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Sodium-ion batteries (SIBs) have emerged as a promising candidate for large-scale stationary energy

storage in light of possible concerns over cost and abundance. Advanced sodium host materials are

required for developing SIBs with high energy density, long cycling stability and high safety. Layered

metal dichalcogenides (MX2, M ¼ Mo, W, Sn, V, Ti; X ¼ S, Se, Te) have become a hot spot for anode

materials in SIBs due to their merits of high conductivity, mechanical and thermal stability and structural

stability. In this review, we first present a comprehensive overview of the progress of layered MX2 anodes

for SIBs. Detailed discussion on the advantages of MX2 as SIB anodes is then made. Emphasis is placed

on enhancing the electrochemical performance through nanostructure engineering, crystal structure

modulation, doping/alloying and composite design. We conclude with a perspective on the further

development of SIBs in view of their applications.
1. Introduction

Nowadays renewable and sustainable resources (e.g., solar and
wind) have attracted worldwide attention attributed to
increasing environmental problems and energy crisis origi-
nating from traditional fossil fuels. But these renewable
resources are always intermittent and affected by weather and
geographical regions, for which energy storage systems (ESSs)
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play a key role in their better utilization.1–6 Battery tools have
been regarded as appropriate ESSs because of their high
conversion efficiency and the advantages of long cycle life and
relatively low maintenance.7–12 Over the past two decades,
lithium-ion batteries (LIBs) have developed rapidly since their
rst commercialization by Sony in 1991, and have been widely
used to power portable devices such as laptops, cell phones and
power tools for electric vehicles (EVs) and hybrid electric vehi-
cles (HEVs).13–17 On the other hand, dramatic developments in
large-scale ESSs for smart grids will require substantially greater
amounts of materials to build secondary batteries. As a result,
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basic factors including energy density, power density, cost, life
and safety need to be well balanced for secondary batteries.18–21

Li cannot be regarded as an abundant element because of its
low mass fraction (�20 ppm) in the earth's crust, resulting in
the continuous increase in the cost of LIBs based on the high
demand for Li-based raw materials.22–24 In contrast, Na is
abundant with a lower price and is the second lightest and
smallest alkali metal next to Li, which make sodium-ion
batteries (SIBs) show great superiority when a large amount of
raw materials are required in large-scale ESSs.25–30 In addition,
owing to the similar electrochemistry behavior between Li and
Na, the state-of-art advances in LIBs may be extended to develop
SIBs. In fact, reversible electrochemical insertion of sodium has
been demonstrated in the 1980s.31 The electrochemical prop-
erties of sodium-containing layered oxides (NaxCoO2) were re-
ported at almost the same time when the cathode material
LiCoO2 widely used in most commercial LIBs was rst re-
ported.32,33 However, SIBs were neglected for practical applica-
tions due to their inferior performance for a long time. Several
obstacles need to be overcome before SIBs can be practically
and commercially applied, since Na+ ions are �34% larger in
radius than Li+ ions (1.02 Å for Na+ ion vs. 0.76 Å for Li+ ion). As
a result, it is highly desirable to explore suitable host materials
to accommodate Na+ ions and facilitate reversible insertion–
extraction of Na+ ions.34–45

In the past few years, high demands for and large-scale
applications of secondary batteries have promoted the rapid
development of ambient-temperature SIBs. Plenty of cathodes,
anodes and electrolytes for SIBs have been studied. It is
generally known that anodes in secondary batteries determine
some key characteristics, such as safety and cycling life. Thus, it
is indispensable to nd suitable anode materials for SIBs.
Graphite, employed as the commercial anode for LIBs, cannot
function well in SIBs due to its extremely low capacity and poor
kinetics.46–48 Therefore, numerous attempts have been made to
explore suitable anodes for SIBs. Recent ndings have shown
that alloy-type49–54 and conversion-type55–58 anode materials can
exhibit impressive initial capacity, but the cyclability is poor due
to the large volume change and the limited kinetics. In addi-
tion, some non-graphitic carbon (e.g., hard carbon and carbon
Jun Xu obtained his Ph.D. degree
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spheres),59–61 organic-based anode materials,62,63 carbide64 and
titanium-based intercalation compounds65,66 have also been
investigated as anode materials for SIBs with limited reversible
capacities of 100–300 mA h g�1.

Transition metal suldes based on conversion or alloying
reactions have been explored and evaluated as anode materials
for LIBs.58,67–70 Recently, these materials have also attracted
extensive attention for their applications as high capacity
anodes that may boost the high energy density of
SIBs.26,27,29,44,71–73 Among them, layered metal dichalcogenides
(MX2, M ¼ Mo, W, Sn, V, Ti; X ¼ S, Se, Te) with similar layered
structures to graphite exhibited better cycling performance than
other transition metal suldes. When these layered MX2

compounds consist of single- or few-layered structures, they
belong to the two dimensional (2D) family.74–76 Each slab in MX2

consists of a hexagonally close-packed sheet of metal atoms (M)
sandwiched between the two sheets of chalcogen atoms (X).
While the intraslab M–X bonds are covalent, the MX2 slabs are
stacked by van derWaals forces similar to the graphene layers in
graphite. Representative crystal structures, interlayer spacing
and the theoretical capacities are shown in Fig. 1. Typically, MX2

has a larger interlayer spacing (e.g., �6.15 Å for MoS2) than
graphite (3.3 Å), providing large channels for Na+ ion interca-
lation. The enlarged interlayer can well accommodate volu-
metric expansion upon sodium storage and mitigate the strain
endured in the intercalation or conversion reaction, leading to
enhanced cycling stability, which makes it attractive in view of
a practical battery design. MX2 nanosheets and their hierar-
chical organization are promising electrode candidates for SIBs
because of their unique physical and chemical properties, such
as conductivity, mechanical and thermal stability, and cycla-
bility. Nevertheless, properly designed nanostructure MX2 may
reduce diffusion/transport lengths for both ions and electrons,
increase active sites, and further relieve the volume expansion/
contraction, thus leading to increased capacity, higher power/
energy density, and improved cycling life (Table 1). Therefore,
an up-to-date and comprehensive account of the current status
and challenges of MX2 as advanced SIB electrode materials is
highly desirable.

In this review, we present a summary of the synthesis,
modication, and electrochemical performance of nano-
structured layered MX2. In particular, their sodium storage
applications are emphasized. The relationship between nano-
architectures and electrochemical performances as well as
related sodium storage mechanisms is discussed. More
research work is required for practical applications of layered
MX2 electrodes in the coming future.
2. Nanostructured MoX2 electrode
materials for SIBs
2.1 MoS2 electrodes

MoX2 (X ¼ S, Se, Te) nanosheets exhibit a remarkably diverse
range of unique optical, electrochemical, and mechanical
properties.77–82 They have been widely used as functional
materials in diverse elds of lubrication, electronic transistors,
This journal is © The Royal Society of Chemistry 2017
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Fig. 1 Structure of the typical layered MX2: (a) 2H-MoS2, MoSe2, WS2 or WSe2, and (b) SnS2 or TiS2. The interlayer spacings and the theoretical
capacities of the typical MX2 are given under their crystal structures.
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batteries, photovoltaics, catalysis, and sensing. Among them,
MoS2 is an attractive host for ion intercalation because of its
rich intercalation chemistry and structural peculiarities. The
application of MoS2 as a cathode for LIBs was patented and
commercialized by Moli Energy as early as 1980.26 However, it is
becoming a hot subject to employ MoS2 as a promising anode
material in batteries. In particular, MoS2 nanosheets, hierar-
chical structures, and related nanocomposites have recently
been used as a variety of high-performance anodes. Nano-
structuring, crystallographic modulation, conductive carbon
modication and doping/alloying have been revealed to be
effective approaches to enhance the electrochemical perfor-
mance of MoS2 electrodes. Until now, various MoS2 nano-
structured materials with different geometric shapes and
morphologies have been intensively explored to obtain
impressive electrochemical performance as SIB anodes.

2.1.1 Sodium storage mechanism of MoS2. In general, the
Na-storage mechanisms for anodes can be classied into three
types: insertion reaction, alloying–dealloying, and conversion
reaction.49–66,83,84 The Li-cycling mechanism of the MoS2 anode
has so far not been well understood, especially below the
potential of 1.1 V vs. Li/Li+. Similarly, the sodium storage
mechanism in MoS2 is ambiguous and generally regarded as
two steps: intercalation and conversion. Wang et al. described
the sodiation–desodiation process in detail based on the XRD
analysis as follows:85

1st discharge process.
1st plateau: intercalation reaction

MoS2 + 0.5Na+ + 0.5e� / Na0.5MoS2

2nd plateau: intercalation reaction

Na0.5MoS2 + 0.5Na+ + 0.5e� / NaMoS2

3rd plateau: conversion reaction

NaMoS2 + xNa+ + xe� / 2Nax+1MoS2 (x # 3)
This journal is © The Royal Society of Chemistry 2017
1st charge process: conversion reaction

Nax+1MoS2 / Nax�2MoS2 + 3Na+ + 3e�

Subsequent cycles: conversion reaction

Nax�2MoS2 + yNa 4 Nax+y�2MoS2 (y # 3)

As for the sodium-ion pseudocapacitors, the reaction can be
represented as:

NanMoS2 (n # 3) 4 Nan�mMoS2 + mNa+ + me� (m < n)

Park et al. demonstrated the Na+ ion storage possibility
using commercial MoS2 and a capacity of 85 mA h g�1 at 0.4–
2.6 V over 100 cycles based on an intercalation–deintercalation
reaction.86 Recently, ab initio calculations on Na-intercalation
in all structural polytypes of MoS2 were conducted by Medhe-
kar et al.87 They found that Na+ ions generally occupy octahe-
dral or distorted octahedral sites within the interlayer van der
Waals spaces upon intercalation. Na+ ion intercalation causes
a phase transformation from the 2H to 1T phase, while it is
thermodynamically stable across the entire concentration
range against the phase separation of Na. The calculated
energy barrier was 0.68 and 0.28 eV for Na-ion diffusion in 2H-
and 1T-MoS2, indicating moderately fast charge–discharge
rates, respectively. These results suggest that the 1T polytype
obtained via exfoliation of the 2H polytype shows better elec-
trochemical performance arising from its inherent metallic
electronic structure, higher capacity for Na+ ions and their fast
motilities. More importantly, Wang and coworkers investigated
a series of two-phase structural transitions of MoS2 during the
intercalation at the atomic scale by aberration-corrected scan-
ning transmission electron microscopy (STEM).88 They found
that MoS2 experienced a series of two-phase transitions upon
Na insertion, the phases including 2H-MoS2, 2H-Na0.5MoS2,
1T-Na0.5MoS2, 1T-NaMoS2 and NaxS, as shown in Fig. 2. Upon
discharge, Na+ ion rst intercalated to every other interlayer of
few-layered 2H-MoS2 (Fig. 2b, f and j), and then intercalated
J. Mater. Chem. A, 2017, 5, 7667–7690 | 7669
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Table 1 Recent advances in sodium storage performance for layered MX2-based materials

Materials Morphologies

Cycling performance Rate performance

Ref.
Capacity
(mA h g�1)/cycles

Current
(A g�1)

Capacity
(mA h g�1)

Current
(A g�1)

MoS2 Ultrathin nanosheets 251/100 0.32 300 0.32 92
MoS2 Worm-like structure 410/70 0.0617 94
MoS2/C Microspheres 390/2500 1 244 20 117
MoS2/C Nanosheets 400/300 0.67 390 1.34 112
MoS2@C Nanotubes 512/200 0.2 370 5 114
MoS2/C Nanosheets 286/100 0.08 205 1 119
MoS2–C Nanotubes 415/200 1 187 20 95
MoS2–C Nanosheets 390/100 0.1 290 2 111
MoS2@ACNTs Tubes 461/150 0.5 396 1.6 113
MoS2@ACNTs Nanober 253/100 10 75 50 98
MoS2/CNTs Nanosheets 459/80 0.2 328 0.5 56
MoS2/graphene Microspheres 323/600 1.5 234 10 121
MoS2/graphene Nanosheets 312/200 0.1 247 2 85
MoS2/graphene Flaky structure 227/300 0.32 352 0.64 123
MoS2/graphene Paper 218/20 0.025 173 0.2 124
MoS2/graphene Nanoparticles 305/50 0.1 214 1 125
Expanded MoS2–graphene Nanoowers 195/1500 10 175 10 96
MoS2–EDA Tubes 565/15 106
MoS2–PEO Particles 119/70 0.05 112 1 107
MoS2/HfO2 Nanosheets 636/100 0.1 347 1 128
MoS2/Ni3S2@MoS2 Network 200/400 2 283 5 126
Mo(Se0.85S0.15)2:C Nanotubes 312/100 1 360 2 109
MoSe2 Nanospheres 345/200 0.0422 212 4.223 134
MoSe2 Yolk–shell microspheres 433/50 0.2 345 1.5 137
MoSe2 Nanoplates 369/50 0.0422 250 4.222 133
MoSe2/CNTs Fullerene-like structure 296/250 1 255 5 138
C–MoSe2/rGO Nanosheets 445/350 0.2 228 4 140
MoSe2@PHCS Hollow spheres 580/100 0.2 400 1.5 135
MoSe2@MWCNTs Nanosheets 459/90 0.2 385 2 139
MoSe2/CF Nanosheets 387/100 0.2 163 5 141
WS2 Nanowires 330/1400 1 236 5 145
WS2/C Porous structure 219/300 0.5 81 5 148
WS2-3D RGO Microspheres 334/200 0.2 287 0.9 147
WS2@graphene Nanosheets 94/500 0.64 �150 1.28 146
WSe2/C Nanoplates 270/50 0.2 208 1 151
SnS2 Nanosheets 647/50 0.1 435 2 169
SnS2 NC/EDA–RGO Sheets 480/1000 1 250 11.2 175
SnS2/rGO Nanosheets 286/1000 0.8 337 12.8 161
SnS2/graphene Flakes 610/300 0.2 326 4 164
SnS2–graphene Sheets 500/400 1 544 2 160
SnS2–NGS Nanosheets 450/100 0.2 148 10 174
SnS2@graphene Nanoplatelets 670/60 0.02 463 0.685 162
GO–SnS2 Nanosheets 450/100 0.5 340 2 178
SnS2/C Nanospheres 570/100 0.05 360 1 176
SnS–MoS2 Yolk–shell structure 396/100 0.5 238 7 127
TiS2 Nanoplatelets 142/300 0.48 101 2.4 186
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into the empty layers (Fig. 2c, g and k) before the former
interlayers were fully occupied. Meanwhile, the sulfur planes
glide along an interlayer atomic plane to produce 1T-MoS2.
Finally, Na+ ions lled all the interlayers (Fig. 2d, h and i) of
MoS2 (Fig. 2a, e and i). It was also shown that when more than
1.5 Na+ ions per formula of MoS2 were intercalated, NaxMoS2
would decompose to NaxS and Mo, and the structural trans-
formation would be irreversible. Gao et al. further proved the
two-phase reaction and found that the two-phase reaction for
the Na+ ion insertion into MoS2 nanosheets was initiated by
nucleation of a new phase of NaMoS2 followed by propagation
7670 | J. Mater. Chem. A, 2017, 5, 7667–7690
of the phase boundary using in situ high-resolution TEM.89

Furthermore, a planar microscale battery was designed to study
the topographical changes of MoS2 during the discharge–
charge cycles.90 Atomic force microscopy (AFM) revealed that
the permanent structural wrinkling of sodiated MoS2 was
observed at 0.4 V, while the SEI layer on the MoS2 electrode
formed around 1.5 V before sodium intercalation. Besides Na+

ion intercalation, MoS2 has been proven to be converted into
Mo and Na2S with additional substantial gain in capacity (�3
Na+ ion reaction, �501 mA h g�1) when further deeply dis-
charged to a lower voltage (0.01 V).85 The discharge product,
This journal is © The Royal Society of Chemistry 2017
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Fig. 2 High-angle annular dark-field (HAADF), and selected area electron diffraction (SAED) images of commercial MoS2 in Cell-60 (a and e),
Cell-80 (b and f), Cell-160 (c and g), and Cell-256 (d and h) along the [001] zone axis and the annular bright field (ABF) images of the as prepared
nano-MoS2 (i) with cutoff at 1.0 V (j), 0.8 V (k), and 0.2 V (l) along the [100] zone axis. The purple, yellow, and blue circles are overlaid in the image
for Mo, S, and Na atoms, respectively. Reprinted with permission from ref. 88. Copyright 2014 American Chemical Society.
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Na2S, could afford better conductivity than Na2O as typically
formed from a deep conversion reaction of metal-oxide
compounds .91
2.1.2 Nanostructure engineering of MoS2 nanostructures

Several synthesis approaches have been reported to prepare
well-constructed MoS2 nanostructure anodes including nano-
particles, nanosheets, nanoowers, nanotubes, nanoplates,
self-assembling hierarchical architectures and thin lms as
shown in Fig. 3.92–98 Nanostructuring of MoS2 can enhance the
electrochemical performance compared with bulk materials. In
particular, fabrication of hierarchical nanostructures attracts
much interest because of the extraordinarily high active surface/
interface and robust stability. Electrode materials with hierar-
chical architectures exhibit intriguing properties by taking
advantages of both the nanometer-size effects and the high
stability of the secondary-structure assemblies. On the other
hand, it is believed that the expanded and gradually exfoliated
interlayers can decrease the barriers for Na+ ion insertion and
extraction, thus reducing the charge transfer resistance and
offering more active sites for Na+ ion storage.

MoS2 micro-particles constructed from small nanosheets
were synthesized by a solid-state reaction at 700 �C and used as
the anode material for SIBs.93 When the binder was optimized
as sodium alginate, it could only deliver a reversible capacity of
This journal is © The Royal Society of Chemistry 2017
420 and 290 mA h g�1 at currents of 50 and 150 mA g�1,
respectively, indicating a passable capacity and rate perfor-
mance. Exfoliating bulk MoS2 into few-layer sheets or individual
monolayers can allow for an enhanced adsorption of Na+ ions
on both sides and faster diffusion rates. Through liquid-phase
exfoliation, bulk MoS2 powder was converted into mono-
layers.99 The exfoliated MoS2 nanosheets showed sodiation and
desodiation capacities of 254 and 164mA h g�1 in the rst cycle,
respectively. The discharge capacities decreased gradually to
161 mA h g�1 at the 50th cycle with a coulombic efficiency (CE)
of 97%. This exfoliated MoS2 electrode showed stable cycling
behavior up to 100 cycles. In fact, the observed initial sodiation
capacity is higher than that of a previous report based on pris-
tine bulk MoS2.86 Su et al. successfully prepared few-layer MoS2
nanosheets with the thickness of �10 nm through ultrasonic
exfoliation of bulk MoS2 powder in formamide solution.92 This
unique architecture is in favor of the high-rate transportation of
Na+ ions due to the short diffusion paths provided by the
ultrathin thickness and the large interlayer spacing (6.38 Å).
MoS2 nanosheets delivered high initial discharge capacity
(above 800 mA h g�1), and presented high capacity retention.
Aer 100 cycles, this MoS2 electrode maintained 330, 305 and
251 mA h g�1 at currents of 80, 160, and 320 mA g�1, respec-
tively, which is much better than that of bulk MoS2. This result
conrms that the exfoliated MoS2 nanosheets can tolerate high
J. Mater. Chem. A, 2017, 5, 7667–7690 | 7671
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Fig. 3 SEM images of MoS2 nanostructures used as anodematerials in SIBs. (a) Reprintedwith permission from ref. 92, Copyright (2015) byWiley-
VCH; (b) reprinted with permission from ref. 123, Copyright (2015) by Wiley-VCH; (c) reprinted with permission from ref. 112, Copyright (2015) by
Wiley-VCH; (d) reprinted with permission from ref. 113, Copyright (2016) by The Royal Society of Chemistry; (e) reprinted with permission from
ref. 94, Copyright (2015) by The Royal Society of Chemistry; (f) reprinted with permission from ref. 95, Copyright (2016) by Elsevier; (g) reprinted
with permission from ref. 121, Copyright (2015) by Wiley-VCH; (h) reprinted with permission from ref. 117, Copyright (2016) by Wiley-VCH;
(i) reprinted with permission from ref. 114, Copyright (2016) by Wiley-VCH; (j) reprinted with permission from ref. 98, Copyright (2014) by
Wiley-VCH.
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current charge/discharge cycling owing to the small size, the
large exposed surface, and the metallic phase of exfoliated MoS2
nanosheets.

Exfoliated MoS2 nanosheets with mono- or few-layers always
suffer from poor cycling stability. To improve the cycling
performance, hierarchical architectures constructed from MoS2
nanosheets were designed and also employed as anode mate-
rials for SIBs. Xu et al. successfully prepared ultralong worm-
like MoS2 nanostructures using a solvent-mediated sol-
vothermal process.94 When evaluated as SIB anode materials,
they delivered a sodium insertion capacity of about 675.3 mA h
g�1 in the voltage range of 3.0–0.01 V in the rst cycle. The
irreversible capacity in the rst cycle is as high as 181.1 mA h
g�1, which may be caused by the decomposition of the elec-
trolyte for formation of SEI lm and trapping in the nano-
clusters or defect sites of a fraction of Na+ ions. Aer stable SEI
lm formation, the discharge capacity shows a stable value of
410.5 mA h g�1 within 80 cycles, showing a capacity retention of
83.1% compared with that in the second cycle. The average fade
of the subsequent specic capacity is just 0.21% in each cycle.
Other hierarchical structures such as hollow spheres, micro-
boxes and nanotubes have been explored as LIB anodes
and exhibited impressive performance.100–104 Considering the
similar electrochemical behavior between SIBs and LIBs, these
7672 | J. Mater. Chem. A, 2017, 5, 7667–7690
hierarchical nanoarchitectures should be attempted to be used
as electrode materials in SIBs in the near future.

2.1.3 Interlayer expansion of MoS2 nanosheets. The inter-
layer between two adjacent MoS2 monolayers plays an impor-
tant role in sodium ion intercalation and extraction. MoS2 has
a (002) interlayer spacing of 0.615 nm. Expanded interlayers can
work as efficient ion migration channels, which is helpful to
improve charge/discharge kinetics. Interlayer-expanded MoS2
nanosheets with a decoupling state are expected. Much work
has also been done to study the effect of the expanded interlayer
intercalated with guest molecules (carbon, graphene, organic
small molecules or polymers) on the anode electrochemical
performance in SIBs. Both the ion intercalation energy and the
ion diffusion energy barrier of interlayer-expanded 2H-MoS2 are
lowered based on the density functional theory (DFT) simula-
tions.105 Wang et al. obtained nano-MoS2 with expansion of
their cells along the c axis through intercalating guest species,
including amorphous carbon, polyvinyl pyrrolidone (PVP),
ethylene diaminetrimolybdate (EDA) derived small molecules
into the nano-scaled MoS2.106 The c value of the nano-MoS2 is
calculated to be 6.63, 7.05, 10.02, and 11.59 Å for GMS, MoS2–
PVP, MoS2–EDA, and GMS–C, respectively. GMS–C and MoS2–
PVP exhibit superior cycling stability, and their capacities
increase with cycling. In terms of capacity and cycling stability,
This journal is © The Royal Society of Chemistry 2017
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MoS2–EDA shows the best electrochemical performance. A high
reversible Na-storage capacity of 565 mA h g�1 is obtained for
MoS2–EDA, attributed to C–S and O–S bonding enhancing the
structural stability of the nano-MoS2. In addition, Li et al.
designed interlayer-expanded materials as general large Na+ ion
hosts to tackle the kinetic challenges. Poly(ethyleneoxide)-
intercalated MoS2 composites (PEO–MoS2) with tunable inter-
layer spacings were prepared via a facile exfoliation-restacking
method as highlighted in Fig. 4.107 The interlayer spacing of
MoS2 was increased from 0.615 nm to 1.45 nm by insertion of
controlled amounts of PEO. The PEO2L–MoS2 with two layers of
PEO between two slabs of MoS2 possessed the largest interlayer
spacing of 1.4 nm, showing the highest and stable capacity (225
mA h g�1) within 70 cycles among the samples with different
interlayer spacings. The increased interlayer spacing leads to an
enhanced Na-ion diffusivity, which is responsible for the
improvement in electrode performance. This strategy may be
extended to a wide range of layered MX2 electrode materials for
large Na+ ion intercalation.
2.1.4 Doping or alloying of MoS2 nanostructures

MoS2 with high conductivity is necessary for developing the
sodium storage performance. Doping or alloying was employed
to improve the electrical conductivity of MoS2. Fullerene-like Re-
Fig. 4 (a–d) SEM images of the morphology, (e–h) HRTEM images, (i) cyc
MoS2 and PEO2L–MoS2. Reprinted with permission from ref. 107, Copyr

This journal is © The Royal Society of Chemistry 2017
doped MoS2 nanoparticles exhibited enhanced cyclability
compared with bare MoS2.108 It is because electrical conductivity
was enhanced and the number of diffusion channels (defects)
along the c axis was increased aer Re-doping. MoSe2 has better
conductivity than MoS2 due to the smaller bandgap. Se has
a large atom radius than S. Incorporation of Se into MoS2 to
form alloyed MoS2xSe2�2x is benecial to increase both the
conductivity and the interlayer-spacing of MoS2. In our group,
we prepared MoS2:C nanotubes by a solvothermal reaction, in
which in situ carbon doping was achieved by carbonization of
the octylamine molecules. Mo(Se0.85S0.15)2:C hierarchical
nanotubes were obtained by selenizing the precursor of MoS2
nanotubes at 900 �C.109 As an anode material in SIBs,
Mo(Se0.85S0.15)2:C hierarchical nanotubes exhibited good
cycling stability and high rate capability. They gave an initial
discharge capacity of 524 mA h g�1 with a CE of 82.3% at
a current density of 200 mA g�1 and the discharge capacity was
maintained at 421 mA h g�1 aer 100 cycles, close to the
theoretical specic capacity of 422 mA h g�1. Aer increasing
the current densities to 500 and 1000 mA g�1, the nanotubes
showed reversible capacities of 379 and 312 mA h g�1 aer 100
cycles, with capacity retentions of 101.9% and 97.8%, demon-
strating outstanding cycling stability and fast reaction kinetics.
The hollow interior, hierarchical organization, layered struc-
ture, and carbon doping were benecial for fast Na+ ion and
ling performance and (j) rate capability of com-MoS2, re-MoS2, PEO1L–
ight (2016) by Elsevier.
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electron kinetics, leading to stable cycling performance and
high rate capabilities. In addition, we have prepared 2H-
MoS2xSe2�2x (x ¼ 0.22) mesoporous nanospheres assembled
from several-layered nanosheets by sulfurizing freshly prepared
1T-MoSe2 nanospheres and served as a robust host material for
sodium storage.110 This nanosphere anode can maintain
a stable capacity of 407 mA h g�1 aer 100 cycles without fading
at a high current density of 2.0 A g�1. The superior electro-
chemical performance of the 2H-MoS2xSe2�2x electrode
suggests a promising way to design advanced sodium host
materials through an alloying process.
2.1.5 Carbon materials modied MoS2 electrodes

Owing to the poor conductivity and serious polarization, MoS2
electrodes suffer from cracking and crumbling during repeated
charge–discharge process owing to the reaction with Na at a low
voltage range, which leads to signicant capacity fading by loss
of inter-particle contact in the electrode. These problems could
not be easily solved only by the preparation of nanostructures.
Fabrication of MoS2 composite-type materials with an effective
matrix for volume variations has been considered as a prom-
ising alternative. The combination of a nanostructure and
carbon matrix can affect each other, offering an effective
scenario for the target materials with state of the art properties.
In fact, nanostructured composites are generally reliable to
alleviate volume change problems and enable MoS2 with
superior rate capability and good durability. Recently, enor-
mous efforts have been devoted to construct MoS2 composites
as anode materials for SIBs.

Amorphous carbon is a widely used additive to enhance the
conductivity of the electrode materials for energy storage. An
exfoliated MoS2–C composite was also prepared via simple
chemical exfoliation and a hydrothermal method by Dou's
group.111 As an anode material for SIBs, the obtained MoS2–C
showed a high capacity of �400 mA h g�1 at 100 mA g�1 aer
100 cycles. Outstanding rate capability was also achieved with
a capacity of 290 mA h g�1 at 5C. Wang's group reported the
synthesis of MoS2/C nanospheres by a one-step hydrothermal
reaction.112 The MoS2/C nanospheres delivered a reversible
capacity of 520 mA h g�1 at 0.1C and maintained at 400 mA h
g�1 for 300 cycles at a high current density of 1C, demonstrating
its exceptional cycling ability and fast reaction kinetics. Such an
excellent electrochemical performance was ascribed to the
carbon coating, small size and the formation of a stable SEI
layer. Xu et al. built a novel one dimensional architecture by
MoS2 nanosheets and amorphous carbon nanotubes (MoS2@-
ACNTs) through a step-wise route.113 The MoS2@ACNT elec-
trode exhibited a high discharge capacity of 461 mA h g�1 even
over 150 cycles at 500 mA g�1. The improved electrochemical
performance can be ascribed to the synergistic effect between
MoS2 and ACNTs and smart architecture of the electrode
material. MoS2 nanotubes and amorphous carbon were gener-
ated synchronically to form a MoS2@C nanotube composite
based on the Kirkendall effect by a facile hydrothermal
process.114 For Na+ ion storage, at 0.5C the MoS2@C composite
showed an initial discharge capacity of 640 mA h g�1 and
7674 | J. Mater. Chem. A, 2017, 5, 7667–7690
demonstrated a capacity retention of 80% aer 200 cycles. The
remarkable electrochemical performances should be attributed
to the synchronically formed carbon and the structural superi-
ority of the MoS2@C nanotubes, which not only improved the
electronic conductivity, but also alleviated the huge inherent
volume changes. MoS2/C nanosheets were synthesized using
ion exchange resins as the carbon source.115 This composite can
deliver good electrochemical performance due to the synergistic
effect between the uniformly distributed, ultrathin MoS2
nanosheets and the carbon. Multiwalled carbon@MoS2@-
carbon with a 3D nanoweb-like structure was designed and
constructed.116 This novel structure can exhibit outstanding
reversible capacity (1045 mA h g�1), good rate behavior (817
mA h g�1 at 7000 mA g�1), and cycling performance (747 mA h
g�1 aer 200 cycles at 700 mA g�1) as the SIB anode material.
The sandwiched MoS2 nanosheets between two layers of porous
carbon can be protected from aggregation, leading to
outstanding electrochemical performance.

Electrospinning process is a popular method to fabricate
MoS2/C composites.98,117,118 Single-layered ultrasmall nanoplates
of MoS2 embedded in thin carbon nanowires were successfully
prepared by electrospinning.98 For sodium storage, a specic
capacity of 854 mA h g�1 was achieved at 0.1 A g�1, and
capacities of 484 and 253mA h g�1 can be obtained at 1 and 10 A
g�1 aer 100 cycles, respectively. The outstanding rate perfor-
mance and cycling stability of this single layered MoS2/carbon
nanowire composite can be ascribed to the unique nano-
structure: (1) the single-layered nature supported by spatial
isolation in the carbon matrix minimized transport problems.
(2) The carbon matrix, as a good mixed conductor, enabled the
nanoplates to be electrochemically perfectly coupled. Chen's
group reported a one-step spraying synthesis of MoS2/C
microspheres and their enhanced sodium storage capability as
shown in Fig. 5.117 The as-synthesized mesoporous MoS2/C
microspheres with 31 wt% carbon have been applied as an
anode material for SIBs, demonstrating long cycling stability
(390 mA h g�1 aer 2500 cycles at 1.0 A g�1) and high rate
capability (312mA h g�1 at 10.0 A g�1 and 244mA h g�1 at 20.0 A
g�1). The superior electrochemical performance can be ascribed
to the uniform distribution of ultrathin MoS2 nanosheets in
mesoporous carbon frameworks. This kind of a structure can
effectively improve the electronic and ionic transport through
MoS2/C microspheres and minimize the inuence of pulveri-
zation and aggregation of MoS2 nanosheets in the cycling
process.

When carbon was used as the substrate to support the MoS2
growth, the electrochemical performance could also be
enhanced remarkably.119 MoS2 nanosheets on carbon derived
from a paper towel (MoS2@C) were successfully prepared as
a freestanding anode material for SIBs by a hydrothermal
reaction. At a high current density of 1000 mA g�1, it can show
a high rst EC and maintain a stable capacity of 286 mA h g�1

within 100 cycles. This impressive performance as an SIB anode
can be ascribed to the hierarchical structure of the hybrid,
which provided shortened ionic diffusion pathways and
reduced the mass-transfer limitation. On the other hand, MoS2
nanosheets are connected with conductive carbon bers, thus
This journal is © The Royal Society of Chemistry 2017
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Fig. 5 (a) Schematic of the spraying synthesis of mesoporous MoS2/C microspheres. (b) SEM, (c) TEM, (d) rate capability and (e) cycling
performance at 1000 long-term cycling performance and the corresponding CE at 1.0 A g�1 for MoS2/C-31. Reprinted with permission from ref.
117, Copyright (2016) by Wiley-VCH.
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affording good current collector/active material electrical
contacts and low charge transfer resistance.

Carbon nanotubes (CNTs) have been proved to be viable
anode materials due to their lightweight, robust mechanical
and electrical properties, and ability to support high capacity
materials. A exible free-standing MoS2/CNT membrane was
prepared using vacuum ltration of high-quality MoS2 nano-
sheet dispersion mixed with CNTs.120 This membrane can be
directly employed as the working electrode of SIBs. A striking
specic capacity of >400 mA h g�1 and a volumetric capacity of
�650 mA h cm�3 could be achieved. These values are
outstanding and even superior to those of most SIB electrode
materials, as enabled by the hierarchical architecture prepared
with the CNT network.

Graphene can play an important role in electrochemical
energy storage applications, even when it takes no active part in
the energy storage mechanism. Owing to its high electrical
conductivity, it has been proposed as a conducting agent in SIB
electrodes. In addition to the superior electrical conductivity, its
This journal is © The Royal Society of Chemistry 2017
high thermal conductivity facilitates heat dissipation when
a high current load is required. This might improve the intrinsic
safety of the devices. Additionally, formation of graphene-based
hybrids with other inorganic/organic compounds makes gra-
phene a promising functional substrate for SIB electrodes.
MoS2/graphene composites always display impressive perfor-
mance as SIB anode materials.85,121–125 In Kang's group, novel 3D
graphene microspheres divided into several tens of uniform
nanospheres coated with few-layer MoS2 layers were prepared
through a one-pot spray pyrolysis process (Fig. 6).121 The 3D
MoS2–graphene composite microspheres showed superior Na+

ion storage capacities due to the synergistic effects of the
reduced stacking of the MoS2 layers and the 3D structure of the
porous graphene microspheres. The capacity of the composite
microspheres was 322 mA h g�1 at 1.5 A g�1 aer 600 cycles with
a high CE of 99.98%. Xie et al. also prepared a MoS2/graphene
composite with controllable heterointerfaces as the anode for
SIBs by a facile hydrothermal method.123 They revealed that the
composite with more heterointerfacial areas had higher Na+ ion
J. Mater. Chem. A, 2017, 5, 7667–7690 | 7675
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Fig. 6 (a) Schematic diagram for the formation mechanism of the 3D MoS2–graphene composite microsphere by the one-pot spray pyrolysis
and description of the Na+ ion insertion process. (b) SEM, (c) TEM, (d) cycling performance of the 3D MoS2–graphene composite microspheres.
Reprinted with permission from ref. 121, Copyright (2015) by Wiley-VCH.
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storage capacity, and the interfacial interaction also led to
a signicantly improved cycling performance. The composite
with the largest heterointerfaces exhibited capacities of 254 and
227 mA h g�1 at 80 and 320 mA g�1 aer 300 cycles, respectively.
Layered freestanding papers can also be obtained through
vacuum ltration of homogeneous dispersions consisting of
acid-treated MoS2 akes in graphene oxide solution.124

Mechanical tests involving static uniaxial tension revealed
mechanical strength that was approximately 2–3 MPa and high
failure strain (approximately 2%) in these materials. As an
anode for SIBs, the rst cycle charge capacity increased with
increasing percentage of MoS2 in the composite; 60MoS2 (60
wt% MoS2 in rGO/MoS2 paper) showed the highest capacity of
338 mA h g�1. Aer an initial drop in the capacities, the rGO/
MoS2 composite electrode remained constant at 218 mA h g�1

for 60MoS2, which was the best performing with 83% capacity
7676 | J. Mater. Chem. A, 2017, 5, 7667–7690
retention and approximately 98% average efficiency among
three samples with different MoS2 percentages.

The reported MoS2–C composites usually have limited het-
erointerfaces. To increase the hetero-contact between MoS2 and
carbon for enhancing the conductivity of MoS2, mono- or few-
layered carbon (or graphene) is expected to sandwich with
MoS2 monolayers to form a MoS2:C superstructure. In our
group, we prepared novel hierarchical nanotubes assembled
from 2D superstructure nanosheets consisting of alternative
monolayers of MoS2 and carbon which was transformed from
the inserted octylamine as shown in Fig. 7.95 As a result, the
present MoS2 hollow architecture shows a signicantly
expanded (002) interlayer spacing as large as 0.98 nm.
Compared to the commonMoS2 and carbon composites, the 2D
superstructure possesses an ideal interfacial contact between
MoS2 and carbon coupled with a substantially enlarged
This journal is © The Royal Society of Chemistry 2017
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Fig. 7 (a) Structural models of the pristine 2H-MoS2 and the MoS2:C interoverlapped superstructure with expanded interlayer spacing; (b)
schematic illustration of the rational design of the MoS2:C interoverlapped superstructure with uncontinuous carbon monolayers benefiting Na+

ion insertion/extraction; (c) SEM image, (d) TEM image, (e) HRTEM images of the MoS2:C superstructure nanotubes after post thermal treatment.
(f) Profile plot of the calibration for measuring the spacings in the panel. (g) Cycling performance and (h) rate performance of the annealed
MoS2:C nanotube electrode. Reprinted with permission from ref. 95, Copyright (2016) by Elsevier.
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interlayer distance, allowing faster sodiation/desodiation
kinetics. At the current density of 200 mA g�1, the annealed
MoS2:C nanotube electrode delivers an initial discharge
capacity of 620 mA h g�1 and charge capacity of 521 mA h g�1

with a rst CE up to 84%. A capacity of 477 mA h g�1 can be
obtained within 200 cycles with a high CE of 99%. Even aer
cycling at a high current of 1000 mA g�1, a capacity of 415 mA h
g�1 can be obtained aer 200 cycles. A capacity as high as 187
mA h g�1 can be reached even aer cycling at a current of 10 A
g�1, indicating excellent rate capability. The excellent rate and
cycling performance of these superstructure nanotubes is
attributed to the synergistic effects of MoS2:C sandwiched
superstructures with ideal atomic hetero-interfaces, 2D layered
structures with an enlarged interlayer distance, three-
dimensional (3D) hierarchical organization, and tubular
hollow morphologies. It can be concluded that the enlarged
interlayer can affect the structural stability and Na+ ion motility
in the sodiation/desodiation process. Hu et al. synthesized
graphene-like MoS2 nanoowers with expanded interlayers of
0.67 nm by a hydrothermal method.96 They could deliver
This journal is © The Royal Society of Chemistry 2017
increased capacities in the initial 500 cycles and stable revers-
ible discharge capacities of 300 mA h g�1 at 1 A g�1, and 195
mA h g�1 at 10 A g�1 aer 1500 cycles in the voltage range of 0.4–
3.0 V. The increased capacities are derived from the gradually
expanded and exfoliated interlayers, which actually provide
more active Na+ ion storage sites and lower energy barrier for
Na+ ion for intercalation/deintercalation.
2.1.6 MoS2-based nanocomposites

Besides modication using carbon materials, sulde and oxide
materials are also used to construct composites with MoS2 in
order to enhance their sodium storage performance. MoS2
nanocomposites including Ni3S2@MoS2 coaxial nanobers,126

SnS–MoS2 composite,127 and HfO2-coated MoS2 nanosheets128

have been studied as SIB anode materials. MoS2/Ni3S2@MoS2
hybrid nanober architectures were fabricated via a one-step
PVP-assisted hydrothermal process.126 In the hybrid architec-
tures, elongated Ni3S2 nanobers were wrapped with MoS2
nanobelts to form core–shell Ni3S2–MoS2 nanobers with
J. Mater. Chem. A, 2017, 5, 7667–7690 | 7677
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a homogeneous heterointerface, which were further uniformly
decorated with few-layer MoS2 nanosheets (Fig. 8). The cycling
performance of the MoS2/Ni3S2@MoS2 electrode was also
outstanding even aer 100 cycles. The stable capacities were
about 483mA h g�1 at a current of 200 mA g�1, exhibiting 82.6%
capacity retention. In contrast, the capacities of Ni3S2/MoS2 and
Ni3S2@MoS2 electrodes continuously decayed under the same
Fig. 8 (a) Schematic illustration of the synthesis process of the MoS2/Ni3
(g) HRTEM images of the different areas of (e) (the inset of (f) shows th
electrodes at different current densities. (i) Cycling behaviors of the three
permission from ref. 126, Copyright (2016) by Elsevier.

7678 | J. Mater. Chem. A, 2017, 5, 7667–7690
testing conditions. Aer 100 cycles, the Ni3S2/MoS2 and Ni3-
S2@MoS2 electrodes only delivered capacities of 277 and 199
mA h g�1, with 60.7% and 50.4% capacity retention, respec-
tively. The excellent electrochemical performance should be
attributed to the high ion mobility as well as high electro-
chemical activity of the heterostructures based on the electro-
chemical impedance spectroscopy results. This clearly validated
S2@MoS2 heterostructure; (b)–(d) SEM images, (e) TEM images, (f) and
e corresponding FFT pattern). (h) Capacity retention of three different
different electrodes at a current density of 200 mA g�1. Reprinted with

This journal is © The Royal Society of Chemistry 2017
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that the few-layer MoS2 nanosheets decorated core/shell Ni3-
S2@MoS2 coaxial nanobers enhanced the electrochemical
activity of the active materials, attributed to the synergistic
contribution of the homogeneous atomic heterointerface and
the “stacking card” structure derived from the assembly of MoS2
nanosheets. A yolk–shell SnS–MoS2 composite was transformed
by Sn–Mo oxide yolk–shell microspheres.127 The discharge
capacity of the yolk–shell SnS–MoS2 composite microspheres
for the 100th cycle was 396 mA h g�1 with a capacity retention of
89% compared with that in the 2nd cycle. The synergetic effect
of the yolk–shell structure and uniform mixing of the SnS and
MoS2 nanocrystals resulted in excellent Na+ ion storage prop-
erties by improving their structural stability during cycling.

Surface passivation of 2D nanosheets of MoS2 can signi-
cantly improve the cyclic performance of SIBs.128 Alshareef et al.
reported coating MoS2 nanosheets with a nanoscale layer of
HfO2 using an atomic layer deposition technique to form
a MoS2/HfO2 composite and its use as an SIB anode material. At
a current density of 100 mA g�1, the initial discharge capacity of
the MoS2/HfO2 composite was 1058 mA h g�1 which is quite
close to that of the bare MoS2 electrode. However, the cyclic
performance was tremendously improved, and aer 50-cycles
the MoS2/HfO2 electrode retained 91% of its second discharge
capacity. This capacity retention was much higher than that of
the bare MoS2. This capacity improvement was attributed to the
passivation nature of the HfO2 layer, which acted as a secondary
electrolyte layer suppressing sulfur dissolution during the
charge/discharge process. Furthermore, the amorphous layer of
HfO2 facilitated Na+ ion diffusion and did not create any barrier.

On the other hand, MoS2 can work as an additive in the SIB
electrode. In addition to the direct use as an active material,
MoS2 is also attractive as a conducting additive to modify other
electrode materials for SIBs because of short paths enabling fast
ion diffusion, large exposed surface, as well as abundant ion
insertion channels. MoS2 was reported to modify the surface of
the TiO2 and spinel Li4Ti5O12 electrode materials of SIBs.129,130

TiO2-B/MoS2 nanowire arrays with a core–shell structure were
directly fabricated on a current collector and explored as
additive-free SIB anodes.129 This self-supported 1D nano-
structure was particularly interesting, owing to its vertical ion-
and electron-transport properties and its ability to accommodate
sodiation induced stresses. While the TiO2-B nanowire array
offered good cycling stability, the MoS2 lm offered high
capacity and superior conductivity with excellent charge distri-
bution throughout the lm. The TiO2-B/MoS2 electrode retained
a charge capacity of 191mA h g�1 aer 100 cycles, which ismuch
higher than that of 112 and 103mAh g�1 observed for the TiO2-B
and MoS2 electrodes under the same conditions, respectively.
MoS2 quantum dots (QDs) and Li4Ti5O12 nanosheets formed
a heterostructured composite through a self-assembly process.130

As anode materials of SIBs, the polarization between the
charging and discharging plateaus of the Li4Ti5O12–MoS2 QD
composite electrode was smaller than that of the bare Li4Ti5O12

nanosheets, indicating better rate capability. At rates of 2 and
5C, the capacities of the composite electrode were 118 and 91
mA h g�1 and greater than those of the Li4Ti5O12 electrode, 73
and 49 mA h g�1, respectively. For the Li4Ti5O12–MoS2 QD
This journal is © The Royal Society of Chemistry 2017
electrode, at 2C, a capacity of 101 mA h g�1 was retained aer
200 cycles, which was superior to that (60 mA h g�1) of the
Li4Ti5O12 nanosheets. The superior Na storage performance of
the Li4Ti5O12/MoS2 heterostructure composite can be attributed
to enhancement in the transport kinetics of the electrode based
on the electrochemical impedance spectra analysis.
2.2 MoSe2 nanostructure electrodes

MoSe2, similar to MoS2, with a sandwich structure, is composed
of stacked atom layers (Se–Mo–Se) held together by van der
Waals force. Featuring larger space between adjacent layers and
a smaller band gap,131 which are expected to contribute to
higher CE and electronic conductivity, MoSe2 can be used as
a promising anodematerial in LIBs or SIBs with a similar energy
storage mechanism to MoS2.

Tirado et al. demonstrated the possibility of Na+ ion inter-
calation in MoSe2 based on an intercalation–deintercalation
reaction mechanism.132 Recently, much work has been done on
MoSe2 as a SIB anode. Jiang and coworkers have prepared
MoSe2 nanoplates and MoSe2 nanospheres using a pyrolysis
process and solvothermal reaction, respectively.133,134 As a SIB
anode, the MoSe2 nanoplates were capable of delivering initial
discharge and charge capacities of 513 and 440 mA h g�1 at
a current of 0.1C in the voltage range of 0.1–3 V, respectively.133

The electronic structure, Na+ ion transport and conductivity
were investigated by rst-principles calculation. A quasi-2D
energy favorable trajectory was proposed to illustrate the Na+

ion vacancy-hopping migration mechanism from an octahe-
dron to a tetrahedron in the MoSe2 lattice. The unique MoSe2
nanospheres rendered high-rate transportation of Na+ ion due
to its small size and high specic surface area.134 As a SIB anode,
MoSe2 nanospheres delivered initial discharge/charge capac-
ities of 520/430 mA h g�1 in the voltage range of 0.1 to 3 V at
a current of 42.2 mA g�1 with an 80% capacity retention aer
200 cycles.

MoSe2 nanocomposites with porous hollow carbon spheres
(PHCS) were prepared and used as anode materials.135 The
sodium storage performances of MoSe2@PHCS and MoSe2
nanosheets were measured and compared. The MoSe2@PHCS
composite exhibited enhanced cycling stability compared with
the MoSe2 nanosheets (Fig. 9). From the second cycle onwards,
the MoSe2@PHCS composite manifested a capacity of 580 mA h
g�1 aer 100 cycles. For comparison, MoSe2 nanosheets
exhibited much faster capacity fading aer 60 cycles and only
100 mA h g�1 was retained aer 100 cycles. The enhanced
electrochemical performance of the MoSe2@PHCS should be
attributed to the synergic effects between the hollow porous
carbon spheres and MoSe2 nanosheets at the nanoscale. Core–
shell MoS2/C nanospheres embedded in foam-like carbon
sheets were fabricated by a facile glucose carbonization
process.136 The 300th discharge capacity could reach 337 mA h
g�1 at current density of 1 A g�1. The superior electrochemical
performance can be attributed to the carbon coated MoS2
nanospheres in the carbon matrix.

Recently, Kang et al. also carried out studies on MoSe2 as the
anode for SIBs.137,138 They prepared yolk–shell-structured MoSe2
J. Mater. Chem. A, 2017, 5, 7667–7690 | 7679
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Fig. 9 (a) Elemental mapping images of the MoSe2@ PHCS composite. (b) Cyclic voltammogram profiles at a scan rate of 0.2 mV s�1 and (c)
discharge/charge voltage profiles at a current density of 200 mA g�1 for the MoSe2@PHCS composite. (d) Cycling performance and CE at
a current density of 200 mA g�1. (e) Rate performance. Reprinted with permission from ref. 135, Copyright (2015) by The Royal Society of
Chemistry.
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microspheres via a simple selenization process of MoO3

microspheres.137 The yolk–shell-structured MoSe2 and MoO3

microspheres delivered initial discharge capacities of 527 and
465 mA h g�1, respectively, in the voltage range of 0.001–3 V vs.
Na/Na+ at 0.2 A g�1. Their discharge capacities were found to be
433 and 141 mA h g�1 aer 50 cycles, respectively. The hierar-
chical yolk–shell structure comprised of wrinkled nanosheets
facilitated fast Na-ion and electron kinetics, and buffered the
large volume changes encountered during conversion-type
cycling. They also fabricated 3D porous-structured CNT balls
embedded with fullerene-like MoSe2 nanocrystals (F–MoSe2/
CNTs) by the spray pyrolysis process and subsequent seleniza-
tion process.138 The cycling performance of the F–MoSe2/CNT
composite balls was found to be better than those of bare MoSe2
and the N–MoSe2/CNT composite balls. The 250th discharge
capacities of bare MoSe2, the N–MoSe2/CNT composite balls,
and the F–MoSe2/CNT composite balls were 144, 200, and 296
mA h g�1, respectively, at a high current density of 1.0 A g�1, and
their capacity retentions measured from the second cycle were
37%, 66%, and 83%, respectively. The synergetic effect of the F–
MoSe2 nanocrystals with ultrane sizes and the CNT balls with
the tangled and 3D porous structure and high electrical
conductivity resulted in excellent Na-ion storage properties of
the F–MoSe2/CNT composite balls. Highly crystalline MoSe2@-
multi-walled carbon nanotube composites (MoSe2@MWCNTs)
were obtained from a one-step hydrothermal method and
a subsequent calcination process.139 The MoSe2@MWCNT
composites exhibited excellent electrochemical performance as
anode materials for sodium storage, which could deliver
a reversible specic capacity of 459 mA h g�1 at a current of 200
mA g�1 over 90 cycles, and a specic capacity of 385 mA h g�1 at
a high current of 2000 mA g�1. Employing MWCNTs as
templates offered a benecial conductivity environment. The
uniform and conformal ultrathin MoSe2 nanosheets shorten
the pathway of ions and electrons.
7680 | J. Mater. Chem. A, 2017, 5, 7667–7690
A C–MoSe2/rGO composite with both high porosity and large
surface area can be obtained through double modication of
MoSe2 nanosheets by introducing an rGO skeleton and an outer
carbon protective layer.140 The MoSe2 nanosheets were well
wrapped by a carbon layer and also strongly anchored on the
interconnected rGO network. As an SIB anode, the designed C–
MoSe2/rGO composite delivered noticeably enhanced Na+ ion
storage capability, with a high specic capacity of 445 mA h g�1

at 200 mA g�1 aer 350 cycles, and 228 mA h g�1 even at 4 A g�1;
these values were much better than those of C–MoSe2 nano-
sheets (258 mA h g�1 at 200 mA g�1 and 75 mA h g�1 at 4 A g�1).
The MoSe2/carbon ber exible electrode can be fabricated by
a solvothermal reaction.141 It can deliver a stable discharge
capacity of 452.6 mA h g�1 and exhibit 85.5% retention aer 100
cycles at 0.2 A g�1, and achieve a high capacity of 161.9 mA h g�1

even at a high current of 5 A g�1.
In addition to MoS2 and MoSe2, layered MoTe2 nano-

structures are also a promising host for sodium storage. MoTe2
possesses a similar structure to MoS2, but an even larger
interlayer spacing of 0.699 nm. Very recently, a C–MoTe2
composite microsphere anode was prepared through telluriza-
tion of a C–MoOx composite. At 1.0 A g�1, the discharge capacity
of the C–MoTe2 for the 200th cycle was 286 mA h g�1 with
a capacity retention of 99% compared with that in the 2nd cycle
attributed to the high structural stability and well-developed
two-dimensional layer of MoTe2 in microsphere structures.142
3. WS2 nanostructures as SIB anodes

WS2 has a large interlayer spacing of 6.18 Å along the c-axis,
which can accommodate the large Na+ ions. The interactions
between WS2 layers are relatively weaker than those of MoS2,
which should make Na+ ion much easier to intercalate.
Furthermore, WS2 has a higher intrinsic conductivity than
MoS2.143,144 Therefore, it is an ideal anode candidate for SIBs.
This journal is © The Royal Society of Chemistry 2017
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Well-designed WS2 nanostructures have been reported to be
favorable for anode performance in SIBs.

WS2 nanowires with a very thin diameter of 25 nm and an
expanded interlayer spacing of 0.83 nm were prepared by using
a facile solvothermal method followed by a heat treatment,
which offered good electrochemical accessibility and open
channels for rapid Na+ ion intercalation/deintercalation.145 WS2
nanowires displayed remarkable capacity (605.3 mA h g�1 at 100
mA g�1) but inferior cyclability in the voltage range of 0.01–
2.5 V. However, by limiting the cut-off voltage to 0.5 V, only the
intercalation mechanism took place and the conversion reac-
tion could be avoided. In this case, the nanowire-framework was
well preserved, and the WS2 layers were gradually expanded and
exfoliated during prolonged electrochemical cycling, which
would produce more active sites for Na+ ion storage, and also
can facilitate the electronic and ionic diffusion kinetics. Thus,
WS2 NWs exhibited an excellent stability of 1400 cycles with
a considerable capacity of 330 mA h g�1 at 1000 mA g�1.

WS2@graphene nanocomposites have always been studied
as SIB anode materials. Su et al. prepared WS2@graphene
nanocomposites by a hydrothermal approach.146 When applied
as anode materials in SIBs, the WS2@graphene nanocomposite
showed a highly reactive nature towards sodium storage. It
demonstrated a high reversible specic capacity of about 594
mA h g�1, excellent cyclability, and good high rate performance,
which could be ascribed to the highly conductive graphene
matrix and the unique 3D architecture of the nanocomposite.
Layered WS2-3D rGO microspheres were prepared using two
steps including spray pyrolysis and suldation process.147 The
WS2-3D rGO microspheres suldated at 400 �C showed Na+ ion
storage properties superior to those of similarly structured
WO3-3D rGO microspheres. The discharge capacity of the WS2-
3D rGO microspheres at the 200th cycle was 334 mA h g�1. The
capacity retention of the WS2-3D rGO microspheres measured
from the second step was as high as 93%, and the CE remained
stable at 99.92% aer the 10th cycle. A 3D porous inter-
connected WS2/C nanocomposite was prepared by an electro-
static spray deposition technique, which was composed of
nano-0D WS2, nano-1D CNTs and nano-2D rGO.148 Such
a WS2/C nanocomposite was demonstrated to work as a prom-
ising anode for SIBs. It can deliver a reversible capacity of �400
mA h g�1 at 0.2C. When the current densities were increased to
1C, 2C and 10C, the capacity still remained at high values of
270, 199 and 81 mA h g�1, respectively, indicating outstanding
rate performance. It also exhibited an excellent cycling stability.
At a current density of 1C, the capacity was as high as 219 mA h
g�1 aer 300 cycles. The superior electrochemical performance
(i.e. high rate capability and long cycling stability) was due to
the unique 3D porous interconnected WS2/C nanocomposite.
Firstly, the small size of WS2 nanodots was benecial for the
transport of electrons and Na+ ions, resulting in efficient Na+

ion storage. Secondly, the 3D porous interconnected structure
constructed using rGO and CNTs offered fast electron trans-
porting channels, and buffered the volume change during
cycling. Thirdly, such a porous structure favored electrolyte
penetration and allowed for better contact and fast Na ion
transport. Last but not least, the WS2/C nanocomposite
This journal is © The Royal Society of Chemistry 2017
obtained through the electrostatic spray deposition technique
can be directly deposited on the current collectors without
binders and conductive carbons, simplifying the battery fabri-
cation process. WS2/CNT–rGO aerogels with an ordered micro-
channel 3D structure were synthesized through a simple
solvothermal method and ice-template assisted post-freeze
drying process. The nanocomposite can deliver specic capac-
ities of 311.4 mA h g�1 at 100 mA g�1 in SIBs. The excellent
electrochemical performance has been attributed to the syner-
gistic effect between the WS2 nanosheets and CNT–rGO
network, and the specially designed unique 3D ordered micro-
channel nanoarchitectures.149

Heterogeneous electrode materials with hierarchical archi-
tectures are promising for considerable improvement in future
energy storage devices.150 Heterogeneous tungsten sulde/oxide
core–shell nanober materials with vertically and randomly
aligned thorn-bush features were prepared through a simple
thermal treatment of WSx in air as shown in Fig. 10. The
heterogeneous thorn-bush nanober electrodes delivered
a high second discharge capacity of 791 mA h g�1 and improved
cycle performance for 100 cycles compared to the pristine WSx
and WO3 nanobers. The extended surface area of the thorn-
bush nanobers as a result of nanobranch formation provided
more reaction sites for Na+ ions, and the thin layer of WO3 on
theWSx nanober backbone can effectively maintain the kinetic
performance. Sulfur components can be observed in the cycled
Na counter electrodes obtained from the cells employing WSx as
an electrode, while there is no obvious sulfur component in Na
counter electrodes in the WSx/WO3 cells (Fig. 10f). This reveals
that oxide surface layer modication on the WSx nanober
electrode can effectively alleviate sulfur dissolution. High
capacity and improved cycle performance of SIB anodes can be
simultaneously achieved by the introduction of hierarchical
sulde nanober materials with oxide surface features.

Besides, carbon-coated WSe2 with a similar crystal structure
to WS2 has been synthesized and used in SIBs. 75.57% crystal
WSe2 nanoparticles were uniformly dispersed on a carbon
matrix to form WSe2/C nanocomposites. They can exhibit high
discharge capacity and excellent cycling stability, attributed to
the buffering effect of the carbon matrix and improved
conductivity of the composites.151

4. Sn-based anodes for SIBs
4.1 Sodium storage mechanism of SnS2

Tin-based compounds have attracted considerable attention
and have been investigated as anode materials for SIBs due to
their high theoretical capacities and low working voltage.152–164

Tin has a theoretical capacity of 847 mA h g�1 in the alloying
reaction resulting in the formation of Na15Sn4. Considering the
additional capacity contribution from the conversion reaction,
tin oxides and suldes possess higher theoretical capacities
compared to metallic tin. Moreover, tin suldes appear to be
more promising due to their superior delivered performance,
receiving increasing scientic attention. Tin suldes can also
theoretically combine the well-known Na–S conversion reaction
with an alloying reaction to yield a high capacity anode that
J. Mater. Chem. A, 2017, 5, 7667–7690 | 7681
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Fig. 10 (a) HAADF image of postcalcined WSx nanofibers at 400 �C in air and element maps of tungsten, sulfur, and oxygen; charge/discharge
voltage curves of (b) the pristine WSx nanofibers and the postcalcined WSx nanofibers at (c) 400 and (d) 500 �C. (e) Cycle performance of the WSx
nanofibers and the postcalcined WSx nanofibers at 400 and 500 �C at a current density of 100 mA g�1; (f) ex situ XRD patterns of the electrodes
after 100 cycles; (g) schematic illustration of the reaction mechanism during cell operation and photos of Na counter electrodes. Reprinted with
permission from ref. 150, Copyright (2016) by American Chemical Society.
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effectively operates as S–Na and Sn–Na nanocomposites (the
SnS2 does not re-form upon desodiation). For hexagonal SnS2,
the reactions are the following: SnS2 + Na+ + e� / NaSnS2,
NaSnS2 + 3Na / Sn + 2Na2S and Sn + 3.75Na / Na15Sn4,
yielding a reversible capacity of 1137 mA h g�1.162 The ortho-
rhombic SnS phase undergoes an analogous reaction: SnS + 2Na
/ Sn + Na2S and Sn + 3.75Na / Na15Sn4, giving a theoretical
capacity of 1022mA h g�1. To enhance the cycling stability, well-
designed SnS2 nanostructures could better accommodate large
volume variation during the Na-alloying reaction as well as
provide a better Na+ ion diffusion pathway.

An excellent comparison of the performance between SnS2
and SnS was recently published by Guo et al.159 They employed
a tin sulde/graphene architecture and demonstrated that both
the sulde materials decomposed to metallic Sn, which was
consequently alloyed to form the intermetallic Na15Sn4. In the
case of SnS, the decomposed Sn phase had a diamond cubic
crystal structure (low temperature a-tin). In the case of SnS2, the
decomposed Sn phase had a tetragonal crystal structure
7682 | J. Mater. Chem. A, 2017, 5, 7667–7690
(metallic b-tin). Based on the cyclic voltammetry proles, they
argued that the SnS phase was reformed during desodiation,
while SnS2 remains permanently decomposed. However, the ex
situ XRD patterns collected during the rst desodiation did not
display the characteristic SnS Bragg reections, rather they
showed clear S and Sn (separate analysis) signals.
4.2 SnS2 nanosheets

Considering the higher theoretical capacity, SnS2 has a CdI2-
type of layered structure (a ¼ 0.3648 nm, c ¼ 0.5899 nm, space
group P3m1) consisting of a layer of tin atoms sandwiched
between two layers of hexagonally close packed sulfur atoms.
This layered structure with a large interlayer spacing of
0.5899 nm along the c axis should be in favor of insertion and
extraction of guest species and more easily endure the volume
changes in the host during cycling. This has been conrmed by
the performance of SnS2 as a reversible lithium storage host in
several studies.165–168 SnS2 is a more competitive anode material
This journal is © The Royal Society of Chemistry 2017
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for high-performance sodium storage. Ultrathin 2D SnS2
nanosheets (3–4 nm in thickness) were synthesized via a facile
reux process based on an Ostwald ripening process, in which
low-energy facets were exposed to reduce the surface energy.169

As anode materials for SIBs, the SnS2 nanosheets delivered
a high reversible specic capacity of 733 and 435 mA h g�1 at 0.1
and 2 A g�1, respectively, and still maintained a capacity as high
as 647 mA h g�1 during the 50th cycle at 0.1 A g�1, indicating
excellent rate and cycling performance. The excellent perfor-
mance can be attributed to the unique ultrathin morphology of
SnS2 nanosheets, which was benecial to achieve fast sodiation/
desodiation kinetics and to accommodate electrode volume
change. Even in a full cell combined with a Na3V2(PO4)3
cathode, the anode successfully demonstrated impressive
performance.
4.3 SnS2/graphene nanocomposites

The electrochemical properties of layered suldes (SnS2, MoS2,
WS2) were always further improved by integration with gra-
phene. The structural compatibility between the layered
compounds and the good electronic properties of graphene led
to the formation of very stable composites with high reversible
capacity and good rate performance in LIB applications.170–173

The SnS2 layered structure should also be viable for reversible
Na+ ion storage in comparison with tin and other tin-based
materials, since it can buffer the volume changes well in Na–
Sn reactions. The successful developmental efforts towards LIBs
also validate SnS2–rGO nanocomposites as an improved SIB
anode material.160–162,164,174–180

Lee's group has proposed a novel SnS2–rGO composite anode
with excellent electrochemical performance for SIBs.160 The
SnS2–rGO electrode demonstrated high reversible capacity (630
mA h g�1 at 0.2 A g�1), good rate performance (544 mA h g�1 at 2
A g�1), and long cycle-life (500 mA h g�1 at 1 A g�1 aer 400
cycles). Obviously, the SnS2 should rst undergo a conversion
reaction with Na to form Sn and Na2S. Then Sn should further
alloy with Na to form the Na15Sn4 alloy phase. Furthermore, the
authors continued a more in-depth study on the energy storage
mechanism of the SnS2–rGO composite to reveal a sophisticated
reaction pathway.180 The structural evolution and phase trans-
formation of the electrode upon discharge/charge are tracked by
SXRD, XAS, TEM, and Raman spectroscopy, conrming that Sn
appears as an intermediate product which is then converted
into Na15Sn4 and Na2S2 rather than Na2S in the nal reaction
product. The SnS2 became amorphous upon insertion/removal
of Na+ ion aer a full cycle. The synergistic mechanism that
took advantages of both conversion and alloying reactions
ensured the high specic capacity, long cycle life, and fast
kinetics. The rGO allowed for effective dispersion of the pristine
SnS2 particles and prevented the agglomeration of the nano-
sized reaction products. Beneting from both the synergistic
effect and the assistance of rGO, highly efficient and durable
sodium storage was achieved by this SnS2–rGO anode in SIBs.
The unique plate-on-sheet structure composed of ultrane (<10
nm), few-layered (#7 layers) SnS2 and few-layered rGO (<6
layers) yielded charge capacities of 507 and 360 mA h g�1,
This journal is © The Royal Society of Chemistry 2017
respectively, aer 300 cycles at 200 mA g�1 and 500 cycles at 400
mA g�1.161 The hybrid can sustain 1000 cycles under 800 mA g�1

(1.8C), maintaining a capacity around 300 mA h g�1. The
ultralong cycle life of SnS2/rGO was attributed to the buffering
effect of the exible rGO and the free space in the hybrid.
Besides, the formation of a stable SEI lm also contributed to
the excellent cycling performance by stabilizing the electrode/
electrolyte interface. The hybrid can yield high rate capacities
of 524, 501, and 452 mA h g�1, respectively, at high current
densities of 1.6, 3.2, and 6.4 A g�1. Even at 12.8 A g�1 (28C), it
can deliver a moderate charge capacity of 337 mA h g�1. The
excellent rate capability was ascribed to 2D conductive channels
constructed by rGO, the small lateral size and ultrathin nature
of layered SnS2, the unique hybrid structure with enhanced
electrolyte penetration, and rapid Na+ ion transport. It was
supposed that a more open-framework structure with few-layer
sheets can facilitate the transportation of Na+ ions and ensure
the ooding of the electrolyte. Xiong's group reported ultra-
small SnS2 nanoparticles anchored on well distributed
nitrogen-doped or amino-functionalized graphene, showing
enhanced cycling stability.174,175 Well-distributed graphene
sheets doped with nitrogen (NGSs) were prepared via a thermal
annealing strategy with the use of cyanamide.173 Following the
next-step of the low-temperature solvothermal route, uniform
ultrasmall SnS2 nanocrystals were readily grown on the pre-
formed NGS (denoted as SnS2–NGS). Beneting from the
synergistic function between NGSs and SnS2, the resultant
composites exhibit excellent electrochemical performance. A
capacity of about 450 mA h g�1 can be achieved at 200 mA g�1

aer 100 cycles. At 10 A g�1, the capacity can also reach 148
mA h g�1. Then the authors proposed a facile approach for
binding SnS2 nanocrystals through C–N–Sn bonding on EDA-
functionalized rGO sheets to achieve SnS2 nanocrystal/EDA-
functionalized rGO composites (SnS2 NC/EDA–rGO)
(Fig. 11).175 The long-term cycling test was rst activated at 200
mA g�1 for 5 cycles and then cycled at 1 A g�1 for 1000 cycles.
The discharge capacity at the 1000th cycle at 1 A g�1 was 480
mA h g�1, which was 85% of that at the 10th cycle. Under the
same conditions, the discharge capacity of SnS2/rGO at the
1000th cycle was only 255.6 mA h g�1, corresponding to
a capacity retention of only 43.8%. The combination of ultrane
SnS2 nanocrystals and highly conductive graphene synergisti-
cally enhanced the ion and charge transfer kinetics of the SnS2
NC/EDA–rGO nanocomposite. What's more, the vigorous
chemical interaction on the SnS2 NC/EDA–rGO interface derived
from the EDA's bridging role between nanocrystals and nano-
sheets, as well as the discharge products, can effectively
strengthen physicochemical interactions, and hence essentially
improve the reversible capacity, rate prole and cycling
performance. Furthermore, SnS2, exfoliated by the hydrolysis of
lithiated SnS2 (LiSnS2) restacked on graphene, was prepared
through a cetyltrimethyl ammonium bromide-assisted hydro-
thermal method.164 It was found that the obtained SnS2/gra-
phene nanocomposite exhibited excellent electrochemical
properties in SIBs, delivering a remarkable capacity as high as
650 mA h g�1 at a current of 200 mA g�1. More impressively, the
capacity can reach 326 mA h g�1 even at 4000 mA g�1 and
J. Mater. Chem. A, 2017, 5, 7667–7690 | 7683
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Fig. 11 (a) High-magnification FESEM and (b) HRTEM image of SnS2 NC/EDA–rGO. (c) Cycling performance of the SnS2 NC/EDA–rGO anode at
a current density of 1 A g�1, in comparison with a SnS2/rGO anode. (d) The discharge capacities at different current densities of the SnS2 NC/
EDA–rGO anode. Reprinted with permission from ref. 175, Copyright (2016) by The Royal Society of Chemistry.
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remain stable at about 610 mA h g�1 without fading up to 300
cycles when the rate returned to 200 mA g�1. The tiny SnS2
nanoplates (20–50 nm in size) composed of 2–5 layers, as well as
the few enlarged interlayer spacings, were readily accessible to
the electrolyte, which can facilitate the reversible Na+ ion
diffusion kinetics, thus ensuring full utilization of active
materials with a high capacity. Second, the introduction of the
N-doped graphene matrix can provide a 3D conductive network
and effective buffering for volume uctuation, and decrease the
aggregation of active materials during the cycling process.
4.4 SnS2/carbon nanocomposites

Other carbon materials (amorphous carbon and CNTs) have
also been integrated with SnS2 to work as efficient anodes for
SIBs. A SnS2/C anode material was synthesized by annealing Sn,
sulfur powder, and polyacrylonitrile in a sealed vacuum glass
tube.176 The SnS2/C nanospheres with a unique layered structure
exhibited a high reversible capacity of 660 mA h g�1 at a current
density of 50 mA g�1 and maintained at 570 mA h g�1 aer 100
cycles with a degradation rate of 0.14% per cycle. The superior
cycling stability of the SnS2/C electrode was attributed to the
stable nanosphere morphology and structural integrity during
charge/discharge cycles as evidenced by ex situ characterization.
A hybrid nanostructure with SnS2 cross-linked by the CNTs
demonstrated an ultrahigh capacity of 758 mA h g�1 at 100 mA
g�1 and superior rate performances (445 mA h g�1 at 5 A g�1)
and long cycle life (87% capacity retention aer 300 cycles at 1 A
7684 | J. Mater. Chem. A, 2017, 5, 7667–7690
g�1).179 The superior electrochemical performances could be
attributed to the unique nanostructure consisting of the 2D
SnS2 sheets and 1D criss-cross CNTs, which provided multiple
dimension pathways for the electron and ion transport, thus
resulting in enhanced conductivity. On the other hand, the
strong mechanical properties of the CNTs enabled a robust
structure to alleviate the volume expansion during cycling.
Growing SnS2 nanosheet arrays directly on carbon ber cloth,
followed by wrapping the SnS2 nanosheets with graphene
nanosheets can deliver a reversible specic capacity as high as
378 mA h g�1 aer 200 cycles.177

Besides, SnS possesses a layered structure and was also
studied as an anode material for SIBs. Wu and co-workers
examined Sn–SnS–C nanocomposites as SIB anodes and re-
ported reversible capacities of 664 mA h g�1 at 20 mA g�1 and
350 mA h g�1 at 800 mA g�1.153 A 3D porous interconnected
metal sulde/carbon (SnS:C) nanocomposite was prepared by
the electrostatic spray deposition technique.158 Small nanorods
of SnS are generated with sizes of �10–20 nm embedded in
amorphous carbon and self-assembled into a 3D porous inter-
connected nanocomposite. The discharge capacities are 419,
334, 310, 205, and 145 mA h g�1, respectively, when current
densities of 100, 500, 1000, 5000, and 10 000 mA g�1 are
applied. At a current density of 1 A g�1, aer 300 cycles more
than 80% discharge capacity was still retained with almost
z100% CE. The superior electrochemical performance is
attributed to three reasons: (i) the tiny dimensions of the SnS
particles were benecial for energy storage by improving the
This journal is © The Royal Society of Chemistry 2017
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transport of both electrons and ions; (ii) uniformly coated
carbon pronouncedly increased the electronic conductivity of
the SnS:C; (iii) the 3D porous interconnected structure not only
effectively buffered the volume change during cycling, but also
provided many channels to give access to the electrolyte, which
was facile for ion transport.

5. Other MX2 electrodes
5.1 Other layered MX2

Besides MoS2 and WS2, layered TiS2 and VS2 are two typical
family members of transition-metal dichalcogenides, which
have been investigated as host materials for sodium storage. In
1976, Winn et al. rst reported that Na+ ions in propylene
carbonate could be electrochemically intercalated into TiS2
single crystals using coulometric titrations.181 Reversible room-
temperature Na/TiS2 cells were successfully demonstrated by
Newman et al. In 1980, however, they were found to suffer from
rapid capacity fading upon cycling, especially in the high
potential region.31 These early studies were followed by many
subsequent efforts to improve their electrochemical perfor-
mance.182–184 However, about 40 years later, there is still no
available solution to stabilize TiS2 for fast Na+ ion storage.
Based on the DFT study, it was concluded that the diffusion
kinetics of Na+ ions would benet from the nanostructure
design of TiS2, which can shed light on their prospect as SIB
electrode materials.185 Recently, Liu et al. reported the prepa-
ration of thin TiS2 nanoplates as the cathode material of SIBs.186

These nanoplates possessed nanoscale dimensions and large
surface areas. Their interlayer galleries were open toward the
edges, providing easy access to the large internal-space. Elec-
trochemical measurements and multiple ex situ studies
demonstrated that TiS2 nanoplates were capable of fast and
reversible Na+ ion intercalation and deintercalation. They
delivered a large capacity close to full Na+ ion intercalation (186
mA h g�1), high rate capability (100 mA h g�1 at 10C) and
satisfactory cycling stability at both low and high current rates.

VS2 was rst discovered in the 1970s. DFT calculation reveals
that VS2 monolayers show metallic behavior.187 Kuo's group
have investigated the capability of monolayer VS2 polytypes as
potential anode materials for SIBs via DFT coupled to an ab
initio random structure search.188 Liao et al. prepared VS2
nanosheets coated Na2Ti2O5 nanowire arrays on exible Ti foil
as an additive-free 3D anode for SIBs.189 Notably, aer modi-
cation with VS2, these unique 3D nanowire array anodes
demonstrated superior electrochemical performance including
high charge/discharge capacities, improved capability, and
exemplary cycling performance.

Owing to the merits of layered structures with large inter-
layer spacings facilitating ion intercalation and extraction,
various MX2 compounds are promising as host materials for
sodium storage. Na+ ion adsorption and migration in the
layered CrS2, CoTe2, NiTe2, ZrS2 and NbS2 are predicted using
rst-principles calculations.190 Application of layered ReS2 in
LIBs with excellent cycling stability has been recently demon-
strated.191 These layered MX2 materials could be explored as
new anode materials for SIBs in the near future.
This journal is © The Royal Society of Chemistry 2017
5.2 Non-layered MX2

In addition to the aforementioned layered MX2, non-layered
MX2 nanostructures such as FeS2, FeSe2, CoS2, CoSe2, and
NiS2 have also been explored extensively as anode materials for
SIBs in the past decade. For example, FeS2 microspheres have
demonstrated high-rate capability (170 mA h g�1 at 20 A g�1)
and unprecedented long-term cyclability (�90% capacity
retention for 20 000 cycles) by employing a compatible NaSO3-
CF3/diglyme electrolyte and tuning the cut-off voltage to 0.8 V.192

Co0.5Fe0.5S2 nanospheres obtained from a solvothermal reac-
tion had discharge capacities of 0.220 A h g�1 aer 5000 cycles
at 2 A g�1 and 0.172 A h g�1 even at 20 A g�1 in an ether-based
electrolyte in a voltage window of 0.8–2.9 V.193 A novel one-
dimensional nanohybrid comprised of conductive graphitic
carbon (GC)-coated hollow FeSe2 nanospheres decorated rGO
nanober demonstrated enhanced electrochemical properties
due to the synergetic effects of the hollow morphology of
FeSe2and the highly conductive rGO matrix.194 CoS2 nano-
particles (20–30 nm) anchored on rGO exhibited improved
sodium storage. The CoS2–rGO electrode delivered a reversible
capacity of 192 mA h g�1 even aer 1000 cycles at 1 A g�1.195 A
CoS2/MWCNT nanocomposite exhibited high capacity retention
of 568 mA h g�1 aer 100 cycles in an ether-based electrolyte.196

Urchin-like CoSe2 assembled by nanorods delivered a high
capacity of 0.410 A h g�1 at 1 A g�1 aer 1800 cycles between 0.5
and 3.0 V in an ether-based electrolyte.197 NiS2–graphene
nanosheet composites exhibited superior capacity of 407 mA h
g�1 with capacity retention of 77% over 200 cycles at a current
density of 0.1C.198 NiSe2–rGO–C composite nanobers were
successfully prepared via an electrospinning process. This
composite could maintain a 100th-cycle discharge capacity of
468 mA h g�1 at 200 mA g�1.199 Therefore, these non-layered
MX2 nanostructures can also show impressive electrochemical
performance as anode materials for SIBs.
6. Summary and outlook

SIBs have been proposed as promising substitutes for LIBs,
especially for large-scale stationary energy storage, considering
the critical need to develop new batteries with high energy
densities and low cost. Recently, plenty of breakthroughs have
been achieved in improving the performance and safety of SIBs.
However, their practical application critically depends on the
electrode, especially the anode materials. Layered MX2 can offer
advantages of not only a large number of active sites for ion
storage due to their high specic surface areas, but also short-
ened ion diffusion distances and fast ion transport due to the
open 2D ion transport channel and thus are promising as
electrode materials for SIBs.

In this review article, we have attempted to summarize
recent progresses in nanostructured MX2 as SIB anodes. MX2

anodes still suffer from inferior kinetics and stability resulting
from the unfavorable compatibility between the large inter-
calating ion and the limited lattice space available in the
materials. As a result, a rational and creative design including
nanostructure engineering, crystal structure and crystallinity,
J. Mater. Chem. A, 2017, 5, 7667–7690 | 7685
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hybrid structure with other materials and doping or alloying
with other atoms can help conquer the drawbacks during the
electrochemical reactions, thus dramatically enhancing the
capacity, rate capability, and cycle life of the electrodes.

In the future, rational synthesis of MX2-based anodes should
be paid more attention to further develop some new structures
with novel morphologies, various hybrids and doping, in order
to enhance the structural stability and conductivity. In addition,
the following issues should be paid more attention to in future
research. First, large irreversible capacity has always been
observed in the rst cycle, which means that a large portion of
Na+ ions could not be utilized again in the following cycles when
paired with a cathode in a full cell. Pre-sodiation treatments
could be one of the strategies to minimize this problem, but
more research efforts are necessary to overcome the above
challenge. Second, to date, the use of NaClO4 salt has been
extensive and widespread. Other electrolytes such as NaPF6,
sodium bis(uorosulfonyl)imide (NaFSI) and NaSO3CF3 have
also been investigated as the Na salt. In addition to carbonate
solvents, ethers are demonstrated to be helpful to enhance the
sodium storage performance. Moreover, additives such as u-
oroethylene carbonate (FEC) are found to improve the cycla-
bility. Further exploration of the interface between the electrode
and the electrolyte should be carried out with a modied design
of electrolyte systems that could result in enhanced perfor-
mances. Third, although conventional electrochemical charac-
terization techniques, such as cyclic voltammetry, galvanostatic
intermittent titration, electrochemical impedance spectros-
copy, etc., are able to reveal the performance of bulk hybrid
electrodes, they can hardly probe the intrinsic properties of the
active material itself during ion insertion. MX2 would be fabri-
cated into nanoscale devices to probe their electron and thermal
transport properties, and charge transfer characteristics from in
situ observation. Thus, more research needs to be dedicated to
understanding the underlying mechanisms of the changes
induced in the behavior of MX2 by ion intercalation, especially
the electronic structure and charge transfer features.
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