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Progress in nickel chalcogenide electrocatalyzed
hydrogen evolution reactiont

S. Anantharaj, ©*? Subrata Kundu ®*® and Suguru Noda © *a¢

Electrochemical water splitting powered by electrical energy derived from renewable sources is a green and
faster way of producing bulk hydrogen with the highest purity. Unfortunately, the cost-inefficiency
associated with energy loss (as overpotential) and costs of electrode materials have been forbidding this
technology to surpass the currently dominant industrial process (steam reforming of hydrocarbons). With
the recent evolution of transition metal chalcogenides, efficient commercial electrochemical water
splitting is not too far. Transition metal chalcogenides are better in the hydrogen evolution reaction
(HER) than pristine metals as they have negatively polarized chalcogenide anions with relatively lower
free energy for proton adsorption. Moreover, chalcogenides are relatively easy to prepare and handle.
Several metal chalcogenides have been reported with good HER activity among which Ni chalcogenides
are reported to be exceptional ones. In recent years, growth of the nickel chalcogenide catalysed HER is
massive. This review is devoted to bringing out a comprehensive understanding of what had happened in
the recent past of this field with highlights on future prospects. In addition, we have also briefed the key
physico-chemical properties of these materials and highlighted what one should anticipate while
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screening an electrocatalyst for electrochemical water splitting.

1. Introduction

The carbon economy is expected to be transitioned to
a hydrogen fuel based one in order to avoid negative global
environmental impacts caused by the excessive and rapidly
increasing use of hydrocarbons and coal.' However, the
currently available hydrogen consuming combustion engines
and fuel cells require it in its highest possible purity.>* Unfor-
tunately, the current industrially cost-efficient method (steam
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reforming of hydrocarbons) of production of hydrogen emits
CO, and consumes fossil fuel during H, production.**® To
replace this, many other methods such as photochemical
generation of hydrogen,”® photoelectrochemical water split-
ting,”® acid-hydrolysis of metallic hydrides' and electro-
chemical water splitting"*~** have been proposed and are being
intensively investigated. Among them, electrochemical water
splitting is the rapid and easier way of producing bulk hydrogen
with 99.999% purity.**?° In electrochemical water splitting, the
following reactions take place during which oxygen and
hydrogen gases are evolved, respectively, at the anode and
cathode.

At anode: 2H,O — 4H" + O, + 4e™ (in acid) (1)
40H™ — O, + 2H,0 + 4e (in alkali) )
At cathode: 4H* + 4~ — 2H, (in acid) (3)
2H,0 + 4e~ — H, + 20H" (in alkali) (4)

The overall reaction of water splitting (2H,O0 — 2H, + O,)
must occur with a cell potential of 1.229 V vs. the reversible
hydrogen electrode (RHE) as theorized. As pure water is elec-
trically resistive (>18 MQ) in nature, it does require huge cell
voltage to split which in turn increases the amount of applied
input energy which further increases the cost of the hydrogen
produced. Hence, electrochemical water splitting is performed
either in highly acidic solutions or in alkaline solutions.'”***
As we can see from eqn (1)-(4), the anodic OER is facile in an
alkaline medium, whereas the cathodic HER is facile in an
acidic medium. It is simply because the oxidation potential of
hydroxide anions is lower than that of water and the reduction
potential of protons is higher than that of water. Although
electrochemical water splitting is a promising and interesting
way of producing hydrogen, this is not a cost-efficient method
as it loses a significant part of the applied energy as over-
potential and requires noble metals and their compounds as
electrocatalysts. As far as the HER under acidic conditions is
concerned, there are many recent non-precious electrocatalysts
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that could possibly replace Pt in proton exchange membrane
(PEM) water electrolysers.>*** Unfortunately, the OER side is
still dominated by IrO, and RuO, which are the currently known
best catalysts with low overpotentials under these condi-
tions.”**' In an alkaline medium, the story is exactly in the
opposite trend. There are many non-precious OER electro-
catalysts that could catalyse with overpotentials lower than
those of IrO, and RuO,, whereas the HER electrocatalysis on the
other side faces the consequences of unavailability of direct
protons for reduction under such extremely high alkaline
conditions.”''® Because of this, the state-of-the-art Pt/C also
does struggle to catalyse the HER in alkali by requiring huge
overpotentials for achieving benchmarking current densities
while exhibiting high Tafel slopes.*

There have been plenty of non-precious metal based elec-
trocatalytic systems reported recently for both the OER and HER
that mainly include Ni, Co, Fe, Mo and W.>'*>** Among these
metals, non-oxide/hydroxide compounds of Ni, Co and Fe are
often found to be good OER precatalysts too.** OER precatalysts
are materials that do not have any oxide/hydroxide anion in
their pristine form but form one upon exposure to anodic
overpotential in an alkaline medium during the OER.** These
metal based electrocatalysts are mainly classified into four
categories such as oxides/hydroxides,*****¢ layered double
hydroxides (LDHs),"**” chalcogenides® and pnictides."*

Among these, oxides and hydroxides are the easiest ones to
prepare as they often require just a colloidal base induced
precipitation and a simple heating in the range of 150 to 250 °C.
However, they do not possess any appreciable HER activity in
both acid and alkali despite having an excellent OER activity in
alkali. Pnictides on the other hand are the hardest ones to
prepare which almost always require high temperature and
pressure conditions with an inert atmosphere.*® These diffi-
culties associated with the synthesis of pnictides drag them
down to chalcogenides though they have better HER activity.
Hence, it is promising that chalcogenides could be superior in
terms of ease of preparation. The key advantages and disad-
vantages of preparing oxides/hydroxides, chalcogenides and
pnictides are shown in Table 1.*%'>** There are a couple of
potential reviews on the chalcogenides of various metals.>*
However, the recent evolution of Ni chalcogenides for HER
electrocatalysis is not summarized anywhere in the literature.
Hence, this review is dedicated exclusively to narrate the recent
progress and future perspectives of Ni chalcogenide electro-
catalysts in electrochemical hydrogen evolution. All the dis-
cussed electrocatalysts were benchmarked at the end taking the
kinetic activity parameters and the overpotential at bench-
marking current density indicating the loading of the catalyst
which has direct influences on the geometrical surface area
normalized current density.

2. An overview on nickel
chalcogenides

Before proceeding to the recent developments of nickel chal-
cogenide based electrocatalysts for electrochemical hydrogen
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Table 1 Advantages and disadvantages of various methods of preparing metal oxides/hydroxides, chalcogenides and pnictides

Type of catalyst

Methods of preparation

Advantages

Disadvantages

Metal oxides/hydroxides

Metal chalcogenides

(i) Base induced precipitation and
co-precipitation

(i) Hydrothermal precipitation and
growth

(iii) Electrochemical anodization of
metal precursors and deposition

(iv) High temperature annealing in
open atmosphere

(v) Physical deposition methods
(sputtering and thermal
evaporation)

(i) Co-precipitation with desired
anions

(i) Simple and easy to carry out.
Does not require a sophisticated
experimental set up

(ii) Can tune the morphological
outcome with better crystallinity

(iii) Simple and clean

(iv) High crystallinity

(v) Thickness and crystallinity of
deposited films can be controlled

The same as that of metal oxides/
hydroxides

(i) Often results in amorphous and
poorly crystalline phases

(if) Requires autoclave vessels, an
electrically powered oven and is
potentially explosive

(iii) Requires an electrochemical
workstation and accessories. Not
suitable for bulk production

(iv) Requires a heating set up and
uses high temperature

(v) Requires sophisticated
instruments

The same as that of metal oxides/
hydroxides

(ii) Hydro/solvothermal co-
precipitation and growth

(iii) Electrodeposition

(iv) High temperature annealing
with the desired anion source in an
inert atmosphere

(v) Physical deposition methods
(sputtering and thermal
evaporation)

(i) High temperature annealing with
N, gas for metal nitrides and
phosphorous sources (in an Ar
atmosphere) for metal phosphides
(ii) Solution based (alkyl amine +
alkyl/aryl phosphate + trialkyl
phosphine) high temperature
synthesis

Metal pnictides

generation, it is essential to know the physical and chemical
properties of these materials. Nickel chalcogenides that include
sulphides, selenides and tellurides have been discussed in this
section with highlights on their key physico-chemical properties
that are useful in electrode fabrication and electrolyte selection.

2.1. Nickel sulphides®

Sulphides of nickel are some of the most studied forms of nickel
chalcogenides for electrocatalytic hydrogen generation. Their
reasonable stability (but still poor) under reductive applied
potential in both acid and alkali makes them attractive elec-
trocatalysts for the HER. In general,*>*° sulphides of nickel are
stoichiometric such as NiS. Sometimes, they do form non-
stoichiometric polymorphs including NigSg and NizS,. Apart
from these sulphides, there is another nickel sulphide (NiS,)
which contains a disulphide dianion and forms pyrite-type
crystals. The naturally occurring mineral millerite (NiS) and
the stoichiometric NiS are odourless. Interestingly, the nickel
sulphides are insoluble in water which makes them a suitable
and stable candidate for neutral, near-neutral and alkaline
water splitting electrocatalysis. However, these materials when
exposed to strong nitric acid medium dissolve in no time. This
pitfall with these electrocatalysts is overcome by maintaining

4176 | J Mater. Chem. A, 2020, 8, 4174-4192

(i) High crystallinity and control
over extent of phosphidation

(ii) Suitable for nanoparticle
preparation

Additionally, there is a possibility of
polluting the environment with the
accidental release of chalcogens.
This is highly possible in the case of
high temperature annealing in an
inert atmosphere with the desired
anion source

(i) Produced PH; is extremely
explosive even at a very low
concentration and highly toxic

(ii) Equally explosive as that of
method (i) as PH; is produced here
too

a reductive atmosphere while electrocatalyzing the HER in acid.
The most common polymorph of nickel sulphide is NiS
(millerite) which has a trigonal crystal system with the space
group R3m. Fig. 1 shows the crystal structures of NiS, NiS,, Ni;S,
and NioSg. The stability of these materials is quite high under
extremely alkaline conditions as there is a spontaneous
formation of an oxide/hydroxide layer over the surface of the
sulphides. Hence, these materials act as good HER electro-
catalysts as well as good OER precatalysts.”> The OER activity
under alkaline conditions is highly enhanced when these
sulphides are doped with ions of Fe and Co.

2.2. Nickel selenides*

Nickel selenides are the second ones of nickel chalcogenides that
are vastly studied for electrocatalytic water splitting. There are
four different types of nickel selenides which are Ni; ,Se (0 < x <
0.15), NiSe,, NizSe, and Ni,Se;.** Unlike the simple stoichio-
metric nickel sulphide, the most common nickel selenide
(Ni;_,Se (0 < x < 0.15)) is usually non-stoichiometric. All nickel
selenides in general are black in colour and do not get dissolved
in water. The insolubility of nickel selenides in water is one of the
crucial parameters that make them perfect for electrocatalytic
water splitting application like nickel sulphides. Not only water,

This journal is © The Royal Society of Chemistry 2020
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Fig. 1 Crystal structure of various polymorphs of nickel sulphides.

there is no other solvent which could dissolve nickel selenides.
However, like nickel sulphides, these selenides of nickel tend to
dissolve readily in highly oxidizing acids such as HNO;.

As far as the stability is concerned, they are perfectly stable in
neutral water and neutral water solutions of other electrolytes.
This is an advantageous factor when these materials are
deployed for electrochemical water splitting in neutral and
near-neutral media. However, the stability of nickel selenides in
acid is poor particularly under anodic conditions in which these
materials get dissolved in no time within the electrolyte solu-
tion. In contrast, they are quite stable under cathodic condi-
tions. In terms of this property, nickel selenides resemble nickel
sulphides. Under alkaline conditions, these materials also form
surface layers of oxides/hydroxides of nickel which makes them
a better catalyst for the OER. In general, all nickel selenides are
semiconducting in nature. Hence, their electrocatalytic activity
is greatly influenced by the support materials used as substrate
electrodes. Similarly, the electrocatalytic activities of nickel
selenides are highly sensitive to the local surface electronic
structure. By tuning this via doping with other metal ions and
anions, their activity can be regulated in a way one wants it to be
in electrocatalytic water splitting. Fig. 2 shows the crystal
structures of NiSe, NiSe, (pyrite type), NizSe, and NizSe,. All

This journal is © The Royal Society of Chemistry 2020
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these polymorphs have been studied with different morphol-
ogies and with varying substrate materials which are discussed
in the upcoming sections of this review. Depending on the
medium of electrocatalysis and the nature of the substrate
electrode, the same polymorph was found to show different
electrocatalytic activity trends towards the HER.

Ni;Se,

Ni35€4

Fig. 2 Crystal structures of different polymorphs of nickel selenides.
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2.3. Nickel tellurides®

The tellurides of nickel are not the thoroughly studied ones in
electrocatalytic water splitting when compared to the sulphides
and selenides. Unlike the sulphides and selenides of nickel,
nickel tellurides have the advantage of possessing a relatively
more metallic anion in their crystal structure which provides
additional electronic conductivity to the bulk material. Nickel
tellurides have been reported to exist in three different stoi-
chiometric forms such as NiTe, NiTe, and Ni;Te,. All of them
are non-stoichiometric in nature.*

Also, they are equally conductive and provide an excellent
catalytic surface for HER electrocatalysis. Other properties of
nickel tellurides are common to the sulphides and the sele-
nides. The stability of nickel telluride electrocatalysts in the
HER is better than that of both nickel sulphides and nickel
selenides. This can be attributed to the improved reluctance
towards surface reconstruction when exposed to acidic and
alkaline environments under reductive conditions. However,
the activity is relatively poor which is attributed to the decreased
electronegativity of the telluride anion which poorly attracts
protons when compared to sulphides and selenides. On the
other hand, the same reluctance towards surface reconstruction
of nickel tellurides is one of the reasons for their relatively poor
OER performance as precatalysts under alkaline conditions.
Fig. 3 shows the crystal structures of NiTe, and NisTe,.

Major differences in the structural and electronic features of
sulphides, selenides, and tellurides of nickel lie in Ni-X (X = S,
Se, and Te) bond length, band gap and energetics of X-H (X=S,
Se, and Te) bonds* which have significant roles in their HER
activity trend. Specifically, the average range of the Ni-S bond
length is from 2.02 to 2.13 A while the same for Ni-Se and Ni-Te
bonds are 2.338 to 2.442 A and 2.492 to 2.667 A, respectively.
This is in accordance with the periodic property expected from
the position of S, Se, and Te in group VI. This difference in bond
length is crucial in determining the HER activity as these anions
usually begin H, evolution by trapping H'. Similarly, the band
gap of these semi-conducting chalcogenides also plays impor-
tant roles in the HER. Nickel sulphides and selenides have band
gaps in the range of 1.92-2.41 eV and 1.95-2.05 eV, respectively.
Interestingly, Ni-Te is a zero band gap semiconductor which is
mainly due to the Te being more metallic in character rather
than a metalloid. However, Ni-Te possesses similar physical
and chemical properties to other semiconducting nickel chal-
cogenides. These observations clearly imply that Ni-Te has HER

NiTe,

Ni;Te,

Fig. 3 Crystal structures of two important polymorphs of nickel
telluride.
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favouring zero band gap. Nevertheless, it must be concluded
here that the zero band gap nature of Ni-Te makes it better in
the HER. In fact, it is the energetics of X-H (X= S, Se, and Te)
bonds that tend to control the HER activity more than the Ni-X
(X =S, Se, and Te) bond length and band gap. The energies of S-
H, Se-H, and Te-H bonds are 363, 273, and 238 kJ mol ™},
respectively. For a better HER performance, the energy of X-H
(X =S, Se, and Te) bonds must neither be too strong (as this
would poison the catalyst surface after forming the X-H bond)
nor too weak (as this would make initial adsorption of protons
harder). In that viewpoint, the Se-H bond has the optimum
energy.

Though the sulphides, selenides and tellurides of nickel are
frequently studied for electrocatalytic water splitting, there are
only a few reports that intended to explain the role of electro-
negativity of these anions in HER electrocatalysis and their
influence in activating the OER electrocatalysis as a synergistic
support. The upcoming sections of this review are dedicated to
discussing the developments in utilizing these nickel chalco-
genides in electrocatalytic hydrogen evolution of water splitting.

3. What to anticipate while screening
electrocatalysts

Prior to discussing the chronological developments of nickel
chalcogenide electrocatalysts in hydrogen evolution, it would be
highly useful if the screening parameters and the highlights on
what should one anticipate while screening OER and HER
electrocatalysts are briefed. There are many research studies,
reviews and perspectives on the best practices of screening
electrocatalysts for electrochemical water splitting.*>*'~** Hence,
this section is limited to just highlighting what one should
anticipate from the electrocatalyst that is under screening. This
will also enable the reader to understand the forthcoming
discussion of this review.

3.1. Low overpotential

Overpotential is nothing but the additional potential an elec-
trode (catalyst modified) requires to perform an electrochemical
charge transfer reaction of interest from its standard redox
potential. In electrochemical water splitting, anodic and
cathodic charge transfer reactions are the OER and HER,
respectively, which are theorized to occur at 1.229 and 0.0 V vs.
the reversible hydrogen electrode (RHE). However, due to
various kinetics and thermodynamics reasons, these reactions
always occur at potentials that are far from their equilibrium
potential. Hence, it is always better to have the lowest possible
overpotential for any given electrocatalyst. One should also be
vigilant in perceiving the overpotential data in the literature as
different normalization methods will result in different values.
Because, for the same electrocatalyst, the geometrical surface
area, electrochemical surface area (ECSA) and specific surface
area may differ drastically. As a consequence of which the
calculated overpotential would also vary. Apart from this, it is
also common to come across a few catalysts for which the mass
activity is preferred for calculating the overpotential. There are

This journal is © The Royal Society of Chemistry 2020
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a few potential reviews and perspectives which elaborate the
difference among these normalization techniques that would
give a deep understanding of calculating overpotential from
current densities that are normalized by different
methods."*** In general, the performance of an electrode is
primarily assessed by calculating its overpotential at 10 mA
cm 2. Nonetheless, this overpotential at 10 mA cm™> will vary
with varying catalyst loading, normalization method and
percentage of iR drop compensation.*” The effect of different
percentages of iR drop compensation on the overpotential was
exclusively discussed in our earlier perspective.*

3.2. Low Tafel slope and high exchange current density

Tafel analysis is an important one in any electrocatalytic study
which sheds light on the mechanism of the rate determining
step (RDS) of the HER.**** With this analysis, one would get two
important activity markers of an electrocatalyst, which are Tafel
slope and exchange current density. Eqn (1) is the famous Tafel
equation which is just a simplified form of Butler-Volmer
equation at the high overpotential region where the current-
potential relationship is no longer linear.

n = A x log(jljo) (5)

In the above equation, n represents the overpotential, j
represents the current density, j, represents the exchange
current density and A represents the Tafel slope. The Tafel slope
can further be expanded as given in eqn (2).

A = 2303 RT/anF (6)

In this equation, R represents the gas constant, 7 represents
the absolute temperature in K, « represents the charge transfer
coefficient, n represents the number of electrons transferred in
the rate-determining step and F represents the Faraday constant
(96 485 C mol ™). It has already been stated that the best cata-
lyst should always possess a lower overpotential. According to
eqn (5) and (6), the electrocatalyst under study must have
a lower Tafel slope and high charge transfer coefficient to have
a lower overpotential and the kinetics information that we get
here is solely of the RDS and not of the whole HER. Similarly,
exchange current density (j,) is the second activity marker that
one could obtain from Tafel analysis. It is defined as the rate of
oxidation and reduction reactions of the electroactive species
under study at zero overpotential (i.e., at equilibrium potential).
Hence, it is always advantageous to have an electrocatalyst
which performs the desired electrochemical reaction at equi-
librium potential to have a lower overpotential. Methods of
obtaining Tafel plots and ways of interpreting activity markers
from Tafel plots were elaborated in our earlier perspective.*!

3.3. High faradaic efficiency

Electrochemical water splitting, in particular the OER, can be
accompanied by various other reactions such as superoxide
formation, hydrogen peroxide formation and ozone formation
at high overpotential regions. In addition to this, there is always
oxidation and reduction of catalytic species when a catalyst

This journal is © The Royal Society of Chemistry 2020
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performs the OER. All these factors together result in a high
probability of wasting the applied energy. Hence, to ensure that
the catalyst under study is selective to the desired water splitting
reaction, faradaic efficiency (FE) measurements are generally
made. Ways of obtaining FE can be found in many earlier
reviews and perspectives.'>*" As FE reflects the selectivity of an
electrocatalyst, it must be as high as 100% for both the HER and
OER. Unfortunately, the OER is not always very selective and
does not have 100% FE in most of the cases. However, there are
some exceptions.

3.4. Good stability

Apart from activity and selectivity, stability of an electrocatalyst
is an essential criterion that promotes its use in commercial
water electrolysers. An electrocatalyst of poor stability despite
having high activity and selectivity is not considered as a good
one. Hence, an electrocatalyst must possess good stability along
with activity and selectivity. In electrochemical water splitting,
stability is tested by rapid CV cycling for several hundreds to
a few thousand cycles. A higher number of CV cycles is usually
reported for the HER which is the relatively facile half-cell
reaction of electrochemical water splitting. At the end of this
cycling study, the change in overpotential at a fixed current
density is measured and reported as the marker of stability of
the catalyst under study. An increase by ~30 mV in over-
potential is generally accepted for a good catalyst. Similarly, the
endurance under static (potential/galvanic) mode is also tested
for several hours to a few days. At the end of this endurance test,
the percentage degradation in activity is reported as the stability
marker of the catalyst. Any electrocatalyst that shows activity
degradation no more than 5% is generally accepted as a good
one. Scheme 1 depicts the overall desired characteristics dis-
cussed above for a given electrocatalyst. Other than the above
listed characteristics, a given electrocatalyst must also possess
a large ECSA to accommodate as many electroactive species as
possible (i.e., water in this case) at the electrochemical interface

Low Tafel
Slope

: High
High : Exchange
Faradaic Current
Efficiency

Density

Scheme 1 Desired characteristics of a good HER electrocatalyst.
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and low charge transfer resistance under catalytic turnover
conditions. These two factors are behind observing a lower
overpotential, lower Tafel slope and high exchange current
density.

4. Nickel chalcogenides in
electrocatalytic water splitting

From the origin of electrocatalytic water splitting for hydrogen
production with non-precious electrocatalysts, nickel based
electrocatalysts are being intensively investigated. In this
section of the review, the developments in using nickel chal-
cogenides are discussed in the order of sulphides, selenides and
tellurides. Meanwhile, the challenges and opportunities for
furthering this field with these electrocatalysts are also simul-
taneously elaborated.

4.1. Early studies

Electrochemical hydrogen evolution with nickel sulphides was
known even in the 70s and 80s of the 20™ century. Vandenborre
et al.*® were the first ones to show the transient behaviour of
a NiS cathode in an alkaline medium (1 N NaOH). Such a tran-
sient behaviour of the electrodeposited NiS cathode was
attributed to the oxidation of strongly bonded and weakly
adsorbed hydrogen at the surface during anodic scan of
potential. Later, Han et al.*’” deposited NiS electrochemically
with a modified procedure in which they used thiourea as the
source of sulphur. This method led them to fabricate an
amorphous NiS film which showed lower activation energy for
the HER than many other cathodes studied along. The same
group of researchers extended this study soon after their first
study by incorporating Co into the NiS cathode.*® This time, the
amorphous Ni-S-Co alloy obtained through a similar electro-
deposition method with added CoCl, showed better HER
activity in alkali. These are the few significant studies which
employed NiS as a catalytic cathode for the HER in alkali in
earlier days. In those periods, other chalcogenides such as
selenides and tellurides were yet to be examined for electro-
catalytic water splitting studies.

4.2. Sulphides of nickel in electrochemical hydrogen
evolution

As indicated earlier nickel sulphides are some of the extensively
studied HER electrocatalysts in the literature. Though a variety
of nickel sulphides were known to catalyse the HER decades
earlier, significant improvement in their activity was brought
about in recent years only. A notable study of fabricating NiS,
thin films through a gas phase deposition of a Ni precursor
using  bis(N,N'-di-tert-butylacetamidinato)nickel(u)(Ni(amd),)
vapor and hydrogen sulphide was shown by Cimen et al.** When
the fabricated (optimized) thin film of NiS, was screened for the
HER in acid and PBS, it demanded 440 and 576 mV, respec-
tively, to deliver the benchmarking current density of 10 mA
cm 2. These overpotential values were still higher than the ones
reported earlier which could be attributed to the lower catalyst
loading achieved with this fabrication method. Around the
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same time, Lin et al.*® proposed an intriguing way of increasing
the number of electrochemically accessible sites in Ni;S, by
making a composite with multi-walled carbon nanotubes
(MWCNTS). This particular electrode (Ni3S,/CNT) was found to
have just one-third of the activation energy required by the
pristine NizS, which implied that there was a synergism
between Ni;S, and CNTs for the HER in an alkaline medium.
Then arrived the revolutionary 3D electrodes of nickel sulphides
on Ni foam and carbon cloth (CC) electrodes. These 3D elec-
trodes had both highly active surface area and capability to get
loaded with greater quantities of catalysts. Such advantageous
features of these 3D electrodes brought down the overpotential
values lower than never before. Significant studies that utilized
these 3D substrate electrodes are as follows. Zhu et al.®* sul-
phurized the Ni foam electrode directly by taking the S powder
at high temperature in an inert atmosphere which resulted in
the formation of NiS microspheres with high loading. As
a consequence of this high catalyst loading, this catalytic HER
electrode demanded a relatively lower overpotential of 158 mV
for delivering 20 mA cm ™ in 0.1 M KOH. In a closely resembling
study, Ouyang et al.>> made a Ni;S,/Ni foam electrode by a two-
step process in which the acid treated Ni foam was thermally
oxidized at the surface by annealing first. Then, the same was
hydrothermally treated with thiourea to form Ni;S, via an anion
exchange reaction. However, the required HER overpotential at
10 mA cm~? was higher (200 mV) than that of the NiS micro-
spheres on Ni foam reported by Zhu et al*' This difference
could either be due to the stoichiometric difference (i.e., Ni: S
ratio) or loading differences. Tang et al.>®* came up with another
polymorph of nickel sulphide, the pyrite type NiS,. This pyrite-
type NiS, was grown as nanoarrays on a CC electrode following
a two-step process in which Ni(OH), nanoarrays were first
hydrothermally fabricated on the CC which was then subjected
to sulphurization with sulphur. This electrode also showed
good HER electrocatalytic activity demanding 243 mV at 10 mA
cm 2. This overpotential value is higher than that of both NiS/
Ni foam reported by Zhu et al.** and Ni;S,/Ni foam reported by
Ouyang et al.>> The difference in activity with this electrode
could be attributed to the same factors discussed above. In
addition, the relatively lower degree of 3D structure with the CC
could also be a reason for not observing closer overpotentials
which might have not let it accommodate as much nickel
sulphide as Ni foam did. Apart from these studies, Qin et al.**
studied the HER electrocatalytic activity of NiS/NizS, by
changing the NiS : Ni3S, molar ratio. This study revealed that
the best composition for observing better HER activity was 1 : 1.
The above discussed studies were mainly focused on the opti-
mization of parameters to achieve the best HER activity with
a single polymorph of nickel sulphide. No attempt was made to
reveal the effect of stoichiometric differences of nickel
sulphides on the HER activity until the study of Jiang et al.>* In
this case study, they prepared a series of nickel sulphide
nanoparticles (NPs) with varying stoichiometries such as NiS,
NiS, and Ni;S,. The order of HER activity of these stoichio-
metrically different nickel sulphide NPs was found to be Ni;S, >
NiS, > NiS. The superior activity of Ni;S, was attributed to the
high ECSA and electrical conductivity of the same. The results of
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this study are contradicting with the results of the earlier
studies discussed above. This contradiction might be a conse-
quence of the different morphologies, loadings, electro-
chemical conditions and substrate electrodes used in those
studies. This led us to conclude here that as far as monometallic
nickel sulphides for the HER are concerned, their activity trend
is still elusive and systematic studies are yet to be conducted.

Apart from being reported as efficient monometallic HER
electrocatalysts, nickel sulphides were often combined with
other metals such as Mo, Co, Fe, V, Cu, W and even Pt to boost
their HER electrocatalytic activity. In some cases, Ni was used to
boost the HER electrocatalytic activity of other known catalysts
such as MoS,, CoS, and WS,. Some of such important studies
and their significant results are discussed below. MoS, are well-
known for their HER electrocatalytic properties in both acid and
alkali.*»***® Their activity was further advanced by incorpo-
rating Ni into their lattices.

First such example was shown by Yu et al.*® who prepared Ni-
Co-MoS, nanoboxes via a two-step process in which first the
nanoboxes of the Ni-Co Prussian blue analogue (PBA) were
precipitated and treated solvothermally with ammonium thio-
molybdate at high temperature to form Ni-Co-MoS, hollow
nanoboxes. This catalyst when screened for the HER in
comparison with MoS, delivered better activity by requiring
30 mV less than that of MoS, to drive 10 mA cm™2 in 0.5 M
H,SO,. Such an enhanced activity of Ni-Co-MoS, hollow
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nanoboxes was attributed to high ECSA, better charge transfer
and improved kinetics. Another instance where such enhanced
activity of MoS, in the HER observed was with the MoS,-
|NiS|MoO;/Ti foil. Wang et al.*®® prepared this electrode through
a two-step process in which a NiMoO, array was made first by
hydrothermal treatment of polished Ti foil with Ni and Mo
precursors at high temperature. This NiMoO, array was then
sulphurized with sublimed S powder at 500 °C. This catalytic
electrode has shown an all-time record in HER overpotential
requiring just 90 mV to reach 10 mA cm > that too under
alkaline conditions (Fig. 4a-d). Another metal sulphide that
benefited from the inclusion of Ni is CoS,. It was Sivanantham
et al.** who first fabricated a Ni-Co carbonate precursor on a Ni
foam electrode using urea under hydrothermal conditions fol-
lowed by sulphurization of the same using Na,S solution under
hydrothermal conditions at a relatively higher temperature.
This catalytic electrode has shown better HER activity than
NiCo,S,, NiC0,0,, Ni3S, and Ni foam under identical experi-
mental conditions requiring low overpotential. In another
attempt to prepare such a Ni and Co containing sulphide HER
electrode using Ni foam, Ma et al.®* electrodeposited Co onto
the surface of Ni foam from a solution mixture of cobaltous
chloride, cobaltous sulphide and boric acid which was then
treated with thiourea hydrothermally resulting in the formation
of a NiS-CoS/Ni foam catalytic electrode. This 3D electrode
needed just 90 and 105 mV for delivering 10 mA ¢cm > in acid
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and alkali, respectively. Liu et al.®* later came up with a hetero-
structured NiCo,S,@NiFe LDH/Ni foam electrode which was
fabricated by a multi-step hydrothermal process. This hetero-
structured electrode showed appreciable HER electrocatalytic
activity demanding 200 mV at 10 mA cm™ 2. Apart from Co and
Mo, Fe was used to make a binary iron-nickel-sulphide (INS) for
HER application through topotactic conversion of Fe-Ni LDH by
Long et al.** This catalyst showed better activity than pristine -
NiS in 0.5 M H,SO, requiring 105 mV at 10 mA cm 2.

This enhancement was attributed to the higher relative ECSA
determined from the double layer capacitance of B-INS (Fig. 5a-
d). Recently, Feng et al.*® in their study found that when Ni;S,
sheets were decorated with Cu nanodots, they tend to double
their HER activity. Such a Cu nanodot decorated Ni3S, electrode
necessitated 128 mV to reach 10 mA cm™ > while having a rela-
tively smaller Tafel slope of 76.2 mV dec ™' in 1 M KOH. Around
the same time, Qu et al.*® reported the HER enhancing effect of
a V-dopant when it is doped with Ni;S,. This catalyst was
fabricated on a Ni foam 3D electrode following a simple single-
step hydrothermal treatment of sodium orthovanadate, thio-
acetamide and pre-treated Ni foam pieces at high temperature.

This catalytic HER electrode broke the earlier record of
90 mV at 10 mA cm™ > necessitated by MoS,|NiS|MoO3/Ti foil®
by requiring just 68 mV for achieving the same current density
under identical alkaline conditions. Wang et al.*” reported
a systematic study of converting a compositionally segregated
Pt-Ni nanowire electrode into a Pt-Ni/NiS heterostructured
electrode for HER application in alkali. In this study, the Pt : Ni
ratio was systematically varied and the effect of forming a het-
erostructure with NiS through a gas phase sulphurization in the
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HER was studied. Among the studied compositions, the best
HER activity was observed with a Pt;Ni, NW-NiS hetero-
structured catalyst (Fig. 6a and b). Key activity markers such as
overpotential at 10 mA em 2, Tafel slope and loading of the
above discussed reports are summarized in Table 2. The results
of the above discussed studies have shown us that the field of
utilizing nickel sulphides as HER electrocatalysts has signifi-
cantly grown in recent years during which much notable
advancements such as the use of 3D and flexible electrodes for
the in situ fabrication of nickel sulphides and alloying/doping
with another metal were made.

These advancements have certainly improved the electro-
catalytic performance of nickel sulphides in the HER under
both acidic and alkaline conditions. However, the major issue,
that is, poor electrochemical stability upon prolonged use has
not been addressed yet. Similarly, though the above discussed
advancements resulted in improvement of the performance, the
HER activity of these advanced catalysts is not still comparable
to that of pnictides and noble metals. Hence, the opportunities
available for furthering this field are as follows: (i) exchanging
anions with high corrosion stability, (ii) incorporating other
d and p block elements, (iii) improving the bulk conductivity of
semiconducting nickel sulphides, and (iii) creating defect sites
for enhanced HER activity. Stating these ways, we hope that
further advancements are not so far in future.

4.3. Selenides of nickel in electrochemical hydrogen
evolution

Nickel selenides are another class of nickel chalcogenide based
HER electrocatalysts that have been extensively investigated in
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Adapted from ref. 67.

recent years. As described earlier, almost all nickel selenides are
non-stoichiometric in nature and always form a defect rich
structure in both bulk and nano dimensions.** In addition, they
also have better bulk electrical conductivity than nickel
sulphides as a result of having a relatively more metallic anion
(selenide). Both these advantages together fetch better HER
electrocatalytic activity for nickel selenides.

Like nickel sulphides, nickel selenides have been studied in
mono-metallic form, with other metal dopants and synergisti-
cally HER enhancing support materials, which often served as
substrate electrodes in most of the studies. In the impending
discussion, mono-metallic nickel selenides are discussed prior
to bi- and multi-metallic versions of the same. In the mono-
metallic version of nickel selenides, NiSe/Ni, g5Se is the most
studied polymorph for HER electrocatalysis. Gao et al.®® first
showed the HER electrocatalytic activity of urchin-like NiSe

nanofiber assemblies in 0.5 M sulphuric acid with a lower Tafel
slope of 64 mV dec™'. This catalyst's performance was compa-
rable to that of the then highly active non-precious metal
chalcogenide MoS,. Later, Tang et al.®® grew NiSe nanowires on
a Ni foam substrate electrode through hydrothermal treatment
of Ni foam and NaHSe obtained by dissolving Se in NaBH,. This
catalytic electrode required an overpotential of 96 mV to reach
10 mA cm™ 2 while showing better stability in both cycling and
chronoamperometry analysis (Fig. 7a-d). However, the same
electrode has shown poor kinetics demanding a relatively
higher Tafel slope of 120 mV dec™" which is attributed to the
highly proton deficient alkaline environment (1 M KOH). Soon
after this, Wang et al.”® proposed a way of electrodepositing NiSe
on the composite film of reduced graphene oxide-polyimide/
CNTs. Though this electrodeposited NiSe exhibited promising
kinetics having a lower Tafel slope (61 mV dec '), it required

Table 2 Key activity markers of nickel sulphide HER electrocatalysts reported so far

Loading/mg Tafel slope/mV
Catalyst Medium cm 2 Overpotential®/mA dec™* Reference
a-Fe-Ni-S 0.5 M H,S0, NA 105 40 Long et al.®*
Ni-Co-MoS, nanoboxes 0.5 M H,SO, NA 185 51 Yu et al.”®
NiS, film 0.5 M H,S0, 0.004 440 62 Cimen et al.*®
Ni/Co-S 0.5 M H,S0, NA 85 61 Ma et al.®®
MoS,|NiS\MoO; 1 M KOH 2 91 54.5 Wwang et al.*®
Cu nanodots@Ni;S, 1 M KOH 0.52 128 76.2 Feng et al.®®
V-doped Ni;S, 1 M KOH NA 68 112 Qu et al.®®
Ni;S, nanorods 1 M KOH NA 200 107 Ouyang et al.>
Niz;S,@CNT 1 M KOH 0.6 340 102 Lin et al.>®
NiC0,S,@Ni foam 1 M KOH NA 210 58.9 Sivanantham et al.°*
NiCo,S,@NiFe LDH 1 M KOH NA 200 101.1 Liu et al.®®
NiS@Ni foam 1 M KOH 158 @ 20 mA cm ™2 83 Zhu et al.”*
NiS 1 M KOH 0.283 474 124 Jiang et al.>®
NiS, 1 M KOH 0.283 454 128 Jiang et al.>’
Ni;S, 1 M KOH 0.283 335 97 Jiang et al.®
NiS,@CC 1 M KOH 4.1 149 69 Tang et al.”®
Ni/Co-S 1 M KOH NA 102 92 Ma et al.®®
NiS, film PBS 0.004 576 123 Cimen et al.*®

@ Overpotentials are calculated at 10 mA cm ™2 unless otherwise mentioned. NA represents that the respective information was not available in the

cited report.
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Reproduced with permission from ref. 69 (Copyright 2105 Wiley
Publications).

a relatively higher overpotential (270 mV) due to lower catalyst
loading compared to that of NiSe/NF reported by Tang et al.®®
earlier. This implies that for achieving better kinetics while
securing high activity, both catalyst loading and film thickness
should be optimized. An interesting comparison of the HER
activities of nanocrystalline Niy gsSe prepared by the dimethyl
formamide (DMF)-solvothermal method and the hydrothermal
method was made by Yu et al.”* In this study, it was shown that
the one prepared by the DMF-solvothermal method performed
better than the other one, showing better kinetics in terms of
a typical Tafel slope of 49.3 mV dec . However, this study did
not disclose why such a difference is observed in the HER
activities of these catalysts prepared in two different ways.
Very recently, Wu et al.”” reported a facile way of fabricating
ultrathin 2D layered NiSe nanosheets on Ni foam through a two-
step process. In this study, the substrate Ni foam was acid-
etched to facilitate the hydrolysis of nickel as Ni** and re-
deposition of the same as Ni(OH), on its surface first. Then,
this was selenized topotactically without destructing the
microstructural properties. Because of such non-destructive
selenization, the resultant catalytic electrode retained high
ECSA which consequently led to high activity. In particular,
when this catalytic electrode was screened for the HER in 1 M
NaOH, it required 170 mV to achieve 10 mA cm™>. Around the
same time, Bhat and Nagaraja’™ compared the HER activity of
NiSe,/Ni foam prepared by a two-step hydrothermal and anion
exchange process and NiSe/Ni foam prepared by direct hydro-
thermal treatment of the same with Se. Activity markers of this
study showed that the NiSe,/Ni foam performed better in HER
electrocatalysis under identical electrochemical conditions.
However, these results cannot be taken directly for comparing
the HER activity of NiSe and NiSe, as there are chances for huge
variation in the loaded mass of the catalyst due to the difference
in total reaction times. Following this study, the effect of a NiSe—
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Nij gsSe heterostructure on the HER electrocatalytic activity was
recently shown by Chen et al”™ For making such hetero-
structures, NiO nanostructures were first grown on carbon
paper which was then selenized through the standard hydro-
thermal treatment using NaHSe solution (Fig. 8a—f). The thus
fabricated heterostructure delivered better HER activity in alkali
than others as shown in Fig. 8e while having a lower Tafel slope
of 74 mV dec™ . The reason behind such an ac