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lation in MX2 (where M ¼Mo or W
or V, and X ¼ S or Se) for an enhanced hydrogen
evolution reaction

Ran Wang,a Jiecai Han,a Xinghong Zhang*a and Bo Song *ab

In order to solve the energy crisis and reduce the environmental impact of the combustion of fossil fuels, the

strategy of obtaining hydrogen using the hydrogen evolution reaction (HER) has great potential. Being

promising candidates for HER catalysts, two-dimensional (2D) layered transition metal dichalcogenides

having the general formula MX2 (where M represents Mo or W or V, and X denotes S or Se) have

attracted significant attention. During the past several years, it has been found that synergistic effects

were very important. According to some recent studies, reasonable synergistic modulation is beneficial

for increasing the performance of the HER. In this work, the contribution of synergistic modulations in

MX2 materials towards the HER is investigated, and is expected to play a positive role in the development

of high-efficiency catalytic materials.
1. Introduction

In the past few decades, hydrogen (H2) has gained importance
as a renewable clean energy resource, which can reduce both
the consumption of fossil fuels and the resulting environmental
issues.1,2 At present, the large-scale production of hydrogen
mainly relies on the pyrolysis of fossil fuels, which results in the
consumption of large amounts of fossil fuels with the emission
of signicant amounts of greenhouse gas. For the efficient
production of hydrogen in an environmentally friendly way,
the hydrogen evolution reaction (HER) and the photo-
electrochemical (PEC) splitting of water have become important
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strategies. Although platinum (Pt) and other precious metals
have shown excellent catalytic activity for the HER in acidic
media, their high cost and scarcity greatly limit their applica-
tion on a large scale. Therefore, the development of novel and
abundantly available electrocatalysts is needed, which could
replace these rare and expensive precious-metal catalysts.3–8

In the past few years, signicant research has taken place to
explore such suitable electrocatalysts for the HER, which
include transition metal sulphides,9–14 selenides,15–17 and
phosphides.18–20 Due to the success of graphene, enormous
research enthusiasm exists regarding the potential of graphene-
like two-dimensional (2D) layered materials.21 Among these 2D
materials, MX2-type compounds (where M represents Mo or W
or V, and X denotes S or Se) have received much attention,
which is due to their unusual structural properties, unique
crystal structures, and their promise for high HER perfor-
mance.22–24 Due to their similarity to graphene-like 2D struc-
tures, many routes used for the synthesis of graphene are also
effective for preparing MX2 nanosheets (NSs), which helps in
further boosting the rapid development in this eld. Both
theoretical and experimental efforts have contributed to over-
coming the intrinsic shortcomings of bulk MX2 materials, and
include optimizing the synthesis methods, tuning the crystal
structures, and thoroughly understanding the mechanism of
their catalytic performance.25–29

In order to further enhance the HER performance of MX2-
based materials, researchers have put forward a series of strat-
egies, including phase engineering, electronic engineering,
defect engineering or interlayer engineering, which have ach-
ieved signicant progress in developing MX2 for high HER
performance.30–33 For example, phase engineering could
enhance the internal electrical conductivity of MX2 from
J. Mater. Chem. A, 2018, 6, 21847–21858 | 21847
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a semiconducting 2H phase to a metallic 1T-phase crystal
structure, which shortens the migration resistance between the
electrons and the active sites and boosts the HER activity.34

Similarly, electronic engineering could modulate the band-gap
of the MX2 inert basal plane, which provides higher electrical
conductivity, and lowers the barrier for kinetic energy.35 More-
over, defect engineering could result in the partial cracking of
the catalytically inert basal-plane, which leads to the exposure of
more active edge sites involved in catalytic activity.30 Mean-
while, interlayer engineering was used to effectively expand the
interlayer spacing, which increases the abundance of exposed
active sites.36 Although the above strategies signicantly
enhanced catalytic activity towards the HER, it is still a chal-
lenge to rival Pt or other noble metals by tuning a single factor.37

Aer a thorough understanding of these factors, pursuing
synergistic modulation to effectively maximize their advantages
could further enhance the catalytic activity of MX2-based elec-
trocatalysts during the HER.

In addition to the synergistic regulation of internal factors in
MX2 catalysts, they can also be combined with other functional
materials, including conductive media, heterogeneous compo-
nents and electronically coupled interfaces, to combine the
advantages of both the materials,38 and perform according to
the principle of “two are better than one”.39 Conductive media,
such as graphene, carbon bres, and their derivatives, have
large surface areas and excellent electrical conductivities, and
have been used for synthesizing composites using MoX2 NSs.40

Through the synergistic modulation of each component,
composite catalysts that are integrated with abundant catalyti-
cally active sites and high electron transportation achieve
excellent HER performance as MX2 materials. Furthermore, the
synergistic hybrid catalyst, having a heterogeneous structure,
could benet from the advantages of each component and the
higher interfacial area. Synergistic heterogeneous structures of
various materials not only make multi-functional catalysts
challenging for the overall water splitting process, but also solve
the bottleneck of usingMX2 in alkaline media, and help develop
high-activity MoX2-based electrocatalysts for comprehensive pH
media.41

Although the catalytic activities of MoX2-based catalysts have
been signicantly boosted over the last few decades,42–44 the
integration of robust catalyst design strategies is urgently
needed, which selectively enhance the performance indicators
of these catalysts. The synergistic mechanisms could offer
valuable understanding for the further design of catalysts and
open up opportunities to develop high-performance electro-
catalysts for a wide range of reactions. This review focuses on
the contribution of the synergistic modulation of MX2 materials
towards the HER and divides it into four parts. Based upon
theoretical proofs and experimental results regarding different
electrochemical reactions, the optimization mechanism in the
HER is claried, which serves as a guide for the development of
new catalysts and discussion of the key gaps in MX2-based
catalysts. It is expected that the results will help in the devel-
opment of improved catalysts, which could allow for efficient
production of clean energy carriers, such as hydrogen.
21848 | J. Mater. Chem. A, 2018, 6, 21847–21858
2. Coordinate internal factors

Due to the poor conductivity of the semiconducting 2H phase, it
is difficult for free electrons to transfer between the electrode
and active site, making them inferior to noble metal-based
electrocatalysts. Phase engineering from the semiconducting
2H phase to the metastable metallic 1T-phase MX2 has been
demonstrated as an effective strategy to improve the catalytic
activity of these materials.31 In view of this, other favourable
factors are also introduced in the 1T-phase crystal structure for
guaranteeing high electrical conductivity, which can help ach-
ieve more catalytically active sites. As a typical example, Song
and co-workers prepared a series of partially crystallized 1T-
phase MoSe2 NSs using excess NaBH4 precursor through the
hydrothermal-synthesis strategy.36 Based upon the character-
ization of structures and properties, it was found that the
catalytic performance during the HER could be enhanced using
the synergistic regulation of the crystal phase and disorder.
Positron annihilation lifetime spectroscopy (PALS) was used to
characterize the defects, induced by the lower temperature of
the hydrothermal reaction, which could provide abundant
active sites. Aer applying electrochemically active surface area
(ECSA) characterization to the electrocatalysts, the double-layer
capacitance (Cdl) for the representative sample was obtained to
be 27.8 mF cm�2. These results suggest that the degree of
disorder in 1T-phase MoSe2 materials can be effectively
controlled by simply tuning the synthesis temperature. The
synergistic effects successfully boost the catalytic activity for the
HER with an overpotential of 152 mV at a current density of
�10 mA cm�2 and a Tafel slope of 52 mV dec�1. In addition,
Song and co-workers prepared porous metallic 1T-phase MoS2
NSs using a liquid ammonia-assisted lithiationmethod, and the
contributions of crystal structures (phase), edges, and S vacan-
cies to the catalytic activity towards the HER were systematically
investigated (Fig. 1a–b).45 The ECSA between the porous 2H
phase MoS2 and the corresponding sample was comparatively
reduced with sulphur compensation, which is an indication
that the S-vacancies may promote the HER activity by providing
more active sites. Due to the synergistic effects of the metallic
phase and active sites, superior HER catalytic performance was
achieved in the porous 1T-phase MoS2 NSs, as compared with
the single regulation (Fig. 1c). Moreover, Zhang and co-workers
reported a common and simple strategy involving combining
the ball-milling and lithium-intercalation methods, which
could efficiently synthesize single-layered transition metal
dichalcogenides (TMDs) having high-density active edge sites
and high-proportion 1T-phase content (Fig. 1d).46 Herein, the
as-synthesized 1T-phase MoS2, MoSe2, MoSSe, WS2, and
Mo0.5W0.5S2 nanodots (ND) revealed higher HER performances,
compared with the corresponding 1T-phase NS samples.
Among these TMD samples, MoSSe ND exhibited satisfactory
results, with an overpotential of 140 mV at a current density of
�10 mA cm�2 and a Tafel slope of 40 mV dec�1. In addition,
they also showed good long-term durability (Fig. 1e). Due to the
combining of high-density active edge sites with the selenium-
vacancy of the basal-plane, a high-proportion metallic
This journal is © The Royal Society of Chemistry 2018
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Fig. 1 (a) Schematic of the mesoporous 1T phase MoS2 NSs (P-1T-MoS2), (c) J–V curves after the iR correction of various MoS2 samples in
comparison to a Pt wire, and (b) the high-resolution STEM image of P-1T-MoS2 NSs. Copyright 2016, American Chemical Society.45 (d) Atomic
models for hydrogen atoms adsorbing at the active sites of basal planes; VS and VSe represent S and Se vacancies, respectively, (e) the elec-
trochemical HER performance of MoSSe nanodots, (f) The L2D-WF ABSF filtered image of MoSSe nanodots, and (g) Brightness profiles along the
dotted lines in (f). Copyright 2018, Wiley.46 (h) The chemical exfoliation process of bulk MoS2 powder, (i) the TEM image, (j) HAADF image, and (k) A
series of MoS2-based HER characteristics. Copyright 2017, Wiley.42
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1T-phase is obtained, whose characterization of structure and
properties suggests that the catalytic performances of MoSSe
ND are excellent (Fig. 1f–g).

Although, compared to the semiconducting 2H-phase, the
metallic 1T-phase exhibits good intrinsic conductivity, the
metastable state of the 1T-phase is easy to metamorphose,
which limits its further application and production.34,47,48 In
order to overcome this obstacle, incorporation of the electronic
structure with controllable exposed active sites may equal the
effect of the synergistic modulation of both the conductivity and
the active sites towards the HER. For example, Xie and co-
workers reported that both the oxygen incorporation and the
disorder engineering in MoS2 NSs could be benecial to the
synergistic regulation of electronic structures, which results in
dramatically improved HER performance.49 Furthermore,
density-of-states (DOS) calculations demonstrated that the band
gap of the oxygen-incorporated MoS2 plane is 1.30 eV, which is
narrower than that of the primitive MoS2 plane, and could have
more charge carriers and higher intrinsic electrical conduc-
tivity, due to which the controllable electronic modulation was
realized. The incorporation of oxygen is capable of actually
optimizing the electronic structure while the disordered crystal
structure is able to provide plentiful VS as catalytic sites for the
HER. In addition, Xie and co-workers presented a one-step
hydrothermal method to accomplish defect engineering in
This journal is © The Royal Society of Chemistry 2018
ultrathin MoS2 NSs.30 The satisfactory electrocatalytic perfor-
mance of the defect-rich ultrathin MoS2 NSs is attributed to the
synergistic effect of enriched active edge sites caused by abun-
dant defects and the ultrathin NS structure. In ultrathin NSs,
the existence of rich defects would change the catalytically inert
basal plane to partial cracking, which results in the exposure of
more active edge sites. The defect-rich MoS2 ultrathin NSs
possess the highest density of active sites with a value of 1.785�
10�3 mol g�1, which is 2.9 times higher than that of the defect-
free NSs and 13 times higher than that of bulk MoS2. Such
a high density of active sites provides direct evidence of the
predominant enrichment effect of active edge sites brought by
the rich defects. Modulating the interlayer distance would be
a potential method to design novel and efficient MX2 catalysts to
improve electrochemical performance.50 Sun and co-workers
prepared narrow nanostructured MoS2 NSs using a promising
microwave-assisted method, which were equipped with edge-
terminated construction and an effective interlayer-expanded
space.51 The edge-terminated construction provides more
active edge sites, whereas the interlayer-expanded distance can
regulate the electronic structure, which gives a large Cdl of
15.3 mF cm�2 and a current density of �10 mA cm�2 at an
overpotential of 0.149 V. Due to the synergetic coupling effects
of both the terminated edge and expanded interlayer, the MoS2
NSs had the smallest charge transfer resistance (Rct) of only
J. Mater. Chem. A, 2018, 6, 21847–21858 | 21849
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3.13 U, which provides an insight into the electrode kinetics
during the HER process. Similarly, Lu and co-workers designed
an interlayer-expanded layered VS2 using a one-pot solvothermal
strategy with expanded interlayer space and rich defects.52 The
interlayer spacing had a signicant 74% increase from 0.575 nm
to 1.00 nm, which increased the number of exposed active sites,
and resulted in a much larger Cdl value of 151 mF cm�2.
Meanwhile, the defect-rich VS2 NSs with an enlarged interlayer
space resulted in a free energy of hydrogen adsorption (DGH)
value of �0.044 eV, which was computed using the density
functional theory (DFT). The synergistic modulation of interlayer
expansion and defect engineering in VS2 NSs exhibited extraor-
dinary HER performance, with a small Tafel slope of 36 mV
dec�1 and a low overpotential of 43 mV at a current density of
�10 mA cm�2, which are close to those of the Pt/C system.
Generally, creating more active sites on MoS2 through an exfo-
liation strategy could create more exposed edges. Ye and co-
workers synthesized single-deck enriched MoS2 NSs using
a exible compound centrifugation-assisted liquid exfoliation
strategy to promote photocatalytic hydrogen generation using
MoS2.53 Due to the synergetic effect of liquid phase exfoliation
and lateral size selection engineering, more exposed active sites
at the edge were obtained and the migration distance between
the electrons and the active sites was shortened. The catalytic
performances of MoS2 monolayers could be dramatically
improved in both electrocatalytic and photocatalytic hydrogen
evolution with nanoscale lateral sizes continuously decreasing
from 42 to 9 nm. In particular, the MoS2 monolayers with
a lateral size of 9 nm could result in a catalytic current density of
�10 mA cm�2 at an overpotential of 192 mV. Although,
comparable to commercial Pt/C catalysts, many MX2-based
materials having excellent catalytic performance have been re-
ported, the balance between the catalytic activity and the long-
term stability still represented an inevitable challenge. Tung
and co-workers reported a metastable and temperature-sensitive
chemical exfoliation method for effectively synthesizing MoS2
with structurally deformed nanostructures, which could be
electrochemically stable and have excellent catalytic activity
(Fig. 1h).42 A high-productivity electrohydrodynamic (EHD)
process, which is a deposition method with a high electric eld,
combined with the chemical exfoliation, can introduce internal
edges and VS on the basal plane, thus affording electrochemi-
cally active plane sites and enhancing the efficient transport
between various interfaces (Fig. 1i–j). The number of active sites
was estimated using the underpotential deposition (UPD)
method, and the density of active sites was determined to be
around 1 � 1014 sites per cm2 for the 2H-phase chemically
exfoliated MoS2. The density of active sites further increased to
5.86 � 1017 sites per cm2 for the 2H-phase crumpled MoS2.
Furthermore, the hierarchically strained structure can syner-
gistically facilitate the electronic combination between the active
sites and current collecting substrates (Fig. 1k).

3. Optimizing the basal plane

The HER is a complex electrochemical process, and includes
energy conversion and interfacial behaviour.54 Therefore, new
21850 | J. Mater. Chem. A, 2018, 6, 21847–21858
strategies for material design are required to exploit the
potential of MX2 and optimize each pivotal step during the
reaction. As the recognized active site of catalytic activity, the
edge of MX2 is precious and limited.43 Due to the inertia of the
basal plane, the catalytic activity of MX2 cannot be exploited
effectively and favourably. Although it has also been suggested
that basal plane sites of 1T-MoX2 NSs are active catalytic sites,
their positive effect on HER performance is limited as compared
to that of the edge sites.55 Therefore, by introducing synergistic
effects to the basal plane, the electrocatalytic performance of
MX2 can be greatly improved. The strategy of single-atom
doping has been widely used in the synthesis of electro-
catalysts. Heteroatom-doped graphene56,57 is able to signi-
cantly modulate the catalytic activity in-plane, suggesting that
the heteroatom-doping strategy could also be applied to 2D
MoX2. It can trigger the hydrogen evolution activity of sulphur
atoms in the inert plane of MoS2.58 For instance, Bao and co-
workers reported a multiscale structure of MoS2 foam with
uniform mesopores, vertically aligned layers and doped cobalt
atoms, which synergistically boosted the hydrogen evolution
process due to electronic control through a direct chemical
synthesis method.59 When doping another metal atom into
MoS2 in-plane, the electron number on the S atom will decrease
to offset the mismatching of the energy level, thus enhancing
the H adsorption and HER activity. Among them, the Co atom is
indeed a good regulator to bring DGH to approximately 0 eV.
Moreover, the inuence of different Co content within the basal
plane of MoS2 on the HER activity was well understood
according to the DFT calculations and experimental results.
Therefore, hybridizing transition metal atoms with mesoporous
MoS2 foam using atomic-scale doping engineering can syner-
gistically promote the performance of the HER. For the selec-
tion of precious metals for the edge and terrace surface in WS2,
Yan and co-workers demonstrated that the 2D WS2 NSs with
rich exposed edges will display a much stronger interaction with
Pt atoms, which is due to the terminal S2

2� or S2� ligands on the
edge exhibiting much lower binding energy for Pt atoms, as
compared to the apical S2� ligands on the terrace surface.60

These results indicated that the edge sites are active for Pt
deposition, while the basal plane is inert. Moreover, Cui and
co-workers showed the heterostructure between a Pd nanodisk
(Pd-ND) and defect-rich MoS2 (DR-MoS2) NSs, with the syner-
gistic regulation of both the structure and electronic states,
which exhibited outstanding HER properties.61 The hetero-
structure was realized by synthesizing and constructing a disk-
like Pd nanostructure on the basal plane of DR-MoS2. Based
upon theoretical calculations and experimental characteriza-
tions, the basal plane of DR-MoS2 with adsorbed Pd atoms
could effectively regulate the surface electronic state of MoS2,
while simultaneously retaining its active sites, which greatly
improved the HER activity. Furthermore, Chen and co-workers
reported a strategy which involved engineering the energy
level of MoS2 by directly doping the transition metal to enhance
its HER performance (Fig. 2a–b).62 The excellent electro-
chemical activity of zinc doped MoS2 (Zn–MoS2), synthesized
using amodied hydrothermal method, can be attributed to the
synergistic effect of the electronic effect of matching energy
This journal is © The Royal Society of Chemistry 2018
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Fig. 2 (a) Band structure diagram for Zn–MoS2, Fe–MoS2, and pure MoS2, (b) Schematic of the formation of undercoordinated Mo (d+) and Zn
(d+) centres during the HER and the plausible reaction mechanism, (c) the electrochemical activities of various X–MoS2 (x ¼ Fe, Co, Ni, Cu, and
Zn) catalysts towards the HER. Copyright 2017, American Chemical Society.62 (d) The HER free-energy diagram for P and S sites in the basal plane
of pristine and P-doped MoS2, (e) the stand-up edges for P-doped MoS2 NSs, and (f) the polarization curves of pure and P-doped MoS2 NSs in
0.5 M H2SO4. Copyright 2017, American Chemical Society.67 (g) Schematic of the top and side views of MoS2 with strained S-vacancies on the
basal plane, where S-vacancies serve as the active sites for hydrogen evolution and applied strain further tunes the HER activity, (h) the ACTEM
image of a MoS2 monolayer, and (i) the LSV curves for the Au substrate, Pt electrode, and as-prepared MoS2. Copyright 2015, Nature Publishing
Group.32
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levels and the rich active sites through thermodynamic and
kinetic acceleration (Fig. 2c). As the energy level increases, the
energy required to remove an electron from the catalyst surface
will decrease, which thermodynamically activates the HER.
Ultraviolet photoelectron spectroscopy (UPS) of transition metal
doped MoS2 depicts that, compared to the reduction potential
of H2O, the energy level of Zn–MoS2 is properly positioned to
permit electron transfer with much lower applied energy, thus
conrming that Zn–MoS2 is a promising electrocatalyst for the
HER. Guo and co-workers reported that heterogeneous spin
states could achieve synergistically regulated active sites and
dynamics in MS2 catalysts, which boosts the performance of the
HER.63 The subtle distortion of atom arrangement would be
able to synergistically provide additional active edge sites for the
HER because Mn atoms were incorporated into the primitive
lattice of CoSe2 atomic layers. DFT calculations showed that the
incorporation of Mn atoms could promote the formation of
H–H bonds between the adsorbed adjacent H atoms to decrease
the barrier of kinetic energy, which will efficiently promote the
HER process. Ye and co-workers reported an extraordinary
This journal is © The Royal Society of Chemistry 2018
design of 2H-phase MoS2 monolayers, involving the substitu-
tion of a Co atom and combining crystallinity engineering,
which maximized the synergistic effect for HER activity.64

Beyond the new active sites introduced by massive defects, the
inert basal plane of the MoS2 nanostructure was reactivated due
to the synergistic regulation of Co doping and crystallinity
engineering. Moreover, electrochemical measurements and
DFT calculations demonstrated that the much enhanced HER
activity is caused by the synergistic effect, as compared to
individual Co substitution or crystallinity engineering. In
addition, some divalent transition element ions can further
promote the activity of catalysts. Hu and co-workers synthesized
amorphous MoS2+x using electrodeposition or a wet-chemical
process.12 The results indicated that divalent Fe, Co, and Ni
ions can boost the growth of the MoS2+x lm, thus adjusting the
layer thickness, catalyst loading, structural porosity, and active
surface area.

Besides metal doping, doping non-metals can also improve
the electrocatalytic properties for the HER, and this is achieved
through the synergies of two or more items of the basal plane,
J. Mater. Chem. A, 2018, 6, 21847–21858 | 21851
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Fig. 3 (a) Synthesis of MoS2 in solution with graphene sheets, (b)
Polarization curves obtained with several MoS2/RGO catalysts. Copy-
right 2011, American Chemical Society.79 (c) Linear sweep voltam-
mograms of a series of MoS2/HG catalysts, (d) the optimized electronic
structure of MoS2 on HG, and on OG. Copyright 2018, American
Chemical Society.80
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edge sites, inherent conductivity, and interlayer spacing.
Recently, Wang and co-workers demonstrated effective boron
doping-induced activation of both the basal plane and Se-edge
in vertically grown MoSe2 NSs, which was veried using both
theoretical calculations and experiments, and can disruptively
enhance the catalytic activity for the HER.65 B doping greatly
promoted the electrocatalytic activity of MoSe2 for the HER,
with a low overpotential of 84 mV at a current density of�10mA
cm�2 and Tafel slope of 39 mV dec�1. The computational study
revealed that B dopants induced strong hybridizations among
Mo 3d, S 2p and B 2p orbitals, which led to the emergence of
a narrowed band gap and increased electrical conductivity in
MoSe2, which in turn facilitated electron movement and charge
transfer. Moreover, the DGH value for the B sites in MoSe2 was
reduced to �0.05 eV due to the doping of B atoms, which is very
close to that of Pt, suggesting that B dopants became the new
active sites in the basal plane of the B-doped MoSe2 electrode.
According to experimental results, the Cdl value of B–MoSe2 was
21 mF cm�2, which is ve times higher than that of MoSe2, and
indicates the effectiveness of electrochemical surface areas
brought by the doping of non-metals. Furthermore, Ding and
co-workers achieved an efficient MoS2-based HER catalyst by
doping nitrogen in the edges and basal plane of MoS2 NSs,
which resulted in an overpotential of 121 mV at �100 mA cm�2

and a Tafel slope of 41 mV dec�1.66 The N dopants not only
activated the catalytically active sites for the HER, but also
beneted rapid charge transfer, thus improving the electrical
conductivity of the MoS2 basal plane. This is due to the strong
Mo 3d–S 2p–N 2p hybridizations at the Fermi level. The syner-
gistically activated regulations of the basal plane and the edge
sites of S and Mo favour the adsorption energies of hydrogen,
which improves the electrocatalytic performance. Similarly,
based upon calculations and experiments, Xue and co-workers
reported a class of P dopants in the basal plane of MoS2 as
new active sites for electrocatalysis, which improve the intrinsic
electronic conductivity and could result in a signicant
enhancement of the HER (Fig. 2d).67 In addition, the P-doped
MoS2 NSs exhibited enlarged interlayer spacing (Fig. 2e),
which can facilitate the progress of adsorption and release of
hydrogen with a low overpotential of 43 mV at �10 mA cm�2

and Tafel slope of 34 mV dec�1 (Fig. 2f). Except for the exposed
interlayer spacing, P-doping could also dramatically decrease
the Mo valence charge, which leads to the activation of the inert
MoS2 basal plane and S-edge for the improvement of catalytic
activity for the HER.68,69

Although activating the MoS2 basal plane using element
doping could enhance its catalytic HER performance, alterna-
tive strategies that fully utilize the 2D exible properties of MoS2
to activate the basal plane are still required.70 Zheng and co-
workers reported an alternative PMMA-assisted wet transfer
method for activating the basal plane of the monolayer 2H-
phase MoS2 by introducing strain and VS (Fig. 2g–h).32 The
experimental and computational results indicated that the VS in
the basal plane could regulate the Fermi level and provide new
catalytic sites. Meanwhile, the strain in the basal plane with VS

would be able to optimize the free energy (DGH) for the
adsorption of hydrogen, generating an optimum value close to
21852 | J. Mater. Chem. A, 2018, 6, 21847–21858
0 eV, which could achieve outstanding HER activity (Fig. 2i).
Moreover, the thermodynamically stable and naturally present
defects could provide the basal plane of 2H-phase transition
metal chalcogenides with high electrochemical activity, as
compared to the metallic 1T-phase polymorph.71

4. Promoting electron transport

In order to overcome the limited number of active sites and
poor semiconductor conductivity of 2H-phase MX2, conductive
substrates with large specic surface area and signicantly high
electron transfer capacity were used as composites, thus
enhancing the catalytic activity. Graphene,72 carbon bres,73,74

black phosphorus (BP),75 nickel bases,76 and their derivatives77,78

have been widely used for preparing composites with MX2 NSs.
For example, Dai and co-workers developed an optional sol-
vothermal synthesis of MoS2 nanoparticles (NPs) on reduced
graphene oxide (RGO) sheets dispersed in solution (Fig. 3a).79

The small size and high charge number of MoS2 NPs on RGO
afforded a lot of active edges, which served as active catalytic
sites for the HER. Meanwhile, an interconnected conducting
network afforded the electrical coupling to underlying graphene
sheets, and ensured rapid electron transport between MoS2 NPs
and electrodes. The MoS2/RGO hybrid exhibited much lower
impedance than free MoS2 particles. With highly exposed edges
and excellent electrical coupling with underlying graphene
sheets, the MoS2/RGO hybrid catalyst exhibited excellent HER
activity with small overpotential, large cathodic currents, and
This journal is © The Royal Society of Chemistry 2018
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a Tafel slope as small as 41 mV dec�1 (Fig. 3b). Similarly, Guo
and co-workers introduced hydrogenated graphene (HG) sheets
into MoS2 NSs, which resulted in highly efficient and stable
electrocatalysis for the HER (Fig. 3c).80 Aer applying DFT
calculations to MoS2/HG compound catalysts, the Hads

(hydrogen adsorption) energy for MoS2 on HG was calculated to
be �2.79 eV, which is comparable to that of MoS2 on oxidized
graphene (OG), and is closer to that for Pt (�3.3 eV) (Fig. 3d).58

Due to the synergistic effect between electronic and structural
benets of MoS2 NSs due to the HG compound, such a strategy
effectively optimizes the electronic structure, generates addi-
tional Mo active sites from C–Mo bonds, and optimizes the
adsorption energy of hydrogen. Moreover, Guo and co-workers
successfully synthesized MoS2 NSs on selectively promoted
graphene using a heterogeneous nucleation/growth strategy,
and the results showed that the active edge was exposed and the
interlayer spacing expanded the MoS2 NSs grown on RGO NSs,
thus resulting in a larger current density and lower Tafel slope.81

The interlayer spacing of MoS2 NSs was successfully expanded
to 9.4 Å, due to the advantage of excellent heterogeneous
nucleation and special reaction kinetics in the microwave sol-
vothermal reaction. It is very advantageous to construct MoS2
nanostructures, which can synergistically regulate both the
high-density active edges and the expanded interlayer spacing,
as they could signicantly improve the HER catalytic activity of
MoS2. In addition, Banerjee and co-workers reported a stepwise
synthesis strategy, which enhanced the electrocatalytic proper-
ties of MoS2 NSs integrated onto carbon bre paper (CFP)
substrates and was achieved by interfacing with solution
deposited buckminsterfullerene (nC60).82 The p–n hetero-
junctions between nC60 and MoS2 constructed the interfacial
layer, which promoted the charge transfer from nC60 nano-
clusters to MoS2 NSs and mitigated the limitations of the inert
basal plane conductivity of pureMoS2. This result indicated that
the synergistic effect between the inherent catalytic active edge
sites of MoS2 NSs and the hybridization introduced by nC60 can
enhance the electrocatalytic activity for the HER. Similarly, Cui
and co-workers constructed MoS2 NPs on carbon bres
following lithium electrochemical intercalation, and achieved
an outstanding HER performance with �200 mA cm�2 cathodic
current density at only 200 mV overpotential and excellent
electrochemical stability.83 The excellent catalytic activity prof-
ited from the metallic 1T-phase converted through the 2H
semiconducting phase of MoS2 and the largely exposed edge
sites on the 3D carbon bres with high surface area. In addition,
Li and co-workers developed a facile hydrothermal method to
vertically grow ultrathin MoS2 NSs on the surfaces of carbon
bre cloths.84 Aer the NH4F etching effect, the number of
active edge sites of MoS2 can be signicantly increased. Mean-
while, electrons can rapidly be transferred from the highly
conductive carbon bre cloth to the active edges of the MoS2
NSs, which considerably enhanced the electrical conductivity of
MoS2 NSs. The synergistic effect between the number of active
edge sites and the conductivity led to the superior activity of
MoS2 composites toward the HER.

The successful exploration of graphene has recently inspired
great research enthusiasm regarding 2D layered materials. As
This journal is © The Royal Society of Chemistry 2018
a typical representative, layered BP has attracted enormous
attention due to its high mobility.85,86 Zeng and co-workers re-
ported the catalytic activity of MoS2 NSs deposited on BP with
engineered electronic properties.87 Typically, MoS2-BP NSs were
synthesized by sonicating precursors of MoS2 and BP in
ethanol, followed by a solvothermal treatment. The at-band
potential (UF) of BP NSs was about �0.29 V, which was more
negative than that of MoS2 akes. Due to the reason that UF can
denote the Fermi level (EF) position with respect to the elec-
trochemical potential of the redox couple in the electrolyte, the
EF of BP was higher than that of MoS2 akes. As a result of the EF
equilibrium, electrons could transfer from BP to MoS2 in MoS2-
BP NSs.88 In particular, MoS2-BP NSs exhibited outstanding
electrocatalytic stability and excellent kinetics with an over-
potential of 85 mV at �10 mA cm�2. In addition, Li and co-
workers reported 3D nickel foam (NF), which had graphene
layers grown on its surface, and was used as a conductive carrier
support to synergizeMoSx catalysts for electrocatalytic hydrogen
evolution.89 The graphene NSs deposited on NF provided
adequate protection and efficiently promoted its stability in
acid.90 Because of the rough surface of the deposited MoSx NSs
and the special structure of 3D graphene/NF, large amounts of
edges provided more catalytically active sites. The advantage of
employing 3D NF as an electrode is not only the provision of
a large surface area and superior conductivity, but also the
loading weight of the MoSx catalyst, which is larger than those
of other carbon-based electrodes, and thus leads to the
enhancement in HER efficiency.

Furthermore, as a promising method to provide hydrogen
for a clean and reproducible energy carrier, solar-driven pho-
toelectrochemical (PEC) water electrolysis is also of great
importance. For example, Jin and co-workers synthesized
a high-activity amorphous MoSxCly HER electrocatalyst using
a low-temperature chemical vapour deposition (CVD) method.91

Compared with other MoS2-like electrocatalysts, the high cata-
lytic performance of MoSxCly deposited on conducting vertical
graphene for the HER is attributed to the synergistic effect of
high electrochemical activity and large electroconductive
surface area. In addition, this MoSxCly electrocatalyst can also
be deposited on a Si micro-pyramid (MP) to form an integrated
photocathode, which synergistically regulates the high trans-
parency of MoSxCly and results in the efficient light-trapping
performance of the Si MP structure, thus ensuring efficient
solar-driven photoelectrochemical hydrogen production.92,93
5. Constructing the heterogeneous
interface

The composition and structure of hybrid materials mainly
determine their electronic, photoelectric and chemical proper-
ties.94,95 Therefore, the construction of heterogeneous structures
is critically important for improving the performance of non-
precious metal catalysts. For example, Yu and co-workers re-
ported a stable and efficient HER-catalyst which is synthesized
by the in situ synthesis of MoS2 on the surface of CoSe2
(Fig. 4a).96 The MoS2/CoSe2 catalyst showed excellent HER
J. Mater. Chem. A, 2018, 6, 21847–21858 | 21853
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kinetics with an overpotential of 68 mV at a current density of
�10 mA cm�2 and a Tafel slope of 36 mV dec�1. Due to the
synergistic effects between the MoS2 and CoSe2 hybrid catalyst,
more active edge sites may be enriched by amorphous MoS2
around CoSe2, which can further enhance the HER activity
(Fig. 4b). Zhang and co-workers described a special Co9S8@
MoS2 core–shell structure on carbon nanobers (CNFs), where
the core was cubic Co9S8 and the shell was layered MoS2.97 Both
the HER and OER electrocatalytic performances of the unique
Co9S8@MoS2/CNFs hybrid catalyst were substantially enhanced
by combining the functions of MoS2 and Co9S8 with the syner-
getic effects of the interface between the Co9S8 core and the
MoS2 shell. Electron transfer takes place where the localized
interface area between MoS2 and Co9S8 exists, and results in
21854 | J. Mater. Chem. A, 2018, 6, 21847–21858
promoting the electrocatalytic activity. Bao and co-workers re-
ported a vertically aligned MoS2/Mo2C hybrid nanostructure on
conductive carbon paper (Fig. 4c).98 Aer the carburization of
MoS2 NSs, the vertical nanostructure of MoS2 remained with the
Mo2C edges and the heteroatomic mixture between S and C. In
the synergistic integration structure, high conductivity
beneted fromMo2C nanocrystals, whereas the large number of
edge sites proted from the 2D MoS2 NSs. Compared with the
homologous Mo2C and MoS2, the MoS2/Mo2C catalyst provided
a lower overpotential during the HER. The Gibbs free energy of
hydrogen adsorption is close to zero due to active S and C
synergetic Mo sites, which is well consistent with the results
obtained from the DFT calculations. Therefore, the low over-
potential of the MoS2/Mo2C catalyst was attributed to the active
This journal is © The Royal Society of Chemistry 2018
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sites of synergistic regulation and uniformly dispersed Mo2C
nanocrystals on the edges and basal planes of MoS2 (Fig. 4d). In
addition, Zhu and co-workers successfully compounded the
MoS2 NSs with 1T-phase VS2 nanoowers (VS2@MoS2) using
a two-step hydrothermal strategy for the rst time.99 The met-
allicity of VS2 benetted the charge-transfer efficiency, whereas
the active edge of MoS2 played a role in exposing active sites,
and thus both of them synergistically enhanced the HER
performance. Compared with VS2 and MoS2, VS2@MoS2
exhibited a low overpotential of 73 mV at �10 mA cm�2, and
a small Tafel slope of 55 mV dec�1, which benetted from the
synergistic regulation of the composite material constituted
using VS2 and MoS2. Furthermore, Jaramillo and co-workers
synthesized core–shell nanowires, which were vertically
oriented with aMoO3 core and conformal MoS2 shell, using low-
temperature suldization.100 Each component was designed to
exhibit the best properties of core–shell architecture by
precisely controlling the reaction conditions. The MoO3 cores
were around 20–50 nm and the MoS2 shells were around 2–
5 nm, and made the best of their respective advantages. The
MoO3 core supplied a high aspect ratio substrate and facilitated
electron transport, while the MoS2 shell provided catalytic
activity and protected the catalyst from destruction in strong
acids. Similarly, Chu and co-workers prepared a WO3$2H2O/
WS2 hybrid catalyst by depositing a WS2 lm on CFP during in
situ anodic oxidation (Fig. 4e).101 Due to proton intercalation in
WO3$2H2O followed by the transfer of hydrogen to WS2, the
synergistic effects between WO3$2H2O and WS2 facilitate the
kinetics of the HER on the planar defects and edges (Fig. 4f).
The WO3$2H2O/WS2 catalyst exhibited a current density of
�100 mA cm�2 at 152 mV overpotential and a Tafel slope of
54 mV dec�1. Moreover, Liu and co-workers synthesized few-
layered g-C3N4 NSs with vertically aligned MoS2 loading
(MoS2/C3N4), which showed excellent PEC performance.102 The
Mo–N bonds connecting MoS2 to C3N4 were responsible for
receiving and conducting electrons, which determined the
interfacial active sites as the regions of electron-accumulation.
Therefore, the high catalytic activity was ascribed to the syner-
gistic effect between layered g-C3N4 and MoS2 and the excellent
vertical structure. Moreover, on the basis of the complementary
principle, Yang and co-workers reported a novel integrated
quasi-planar structure of MoSe2/Bi2Se3, which was synthesized
using a hot injection in a colloidal system.103 According to the
UPS results, Bi2Se3 has a higher Fermi level and smaller work
function than MoSe2, which illustrates that Bi2Se3 possesses
better electrical conductivity and could deliver electrons to
MoSe2 through close contact with the as-formed hetero-
structured hybrids. Therefore, the integrated hetero-
nanostructures between MoSe2 NSs and Bi2Se3 NSs could
synergistically boost supercapacitor performance and electro-
catalytic water splitting. In addition, very active and stable
hybrid electrocatalyst CoS2 NSs, incorporated with WS2 NSs
(CoS2@WS2), were synthesized using a one-step sulfurization
method for the rst time.104 TheW-doped CoS2 hybrid produced
a fair amount of valence electrons, which could form more
lattice defects, resulting in an increase in the accessible internal
surface area and exposure of more active edge sites. The
This journal is © The Royal Society of Chemistry 2018
formation of nanointerfaces of Co–S–W between CoS2 and WS2
induced electron transfer through intermediate sulphur atoms,
which were bonded to both metals. As a result, the good
dispersion of WS2 NPs, the enhanced electric conductivity, and
the construction of Co–S–W nanointerfaces between CoS2 and
WS2 effectively enhanced the HER activity.

As an earth-abundant electrocatalyst, MoS2 exhibited excel-
lent electrochemical performance towards the HER in an acidic
solution, though it was retarded in an alkaline solution.
Regarding this, it is worth emphasizing that layered double
hydroxides (LDH), especially Ni-, Co-, Fe-based LDH, were able
to effectively adsorb hydroxyl (OH) species and accelerate the
dissociation.105 Therefore, it is crucial to improve the reaction
kinetics for the HER in alkaline electrolytes by compositing the
MX2-like catalysts with LDH. In order to develop high-activity
MoS2-based electrocatalysts suitable for unfavourable media,
Yang and co-workers successfully designed and synthesized
a synergistic hybrid catalyst system, which wasmade up of MoS2
as an acceptor of H and LDH as an acceptor of OH, and which
dramatically enhanced the HER activity in alkaline media.41

The kinetic analysis of the activation free energies demon-
strated that both MoS2 and LDH accelerated the rate of water
dissociation in the HER. The hybrid MoS2/NiCo-LDH composite
exhibited a low overpotential of 78 mV at a current of �10 mA
cm�2 and a low Tafel slope of 76.6 mV dec�1 in a 1 M KOH
solution. The successful introduction of LDH in MoS2 further
improved the MX2 catalyst for use in pH-independent environ-
ments. Liang and co-workers reported a composite of nickel
hydr(oxy)oxide NPs and 1T-phase MoS2 NSs, which can signi-
cantly promote HER performance in neutral and alkaline elec-
trolytes.106 Impressively, they took advantage of both 1T-MoS2
and Ni2+dOd(OH)2-d to play specic roles in different elementary
reactions, which efficiently improved the performance of the
overall HER. Because of the bifunctional mechanism applied in
the composite catalysts, nickel hydr(oxy) oxide boosts the
adsorption of water, and supplies protons by dissociation for
subsequent process of MoS2 for hydrogen generation, which
enhanced the HER activity by driving an overpotential of 73 mV
at a current density of �10 mA cm�2 in a 1 M KOH solution. In
addition, Jiang and co-workers synthesized a nanostructured
Ni(OH)2/MoS2, which synergized the interface between Ni(OH)2
and MoS2, and particularly boosted the efficiency of the HER in
alkaline electrolytes.107 The enhancement is mainly attributed
to Ni(OH)2 NPs, which promoted water dissociation. Then, the
hydrogen intermediates recombined into molecular hydrogen
on the surface of MoS2, which could be an approach for
collaborative optimization. Therefore, the synergistic effects
between Ni(OH)2 andMoS2 resulted in the optimal energetics of
hydrogen and hydroxyl species, which decreased the energy
barriers of the initial water dissociation step and accelerated the
subsequent generation of hydrogen. Based upon the synergy of
multiple performances enhancing each other, the component
integration built heterojunction structure of catalysts can
improve the efficiency of water decomposition to obtain excel-
lent catalytic performance. The architecture of heterostructures
is highly advantageous for the disordered structure, and
exposes abundant active hetero-interfaces from the synergistic
J. Mater. Chem. A, 2018, 6, 21847–21858 | 21855
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effect, setting up a highway of charge transport in channels, and
accomplishing a dramatically improved performance for the
electrocatalysis of overall water splitting.108 Liu and co-workers
reported that Co(OH)2 NPs conned by MoS2 NSs could accel-
erate the water dissociation and exhibit excellent catalytic
activity in alkaline solutions, which signicantly improved the
HER performance.109 In particular, the intercalation of Co(OH)2
in MoS2 NSs can prevent it from aggregating and, therefore,
result in the expansion of the interlayer spacing in MoS2 NSs,
thus ensuring good durability.

As a typical HER electrocatalyst, MoS2 possesses poor activity
for the oxygen evolution reaction (OER). Jiang and co-workers
synthesized a Co3O4@MoS2 heterostructure, and used it as
a highly efficient bifunctional electrocatalyst for the overall
reaction of water splitting (Fig. 4g).110 It is clear that structuring
heterostructures could improve the sluggish kinetics to bene-
cially balance both the HER and OER activities, reduce the
resistance of water dissociation and optimize hydrogen
adsorption and desorption in alkaline media (Fig. 4h–i).
Furthermore, Co3O4 NPs could enhance the adsorption of
oxygen intermediates during the OER process. As a result,
interface engineering applied to Co3O4@MoS2 was an effective
approach to establish an efficient bifunctional electrocatalyst,
which had low overpotentials of 90 and 269 mV at 10 mA cm�2

in 1 M KOH for the HER and OER and corresponding Tafel
slopes of 59.5 mV dec�1 and 58 mV dec�1, respectively.

6. Conclusions

In this work, various approaches have been reviewed to enhance
the catalytic activity and performance of MX2-based materials
(where M ¼ Mo or W or V, and X ¼ S or Se) towards the HER.
Additionally, the latest discoveries in this eld, which took place
in the last three years, have also been highlighted. With the
deepening of research, the catalytic performance of MX2 and
related compounds has made great progress. Although the HER
performance of commercial Pt-based materials is still better
than those of MX2 materials, the experience gained through the
study of MX2 materials can guide the design of other families of
HER catalysts in the future.
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