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 ABSTRACT 

In the development of lithium-sulfur (Li-S) batteries, various approaches have 

been adopted to enhance the electronic conductivity of the sulfur cathode and

alleviate the shuttle effect of polysulfides; however, the strategies providing

efficient solutions are still limited. To further improve the electrochemical

performance of Li-S batteries, in this work we propose a new strategy involving the

incorporation of a three-dimensional functional spongy framework as polysulfide

reservoir layer, with strong absorbability and electrocatalytic activity towards

sulfur species. The spongy framework has a hierarchical architecture composed 

of highly conductive Ni foam/graphene/carbon nanotubes/MnO2 nanoflakes 

(NGCM). The strongly interconnected Ni foam, graphene, and carbon nanotubes

of the NGCM sponge facilitate electron transfer during discharge/charge 

processes; moreover, the superlyophilic properties of the NGCM sponge ensure

good wettability and interface contact with the Li-S electrolyte, and the porous 

MnO2 nanoflakes provide strong chemisorptive and electrocatalytic effects on

polysulfides (as confirmed theoretically and experimentally). The NGCM sponge,

serving as a polysulfide reservoir layer attached on a conventional sulfur-mixed 

carbon nanotubes (S/CNTs) cathode, can provide improved reversible capacity,

rate capability (593 mAh·g–1 at 3.0 C), and cycling stability. In addition, the 

self-discharge rate is greatly reduced, owing to the efficient conservation of

polysulfides in the NGCM spongy framework. 
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1 Introduction 

Lithium-sulfur (Li-S) batteries with high theoretical 

capacity and high energy density have attracted 

considerable attention, because of the abundant nature 

and low cost of elemental sulfur [1–4]. Unfortunately, 

despite these obvious advantages, the practical 

application of Li-S batteries is still hindered by several 

problems, such as the low electronic conductivity and 

volume expansion of elemental sulfur [5–7], as well as 

the easy dissolution of long-chain polysulfides and 

the resulting shuttle effect [8, 9]. Various strategies have 

recently been investigated to address these issues, 

including the exploration of novel nanostructured 

sulfur hosts [10–24], the introduction of electrolyte 

additives [25, 26], and the protection of lithium 

anodes [27–29]. However, fully effective solutions that 

can simultaneously meet the high areal capacity and 

cycling stability requirements are still lacking. 

In recent studies, owing to their structural advan-

tages, nanostructured hybrid materials (N-doped 

graphene/carbon nanotubes (CNTs) [30], graphene/ 

CNTs [31], and CNTs/SnO [32]) were employed as 

novel sulfur host materials, and the corresponding 

sulfur cathodes exhibited good performances. Herein, 

at variance with the above reports, we propose a 

novel strategy in which a three-dimensional (3D) 

porous spongy framework directly serves as an 

efficient polysulfide reservoir layer in Li-S batteries. 

The hybrid spongy framework is hierarchically 

assembled in a Ni foam/graphene sheets/CNTs/MnO2 

nanoflakes (NGCM) architecture, which provides a 

large contact area with the electrolyte. In this hierar-

chical spongy nanostructure, graphene sheets and 

entangled CNTs are uniformly grown on the surface 

of Ni foam, thereby allowing the homogeneous 

decoration with MnO2 nanoflakes. The well-distributed 

hierarchical porous structure of Ni foam, graphene, 

and CNTs in the NGCM spongy framework allows 

the infiltration and conservation of the electrolyte, 

while the 3D-interconnected conductive network 

guarantees a smooth electron transfer. The layered 

MnO2 nanostructure was selected to adsorb the 

polysulfides and catalyze their fast conversion, owing 

to its high contact area with the electrolyte, strong 

polysulfide chemisorption ability, and easy fabrication 

procedure through simple redox reactions between 

the carbon matrix and KMnO4. With the assistance of 

the NGCM spongy framework as polysulfide reservoir 

layer, a conventional sulfur-mixed carbon nanotubes 

(S/CNTs)-based cathode exhibits highly improved 

electrochemical performance in terms of specific 

capacity, rate capability, and cycling stability, as well 

as a greatly reduced self-discharge rate. 

2  Experimental details  

2.1  Preparation of Ni foam/graphene/CNT (NGC) 

sponge 

Typically, a piece of Ni foam (2 cm × 2 cm) was 

washed several times with 0.1 M HCl solution and 

absolute ethanol to remove possible surface contami-

nations and then pressed into a thin slice of ~ 0.3 mm 

thickness. The Ni foam was placed into a tube 

furnace for the growth of graphene, using ethanol 

vapor as carbon source and 120 sccm Ar/H2 (4:1 in 

volume) as carrier gas. The growth temperature was 

set at 900 °C with a ramping rate of 10 °C·min–1. The as- 

prepared Ni foam/graphene (NG) was immersed in a 

30 mL ethanol solution containing 0.2 M Ni(NO3)2·6H2O 

and 100 mg of polyethylene glycol (PEG, MW = 20,000, 

Aladdin) for 10 min, and then NGC was fabricated 

via another chemical vapor deposition (CVD) step  

at 700 °C, with ethanol vapor as carbon source and    

80 sccm Ar/H2 (4:1 in volume) as carrier gas.  

2.2  Preparation of NGCM sponge 

Typically, 300 mg of PEG and 120 mg of KMnO4 were 

dissolved in 30 mL of ethanol under ultrasonication. 

Then, this mixture and the above-prepared NGC were 

transferred and sealed in an autoclave. After heating 

at 70 °C for 4 h, the resulting product was washed 

several times with water to remove the impurities and 

vacuum-dried at 60 °C overnight.  

2.3  Preparation of S/CNTs composite 

Briefly, 30 mg of CNTs (TimesNano, Chengdu, China) 

and 70 mg of high-purity sulfur powder were mixed 

and ground in a mortar for 30 min. Then, the mixture 

was sealed in an autoclave and heated at 155 °C for 12 h.  
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After cooling down to room temperature naturally, 

the final product was collected.  

2.4  Characterizations 

Scanning electron microscopy (SEM) images, energy 

dispersive X-ray spectroscopy (EDX) profiles, and 

elemental mappings were collected on a FEI Nova 

NanoSEM-450 instrument. Transmission electron 

microscopy (TEM) measurements were performed on 

a JEOL JEM-2100F instrument using an accelerating 

voltage of 200 kV. The composition of the products was 

determined by elemental analysis (CHN-O-Rapid) 

and inductively coupled plasma-optical emission 

spectrometry (ICP-OES, Vista-MPX). Powder X-ray 

diffraction (XRD) patterns were recorded with a 

Bruker D-8 Advance diffractometer, using Cu Kα (λ = 

1.5406 Å) radiation at a scanning rate of 6 °·min–1. 

Raman analysis was performed on a Horiba JY Raman 

spectrometer using a 473 nm laser source. X-ray 

photoelectron spectroscopy (XPS) measurements were 

performed on a PHI-5000 VersaProbe spectrometer 

using Al Kα X-ray radiation. Contact angles were 

determined with a dynamic contact angle measuring 

device/tensiometer (OCA-30, DataPhysics Instruments 

GmbH). Nitrogen adsorption–desorption isotherms 

were obtained through Brunauer–Emmett–Teller (BET) 

analysis at 77 K on a Quantachrome Autosorb-IQ-2C- 

TCD-VP instrument. Thermogravimetric analysis (TGA) 

was performed on a Netzsch STA-449C instrument 

under N2 atmosphere, from room temperature to 600 °C 

at a heating rate of 10 °C·min–1. 

2.5  Battery assembly and electrochemical measure-

ments 

The cathodes were prepared by mixing the S/CNTs com-

posite, acetylene black, and the binder (polyvinylidene 

fluoride, PVDF) in N-methylpyrrolidinone (NMP) 

solvent, with weight ratios of 80:10:10. The mixture 

was stirred for 24 h, spread on an aluminum foil, and 

then dried in a vacuum oven at 60 °C to remove the 

solvent. Li-S coin cells were assembled in an argon- 

filled glovebox with the above-prepared S/CNTs 

composite cathode, a commercial Celgard separator, 

and a lithium foil anode. The diameter of the sulfur 

composite electrode was 10 mm, whereas the areal 

sulfur loading was approximately 1.3 mg·cm–2. The 

electrolyte was 1.0 M bis(trifluoromethane)sulfonamide 

lithium (LiTFSI) dissolved in a 1,2-dimethoxyethane/ 

1,3-dioxolane (DME/DOL, 1:1 in volume, with 1.0 wt.% 

LiNO3 additive) solvent mixture. The electrolyte 

amount was approximately 8 μL per mg of sulfur 

loading mass. The NGCM or NGC sponge framework 

was sandwiched between the S/CNTs cathode and 

the separator as a polysulfide reservoir layer. Li-S 

coin cells without polysulfide reservoir layer were 

also prepared for comparison. The cycling stability 

of the Li-S cells was measured on a Land CT2001A 

analyzer under different current rates. Electrochemical 

impedance spectroscopy (EIS) measurements were 

carried out in the range of 100 kHz to 0.01 Hz. 

2.6  Computational methods 

The density functional theory (DFT) method was 

employed to calculate the binding energies (Eb) 

between the MnO2 host and adsorbed sulfur species, 

defined by 

Eads = Es+host − Es − Ehost             (1) 

where Es+host, Es, and Ehost are the energies of the 

sulfur species-host material, sulfur species, and host 

material, respectively. The initial conformation of all 

molecules was obtained by the molecular mechanics 

(MM) method (using the Forcite module of the Accelrys 

Materials Studio software). The DFT calculations 

were performed with the Dmol3 module of Accelrys 

Materials Studio. The exchange-correlation functional 

was approximated by the Perdew−Burke−Ernzerhof 

(PBE) method. DFT semicore pseudopotentials were 

used to calculate the core–electron interactions. The 

DFT-D (where D stands for dispersion) approach, 

with the Ortmann−Bechstedt−Schmidt (OBS) van 

der Waals (vdW) correction, was used to accurately 

describe the vdW interactions, which influence the 

adsorption configurations of sulfur species on the 

host material. Solvation effects were treated by the 

COSMO model, using a dielectric constant of 6.18 to 

mimic the mixed DME/DOL solvent. 

3  Results and discussion  

For the preparation of the NGCM spongy framework, 

graphene layers were first grown on the surface of 
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pressed/compacted Ni foam (forming NG) through 

CVD using ethanol as carbon source, as illustrated in 

Fig. 1(a). Subsequently, through a similar CVD step, 

intertwined CNTs were grown on the surface of NG 

with Ni species as catalyst and ethanol as carbon 

source, forming the NGC hierarchical structure. 

Finally, ultrathin MnO2 nanoflakes were decorated 

around the CNTs via a conventional hydrothermal 

method under mild conditions. Notably, each 

component in the NGCM sponge architecture is 

interconnected with the others, thus enabling high 

structural integrity and electrical conductivity. 

Conventional Li-S batteries are known to suffer from 

the shuttle effect of dissolved polysulfides, which 

results in serious capacity deterioration, as illustrated 

in Fig. 1(b). By adopting the lyophilic NGCM spongy 

framework with 3D hierarchical porous structure  

as polysulfide uptake layer, the shuttle effect can  

be effectively suppressed through the strong chemi-

sorption capability (Fig. 1(c)), as detailed below. 

Moreover, we found that the high electrocatalytic 

activity originating from the decorated MnO2 nano-

flakes can effectively promote the polysulfide redox 

reactions. Benefitting from these favorable features, 

Li-S batteries with the NGCM spongy framework were 

found to exhibit greatly enhanced electrochemical 

performance.  

The morphological features of the samples were 

investigated by SEM. As the original porous framework, 

the pressed Ni foam shows a 3D macroporous 

structure and a smooth surface (Fig. S1 in the 

Electronic Supplementary Material (ESM)). After the 

growth of graphene, the 3D grid structure is well 

maintained with no structural collapse, and micron- 

size graphene domains are evenly coated on the 

surface (Figs. 2(a)–2(c)). The thickness of the graphene 

sheets wrapped around NG is around 1–5 layers,  

as evidenced by the TEM image in Fig. 2(d). The sub-

sequent growth of CNTs on the surface of graphene 

sheets can provide a villous and hierarchical 3D 

 

Figure 1  Synthesis of 3D NGCM spongy framework and corresponding functional mechanism in Li-S batteries. (a) Schematic
illustration of the synthesis of the NGCM sponge. Schematic diagram of (b) conventional Li-S battery suffering from serious polysulfide
shuttle effects and (c) Li-S battery with NGCM sponge as polysulfide reservoir layer for preventing the shuttle effect. 
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structure coated with carbon, which is desirable for 

the decoration with MnO2 nanoflakes, and thus very 

important for the overall structural design (Figs. 2(e)– 

2(g)). The randomly-oriented and densely-packed 

CNTs grown on NGC show an average diameter of  

~ 70 nm (Fig. 2(h)) and a length of ~ 10 μm. After  

the loading of ultrathin MnO2 nanoflakes, the final 

NGCM spongy framework fully inherited the 3D 

structure, while the diameter of CNTs/MnO2 showed 

a clear increase due to the homogeneous coating of 

MnO2 (Figs. 2(i)–2(k)). As shown by the TEM analysis, 

ultrathin MnO2 nanoflakes with a thickness of several 

nanometers were vertically grown on the side walls 

of the CNTs (Fig. 2(l)). The observed lattice distance 

of 0.70 nm corresponds to the (110) plane of MnO2. 

The EDX elemental mappings revealed the coexistence 

and homogeneous distribution of Ni, C, Mn, and O 

elements (Figs. 2(m)–2(q)). The elemental analysis and 

ICP-OES measurements reveal Ni, C, and Mn element 

contents of about 79.5 wt.%, 9.83 wt.%, and 6.73 wt.%, 

respectively.  

The crystallinity of NGCM was investigated by 

XRD (Fig. S2 in the ESM) analysis, which revealed the 

characteristic peaks of metallic Ni, graphitic carbon, 

and MnO2. The Raman spectrum of NG highlights 

the presence of few-layer graphene sheets (Fig. S3 in 

the ESM) [33, 34]. In the case of NGC, an additional 

Raman peak appears at ~ 1,355 cm–1, originating from 

the D band of the CNTs. The Raman spectrum of 

NGCM displays a broad Raman band at ~ 590 cm–1, 

corresponding to the Mn–O bonds in MnO2 [35, 36]. 

The composition and chemical states of the NGCM 

 

Figure 2  Morphological and compositional characterizations of the samples. (a)–(c) SEM images of NG and (d) TEM image of 
graphene sheets scraped from the surface of NG. (e)–(g) SEM images of NGC at different magnifications and (h) TEM image of an 
individual CNT grown on top of NGC. (i)–(k) SEM images of NGCM at different magnifications. (l) TEM image of an individual CNT
decorated with ultrathin MnO2 nanoflakes; the inset shows a high-resolution TEM (HRTEM) image of MnO2 nanoflakes with a lattice 
distance of 0.70 nm. (m) SEM image of NGCM and (n)–(q) corresponding elemental mappings of Ni, C, Mn, and O. 
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sponge were investigated by XPS (Fig. S4 in the 

ESM). The XPS spectrum of the Mn 2p region (Fig. 

S4(b) in the ESM) consists of two doublets at 653.9 eV 

(Mn 2p1/2) and 642.3 eV (Mn 2p3/2), whose binding 

energy difference (11.6 eV) indicates the formation 

of MnO2 [37].  

The surface areas and porosity of the as-prepared 

samples were investigated by N2 adsorption–desorption 

isotherms (Figs. 3(a)–3(d)). The specific surface areas 

of Ni foam, NG, NGC, and NGCM spongy frameworks 

measured by the BET method were 0.21, 0.32, 14.5, 

and 87.5 m2·g–1, respectively, corresponding to areal 

surface areas of 0.009, 0.012, 0.75, and 11.3 m2·cmsponge
–2, 

respectively. This result demonstrates a significantly 

improved contact interface between NGCM sponge 

and Li-S electrolyte. The corresponding pore size 

distributions, displayed in Fig. S5 in the ESM, reveal 

the existence of mesopores. The wettabilities of the 

samples by the DOL/DME (1:1 in volume) solution 

were then compared. Interestingly, the contact angles 

of Ni foam, NG, NGC, and NGCM spongy frameworks 

with the DOL/DME solution were measured to be 

17.3°, 8.2°, 0°, and 0°, respectively, as shown in   

Figs. 3(e)–3(h). Remarkably, the NGC and NGCM 

sponges show superlyophilicity for the DOL/DME 

solution, confirming their excellent wettability for the 

absorption and reservation of the Li-S electrolyte. 

The enhancement effect of the NGCM sponge on 

the electrochemical performance of Li-S batteries 

based on the S/CNTs composite cathode (as detailed 

in the Experimental section and Figs. S6 and S7 in 

the ESM) was systematically verified. The NGCM 

spongy framework was sandwiched between the 

S/CNTs cathode and the separator as polysulfide 

reservoir layer. For comparison, Li-S cells with the 

NGC sponge (not decorated with MnO2 nanoflakes) 

or without spongy framework were also assembled. 

The galvanostatic discharge/charge profiles at 0.2 C 

of S/CNTs cathode-based Li-S cells assembled with or 

without spongy framework are presented in Fig. 4(a). 

The Li-S cells with NGCM sponge layer show a 

typical two-plateau discharge behavior, corresponding 

to the two cathodic peaks in cyclic voltammetry (CV) 

curves [38]. The two discharge plateaus are related to 

the reduction of S8 to higher-order polysulfides (Li2Sx, 

4 ≤ x < 8) and the further formation of lower-order 

polysulfides (Li2S2 or Li2S) [38–44]. The presence   

of only one charge plateau suggests the one-step 

oxidation of lower-order polysulfides to elemental 

sulfur [45]. Notably, the Li-S cells with the NGC sponge 

or without spongy layer exhibit lower discharge 

capacity and much larger potential polarizations 

compared to those with the NGCM sponge. These 

results indicate the strong electrocatalytic effect of the 

Figure 3  Surface area and wettability of spongy frameworks. (a)–(d) N2 adsorption–desorption isotherms of (a) Ni foam, (b) NG, 
(c) NGC, and (d) NGCM spongy frameworks. (e)–(h) Contact angles of (e) Ni foam, (f) NG, (g) NGC, and (h) NGCM spongy 
frameworks with DOL/DME solution. 
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NGCM sponge on the redox kinetics of polysulfides 

[46, 47].  

The resistance characteristics of the Li-S cells were 

examined by EIS. As shown in Fig. 4(b), the EIS plots 

mainly consist of semicircles, which represent the 

charge-transfer resistance of Li-S cells. Clearly, the 

Li-S cells with NGCM and NGC spongy frameworks 

exhibit smaller semicircles than the cell without 

spongy framework, indicating a reduced charge-transfer 

resistance of the NGCM-based cells. Moreover, the Li-S 

cells with NGCM spongy framework also exhibit the 

best rate capability (Fig. 4(c)), delivering high discharge 

capacities of 1,207, 962, 807, 692, and 593 mAh·g–1 at 

0.2, 0.5, 1.0, 2.0, and 3.0 C, respectively. In contrast, 

for the cells assembled with the NGC sponge and 

without spongy framework, the discharge capacities 

at 3.0 C are only 284 and 10 mAh·g–1, respectively. 

The enhancement of the rate performance should be 

 

Figure 4  Electrochemical performances of S/CNTs cathode-based Li-S batteries assembled with or without spongy frameworks. 
(a) Galvanostatic discharge/charge profiles, (b) Nyquist plots, (c) rate performances, and (d) cycling performances at 0.2 C of S/CNTs
cathode-based Li-S cells assembled with NGCM sponge, NGC sponge, and without sponge. (e) Long-term cycling stability and 
Coulombic efficiencies at 1.0 C of S/CNTs cathode-based Li-S cells assembled with NGCM sponge. 
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ascribed to the high electrical conductivity of the 

NGCM spongy framework and the strong polysulfide 

retention capability of the MnO2 nanoflakes. 

The cycling stability of the Li-S cells, as a key 

parameter, was carefully compared. When cycled at 

0.2 C, the Li-S cells assembled with the NGCM sponge 

show an initial discharge capacity of 1,248 mAh·g–1, 

which gradually decreases to 992 mAh·g–1 after   

100 cycles, corresponding to a capacity retention of 

79.5% (Fig. 4(d)). On the other hand, the Li-S cells 

with NGC sponge and without sponge show com-

parable initial discharge capacities of 1,184 and 1,123 

mAh·g–1, respectively, which decrease dramatically to 

634 and 470 mAh·g–1 after 100 cycles, corresponding to 

capacity retentions of 53.5% and 41.9%, respectively. 

Moreover, to better illustrate the efficient utilization of 

sulfur, lithium-ion batteries (LIBs) with CNTs cathode 

(without loading of active sulfur) and NCGM sponge 

layer were tested within 1.7−2.8 V vs. Li/Li+ (Fig. S8 in 

the ESM). The analysis reveals very low discharge 

capacities (< 40 mAh·g–1), confirming that the CNTs 

host and the NGCM sponge contribute very little to 

the total capacities of Li-S batteries. At 1.0 C, the 

discharge capacity of Li-S cells assembled with the 

NGCM sponge decreases from 829 to 661 mAh·g–1 

after 500 cycles, with a capacity retention of 79.7%. 
Moreover, a Coulombic efficiency close to 100% is still 

achieved, indicating the suppression of polysulfide 

shuttle effects (Fig. 4(e)). 

The self-discharge rate is another important 

indicator of the polysulfide shuttling level in Li-S 

batteries. Figures 5(a)–5(c) show the cycling per-

formances of as-prepared Li-S cells at 0.2 C, with a 

resting time of 24 h after the 5th charge process. After 

resting for 24 h, the Li-S cells with the NGCM sponge 

exhibit a self-discharge ratio (i.e., capacity loss) of 

5.4%, which is much lower than those of the cells 

with NGC sponge (8.3%) or without spongy framework 

(17.0%) (Figs. 5(d)–5(f)). This result suggests that the 

NGCM spongy framework can effectively suppress 

the polysulfide shuttle effect and alleviate the self- 

discharge issues of Li-S batteries. 

The structural integrity and surface states of the 

NGCM spongy framework after long-term cycling 

were also investigated. The SEM image of the NGCM 

sponge shows no obvious morphology changes after 

500 cycles at 1.0 C (Fig. 6(a)). The corresponding ele-

mental mappings reveal the presence of Ni, C, Mn, 

 

Figure 5  Mitigation of self-discharge enabled by NGCM spongy framework. (a)–(c) Capacity retention and (d)–(f) corresponding 
galvanostatic discharge/charge profiles at 0.2 C of Li-S cells with (a) and (d) NGCM sponge, (b) and (e) NGC sponge, and (c) and 
(f) without sponge. The Li-S cells were rested for 24 h between the 5th and 6th discharge steps. 
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O, and S elements (Figs. 6(b)–6(f)), corresponding  

to the polysulfides adsorbed on the surface, which 

provides direct evidence for the polysulfide reservoir 

ability of the NGCM sponge. 

The chemical binding between MnO2 nanoflakes 

and sulfur species was simulated by the DFT method 

(Fig. 6(g)). The most exposed and stable (001) plane 

of MnO2 was selected as the absorption interface for 

calculating its chemisorption ability for sulfur species. 

The binding energies of MnO2 (001) planes with   

S8, Li2S, Li2S2, Li2S4, Li2S6, and Li2S8 species were 

calculated to be –2.05, –8.90, –8.27, –4.48, –6.14, and 

–8.07 eV, respectively. These binding energies are 

much higher than those between graphitic carbon and 

sulfur species [40], indicating the strong polysulfide 

chemisorption and retention capability of the NGCM 

spongy framework. Adsorption tests were conducted 

to further confirm the strong chemisorption ability of 

the NGCM spongy framework. As shown in Fig. S9 

in the ESM, after adding the NGCM and NGC 

spongy frameworks to 0.002 M Li2S4 in DME/DOL 

(1:1 in volume), the solution with the NGCM spongy 

framework turns almost colorless within 24 h, while 

the solution with the NGC spongy framework remains 

yellow. 

4  Conclusions 

In summary, in this work we propose the design of 

a 3D spongy framework serving as a polysulfide 

reservoir layer in Li-S batteries. Benefitting from  

the hierarchical porous structure, high conductivity, 

superlyophilic properties, as well as the strong 

chemisorptive and electrocatalytic effects with 

polysulfides of the NGCM sponge, Li-S cells assembled 

with it can efficiently suppress the shuttle effect of 

polysulfides, exhibiting improved specific capacity, 

rate capability, cycling stability, and reduced self- 

discharge rate. 
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