Published on 16 March 2022. Downloaded by Dalian Institute of Chemical Physics, CAS on 4/30/2022 1:36:36 PM.

Paper

Top View

View Article Online

Journal of Materials Chemistry A

Fig. 3 Optical photos of cycled Li foils with different separators (al, bl and c1). Top-view and side-view SEM images for the cycled Li-metal
electrodes with (a2—a4) PP separator, (b2-b4) NG-PP separator and (c2—-c4) NGNS-PP separator, respectively.

the surface of the Li metal (Fig. 3b(2-4)). In contrast, the NGNS-
PP embellished Li anode remained smooth without obvious
dendrites after Li stripping/plating (Fig. 3c(2-4)). This signifi-
cant variation further confirmed the suppression effect of the
NGNS-PP membrane on Li dendrites.

To apply the excellent protection property of N-GNS against
lithium metal in the Li-S batteries, we further constructed
a Janus-PP separator. On the anode side of the separator, NGNS
was used to protect the lithium metal. On the cathode side of
the separator, Co;0,@GNS was used as an interlayer on the PP
separator, which can act as a wonderful blocking layer to miti-
gate the “shuttle effects”. To further unravel the intrinsic
interfacial modulation essence of different Co-based
compounds for Li-S chemistry, a first-principle calculation
based on DFT was performed. Fig. S131 shows the optimized
adsorption configurations of Li,S¢ on graphene (001) (0.56 eV),
CoS, (001) (1.27 eV) and Co30, (001) (3.87 eV). Obviously, Coz0,
had the strongest adsorbability for Li,Se. The adsorption capa-
bility of Co;0,@GNS with polysulfide was also experimentally
evaluated in Fig. S14.f In the cathode, we prepared GNS-
wrapped CoS, nanoparticles (CoS,@GNS) frameworks as S/
polysulfides host. The unique CoS,@GNS framework was
beneficial to electrolyte penetration and fast reaction kinetics.

Fig. 4a schematically illustrates the working process in
a typical Li-S battery. The polysulfide intermediates from the S
cathode could react with Li metal directly, which could lead to
the irreversible loss of active materials and surface passivation
of the Li metal anode.***® The persistent side effects could lead
to the passivation of Li metal and the sluggish kinetics of the
electrochemical reaction. In contrast, the polysulfide interme-
diates could be anchored by the Co;0,@GNS membrane. After

This journal is © The Royal Society of Chemistry 2022

introducing the Janus PP membrane, the shuttle effect and
growth of Li dendrites could be simultaneously inhibited. The
SEM and corresponding EDX elemental mapping images are
shown in Fig. 4b and c. The NGNS and Co;0,@GNS were evenly
distributed on both sides of the Janus PP separator. The particle
size of Co30, in Co3;0,@GNS is uniform (Fig. 4e). The Coz0,
particles were wrapped around by a thin GNS structure. Fig. 4f
and S151 showed the morphology of CoS,@GNSs. The GNS
structure remained unchanged during the reaction process.
TEM images further proved that CoS, nanoparticles are tightly
covered by graphene (Fig. S161). Through TEM, these particles
were confirmed to be distributed homogeneously, which could
endow enough active sites during the electrochemical reaction
process. After sulfur loading, SEM images of CoS,@GNS/S are
shown in Fig. 4g. As shown in Fig. S16,1 sulfur is uniformly
dispersed in the GNS structure. The diameter of the CoS,@GNS/
S composite varied from 300 to 400 nm (Fig. S177). The sulfur
content in CoS,@GNS/S was calculated to be about 78 wt% by
TG studies (Fig. S187).

GCD profiles with different separators are shown in Fig. 5a. It
is distinct that the CSG/S-Janus PP shows a much lower polar-
ization value (115 mV) than those of CSG/S-Co PP (150 mV),
CSG/S (165 mV) and GNS/S cathode (320 mV). The significantly
reduced polarizations in CSG/S-Janus PP could be attributed to
the enhanced interfacial kinetics and fast Li‘/e” transportation
caused by the functional Janus PP separator.***” Cyclic voltam-
metry (CV) investigations were performed to analyze the reac-
tion kinetics (Fig. 5b). Compared to GNS/S and CoS,@GNS
cathodes with Co-PP or regular PP separators, the CSG/S-Janus
PP exhibited high anodic and cathodic peaks, owing to the
inhibited shuttle effect and higher utilization of active sulfur
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Fig. 4 Characterization of the Janus interlayer. (a) Schematic illustrations of Li—S cell prototypes without (left) and with interlayers (right). (b and
c) SEM images and corresponding EDX elemental mapping images of the Janus PP separator, (d and e) SEM images of Coz0,@GNS, SEM images

of CoS,@GNS (f) and CoS,@GNS/S (g).

species. This conclusion was in accordance with the polariza-
tion voltage during the charge and discharge process. Fig. S19t
shows the CV curves of the CSG/S-Janus PP cathode at 0.1 mV
s, The CV curves of CSG/S-Janus PP from 0.1 to 5 mV s~ ' are
shown in Fig. 5c. The stable peak current and potential indicate
superb redox reversibility and stability. The electrochemical
impedance spectroscopy (EIS) of Li-S cells with different sepa-
rators was further investigated to verify the reaction kinetics.
The CSG/S-Janus PP cathode exhibited the lowest charge-
transfer resistance (R.) of 64.5 Q (Fig. 5d). Moreover, the
charge-transfer resistance (R.) value of CSG/S-Janus PP was
significantly reduced to 25 Q after 50 cycles (Fig. S207). The
decrease in the R value indicates good interfacial engineering
between the Janus PP separator and sulfur anode in the cell. The
GNS-based interlayer with excellent electrical conductivity and
unique cross-linked network structure could serve as a current
collector to enhance the electric conductivity and provides
a stable channel for ionic transmission. Besides that, the poly-
sulfides dissolved in the electrolyte would be effectively absor-
bed by Co;0, nanoparticles in the GNS structure. The shuttling
effect could be inhibited by the Janus PP membrane.

The cycling performances of the S cathodes with different
separators at 0.2 C are shown in Fig. 5e. The CSG/S cathode with
Janus PP displayed the best cycling stability. The initial capacity
of CSG/S-Janus PP was 1325 mA h g~ ' and it was then main-
tained at 1155 mA h g~ ' after 200 cycles (retention of 87.1%).

J. Mater. Chem. A

The representative GCD curves of CSG/S-Janus PP are shown in
Fig. S21.7 In contrast, the capacities of the CSG/S cathode with
bare PP separator and Co;0,@GNS-modified PP (Co-PP) were
904 and 985 mA h g~ *. The GNS/S cathode with the PP separator
depicts the lowest capacity of 304 mA h g~ " after 100 cycles. The
rate capability of the CSG/S-Janus PP cathode under various
current rates is shown in Fig. 5f and g. In details, the specific
capacities at 0.2, 0.5, 1.0, 2.0, 5.0 and 10 C were 1150, 1085,
1015, 840, 610 and 304 mA h g™, respectively. Besides, the rate
capabilities of CSG/S-Co PP and CSG/S cathodes with routine
PP separators declined seriously at high current rates
(Fig. S227). It is suggested that the functional PP membrane is
beneficial for kinetically promoting the reaction. As shown in
Fig. 5h, the CSG/S-Janus PP exhibited an initial capacity of
950 mA h g~ ! and maintained it at 805 mA h g~ after 800 cycles
at 1.0 C (retention of 84.7%). Additionally, the structural
integrity of the Li anode after long-term cycling was investigated
(Fig. S23t). Therefore, the Janus PP separator could substan-
tially enhance the performance by suppressing the shuttling
effect of polysulfide and inhibiting the lithium dendrites.

The excellent performance of the Li-S battery was ascribed to
the rational construct of the Janus PP separator. Firstly, the
NGNS interlayer could improve the diffusion of lithium ions
effectively and thus inhibit the growth of dendrites. The NGNS
interlayer could be used as the internal current collector and
reduce the charge-transfer resistance. Secondly, the unique

This journal is © The Royal Society of Chemistry 2022
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Fig. 6 (a) Schematic of Janus PP separator for Li—-S battery. (b)
Photograph of LED lamps with the pattern of "XMU" lighted by two
serially-connected Li-S batteries.

network structure of NGNS could suppress the deformation of
lithium metal effectively. Thirdly, the adsorption and capillarity
of NGNS allows the electrolyte to be distributed more evenly and
thus relieve the formation of dead lithium due to the side effects
of excess electrolyte. Besides, the Co;0,@GNS interlayer could
restrain the shuttling effect with both physical blocking and

chemical interactions, thus maximally improving the

This journal is © The Royal Society of Chemistry 2022

electrochemical properties (Fig. 6a). In addition, two serially-
connected Li-S coin cells with CSG/S-Janus PP could light up
an LED sign with “XMU?” letters (Fig. 6b).

4. Conclusions

In summary, we propose a functional Janus-PP separator for Li-
S batteries. The NGNS interlayer could improve the diffusion of
lithium ions and reduce the charge-transfer resistance. Due to
the super lithiophilicity and adsorption, the NGNS could relieve
the formation of dead lithium and inhibit the lithium
dendrites. The symmetric Li//Li cells with the NGNS-PP sepa-
rator exhibited excellent cycling stability (12 000 h at 6 mA
em™?) and good rate performance (low overpotential of 80 mV at
10 mA cm™ ). Further, the electrochemical properties of Li-S
cells could be improved with the Janus-PP separator. Benefiting
from the structural uniqueness and chemical protection of the
Co0;0,@GNS interlayer described above, the Li-S batteries
achieved exceptional improvements in cycling and rate perfor-
mance. The CSG/S-Janus PP displayed long-term cycling
stability with a low decay rate of 0.018% per cycle over 800 cycles
at 1C. Therefore, we envision that the strategy can be a versatile
orientation for simultaneously inhibiting the shuttle effect and
growth of lithium dendrites towards advanced Li-S batteries.
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