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The rapid advancement of electrochemical processes in industrial applications has increased the demand

for high-performance electrode materials. High-entropy alloys (HEAs), a class of multicomponent alloys

with unique properties, have emerged as potential electrode materials owing to their enhanced catalytic

activity, superior stability, and tunable electronic structures. This review explores contemporary

developments in HEA-based electrode materials for industrial applications and identifies their advantages

and challenges as compared to conventional commercial electrode materials in industrial aspects. The

importance of tuning the composition, crystal structure, different phase formations, thermodynamic and

kinetic parameters, and surface morphology of HEAs and their derivatives to achieve the predicted

electrochemical performance is emphasized in this review. Synthetic procedures for producing potential

HEA electrode materials are outlined, and theoretical discussions provide a roadmap for recognizing the

ideal electrode materials for specific electrochemical processes in an industrial setting. A comprehensive

discussion and analysis of various electrochemical processes (HER, OER, ORR, CO2RR, MOR, AOR, and

NRR) and electrochemical applications (batteries, supercapacitors, etc.) is included to appraise the

potential ability of HEAs as an electrode material in the near future. Overall, the design and development

of HEAs offer a promising pathway for advancing industrial electrode materials with improved

performance, selectivity, and stability, potentially paving the way for the next generation of

electrochemical technology.
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Introduction

The development of industrial electrode materials to meet the
requirements of modern civilization, which is dependent on the
industry, is a pressing issue, and research in this eld has been
rapidly escalating in recent years.1 With the continuous devel-
opment of industrial methods, electrochemical technology was
inevitably applied to various industrial processes more than
a century ago.2,3 More recently, industrial revolutions such as
the development of the hydrogen energy sector, battery
industry, and fuel cell technology have relied heavily on elec-
trochemical processes. The extensive application of electro-
chemical processes is considered to be the most convenient way
to achieve industrial achievements and benets for the human
society.4 The advancement of electrochemical processes and
their associated electrode materials is essential for realizing
state-of-the-art benets, particularly in industrial applications
where the selection of electrode materials signicantly impacts
performance outcomes.5–9 The design and development of
electrocatalysts (electrodes for technical applications) are
founded on innovative concepts such as controlled surface
roughness, topographic proles of atoms, catalytically dened
active sites, modied electronic structures, atomic rearrange-
ments, and phase transitions during electrochemical reaction
processes.4,6–8

The advancement of novel electrode materials for industrial
applications is a dynamic eld of research; consequently,
scientists are continuously striving to create electrode materials
with higher efficiency, selectivity, stability, and cost effective-
ness to meet the demands of industrial processes.10 Electro-
chemical research is immensely signicant for transforming
electrochemical technology into practical applications and
driving transformative advancements across various industries.
Electrocatalysts and electrode materials serve as signicant
components of industrial applications, encompassing energy
Takeshi Fujita
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storage, energy conversion, chemical synthesis, sensors, corro-
sion protection, electroplating, water treatment and numerous
other areas.10,11 The selection of electrode materials for
a particular application is guided by a combination of factors,
including the required conductivity, desired electrochemical
properties, and economic considerations. Consequently, as the
demand for electrochemical technology surges owing to the
rapid industrialization of electrochemical processes, the
demand for prospective electrode materials is also anticipated
to rise (Fig. 1a).12–19 The selection of appropriate electrode
materials is a crucial aspect of electrochemical processes,
guided by the mechanistic pathways of electrochemical
conversion and following the principles of modern
electrocatalysis.14–18 Precious metals, especially Pt, Ru, Ir, and
Au, are frequently employed in electrochemical processes
because of their favorable electronic structure, abundance of
active sites, high conductivity, selective catalytic activity, and
exceptional durability under the respective electrochemical
conditions.20 However, these properties may vary depending on
the specic application within the respective electrochemical
process. Despite their advantages, noble metals also exhibit
certain limitations in both industrial and lab-scale
applications.21–23 Their relative scarcity and expense hinder
their widespread adoption in large-scale applications. More-
over, they may poison certain contaminants that appear during
the electrochemical process. Researchers are actively exploring
alternative catalyst materials and designing strategies to reduce
the reliance on noble metals while maintaining or improving
catalytic performance.22–24

Over the past few decades, researchers have endeavored to
reduce the price-to-performance ratio of electrocatalysts to
enhance their commercial viability and applicability in various
industrial processes. This goal can be achieved through two
primary approaches: (a) minimizing the utilization of noble
metals in the catalyst formulation and (b) developing noble-
metal-free electrocatalysts. Noble-metal electrocatalysts oen
exhibit operational instability under harsh working conditions,
resulting in susceptibility to dissolution, agglomeration, and
poisoning effects.10,16,20 To date, only a limited number of elec-
trocatalysts have been proposed that meet the stringent
requirements for industrial applications. Many traditional
electrode materials struggle with stability and cost, demanding
the exploration of alternatives. Alloy-based materials offer
a promising solution, providing a cost-effective and oen more
stable alternative to expensive noble metal-based electrodes for
various electrochemical processes like the OER, HER, and ORR.
Recent research efforts have focused on exploring cost-effective
alloy-based electrode materials to address the diverse design
requirements of various electrochemical processes, considering
the limited selection of available metals.24 Conventional alloys
typically consist of one or two elements, and they oen fail in
obtaining the specic properties required for an effective elec-
trocatalyst.25 With advancements in alloy preparation tech-
niques, a variety of alloy materials have emerged, including low-,
medium-, and high-entropy alloys (HEAs) (Fig. 1b).26–29 To date,
thousands of research papers have been published annually
Chem. Sci., 2024, 15, 8664–8722 | 8665
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Fig. 1 (a) Number of publications on high-entropy alloys (HEAs) according to the data collected from Scifinder Scholar, (b) mixing entropy of
equimolar alloys as a function of the number of the components, reproducedwith permission.27 Copyright 2021,Wiley-VCH. (c) Research articles
on HEA (inset)-based electrocatalysts. Reproduced with permission.29 Copyright 2016, Elsevier Ltd. (d) HEA electrode materials for electro-
chemical application.
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highlighting the promising potential of HEAs in various elds,
including electrochemical industrial applications (Fig. 1c).30–36

A HEA consists of at least ve or more elements with equal or
unequal proportions with atomic percentages in the range of 5–
35% of each element (Fig. 1d).30–34 Owing to their atomic
randomness and superior chemical and physical properties in
comparison with those of conventional alloys, HEAs are more
appealing for industrial applications. They exhibit several
important properties such as the high-entropy effect (HEE),
lattice distortion, slow diffusion, and the cocktail effect (CE),
which provide considerable versatility and uniqueness compared
to other developedmaterials (Fig. 2a and b).27,30,31 The selection of
elements and their relative proportions in HEAs are crucial
factors for determining their properties and performance. Owing
to their wide range of possible compositions, HEAs can be
tailored with specic properties, such as phase formation,
stability, and processing conditions.19,22,26,33 HEAs offer several
advantages compared to conventional alloys, including enhanced
operational efficiency, productivity, and sustainability.31–37 The
study of high-entropy alloys (HEAs) in materials science and
engineering is exciting due to their unique characteristics and
potential applications, driven by the fundamental principle of
maximizing congurational entropy within the alloy system to
yield desirable properties, including enhanced mechanical
properties like strength, hardness, and wear resistance crucial for
industrial electrode material design.33–36 The versatility of HEAs is
one of the key advantages for multiple electrode designs. HEAs
can be tailored to exhibit specic properties suitable for a wide
8666 | Chem. Sci., 2024, 15, 8664–8722
range of applications by carefully selecting the constituent
elements. This tunability allows for the development of HEAs
with tailored electronic and structural features, enabling their
application in various electrochemical processes through selec-
tive choice of periodic elements, structural features, and synthetic
routes. Harnessing their unique properties, HEAs show promise
for revolutionizing industrial processes by unlocking exceptional
combinations of efficiency, selectivity, stability, and cost-
effectiveness in electrochemical applications.

This review delves into the terminology, governing parame-
ters, properties, derivatives, synthesis procedures, structural
behavior, and applications of HEA-based materials in diverse
electrochemical processes. The discussion extends to theoret-
ical considerations for designing electrode materials tailored to
specic applications, providing a comprehensive overview of
the potential applications, opportunities, and limitations of
HEAs as promising industrial electrode materials.

It further elaborates on the current advancements and
potential challenges associated with HEA-based electrode
materials from an industrial perspective. The eld of HEAs has
witnessed continuous expansion, with researchers exploring
novel alloy systems, developing advanced processing tech-
niques, and investigating a broad spectrum of properties and
applications. The evolving nature of HEAs demonstrates
immense promise for further breakthroughs and discoveries in
the years to come. The exploration of HEAs remains an active
area of research, with scientists continuously pursuing the
development of new alloy systems with enhanced properties.
© 2024 The Author(s). Published by the Royal Society of Chemistry
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Fig. 2 (a) Structural and electronic modification to improve the catalytic performance of HEAs. Reproduced with permission.40 Copyright 2021,
Wiley-VCH. (b) HEAs with core effects. Reproduced with permission.5 Copyright 2016, Elsevier Ltd. (c) Topographies of different alloys and their
phase structure.
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Terminology and chronology of the
development of high-entropy alloys
(HEAs)

Conventional alloys are generally referred to as binary, tri- or
multi-component alloys depending on the number of metals
they comprise; a HEA is a new class of alloy characterized by
high constitutive entropy and, which more importantly, does
not conform to conventional alloy properties or nomenclature.
Compared to other metallic electrode materials (monoatomic
catalysts, alloys, intermetallic compounds, spinels, and perov-
skites), HEAs demonstrate superior catalytic efficiency due to
the disordered arrangement of atoms, which gives them new
catalytic properties (Fig. 2a). The term HEA has originated from
the large magnitude of mixing entropy (Smix) that is measured
during alloying or mixing in a multicomponent system with
equiatomic or near-equiatomic proportion (Fig. 2b). In 2004,
two individual scientists (J.-W. Yeh and B. Cantor) coined the
term HEA for the alloy obtained by randomly mixing elements
with high congurational entropy.27,30,31,38 In general, there are
two denitions of high entropy, one based on congurational
entropy and the other on compositional change. It was subse-
quently proposed that alloys that form solid solutions without
intermetallic phases should be considered true high-entropy
alloys, since the formation of ordered phases decreases the
entropy of the system. However, from a thermodynamic point of
view, the two are closely related, since the congurational
entropy of the HEA system varies with composition. From
a compositional point of view, a HEA is dened as a system
containing at least ve major elements, each of which is present
© 2024 The Author(s). Published by the Royal Society of Chemistry
in the alloy from 5 to 35 atomic (at.) percent (%) of the
alloy.31,38,39 However, HEAs need not be dened in such a rigid
manner as several HEA systems have been developed with one
or more elements having concentrations of <5 at%; moreover,
even the single solid solution phase concept is not compulsory
herein. This elementary denition can be expressed as follows:

nmajor $ 5, 5 at% # Ci # 35 at%, and nminor $ 0 Cj # 5,

where nmajor and nminor denote the number of primary and
secondary elements, respectively, and Ci and Cj denote the
atomic percentages of the primary and secondary elements,
respectively. An alternative denition of a HEA focuses on the
congurational entropy with a ground value of 1.5R (previously,
it was considered to be 1.6R for an equimolar alloy before
renement) in a random state irrespective of whether they are
single or multiphase at room temperature (298 K).40 Theoreti-
cally, HEAs are considered as high-entropy class for materials
with DS$ 1.5R, and alloys with 1.0R# DS# 1.5R and DS# 1.5R
are classied as medium- and low-entropy classes, respectively
(Fig. 1b).31–38 The entropy of the system increases with an
increase in the level of disorderness. According to the statistical
principle of Boltzmann thermodynamics, the entropy of
a system can be expressed as:

S = KB lnW (1)

where KB is the Boltzmann constant (1.38 × 10−23 J K−1) related
to the molar gas constant R (R= 8.314 J K−1 mol−1) andW is the
thermodynamic probability, which represents the total number
of microscopic states contained in the macroscopic state.37–42
Chem. Sci., 2024, 15, 8664–8722 | 8667
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The total mixing entropy includes congurational entropy
(DSconfmix ), vibrational entropy (DSvibmix), magnetic dipole entropy
(DSmag

mix ), and electronic randomness entropy (DSelecmix) and the
relationship is represented as

DSmix = DSconf
mix + DSvib

mix + DSmag
mix + DSelec

mix (2)

The mixing entropy is completely dependent on the cong-
urational entropy. The congurational entropy of equimolar
alloys increases with the increase in the number of elements in
the HEA. In the context of the relationship between entropy and
complexion, Boltzmann theory formulates the congurational
entropy for liquid and solid solutions of equimolar alloys using
the following equation:27,39

DSconf ¼ �R
Xn

i¼1

xilnxi

¼ �Rð1=nlnnþ 1=nlnnþ..þ 1=nlnnÞ
¼ �Rln1=n
¼ Rlnn

(3)

where R is the ideal gas constant and xi represents the molar
fraction of the ith component. For a given number of compo-
nents (n), the congurational entropy reaches the largest value
when the atomic fraction of all components is the same (i.e.,
equimolar) (Table 1).27,31,37,39 Interestingly, the Gibbs–Helmholtz
equation provides the relation between enthalpy of mixing
(DHmix), Gibbs free energy (DGmix), and entropy of mixing
(DSmix). Therefore, as the value of TDSmix increases to more than
that of DHmix, the entropy stabilization of the crystal structure is
established; therefore, the stability of the compound increases
with higher congurational entropy because of the more nega-
tive DGmix. HEAs cannot be strictly distinguished by their pha-
ses (intermetallic/multiple/single phase).39,40

In particular, HEAs with a single phase can be distinguished
as compositionally complex solid solutions (CCSSs), which are
not fully covered by the aforementioned denition of a HEA. All
HEAs are CCSSs, but not all CCSSs are HEAs, since HEAs are
a special subset of CCSSs, with the main difference being the
emphasis on having multiple main elements in approximately
equal molar or higher concentrations. In contrast, complex
concentrated alloys, multi-principal element alloys (MPEAs),
compositionally complex alloys (CCAs), and multi-element
alloys are all subsets of CCSSs and differ in elemental integ-
rity, elemental homogeneity, phase structure, lattice structure,
and solid solution behavior.40–44 The use of these terms in the
context of electrocatalysts is oen based on the assumption that
the properties of both materials coexist. As a result, a HEA can
be used as an established electrode material and its electro-
chemical performance can be considered for use as an indus-
trial electrode material. The molar concentration (equimolar/
Table 1 Ideal configurational entropies in terms of R for equiatomic allo

N 1 2 3 4 5 6

DSmix 0 0.69R 1.1R 1.39R 1.61R 1.79R

8668 | Chem. Sci., 2024, 15, 8664–8722
quasi-equimolar) and phase structure (single or multi-phase)
are two important parameters that determine the type of HEA,
and based on these parameters, HEAs can be divided into rst
and second generation HEAs.27,29,39,44 Conversely, non-
equimolar complex phase (matrix containing solid solution)
alloys have attracted potential research attention due to their
structural, compositional, and electronic diversity, which may
affect their electrochemical performance compared to conven-
tional alloys.

First-generation HEAs consist of at least ve components
with equal atomic ratios, and the phase structure is a single-
phase solid solution. Second-generation HEAs consist of at
least four main components with unequal atomic ratios and
have a two- or multiphase structure.45,46 HEAs are a developing
research area, and efforts are being focused on developing non-
equimolar multiphase solid solution alloys from equimolar
single-phase solid solution alloys in order to improve catalytic
performance. Non-equimolar multiphase solid solution alloys
are referred to as second generation HEAs and are being
analyzed to design and develop more selective materials for
electrochemical applications (Fig. 2c).45,46

Studies have identied that transition metals generally form
single face-centered cubic (FCC) arrangements in a typical solid
solution.40,43,46 The number of phases in a HEA is always less
than the maximum equilibrium number based on the Gibbs
phase rule, offering a new perspective on the strategies used for
their synthesis. Yeh et al. determined that incorporating more
elements generally increases the hardness of an alloy and
investigated the corrosion inhibition behavior of HEAs, identi-
fying that small passive metals and a lower mixing enthalpy
contribute to corrosion resistance.23,27,31,39,43

The scientic understanding of HEAs has been broadly
extended, employed, and accepted to various high-entropy
materials (HEMs). In brief, HEA systems broadly encompass
high-entropy solid solution alloys, high-entropy amorphous
alloys, and narrowly dened HEA ceramics. High-entropy
ceramics (HECs) are a specic class of ceramics that exhibit
the principles of HEAs but in a ceramic context, where ceramics
are solid solutions comprising ve or more cation and anion
sublattices with high congurational entropy.47,48 A variety of
HEMs have been synthesized, including metal–organic frame-
works (MOFs), carbonaceous materials, MXenes, oxides, chal-
cogenides, nitrides, phosphides, borides, and uorides.
However, high-entropy derivatives do not completely satisfy the
parameters of a HEA system and should be dened as
HEMs.49,50 The HEAs can be both amorphous and crystalline in
nature, similar to conventional alloys. Therefore, the common
crystal structures of HEAs and their derivatives can include
FCC, body-centered cubic (BCC), hexagonal close-packed (HCP),
ys with constituent elements23

7 8 9 10 11 12 13

1.95R 2.08R 2.2R 2.3R 2.4R 2.49R 2.57R

© 2024 The Author(s). Published by the Royal Society of Chemistry
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Fig. 3 Periodic positions of constituent elements in HEA crystal structures.
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and amorphous structures; therefore, the structural types are
also varied by altering the synthesis process and, most notably,
based on the periodic position of the elements
(Fig. 3a).27,29,39,46,51 Recently, certain mixed-phase crystal struc-
tures have been reported with BCC and FCC lattices in the
single phase.51,52 Elemental selection strategically inuences the
crystal structure, affecting multiple electrochemical processes
diversely, with recent attention drawn to high-entropy alloy
nanoparticles (HEA NPs) due to their superior activities and
stability, offering opportunities for innovations in various
aspects alongside HEAs and their derivatives, whereby HEA NPs
with tunable electronic features, optimized morphology,
surface-active sites, selective crystal structure, phase integrity,
and comparable synthesis techniques signicantly impact
catalytic objectives.33

Depending on the periodic position of the elements, HEAs
can be distinguished as noble-metal-based HEAs (NHEAs), non-
noble-metal-based HEAs (NMHEAs), and refractory HEAs
(RHEAs).39,47,49 In contrast, RHEAs are composed of refractory
metals (Mo, Ti, V, Nb, Hf, Ta, W, and Cr) exhibiting signicant
application prospects owing to their superior mechanical
properties and their potential in replacing Ni-based superalloys
as the next generation of high-temperature electrode mate-
rials.53 Phase structure modication of HEAs has evolved as an
effective approach to increase the strength of the RHEA
systems.39,40,52,54 Eutectic HEAs (EHEAs) typically have FCC and
BCC crystal lattice structures and exhibit two different proper-
ties, such as ductility and strength. Sumanta et al. reported an
equiatomic CoCuFeNiTi EHEA with BCC and FCC structures,
© 2024 The Author(s). Published by the Royal Society of Chemistry
which exhibited optimum workability at high temperature and
can be used in high temperature electrochemical applications
such as high-temperature solid oxide electrolyzer cells
(SOECs).55 However, no study reporting the application of
EHEA- and high-entropy superalloy-based electrodematerials in
the electrochemical process has been published.
Thermodynamic features and kinetic
properties and parameters of HEAs

The multi-element nature of HEAs and their derivatives results
in signicant effects compared to conventional bi- and tri-
metallic alloys, leading to superior kinetic and thermody-
namic properties in HEAs compared to other metallic materials.
The thermodynamic and kinetic parameters are directly or
indirectly interrelated and must be analyzed to understand the
overall electrochemical performance of HEAs. Four core effects
such as the (a) HEE, (b) lattice distortion effect (LDE), (c) slug-
gish diffusion effect (SDE), and (d) CE are exhibited as a result of
the thermodynamic and kinetic properties of HEA-based
materials (Fig. 2b and d).27,36,40,46 The introduction of equi-
molar, near-equimolar, or non-equimolar components
increases the coordination entropy (eqn (3) and (4)) and stabi-
lizes the single-phase structure at elevated temperatures. In
HEAs, atoms of different sizes randomly occupy lattice sites,
which causes a large lattice distortion. This distortion slows the
diffusion of atoms, causing a kinetic effect called slow diffusion.
Slow diffusion can lead to nanoprecipitation and amorphous
Chem. Sci., 2024, 15, 8664–8722 | 8669
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phase formation during HEA growth. Finally, the CE is caused
by the presence of multiple elements with different properties.
Interestingly, thermodynamic parameters such as the HEE can
affect the HEA matrix and cause other core effects which can be
distinguished based on kinetic parameters.
High-entropy effect

The stability of multi-metallic materials can be represented with
the help of the Gibbs free energy equation: DGmix = DHmix −
TDSmix, where G, H, T, and S represent the Gibbs free energy,
enthalpy, temperature, and entropy, respectively. The entropy of
metals is higher in the melted state than in the solid state, and
the difference is approximately equal to the gas constant R
according to Richard's law.56,57 Therefore, the formation of high-
entropy solid solution alloys is favored when the mixing entropy
of equimolar-ratio alloys sufficiently surpasses the mixing
enthalpy, leading to increased coordination and random
distribution of alloy atoms in lattice positions, thereby mini-
mizing atomic ordering and segregation.55–58

As congurational entropy increases in HEAs, Gibbs free
energy decreases, enhancing system stability and promoting
compatibility, favoring solid solution formation over interme-
tallic compounds, thereby improving thermodynamic
Fig. 4 (a) Schematic illustration of the rate-limiting factors in NH3 dec
Nature. (b) Schematic diagram of the variation of lattice potential energ
matrices. Reproduced with permission.65 Copyright 2013, Elsevier Ltd. (c
metallic nitrogen-doped carbon for bifunctional oxygen electrocatalysts

8670 | Chem. Sci., 2024, 15, 8664–8722
stability.29,58–60 Moreover, the increase in congurational
entropy signicantly reduces the mixing kinetic energy barrier
of constituent elements in HEAs, enabling adjustment and
optimization of electronic and crystal structures for the devel-
opment of HEA-based materials as potential
electrocatalysts.61–63 For instance, random surface mixing in
CoMoFeNiCu-HEA nanostructures, with uniform distribution
of Co and Mo sites, facilitates the dehydrogenation of NH3

molecules and desorption of N2 from the HEA surface in cata-
lytic decomposition reactions of NH3 (Fig. 4a).64
Lattice distortion effect

This effect arises from the creation of a high-entropy solid
solution involving multiple principal elements, leading to
lattice distortion due to the random and disordered orientation
of these elements within the same lattice matrix during HEA
system growth. In brief, in a solid solution lattice structure of
a multicomponent alloy, each lattice point is surrounded by
others with different atomic sizes, shapes, electronic features,
and coordination environments; this typically results in a lattice
mismatch, leading to the distortion of the lattice struc-
ture.27,39,64,65 The LDE creates strain and stress over the crystal
lattice leading to an increase in the overall free energy and
omposition. Reproduced with permission.64 Copyright 2019, Springer
y and mean difference during the migration of a Ni atom in different
) Schematic exhibition of the advantages of Fe-enriched FeNi3 inter-
. Reproduced with permission.69 Copyright 2021, Elsevier Ltd.

© 2024 The Author(s). Published by the Royal Society of Chemistry

http://creativecommons.org/licenses/by/3.0/
http://creativecommons.org/licenses/by/3.0/
https://doi.org/10.1039/d3sc06784j


Review Chemical Science

O
pe

n 
A

cc
es

s 
A

rt
ic

le
. P

ub
lis

he
d 

on
 0

8 
M

ai
us

 2
02

4.
 D

ow
nl

oa
de

d 
on

 0
8/

01
/2

02
6 

06
:3

6:
02

. 
 T

hi
s 

ar
tic

le
 is

 li
ce

ns
ed

 u
nd

er
 a

 C
re

at
iv

e 
C

om
m

on
s 

A
ttr

ib
ut

io
n 

3.
0 

U
np

or
te

d 
L

ic
en

ce
.

View Article Online
inuence over the electrical and thermal conductivities of the
system. Furthermore, the apparent lattice mismatch leading to
lattice distortion implies that HEAs exist in a thermodynami-
cally nonequilibrium state, which can reduce the energy barrier
for adsorption, activation, and conversion of molecules in
electrocatalytic reactions.63–66 Moreover, strain and stress engi-
neering serve as established methods for enhancing electro-
chemical performance by reducing activation energy
requirements for active intermediates.67,68 Consequently, HEA-
based materials can be tailored to explore strain and stress
engineering, yielding improved electrode materials for specic
electrochemical processes.27,39,40,68 The lattice distortion in an
Fe-enriched alloy promoted a higher density of active electrons
around the Fermi level, resulting in faster electronic mobility at
the electrode–electrolyte interface (Fig. 4c).69

Sluggish diffusion effect

The growth of HEAs and their derivatives is impacted by the
SDE, resulting in slower phase transformation rates compared
to that of conventional alloys, stemming from distinct neigh-
boring arrangements and bonding characteristics of constit-
uent atoms, wherein the diffusion phenomenon relies on the
energy of lattice sites for jumping atoms.29,39,68 The diffusion
rate varies with the periodic position of the elements, affecting
the jumping ability of the atoms. Notably, a higher diffusion
rate results in a higher jumping possibility and vice versa.27–29,39

The distinctive sluggish diffusion kinetics of high-entropy
alloys (HEAs), primarily attributed to the HEE, account for their
superior electrochemical properties compared to conventional
alloys, as evidenced by experimental studies demonstrating
lower diffusion coefficients and higher activation energies in
HEAs relative to those of constituent metals.68–70 The sluggish
diffusion in HEAs is explained by the fact that larger lattice
potential energy uctuations produce more signicant atomic
traps and blocks, leading to higher activation energies.71 The
slow diffusion in HEAs can increase the energy barrier for
variations in atomic diffusion, which facilitate their application
as electrocatalysts by preserving the relative stability of single-
phase structures.

Cocktail effect

The properties of HEA materials include those of all the
constituent elements rather than those of only an individual
element.40 This comprehensive performance due to the syner-
gistic effect results in unexpected properties that can optimize
the catalytic performance of HEAs by reducing reaction energy
barriers and enhancing reaction kinetics. This fascinating
property is termed as the CE and was introduced by Rangana-
than et al. in 2003.47 The composite effect is observed owing to
atomic-to micro-scale multiphase conversion of the constituent
elements. Notably, the CE involves strong interactions within
the elements due to the formation of single/multiphase solid
solutions with thermodynamically acceptable low Gibbs free
energy. The interactions of the elements in a HEA modify the
electronic and structural properties, resulting in an improved
catalytic performance.72
© 2024 The Author(s). Published by the Royal Society of Chemistry
The different elemental compositions redistribute the d-
band structure of HEAs and modied density of states (DOS)
altering the electronic structure and enhanced active surface
sites, which was reected in their alcohol oxidation effi-
ciency.73,74 Moreover, chemical interaction and charge-transfer
kinetics of HEA systems are governed by the developed CE,
which can be described by using a potential energy diagram
(Fig. 4b).65 Interestingly, a transition metal plays a vital role in
creating synergistic interaction, thereby improving the electro-
chemical performance. Therefore, the CE in HEAs demon-
strates signicant impact on the electrochemical processes,
particularly when incorporating selective transition metals with
different d-orbital electronic congurations.71 However, phys-
ical consequences of this outcome remain unclear and require
further experimental and theoretical investigation of the elec-
tronic and structural features to design a potential electrode
material.

Thermodynamic features such as mixing enthalpy, congu-
rational entropy, phase diagram representation, and solid
solution stability are crucial parameters to characterize high-
entropy alloys (HEAs), providing insights into their stability,
phase formation, and properties, facilitating tailored designs
for specic applications. Similarly, understanding the kinetic
properties of HEAs, encompassing phase transformations,
diffusion, and microstructural evolution, is essential for opti-
mizing processing conditions, predicting material behavior,
and designing HEAs with the desired microstructures and
properties. These combined thermodynamic and kinetic effects
serve as a foundation for utilizing HEAs as industrial electrode
materials, although additional factors must also be considered
in their design.
Rational design of HEAs with industrial
application prospects

To rationally design an efficient electrocatalyst, comprehensive
theoretical and experimental knowledge is required.5,32,40 In this
respect, several research studies have attempted to investigate
the effect of other parameters to dene more reliable thermo-
dynamic criteria for phase selection of multicomponent HEAs.
Most of the studies are based on statistical analyses of a large
database of synthesized HEAs with their reported phase or
phases and have focused on factors distinguishing the condi-
tions required for solid solution phase formation from that in
intermetallic compounds. Therefore, several studies have
attempted to understand the inuence of other parameters on
dening more reliable thermodynamic criteria for phase
selection in HEAs rather than in intermetallic materials. These
studies indicate the necessity for other effective deign param-
eters to achieve a stable single phase and efficient industrial
electrode materials.
Design parameters and principle

The selection of the appropriate elements in HEAs and their
compositional involvement can help tune catalytic perfor-
mance. In the case of fully stable solid solution HEAs, tuning
Chem. Sci., 2024, 15, 8664–8722 | 8671
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certain parameters can inuence the design of the HEA and its
application in certain electrochemical processes.

Enthalpy and entropy of mixing (DHmix/DSmix). The Gibbs–
Helmholtz equation of free energy denes the stability of a HEA
based on experimental values at a constant temperature. The
model proposed by Miedema can be used to determine the
DHmix of a multicomponent alloy system, as shown below:75,76

DH ¼
Xn

i¼1;isj

4DHmixCiCj ; (4)

where n denotes the number of components, Ci and Cj are the
concentrations of components i and j, respectively, and DH (Uij

= 4Hmix), a regular solution interaction parameter, is the mixing
enthalpy of the two components. Gibbs free energy describes
the conditions under which a solid solution or amorphous
phase is formed during HEA growth. Solid solutions are formed
when the mixing enthalpy is highly or moderately positively
loaded with negative Gibbs free energy values. Conversely, the
amorphous phase forms when the mixing enthalpy is fully
loaded with negative Gibbs free energy values (Fig. 5a and b).78

The specied range of DHmix for solid solution phase formation
indicates that as the absolute value of mixing enthalpy
decreases, a regular solution approaches the ideal case.77,78

Therefore, the smaller the DHmix, the more favorable the
Fig. 5 (a–d) Effect of DHmix, DSmix, d, and Dc on phase stability in HEAs. T
C represents non-equiatomic amorphous phase forming alloys; , rep
Reproduced with permission78 Copyright 2011, Elsevier Ltd.

8672 | Chem. Sci., 2024, 15, 8664–8722
formation of a single-phase solid solution. Conversely, as the
binding energies of the constituents increase, DHmix becomes
negative, and as DHmix becomes positive, the miscibility gap
becomes smaller, indicating that the constituents in solution
are randomly distributed.

Atomic size (d). The difference in atomic size between the
constituent elements can inuence the formation of single-
phase solid solutions, affecting crystal structure homogeneity,
which can have an impact on thermal and electrical conduc-
tivity. Elements with similar atomic sizes have higher proba-
bility of occupying neighboring lattice sites, whereas lattice
mismatches occur when the atomic sizes of the elements vary
signicantly.75–77 Therefore, the atomic size difference can be
used to explain the phase stability of multicomponent systems
using the following equation:75,78

d ¼
ffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiXn

i¼1

Ci

�
1� r

r

�2

s
; g ¼

Xn

i¼1

Ciri; (5)

where n denotes the number of components, Ci and ri denote
the concentration and atomic radius of the ith component,
respectively, and r is the average atomic size of the n compo-
nents in the alloy. Guo et al. proposed that a lower atomic size
difference results in the formation of a solid solution (d # 8.5),
whereas an amorphous phase is formed at a comparatively
he symbolB represents equiatomic amorphous phase forming alloys;
resents solid solution phases and O represents intermetallic phases.

© 2024 The Author(s). Published by the Royal Society of Chemistry
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Fig. 6 (a) Effect of valence electron concentration (VEC) on phase stability in HEAs. The symbol B represents equiatomic amorphous phase
forming alloys; C represents non-equiatomic amorphous phase forming alloys; , represents solid solution phases and O represents inter-
metallic phases. Reproduced with permission.78 Copyright 2011, Elsevier Ltd. (b) Relationship between parameters. Reproduced with permis-
sion.88 Copyright 2012, Elsevier Ltd. (c) Radius versus electronegativity mismatch for HEAs. Reproduced with permission.82 Copyright 2014,
Elsevier Ltd. (d) Thermodynamic phase diagram of HEAs. Reproduced with permission.89 Copyright 2015, Elsevier Ltd.
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higher atomic size difference (d $ 9) (Fig. 5c).78–80 However,
a few reports have predicted a solid solution phase with
a d value of 6.6, where the small d value favors the formation of
a disordered solid solution (DSS) (Fig. 6b).80 The choice of the
elements plays a key role in designing an electrocatalyst with
required crystal features.46 The catalytic performance can be
tuned by using lattice structure modulation, type of crystal
structure, and lattice distortion, resulting in an alteration of the
phase structure, strain generation, and active crystal plane
formation.

Electronegativity (c). Electronegativity of the constituent
elements has an impact on the phase of the designed HEAs and
their derivatives. The electronegativity difference between
a mixture of elements is determined by using the following
equation:77–80

Dc ¼
ffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiXn

i¼1

Ciðci � cÞ2
s

; c ¼
Xn

i¼1

Cici; (6)

where n denotes the number of components, Ci and ci are the
concentration and Pauling electronegativity of the ith compo-
nent, respectively, and c is the average electronegativity of the n
components in the alloy. However, Allen proposed a new de-
nition of electronegativity and the measured electronegativity
difference (Dc) is represented as follows:
© 2024 The Author(s). Published by the Royal Society of Chemistry
DcAllen ¼
ffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiXn

i¼1

Cið1� ci=caÞ2
s

; (7)

where ci is the electronegativity of the ith element and ca is the
average electronegativity of the elements in the alloy.81 Inter-
estingly, the radius versus electronegativity mismatch plot
provides information about multicomponent systems. Thus,
the difference in radius versus electronegativity suggests that
when the radius mismatch is between 1% and 6% and DcAllen is
between 3 and 6, no intermetallic compounds (including the r
phase) will be formed and only solid solutions will be formed
(Fig. 6c).82 Particularly in the region where both the electro-
negativity and the radius difference are high, the majority of the
elements combine to form intermetallic compounds.46,77 These
ndings suggest that the radius and simple parameters such as
electronegativity difference are highly indicative but not always
decisive for the design of HEA-based electrode materials
(Fig. 5d).78

Valence electron concentration. The total number of
valence electrons is determined by using the valence electron
concentration (VEC) of a multicomponent system and it is
expressed as:

VEC ¼
Xn

i¼1

CiVECi; (8)
Chem. Sci., 2024, 15, 8664–8722 | 8673
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where n denotes the number of components and Ci and VECi are
the concentration and VEC of the ith component, respectively.
Unlike c and the radius difference, the VEC parameter does not
control the stability of phase formation. According to the Hume-
Rothery rule, the VEC of an alloy affects the crystal structure of
the solid solution phase in the presence and/or absence of
atomic size effects (Fig. 6a).78,83 Systematic experimental and
theoretical studies have shown that VEC $ 8 and VEC < 6.87
favor the formation of FCC and BCC lattice structures, respec-
tively. The valence electron concentration (VEC) can provide
valuable insights into tailoring the d-electron concentration of
HEAs, which may affect their electrocatalytic activity.84–86 By
varying the density of states (DOS) and local oxidation states
within HEAs, VEC data can serve as a guide for predicting and
designing electrode materials based on HEAs. However, it is
important to recognize the limitations of VEC as a perfect
predictive tool, as complex interactions and oxidation states of
individual elements may deviate from their estimated values.87

Omega (U) parameter. The prediction and stability of the
HEA solid solution phase is mathematically determined by
using the U parameter. Mathematically, the U parameter is
represented as the ratio of entropic contribution to Gibbs free
energy at high temperature to enthalpy input, as shown below:88

U ¼ TmDS

jDHj ; Tm ¼
Xn

i¼1

CiTmi; (9)

where n denotes the number of components, Ci and Tmi are the
concentration and melting point of the ith component,
respectively, and Tm is the weighted average melting point for
a mixture of n components. The phase stability and formation
possibility of an HEA can be determined from the dimension-
lessU parameter that measures the energy gain onmixing of the
constituent elements. In this case, as U increases, the proba-
bility of single-phase random solid solution formation in the
HEA increases, and vice versa (Fig. 6b).76,88

Excess entropy (SE). The numerical value of HEAs can be
maximized by maintaining an equal molar fraction of the
elements. Therefore, congurational entropy of HEAs can be
increased by increasing the total number of elements in an
equiatomic composition. However, in a non-ideal or real solu-
tion, the real entropy is determined by using the Boltzmann
equation and the total entropy of mixing (ST) can be represented
by using ST = SC + SE, where SE and Sc are the excess and actual
congurational entropies, respectively. Notably, all types of
entropies are functions of the concentration (Ci), atomic radius
(ri), and packing fraction (x) of the elements.88 Mathematical
derivation of the above-mentioned equation provides an
inequality condition with two different dimensionless thermo-
dynamic parameters, which are represented as follows:89

jSEj
Sc

� 1� Hm

TSc

(10)

This inequality condition includes a criterion for single-
phase solid solution formation. Higher excess entropy and
mixed enthalpy are observed in multicomponent systems con-
taining amorphous phases, and their formation is almost
8674 | Chem. Sci., 2024, 15, 8664–8722
favorable for obtaining the optimum enthalpy (Fig. 6d).77,89 This
result suggests that a lower ratio of these two terms favors the
formation of single phase solid solutions where entropy is
dominant, and a higher ratio favors the formation of multi-
phase solid solutions and intermetallic compounds.76 Higher
excess entropy and mixed enthalpy were observed in the
multicomponent HEA systems containing amorphous phases,
and their formation favors a combination of enthalpy and
entropy.

F parameter. To design HEAs with multiple phase structures
according to catalyst requirements, a dimensionless parameter
is dened based on excess and constitutive entropies, assuming
T = Tm and max {Hi} ∼ DHmix, and it is formulated as:

F ¼
Sc � DHmix

T
jSEj ; (11)

HEAs are grouped differently according to their corre-
sponding F values. The different HEAs are separated by a crit-
ical value of Fc = 20. Clearly, HEAs exhibit a single-phase solid
solution when F > Fc and a multiphase, even amorphous,
structure when F < Fc (Fig. 7a).90 This behavior suggests that F
is a promising descriptor for ranking HEAs based on their
tendency to form single-phase solid solutions (Fig. 7b).90

Geometric parameter L. L is a geometric parameter that
provides information about the conguration of the lattice and
radius of atoms. This new parameter is dened as follows:76,86

L ¼ DSmix

d2
(12)

The formation of the DSS for HEAs can be understood by
considering the L parameter and comparing it with the other
available parameters. Interestingly, the possibility of DSS is
favored by an increased DSmix and decreased d value; conse-
quently, this geometric parameter is useful for identifying the
condition of single- (L > 0.96), two- (0.24 < L < 0.96), and
multiphase (L < 0.24) HEAs.77,90 A recent report suggested that
the d parameter can effectively predict the formation of different
types of phases when compared to previously discussed
parameters such as DHmix, VEC, F, d, and Dc parameters
(Fig. 7c).86

Effect of kinetic factors on phase formation. The process of
phase formation in high-entropy alloys (HEAs) is mainly gov-
erned by thermodynamic parameters, and kinetic factors also
play a crucial role, especially in the formation of intermetallic
phases from an initial single solid solution phase.91 Thus, while
thermodynamic equilibrium determines phase stability, kinetic
processes such as cooling, solidication, annealing, or calci-
nation also affect phase stability and formation, which can have
a signicant impact on the growth, stability, and product
percentage of high-entropy alloys. Intermetallic phase forma-
tion was observed to decrease in CoCrFeNiTi0.4 HEAs with
higher cooling rates and faster kinetics, leading to the forma-
tion of a solid-state kinetically stable single-phase product.92

The perturbation model proposed by Luan et al. demonstrates
© 2024 The Author(s). Published by the Royal Society of Chemistry
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Fig. 7 (a) Plot of Sc versus f for a variety of HEAs with either single- or multiphase structures and (b) X-ray diffraction (XRD) pattern with the f

parameter. Reproduced with permission.90 Copyright 2015, Elsevier Ltd. (c) Plot of L (=DSmix/d
2) and DHmix (secondary y-axis) with the alloy

number. Reproduced with permission.86 Copyright 2014, Elsevier Ltd. (d) Illustrated generalized thermodynamic phase diagram for equilibrium
phases. Reproduced with permission.89 Copyright 2015, Elsevier Ltd.
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that, as the number of elements increases, the potential for the
formation of intermetallic compounds increases, destabilizing
single-phase solid solutions and promoting the formation of
multiphase structures.93 This is because, while an increase in
the number of elements provides an entropic advantage for
single-phase solid solution formation, it also introduces an
unfavorable contribution of enthalpy to the total Gibbs free
energy associated with mixing. This highlights the crucial role
of high temperature in the phase stability of HEAs. High
temperature reduces the Gibbs free energy, increasing the
stability of the single-phase solid solution (Fig. 7d). As a result,
based on thermodynamic factors alone, most single-phase
HEAs that are stable at high temperatures become unstable at
room temperature, resulting in a heterogeneous structure.77

However, the dynamic effects of kinetic factors during
synthesis, such as rapid or slow cooling of multi-component
systems, can have a signicant impact on the resulting phase
formation. The parameters described are essential for the
design and development of the required HEA-based electro-
catalysts; Hume-Rothery proposed the following as factors
determining the stability of the alloy phase:

(a) an atomic radius ratio of less than 15%;
(b) similar crystal structures of the constituent elements;
© 2024 The Author(s). Published by the Royal Society of Chemistry
(c) comparable valency for complete dissolution;
(d) low electronegativity difference to avoid the formation of

intermetallic compounds.
The formation of metal solid solutions is primarily governed

by two crucial factors: radius mismatch and electronegativity
alternation. These rules play a pivotal role in determining the
characteristics of a HEA and its derivatives. However, when
these factors alone are insufficient to explain HEA properties,
other considerations come into play. These additional rules are
consulted to ne-tune and optimize HEAs through adjustments
in synthesis processes and precursor elements. The strategic
design of HEAs for industrial electrode materials is paramount,
necessitating meticulous experimental exploration and the
judicious selection of elements. Hence, HEA design principles
are centered on maximizing congurational entropy, intro-
ducing complex atomic arrangements, exploiting atomic size
mismatch, and careful selection of the constituent elements to
achieve the desired properties and ensure stability.

Derivatives of HEAs

Research and application of HEA-based materials are on the
rise, with a focus on enhancing catalytic performance in elec-
trochemical processes by optimizing electronic environments
Chem. Sci., 2024, 15, 8664–8722 | 8675
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and solid solution microstructures. HEA derivatives, including
HECs, as well as composite or hybrid structures utilizing stable
templates such as carbonaceous compounds, MOFs, MXenes,
and 2D materials, are being actively explored. HECs encompass
a wide range of materials, including high-entropy oxides
(HEOs), nitrides (HENs), carbides (HECbs), borides (HEBs),
hydrides, silicides (HESis), suldes (HESs), uorides (HEFs),
phosphides (HEPs), phosphates (HEPO4s), oxynitrides
(HEONs), carbonitrides (HECNs), and boro-carbonitrides
(HEBCNs).49 Interestingly, unlike HEAs, all HEMs exhibit long-
range structural order but remain compositionally disordered.
Hence, the advent of HECs presents a plethora of opportunities
for property tuning and overcoming material application
bottlenecks. On one hand, in stark contrast to the straightfor-
ward FCC, BCC, and HCP structures of metals, ceramics boast
a broader array of crystal structures, facilitating the design of
HEC-based electrocatalysts tailored for commercial
applications.94–96

High-entropy metal–organic frameworks. Compared to
conventional MOFs, high-entropy MOFs (HE-MOFs) feature
ions of varying sizes, potentially leading to lattice disorder and
unique properties. A mechanochemical approach driven by
entropy was employed to synthesize HE-MOF architecture,
utilizing a zeolitic imidazolate framework (ZIF) and transition
metals (Zn2+, Co2+, Cd2+, Ni2+, and Cu2+). The resulting HEA
supported on a ZIF framework (HE-ZIF) demonstrated superior
catalytic conversion of CO2 to carbonate compared to single-
metal ZIF materials, likely due to the synergistic effect of ve
metal ions acting as Lewis acids during epoxide activation.97 A
HE-MOF hybrid demonstrated that the solution phase method
Fig. 8 (a) Synthesis procedure for the preparation of HE-MOF-RT unde
Royal Society of Chemistry. (b) Synthesis and structural characteriza
permission.109 Copyright 2021, Elsevier Ltd. (c) Schematic illustration o
Copyright 2022, Elsevier Ltd. (d) Diagram of lattice distortions and forma
MAX phases with Ti, V, Zr, Nb, and Ta species. Reproduced with permiss

8676 | Chem. Sci., 2024, 15, 8664–8722
is more efficient that the solvothermal technique as it achieves
improved mass transfer because of magnetic stirring and
homogenous thermal distribution (Fig. 8a).98 The homogenous
distribution of the metal over the MOF, creating a synergistic
effect within the architecture helps to improve the catalytic
performance.98 The improved catalytic efficiency of MOF-based
nanoalloy assemblies (MOF-HEAs), such as (CoNi, FeCo, and
CuCoNi), can be attributed to the porous carbon support and
high specic surface area.99–102 Moreover, the HE-MOF template
can be used to synthesize nanosized HEA/C by pyrolysis, which
is considered as an important electrode material in harsh
electrolyte media. Huang et al. used a one-step solvothermal
method to rst synthesize a HE-MOF nanorod precursor, which
was then annealed to obtain MnFeCoNiCu/CHEA nanoparticles
(NPs) with a particle size less than 5 nm.103 The pyrolysis
temperature inuences the homogenous distribution of the
NPs, which indirectly affects the effective active site of the
designed electrocatalyst. The MOF-HEA offers a versatile plat-
form for design, achieved by modifying both the organic back-
bone and the choice of metals utilized.

High-entropy hydrotalcites. High-entropy hydrotalcites
(HEHs) are compounds in which the interlayer anions are
noncovalently bonded to the positively charged host layer.104–109

Ternary or quaternary layered double hydroxides (LDHs) were
successfully synthesized by co-precipitation methods as
heterogeneous catalysts and were termed high-entropy LDHs
(HE-LDHs) or HEHs.105 HE-LDHs have demonstrated better
catalytic efficiency than the low-entropy LDH owing to the
decreased activation energy and developed lattice distortion
phenomena in the presence of a multimetallic
r ambient conditions. Reproduced with permission.98 Copyright 2019,
tion of high-entropy layered double hydroxides. Reproduced with
f the electrolytic synthesis of HEAs. Reproduced with permission.112

tion enthalpy calculated using density functional theory (DFT) for five
ion.116 Copyright 2021, Wiley-VCH.

© 2024 The Author(s). Published by the Royal Society of Chemistry
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arrangement.105,109–111 The choice of metal ions and their sizes
simultaneously affect the structure and electronic environment
of the HEH system. In this context, Wang et al. synthesized
defect-rich ultrathin nanosheet HE-LDH/HEH via argon plasma
exfoliation (Fig. 8b).111 The radius of the metal-ion precursor
minimizes lattice mismatch, leading to a solid solution phase
that ultimately increases the constitutive entropy of HEHs.
Polymetallic sites on the surface provide a nearly continuous
distribution of adsorption energy, demonstrating signicant
potential for further tuning of the position of the volcano
plot.111 As expected, the ultrathin defective HE-LDH enhanced
the activity of the oxygen evolution reaction (OER) in alkaline
media, showing lower overpotential and faster reaction rates
than those of pure HE-LDH/HEH. A systematic analysis of the
composition and structure of the prepared quinary layered (oxy)
hydroxide (CoFeNiCrV-LH) nanosheets reveals that they have an
optimized defect-rich low-crystalline structure.112 These opti-
mized accessible active sites and the defect-rich low-crystalline
structure were observed to originate from an entropy-driven
lattice structure with high conguration entropy. The opti-
mized accessible active sites effectively promoted charge
transfer, mass transport, and the formation of reactive inter-
mediates, and electrochemical data suggest improved perfor-
mance of the OER catalyst (Fig. 8c). Importantly, the synthetic
strategy and choice of metal ions must be carefully considered
when designing promising electrode materials for specic
electrochemical processes.

High-entropy MXenes. The high-entropy MXene (HE-MXene)
is introduced from high-entropy MAX phases, also termed
Mn+1AXn (n = 1, 2, 3), where M represents early transition-metal
elements, A is an element that is primarily from groups 13–16,
and X stands for C and/or N.113–115 The mono or bimetallic MAX
phase is transformed into the multimetallic MAX phase as the
potential precursor element of the HE-MXene. Theoretical
investigation suggested that increasing the number of
transition-metal components in the MAX phase signicantly
decreased enthalpy formation per unit cell (Fig. 8d).116 In fact,
the design and synthesis of the high-entropy MAX phase
precursor is a crucial step for successfully preparing thermo-
dynamically and kinetically stable HE-MXenes. The size, elec-
tronic structure, and chemical environment of the metal ions
collectively inuence the overall electronic structure of the HE-
MXene system. The concept of entropy stabilization offers
a promising strategy to enhance the stability of 2D MXenes
under harsh conditions. Notably, HE-MXenes exhibit
pronounced lattice distortions, resulting in high mechanical
strains within the atomic layer. These high mechanical strains
can effectively promote nucleation and uniform growth in
battery material designs. Du et al. demonstrated that the incor-
poration of size-compatible transition-metal elements (Ti, V, Zr,
Nb, and Ta) can stabilize MXenes ((Ti1/5V1/5Zr1/5Nb1/5Ta1/5)2CTx)
at the atomic level, completely exposing active sites for
improved electrochemical energy conversion and storage
performance.117 The dispersed transition metals signicantly
enhanced congurational entropy, lowering Gibbs free energy
and forming a lattice-distorted single-phase HE-MXene
system.118
© 2024 The Author(s). Published by the Royal Society of Chemistry
High-entropy oxides. The synthesis of single-phase HEOs is
more challenging than that of HEAs because of the diversity of
their crystal structures and local site symmetry. HEOs form
stable crystal lattices owing to the arrangement of oxygen
atoms; however, they have lower entropy than HEA systems
because of the ordered arrangement of oxygen ions as
conrmed by single-phase NiMgCuCOZnO with a crystalline
rock-salt structure.119 Recalling the basic concept of thermody-
namics, one would expect the entropy of the entire system to be
maximized, since the cations of the metal oxide structure are
expected to contribute equally to the lattice. The difference in
cationic radii of the individual components should be small
enough to form a single-phase HEO. Furthermore, at least one
of the cationic crystal structures of the entire system should
have inherent electronegativity. Furthermore, the solubility of
the components is also considered a selection rule for
producing effective HEOs. The geometric and electrical balance
factors are important for determining the composition of HEO
systems, whereas the coordination number (CN) value and
electronegativity have limited impact on the stability and
formation possibility of HEOs.119–122 Depending on the
arrangements of the lattice points, HEOs can acquire various
crystal structures such as rock salt, perovskite, spinel, uorite,
and pyrochlore structures. The structural variation, tailored
properties, and entropic stabilization of HEOs have attracted
signicant attention as potential electrode materials in energy
storage and conversion applications.121–136 Moreover, structural
and electronic modication within a specic HEO system can
be achieved by synthetic procedures that certainly promote
electrochemical performance in different aspects.125–135 For
instance, Tang et al. synthesized a series of high-entropy
perovskite cobaltites, namely (La0.6Sr0.4Co0.2Fe0.2Mn0.2Ni0.2-
Mg0.2O3), wherein the introduction of structural entropy led to
the creation of additional oxygen vacancies within the frame-
work, consequently augmenting the OER performance (Fig. 9a
and b).126 HEOs have been used in multiple electrochemical
applications, such as supercapacitors,130 batteries,128,129,131,136

and water splitting.126,132,133 Recently, rare-earth materials have
been used to synthesize HEOs.134

High-entropy nitrides. High-entropy metal nitrides with
exceptional chemical stability in a harsh electrolyte medium
and superior physical properties such as hardness, thermal
stability, and electrical conductivity, have garnered signicant
industrial interest.137,138 In 2004, Chen et al. fabricated nitrides
of Fe–Co–Ni–Cr–Cu–Al–Mn and Fe–Co–Ni–Cr–Cu–Al0.5 by reac-
tive sputtering and studied their hardness for application as
coatingmaterials.138 The hardness of HENs can bemonitored by
using the high N content that directly inuences the VEC.139

Owing to the two important abilities of corrosion and oxidation
resistance, they are considered as potential electrode materials
under harsh conditions. Both these properties are due to the
presence of a stable oxide layer and creation of a nitrogen-rich
layer during the electrochemical process.140,141 A
mechanochemical-assisted so urea strategy was successfully
employed to synthesize HEN comprising Cr, Nb, Mo, and Zr
with a crystalline structure exhibiting potential electrical double
Chem. Sci., 2024, 15, 8664–8722 | 8677
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Fig. 9 (a) Schematic demonstration of the structure of high-entropy perovskite oxide nanoparticles with uniformly dispersed elements. (b)
Configurational entropy of perovskites. Reproduced with permission.126 Copyright 2022, Wiley-VCH. (c) Unit crystal structure of anti-perovskite
nitride. Reproduced with permission.144 Copyright 2023, Elsevier Ltd. (d) Synthesis of high-entropy perovskite fluorides. Reproduced with
permission.145 Copyright 2020, American Chemical Society.
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layer capacitance for supercapacitor applications.142 The supe-
rior corrosion and oxidation resistance properties of carbon-
supported FeCoNiCuMnN HEAs were further enhanced by the
stability gained through the formation of a unique integrated
nanowire/nanosheet structure.143 Crystal structure modulation
is an effective approach for improving the performance of HEN-
based electrode materials for energy storage and conversion
processes. For instance, Zhu et al. designed high-entropy anti-
perovskite metal nitrides as highly efficient electrocatalysts for
the OER (Fig. 9c).144 Notably, high-entropy anti-perovskite
nitride materials, in which multiple elements occupy equiva-
lent lattice sites, are considered to have the potential for effec-
tive applications in electrocatalysis.144

High-entropy uorides. Due to the highly electronegative F
atom and the formation of weak M−F bonds, AB3F-type perov-
skite uorides exhibit high ionic character, making them
potential electrode materials for energy conversion.145 HEF
materials with perovskite structures exhibit enhanced conduc-
tivity, leading to improved catalytic performance due to the
reduced charge-transfer resistance, minimized mass transfer
limitations, and favorable electrode–electrolyte electron trans-
fer processes. The formation of ABF3-type high-entropy perov-
skite uorides is governed by the hexa-coordinated ionic radius
of the B-site cations. To minimize lattice mismatch barriers,
transition-metal ions occupying B sites should possess compa-
rable radii. Wang et al. selected seven metal ions (Mg, Mn, Fe,
8678 | Chem. Sci., 2024, 15, 8664–8722
Co, Ni, Cu, and Zn) to synthesize perovskite-type HEFs and
achieved promising OER catalytic performance.145 However, the
synthesis strategy has a pronounced inuence on the formation
of single-phase high congurational entropy of the HEF systems
(Fig. 9d).145 The inherent structural defects and distorted
lattices in HEFs are pivotal for enhancing OER activity. The
intricate interactions among diverse elements within a single-
phase solid solution contribute to the distinctive catalytic
activity of HEFs. In comparison to single-metal catalysts, HEFs
offer a synergistic platform featuring highly dispersed active
sites, abundant uorine sites, and efficient diffusion
channels.146

High-entropy suldes. The stability and elemental tunability
of single transition metal-based sulde catalysts for the OER
can vary signicantly depending on the specic metal, synthesis
method, and operating conditions. However, high entropy
suldes (HESs) can benet from the stability of solid solutions
with high mixing entropy.147–151 Cui et al. introduced a pulsed
thermal decomposition method to synthesize high-entropy
cubic (Fm�3m) (CrMnFeCoNi)9S8 (Fig. 10a).This high-entropy
sulde exhibited promising OER activity and stability owing
to the high congurational entropy resulting from the presence
of multiple components (Fig. 10b).147 A wurtzite-type HES
(Zn0.25Co0.22Cu0.28In0.16Ga0.11S) was developed by McCormick
et al. via a simultaneous multi-cation exchange synthetic
route.150 HESs with their large number of randomly distributed
© 2024 The Author(s). Published by the Royal Society of Chemistry
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Fig. 10 (a) Schematic demonstrating the structure and activity of high-entropy metal sulfide ((CrMnFeCoNi)Sx) nanoparticles. (b) Calculated
catalytic activity volcano plot. Reproduced with permission.147 Copyright 2021, Wiley-VCH. (c) DFT calculation in the edge mode; crystal
structure of the monoclinic structure, (d) structural polymorphs of CoPS3 and CoVMnNiZnPS3 along the top views, and (e) hydrogen evolution
reaction free-energy diagram of the corresponding edge sites. Reproduced with permission.155 Copyright 2022, American Chemical Society. (f)
Elements in the synthesized high-entropy carbide (HEC) system. Reproduced with permission.166 Copyright 2013, American Chemical Society.
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elements, possess unique catalytic, electrochemical, and
mechanical properties. The choice of the metal signicantly
inuences the electrocatalytic performance since they serve as
active centers in the electrochemical process. The OER perfor-
mance of quaternary HESs was improved by the selective choice
of Mn and Al metals, which can be attributed to the strong
interaction among the multiple metals and sulfur that regulates
the electronic structure of the overall HES.148 The phase struc-
ture of the HES can be optimized by using the metal-to-sulfur
ratio, and a decrease in the metal-to-sulfur ratio increases the
possibility of single-phase HES formation, as conrmed by the
mechanochemical synthesis of (FeMnNiCoCr)S2, (FeMnNi-
CoCr)S2, (FeMnNiTiCr)S2, and (FeMnNiCoCu)S2. Interestingly,
all these materials are used as active anode electrodes for Li-ion
batteries (LIBs) by following intercalation and deintercalation
mechanisms.149 Typically, most of the synthesized HESs can be
potential candidates for OER electrodes because of the favor-
able formation prospect of (oxy)hydroxide
intermediates.147–149,152

High-entropy phosphides. The larger radius of the phos-
phorus atom in metal phosphates results in unique electronic
states and surface structures as compared to those of common
metal oxides. The uncoordinated surface atoms in high-entropy
phases (HEPs) likely contribute to their enhanced catalytic
activity through modication of their electronic structure. This
hypothesis is supported by energy-dispersive X-ray spectrometry
(EDX) analysis of single-phase Co, Cr, Fe, Mn, Ni-based HEP
nanosheets, which revealed a uniform elemental distribution
and contribute to a synergistic effect during water
© 2024 The Author(s). Published by the Royal Society of Chemistry
electrocatalysis.153 Wang et al. pioneered the preparation of
high-entropy phosphate/carbon hybrid nanosheets using high-
entropy MOF nanosheets as a precursor to synthesize (W28-
Ni24Co24Mo17Ru7)POx/C with uniform distribution of the
elements throughout the structure.154 To achieve optimal
performance, high-temperature annealing and exfoliation were
employed to synthesize Co0.6(VMnNiZn)0.4PS3 nanosheets with
a monoclinic structure and high surface area (Fig. 10c and d).
Experimental and theoretical studies suggested that the opti-
mized S sites on the edge and P sites on the basal plane provide
more active sites for hydrogen adsorption, whereas the intro-
duced Mn sites enhance the hydrogen evolution reaction (HER)
by augmenting the H adsorption Volmer step (Fig. 10e).155

Therefore, appropriate structural and electronic arrangement
can successfully enhance the performance of an HEP-based
electrode material.

High-entropy carbides. Transition-metal carbides have
attracted attention as new active materials in various elds such
as heterogeneous catalysis in energy conversion and electrode
materials for energy storage processes owing to their superior
electrical and thermal conductivity, earth-abundant character-
istics, noble-metal-like surface reactivity, and good chemical
stability under harsh operation conditions. High-entropy metal
carbides (HECbs) with more than ve metal ions exhibit higher
negative free energy values in the electrochemical process.
However, their preparation is difficult because multiple metal
cations are not miscible in a single carbide solid solution. Braic
et al. introduced HECbs in 2010 in the form of a thin
(TiAlCrNbY)C lm via the reactive magnetron sputtering
Chem. Sci., 2024, 15, 8664–8722 | 8679
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method.156 Several methods are used for synthesizing HECbs,
including ball milling, arc melting, spark plasma sintering
(SPS), mechanical alloying, chemical vapor deposition (CVD),
and hydrothermal synthesis.157–165 The choice of the synthesis
method depends on the desired properties in the HECb and
synthesis approach. However, the designing of high-entropy
metal carbides is challenging because multiple metal cations
with different ionic radii and coulombic forces are usually
immiscible in a single solid solution. However, selectively
designing transition-metal-based HECbs could be an effective
strategy for energy storage and energy conversion processes
(Fig. 10f).166 Despite the limited research on HECb-based elec-
trode materials, their potential remains vast owing to several
promising factors. The electronic interaction between carbon
and the base metal alters the density of states (DOS) near the
Fermi level, modifying the electronic properties of the HECb.
Additionally, carbon introduction induces tensile strain,
increasing the metal–metal distance and altering the d-band
structure regulating the electrocatalytic performance. More-
over, surface carbon atoms may reduce available metal sites for
adsorption and the reaction, potentially affecting electrode
activity.

Other high-entropy anionic systems. HESis, HEPO4s, HEBs,
HEONs, HECNs, and high-entropy boron carbonates have been
extensively studied as HEA-based materials over the past
decade. Several HEA-based derivatives and HECs exhibit
Fig. 11 Identified crystal structures of (a) HEAs and (b) HECs used in energ
Society of Chemistry. (c) Crystal structures and their correlation with th
HEAs. Reproduced with permission.80 Copyright 2014, Spinger Nature. (
sion.179 Copyright 2016, Elsevier Ltd.

8680 | Chem. Sci., 2024, 15, 8664–8722
superior thermal stability, oxidation resistance, electrical
conductivity, and hardness, making them suitable for coating
materials, circuit electrode lm materials, and
photocatalysts.167–174 Notably, the anionic arrays within high-
entropy systems play a crucial role in electrochemical applica-
tions, whereas their counterparts in low-entropy, medium-
entropy, binary, and even ternary alloys do not. This observa-
tion suggests that the anionic arrangement within the high-
entropy structure signicantly inuences electrochemical
properties. The derivative of a HEA refers to any alloy derived
from the original HEA composition by adding, removing, or
substituting elements. Successful modication of high-entropy
alloys (HEAs) can lead to high-entropy materials (HEMs) with
enhanced industrial performance as electrocatalysts. Therefore,
the HEM concept is employed to dene this unique class of
material, and the precise contribution of anionic arrays
controlling the electrochemical performance of HEMs remains
an area of active research.

Structural variation

The crystal structure of HEAs plays a crucial role in determining
their electrocatalytic performance.39,176 This is because HEAs
can exhibit diverse structures, ranging from single-phase solid
solutions to amorphous phases (Fig. 11a and b).177 The phase
structure of HEAs can be classied into three main categories
based on the number of phases that constitute the overall
y-related fields. Reproduced with permission.177 Copyright 2021, Royal
e enthalpy of mixing (DHmix) and atomic-size difference (d) in various
d) VEC value with different phases of HEAs. Reproduced with permis-

© 2024 The Author(s). Published by the Royal Society of Chemistry
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microstructure: single-, mixed-, and amorphous-phase
HEAs.175–178 Hume-Rothery rules suggest that d, U, VEC, and
electrons per atom (e/a) ratio play crucial roles in determining
the type of phase, its stability, and physical properties.39,175,178,179

Analysis of phase formation using the parameters U and d for
various reported multicomponent alloys suggests a new crite-
rion for solid solution phase formation in HEAs (Fig. 11c).39,180

The d versus DHmix plot suggests the possibility for the forma-
tion of FCC, BCC, or FCC + BCC structures by assuming solid
solution conditions with an appropriate DHmix value.179 Fig. 11d
shows the phase structure from the VEC values to
understand:39,180–182

(a) FCC structure for VEC $ 8,
(b) BCC structure for VEC < 6.87, and
(c) mixed FCC + BCC structure for 6.87 # VEC < 8.
The presence of Group 13 elements such as Al with larger

atomic sizes than those of the principal elements generates less
atomic packing and selective transformation of the FCC to the
BCC structure. Above all, Al strongly reduces the local energy of
the transition-metal atoms by p–d hybridization, which deter-
mines the overall structure of the HEA.184,185 Therefore, the
addition of certain metals leads to a specic structure deter-
mined by the periodic placement of the metal, altering the
original structure (BCC, FCC, and HCP).183,184 In HEAs such as
AlxCrFeCoNi, the local energies suggest that Cr and Fe stabilize
the BCC structure, whereas Co and Ni act as FCC stabilizers.

Interestingly, the structural features have no direct impact
on the electrochemical performance of the HEAs as electro-
catalysts or electrode materials. However, they exhibit an indi-
rect inuence on the strategic design of HEAs as they guide the
selection of compatible metals from a structural perspective.
Interestingly, BCC single-phase structures have attracted
extensive attention in several elds, including hydrogen
storage, owing to their unique structural characteristics because
of their diverse composition, designable phase structure, and
superior performance.186–188 The three primary crystal structures
(BCC, FCC, and HCP) of HEAs can signicantly impact their
performance as electrode materials in electrochemical
processes. BCC HEAs typically exhibit high strength and hard-
ness but are also relatively brittle. They are more prone to
forming passive lms on their surfaces, enhancing their
corrosion resistance. In addition, BCC HEAs are more suscep-
tible to hydrogen embrittlement, compromising their tough-
ness and ductility. FCC HEAs are generally more ductile and
tough than BCC HEAs but less likely to form passive
lms.184,187,188 They are more resistant to hydrogen embrittle-
ment and may exhibit favorable electrochemical performance
Table 2 Summary of the general electrochemical performance of body
high-entropy alloys (HEAs)

Crystal structure Strength Toughness

FCC Medium High
BCC High Low
HCP Medium Medium

© 2024 The Author(s). Published by the Royal Society of Chemistry
in applications such as batteries, fuel cells, and electrochemical
sensors. Consequently, FCC HEAs are preferred for energy
storage applications owing to their high ductility and tough-
ness. These are crucial parameters as batteries undergo signif-
icant volume changes during charging and discharging cycles.
FCC HEAs have also demonstrated favorable Li-ion diffusion
kinetics.175–179 HCPHEAs, which are less common than BCC and
FCC HEAs, oen exhibit properties that combine those of BCC
and FCC HEAs. They can be strong and ductile while also
resistant to hydrogen embrittlement (Table 2). However, HCP
HEAs are susceptible to corrosion, which can be benecial for
electrochemical sensors. HCP HEAs are less likely to form
passive lms, a property that is advantageous when developing
electrode materials for fuel cells. The good electrical conduc-
tivity and corrosion resistance properties of HCP- and FCC-
based materials make them promising candidates for electro-
chemical sensors. Moreover, the large interstitial space in the
BCC structure enhances ion diffusion performance, making it
a potential electrode material for energy storage applications
where charge is stored via ion diffusion.39,179

The presence of different crystal structures, such as FCC,
BCC, and HCP, changes the electronic structure and creates
distinct active sites, affecting the adsorption of reactant mole-
cules and reaction kinetics. Therefore, while the electro-
chemical performance of a HEA is inuenced by its crystal
structure, the composition of the HEA, the specic environ-
ment, and the intended electrochemical application also play
an important role in determining the behavior of each struc-
ture. Researchers oen modify the composition and crystal
structure of HEAs to take advantage of the unique properties of
each crystal structure to optimize the electrochemical perfor-
mance for a particular application. Certain crystals can provide
exposed active sites of catalytically active metals or active crystal
planes in certain electrochemical processes, and thus crystal
structures can enhance the performance of HEA systems. For
example, Cu atoms are stabilized by other metals in the FCC-
facet crystalline structure of the AuAgPtPdCu HEA, which has
been used as a potential electrode material for the CO2 reduc-
tion reaction (CO2RR).189 Another report suggested that a HEA
with a Ni20Fe20Mo10Co35Cr15 FCC crystal structure has a greater
number of coordination sites than that of the dual-phase
structure (FCC+m) and exhibited better HER catalytic perfor-
mance in both acidic and alkaline media.190–193 Single-phase
HEAs are more catalytically active than mixed or multiphase
materials owing to their more exposed active sites. Therefore,
the crystalline nature of HEAs has an inuence on the electro-
chemical activity; consequently, strategic designing of HEAs is
-centered cubic, face-centered cubic, and hexagonal closest packed

Ductility Ion diffusion Corrosion resistance

High Medium Medium
Low High High
Medium Low Low
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Table 3 Phase structure and electrochemical performance

HEA Phase Synthesis method Electrochemical process Reference

PtFeCoNiCuAg FCC Sputter MOR 186
IrOsReRhRu HCP Pyrolysis MOR 187
AlCoCrFeNi FCC + HCP Dealloying Corrosion resistance 188
AuAgPtPdCu FCC Mechanical milling CO2RR 189
NiFeMoCoCr FCC/FCC+m Arc melting HER 190
FeCoPtPdIr FCC Moving bed pyrolysis HER 191
IrPdPtRhRu FCC Polyol method HER 192
MnFeCoNiCu FCC Solvothermal pyrolysis OER 103
AlNiCoFeX (X = Mo, Nb, Cr) FCC Top-down synthesis OER 194
CoFeLaNiPt Amorphous Electrosynthesis WS 195
PtAuPdRhRu FCC Wet chemistry WS 196
AlNiCoIrMo FCC Dealloying WS 197
AlCuNiPtMn FCC Dealloying ORR 198
PtPdFeCoNi FCC Carbothermal shock ORR 199
Hollow RuIrFeCoNi FCC Droplet-to particle Li–O2 battery cathode electrode 200

Table 4 Crystal structure and high-entropy ceramics

HECs Structure Crystallography Reference

High-entropy oxide (HEO) Rock salt Cubic (Fm�3m) 201
Fluorite A2B2O7 cubic (Fm�3m) 202
Perovskite ABO3 orthorhombic (Pbnm) 203
Perovskite ABO3 cubic (Pm3m) 204
Perovskite ABO3 hexagonal (P63/mmc) 205
Spinel AB2O4 cubic (Fd�3m) 132 and 206
Pyrochlore A2B2O7 cubic (Fd�3m) 207

High-entropy nitrides (HENs) NaCl-type Cubic (Fd�3m) 208
High-entropy carbides (HECbs) Rock-salt (NaCl-type) Cubic (Fd�3m) 209
High-entropy borides (HEBs) AlB2 Hexagonal (P6/mmm) 169
High-entropy silicides (HESis) CrSi2 prototype Hexagonal (P6222) 211
High-entropy uorides (HEFs) Perovskite ABF3 cubic (Pm3m) 145 and 212
High-entropy phosphates (HEPO4) Monazite-type Monoclinic (P21/n) 213
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achievable by understanding their applicability and possibili-
ties (Table 3).186–200 HECs can exhibit a variety of crystal struc-
tures, depending on the composition of the material and the
processing conditions (Table 4).201–213 These varied crystal
structures depend on metal ions and the counter anion 3d
spatial arrangement of HECs (Fig. 11b).177 The crystal structure
of HECs can signicantly impact their electrochemical behavior
and applications.

The properties of HECs, such as surface area, electronic
structure, and reactivity, greatly affect their electrocatalytic
performance.194–197 Furthermore, HECs with narrow band gaps
Table 5 Crystal structure and properties related to the electrochemical

Crystal structure
Electronic
structure Surfac

Rock-salt Narrow High
Perovskite Wide Low
Fluorite Wide High
Spinel Medium Mediu

8682 | Chem. Sci., 2024, 15, 8664–8722
tend to have higher electrocatalytic activity than those with wide
band gaps. This is attributed to the easier electron transfer from
HECs to reactants, which promotes electrochemical reactions.
Furthermore, the reactivity of HECs plays an important role in
their electrocatalytic performance (Table 5). It is important to
note that factors such as composition, particle size, and
microstructure also inuence the electrocatalytic activity of
HECs.197–200 Although research on HEC electrocatalysts is still in
its early stages, current ndings show great promise. HECs have
a wide variety of potential applications, including energy
production, fuel cells, and water electrolysis.
activity

e area Reactivity
Electrocatalytic
performance

High High
Medium Medium
Low Low

m Medium Medium

© 2024 The Author(s). Published by the Royal Society of Chemistry
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Computational and machine learning approaches

The compositional diversity in HEAs and high-entropy
compounds has provided considerable opportunities to
design potential electrocatalysts for electrochemical processes.
However, designing the optimal composition for an electrode
material through trial-and-error experimental approaches is
a challenging task.214 HEA catalysts contain complex active sites
because of their large compositional space and diverse atomic
arrangement, necessitating a precise understanding of the
active sites and optimal composition results. Owing to the vast
number of compositional possibilities and combinations in
HEAs, obtaining an optimal HEA system as an electrode mate-
rial is challenging. With the rapid development of various
experimental ndings, methods to simultaneously obtain
theoretical understanding through computational studies have
emerged as benchmarking techniques to avoid trial-and-error
approaches and achieve optimal HEAs with signicant accu-
racy within a limited time frame. Moreover, considerable room
for improvement exists in the structure–property–activity–
performance relationship in HEA-basedmaterials, which can be
aided by understanding the reaction mechanisms and kinetics
in terms of synthesis and activity. Material simulation has
emerged as an intriguing method for the quantitative and
Fig. 12 (a) Free energy diagram. Reproduced with permission.219 Copyr
permission.220 Copyright 2019, Elsevier Ltd. (c) Contour plot for adsorpti
Chemical Society. (d) Schematic illustration of the combinatorial and high
corresponding oxygen reduction reaction (ORR) performances prese
Copyright 2020, PNAS.

© 2024 The Author(s). Published by the Royal Society of Chemistry
qualitative evaluation of material properties at various scales,
including specic insights into electrochemical application
parameters.215 Several computational methods are available,
including DFT, molecular dynamics (MD), discrete dislocation
dynamics, the phase eld method, the nite element method,
and the thermodynamic method.45,216,217 HEA phase stability
and phase diagrams can be obtained using DFT or MD, or they
can be obtained from the Gibbs free energy calculations based
on the rst-principles calculations using phase diagram calcu-
lationmethods. Interestingly, the calculation of phase diagrams
(CALPHAD) method is an alternative technique for predicting
equilibrium phases and a direct strategy for designing
HEAs.217,218 However, the applicability of the CALPHAD method
is limited by the accuracy of the database, and given the
chemical complexity of HEMs, the DFT-based methods are
inherently better suited for energy calculations. DFT analysis
proves valuable in the design of quaternary high-entropy OOH
catalysts, revealing those with the lowest adsorption free energy
for the oxygen evolution reaction (OER) process (Fig. 12a).219

Computational studies have probed into free energy calcula-
tions of the reaction and provided an optimized structural
overview of the steps that determine the reaction rate. In
another study, the surface adsorption energies of Ir0.102-
Pd0.320Pt0.093Rh0.196Ru0.289 on oxygen reduction reaction (ORR)
ight 2021, Wiley-VCH. (b) OH* adsorption energies. Reproduced with
on energy. Reproduced with permission.226 Copyright 2022, American
-throughput synthesis of HEAs and (e) compositional designs and their
nted in a neural network diagram. Reproduced with permission.199
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intermediates were evaluated by DFT calculations to optimize
the adsorption and desorption capacities for OH* and O*
intermediates.220 Therefore, optimizing the composition of HEA
catalysts can be an efficient means of achieving optimal
adsorption energies close to the peak of the Sabatier volcano
curve for HER, OER, and ORR processes.221 This approach is
also applicable for designing HEA systems for various electro-
chemical processes, including the CO2RR, the ammonia
oxidation reaction (AOR), the nitrogen reduction reaction
(NRR), and energy storage.214–216,222

In contrast, MD simulations are better suited for studying
materials with multiple elements because they can handle
larger systems with shorter computation times. However,
a major limitation of MD simulations is that they disregard
interatomic potentials, making it challenging to elucidate the
complex chemistry of multicomponent ceramics. These
methods have inherent limitations, which become even more
complex when considering HEAs and their electrochemical
performance. Challenges include high operational costs, inad-
equate experimental conditions, and hypothetical structures
that lack thermodynamic stability. In recent years, the combi-
nation of big data and articial intelligence (AI) has advanced
owing to the progress of material genomics projects and rapid
development of AI technologies.214–216 ML is a crucial subeld of
AI that utilizes various algorithms to build models, uncover
potential relationships from historical data, and design new
HEA-based materials for specic applications, such as electro-
catalysts.223 The ML approach involves rapid screening of a vast
number of target property combinations required for catalytic
applications. This can be accomplished through high-
throughput (HT) experiments that combine computational
and experimental methodologies.

The use of combinatorial synthesis is anticipated to expedite
the discovery of new catalysts, enabling screening of a vast array
of compositions in samples with tailored compositional gradi-
ents for HEAs, which are subsequently screened by machine
learning to fabricate HEA-based electrodes. The optimization of
existing catalysts and discovery of new catalysts are facilitated
by valuable insights gained from the synthesis of new catalysts
and theoretical calculations related to HEA-based electro-
catalysts. An effective descriptor can expedite the development
of ML models and elucidate the fundamental physical princi-
ples underlying the catalytic process. The ML approach can be
employed to design HEA-based electrode materials for a wide
range of industrial applications, including batteries, fuel cells,
and sensors. This can contribute to the accelerated develop-
ment of new and improved electrode materials with tailored
properties.

A ML approach to develop HEA-based industrial electrode
materials can be divided into the following steps: (a) data
collection and preparation, (b) feature engineering, (c) model
selection and training, and (d) model validation and deploy-
ment.215 ML is a powerful tool for accelerating catalyst discovery
as it can be used to construct highly accurate models, predict
the catalytic performance of uncharacterized catalysts, and
elucidate structure–property–performance relationships,
particularly for HEA catalysts with vast compositional spaces.
8684 | Chem. Sci., 2024, 15, 8664–8722
The key to successful ML models lies in the utilization of suit-
able general descriptors that can accurately and comprehen-
sively represent the structural information of the catalysts. An
effective descriptor can expedite the development of MLmodels
and uncover the fundamental physical nature of the catalytic
process. HT techniques are essential for scientists to efficiently
generate large databases and subsequently extract valuable
information.

For HEAs with vast compositional spaces, HT techniques can
be effectively employed to discover and develop HEAs. HT
techniques can achieve more automated, parallel, and efficient
HEA research.224 Singh et al. employed ML and DFT to predict
the adsorption free energy of key reaction intermediates on
HEAs, thereby quantitatively unifying the ligand (element
identity) and coordination (surface structures) effects for HEA
catalysts. A neural network (NN) model was utilized to evaluate
the OH* adsorption energy over the IrPdPtRhRu HEA catalyst.225

These results suggest that electrochemical ability and struc-
ture–activity relationships of HEAs can be evaluated using ML
via NN models. With the understanding of catalytically active
sites, stability and activity are two crucial parameters for HEA-
based electrocatalysts. ML tools have successfully identied
the most promising composition with the highest catalytic
stability and activity among Cu, Co, Ni, Zn, and Sn-based HEA
alloys. The designed electrode materials have exhibited prom-
ising activity, selectivity, and stability toward CO2 hydrogena-
tion to methanol. The DFT-calculated adsorption energies of
the Cu (111) surface displayed good agreement with the ML-
based results. Using screening criteria and considering the
pure Cu (111) surface as a reference catalyst, contour plots were
used to identify 35 active and selective catalysts for methanol
formation, among which 34 were HEA catalysts and one was
a medium-entropy alloy (Fig. 12c).226 Pedersen et al. proposed
a method for discovering selective and active catalysts for the
reduction of CO2 and CO on HEAs.227 The CO and H adsorption
energies of all sites on the Cu (111) surfaces of disordered
CoCuGaNiZn and AgAuCuPdPt HEAs were predicted by
combining DFT with Gaussian process regression. This enabled
the optimization of the HEA composition, increasing the like-
lihood that weak hydrogen-adsorbing sites can suppress the
formation of molecular hydrogen.

The combination of a ML approach and experimental
testing of PtFeCu NPs for the ORR was demonstrated by Chun
et al.228 In the optimization of the PtFeCu alloy ratio, low PtFe
and high Cu amounts exhibited the best catalytic performance
among the ternary samples. Thus, ab initio computations with
an ML approach can provide a solution for the design of
nanocatalysts, thereby bridging the gap between the experi-
ment and simulation. A HT combinatorial synthesis method
yielded polymetallic HEAs with tailor-made surface chemistry
that demonstrated signicant potential for catalytic applica-
tions such as PtPdFeCoNi and PtPdRhNi HEAs as HER elec-
trode materials (Fig. 12d and e).119,199,228

Recently, HT characterization datasets were used as an input
for the renement of the model. The rened model could
correctly predict activity maxima of the Ag–Ir–Pd–Pt–Ru model
system.229 The method has exhibited unprecedented power for
© 2024 The Author(s). Published by the Royal Society of Chemistry
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Fig. 13 Activity map and high-throughput screening. Reproduced with permission.230 Copyright 2022, Wiley-VCH.
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the identication of optimal complex solid solution materials
for electrocatalytic reactions. To identify complex solid solution
compositions with high electrocatalytic ORR activity, they
combined simulation, ML, data-driven combinatorial synthesis,
and HT characterization. Banko et al. applied a combinatorial
strategy to acquire large experimental data sets of 5D compo-
sitional spaces and the RuRhPdIrPt HEA system.230 Both
advanced simulations (ML) and extensive experimental data
analysis are used to estimate the electrocatalytic OER activity
and solid solution stability trends in the 5D compositional
space of the HEA system (Fig. 13a).230 Therefore, HT and ML
models are two complementary approaches for designing the
most promising HEA system for electrochemical studies. Before
designing an industrial electrode material, it is essential to
utilize theoretical and computational tools. These tools not only
minimize time and chemical wastage but also aid in selecting
the optimal route and composition for achieving the highest
catalytic efficiency in HEA alloy-based electrode design.218
Industrial application and synthesis
strategies of HEAs

Industrial electrode materials are utilized across a broad spec-
trum of applications, including electrochemical cells, batteries,
supercapacitors, fuel cells, and corrosion protection. Notably,
the specic requirements for electrode materials can vary
depending on the application and the desired performance
characteristics of the electrochemical device. Therefore, mate-
rial selection oen involves a meticulous balance of these
criteria to meet the particular requirements of each application.
© 2024 The Author(s). Published by the Royal Society of Chemistry
Selection, key properties, and designing strategy of HEAs as
industrial electrode materials

The suitability of HEAs as industrial electrodematerials relies on
the specic application and desired performance criteria. Factors
such as electrical conductivity, thermal stability, substrate
adsorption capability, tuned active sites, anticorrosion perfor-
mance, efficient mass transport ability, high surface area,
structural complexity, and catalytic stability are considered
determining factors for an ideal industrial electrode material.
The ability to adjust the composition and carefully select the
constituent elements of HEAs shows substantial promise in the
development of potential electrocatalysts for industrial use. A
rational design strategy is essential to improve catalytic perfor-
mances that can only be achieved by appropriate selection and
compositional integrity of the constituent elements. Before
designing HEA-based electrode materials for industrial applica-
tions, several factors must be considered as follows: (a) the
designed HEAs should favor a solid solution phase and avoid
amorphous and ormultiple phases, (b) the required physical and
chemical properties that should be maintained aer processing,
(c) proper compositional integrity and stability should be ach-
ieved, and (d) homogenous features should be preserved
throughout the material.40 Furthermore, the choice of elements
is an important factor in the design of HEAs and its specic
application. Periodic properties such as atomic radius, melting
temperature, electronegativity, enthalpy of mixing, and electron
energy level have inuence on the formation possibility and
chemical and physical properties of HEAs.

Table 6 shows the effect of specic periodic elements on the
microstructure and properties.
Chem. Sci., 2024, 15, 8664–8722 | 8685
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Table 6 Influence of elemental properties on HEAs and their derivatives

Element Physical property Chemical property Other

Fe — Change in magnetism No effect on the solid solution phase or microstructure
Al Increases porosity — Favors the FCC or BCC phase structure
Ti Increases hardness and strength Increases lattice distortion Favors the BBC lattice structure
Zr Reduces strength and plasticity — Intermetallic compound
V Increases hardness and strength Reduces oxidation resistance Favors nanoparticle formation
Au — — Cr, Mo, Fe, Ni, and Cu
Cu — — Favors FCC solid solution
Ni — Paramagnetism Favors FCC solid solution
Co Improves wear resistance Ferromagnetism Favors FCC solid solution
Cr Reduces strength and hardness Favors BBC solid solution
Mo Increases strength, hardness, and plasticity Greater lattice distortion Favors BBC solid solution
Mn — — Reduces oxidation possibility
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The utilization of HEAs is increasing with the strategic
modication of the structure, electronic environment, and
compositional integrity. Several designing strategies have been
proposed to achieve potential activity, and they can be
successfully exploited in industrial processes. The well-explored
techniques are presented subsequently.

Size and morphology. The electrocatalytic performance of
a catalyst heavily relies on its structure, morphology, surface
area, and active sites. In this regard, different crystal structures
(FCC, BCC, or HCP) can alter the electronic structure and active
surface area, and distinct active sites affect the adsorption and
reaction kinetics of the electrodematerials. The electrochemical
corrosion resistance ability of the AlCoCrFeNi HEA primarily
depends on its crystal structure, with the FCC structure
demonstrating improved corrosion resistance compared to the
BCC structure.231 Stabilization of a specic crystal plane of
a single element by other metals on the Cu (111) surface over the
Au–Ag–Pt–Pd–Cu HEA was shown to signicantly enhance both
stability and activity, suggesting a potential stabilization and
active center for the CO2RR process.189 However, morphology
regulation is also an innovative approach to expose the active
sites and increase the surface area of HEA-based electrode
materials.

The tri-functional electrocatalytic performance of convex-
cube-shaped Pt34Fe5Ni20Cu31Mo9Ru nanocrystals is attributed
to the formation of specic surface facets, strain, and coordi-
nation environments over the surface atoms of HEA catalysts.232

Usually, high-index facets are more active and exhibit higher
catalytic activity than low-index facets owing to the cleavage and
formation of chemical bonds. Along with morphology, particle
size of the HEA has played an important role in adsorption and
desorption processes at the electrode–electrolyte interface.
Homogenous distribution and tuned particle size of the HEA
can improve the electrode performance by improving the cata-
lytic selectivity by altering the reactant or intermediate
adsorption conguration. The orbital hybridization and overall
charge transfer between metals and reactants exhibit
a pronounced effect on the electronic structure of HEA NPs,
which enhanced the electrocatalytic performance of PtRuNi-
CoFeMo HEA nanowires, resulting in high mass and specic
8686 | Chem. Sci., 2024, 15, 8664–8722
activities for alkaline hydrogen oxidation reaction (HOR).233

Huang et al. synthesized defect-rich HEA nanowires that can
achieve the electron transfer effect within the lattice struc-
ture.233 A 14-element nanoporous HEA (comprising Al, Ag, Au,
Co, Cu, Fe, Ir, Mo, Ni, Pd, Pt, Rh, Ru, and Ti) was synthesized
using the dealloying method, which was used as it can accom-
modate a far greater number of elements, resulting in a stable
electrode material for water electrolysis.234 Transmission elec-
tron microscopy (TEM) analysis of the alloys showed a hierar-
chical, nanoporous, and nanocrystalline FCC structure with
uniformly distributed elements; besides, Al leaching increased
the number of accessible active sites on the surface structure
(Fig. 14a).234 Recently, Guo et al. proposed a new technique to
improve faradaic efficiency by forming ultrathin noble-metal-
based PtPdIrRuAg HEA sub-nanometer ribbons via galvanic
exchange reactions between different metal precursors and Ag
nanowire templates (Fig. 14b).235 The 2D structure of the
PtPdIrRuAg HEA provides large specic surface area, abundant
active sites, and high density of unsaturated atoms, making it
a potential candidate for the ORR.

Compositional regulation. Compositional integrity and the
formation of CCSSs are primary requirements for attaining
better electrocatalytic performance of HEAs. The electrocatalytic
performance of HEA systems can be augmented by regulating
the composition of the constituent elements. Despite the
empirical nature of most HEA research, a rational approach for
selecting specic metals is crucial for further advancement in
this eld. A comprehensive understanding of the interplay
between HEA composition and catalytic activity is essential to
address this limitation. This knowledge will enable informed
decisions regarding elemental composition and facilitate
rational component design of HEAs, ultimately leading to
optimized adsorption energies of key intermediates on the alloy
surface and enhanced catalyst activity, selectivity, and stability.

Miracle et al. summarized the frequency of use of each
element in an HEA and conrmed that transition metals are the
most frequently used and provide superior electrocatalytic
performance (Fig. 14c).236 In particular, energy conversion
processes require bifunctional catalysts and a HEA is
undoubtedly a good choice. The systematic removal of each
© 2024 The Author(s). Published by the Royal Society of Chemistry
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Fig. 14 (a) Transmission electronmicroscopy (TEM) image of a HEA, Reproducedwith permission.234 Copyright 2021, Royal Chemical Society. (b)
High-angle annular dark-field scanning TEM (STEM) image and energy-dispersive X-ray spectroscopy (EDS) element mapping images of one
segment of an HEA. Reproduced with permission.235 Copyright 2022, American Chemical Society. (c) Screening to design HEAs using frequency.
Reproduced with permission.236 Copyright 2017, Elsevier Ltd. (d) Crystalline arrangements and consequences. Reproduced with permission.241

Copyright 2019, Elsevier Ltd. (e and f) Comparison of surface valence band photoemission spectra of HEAs. Reproduced with permission.244

Copyright 2021, Springer Nature.
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element from a Cr–Mn–Fe–Co–Ni quinary alloy system was
shown to result in a signicant lowering of ORR activity, thus
indicating the importance of the synergistic combination of all
ve elements; this occurred probably because of the formation
of a single solid solution phase with altered properties, which
aids in overcoming the limitations that occur when using only
single elements. The formation of single-solution and homo-
geneous distributions promotes the development of more active
sites over the surface of HEAs, concurrently enhancing their
catalytic activity. However, careful selection and compositional
optimization are necessary to improve single-element lamina-
tion by increasing the number of active sites. The variation of
Mn content in the Cr–Mn–Fe–Co–N alloy was experimentally
conrmed to lead to superior intrinsic catalytic activity for the
ORR.237 These ndings underscore the signicance of syner-
gistic interactions among the ve or more components in the
HEA system and the resulting alterations in their electronic
properties, overcoming the limitations of individual
components.

Thus, multicomponent design strategies offer boundless
possibilities for developing advanced catalysts. The synergistic
interaction within the HEA system can be enhanced by aug-
menting the elemental diversity through compositional
adjustments in the designed HEA system. An improved AOR
performance was observed in senary RuRhPdOsIrPt alloy NPs
when compared to ternary PdPtRh, quaternary IrPdPtRh, and
quinary IrPdPtRhRu systems, suggesting that catalytic activity
increases gradually with the number of components, thereby
© 2024 The Author(s). Published by the Royal Society of Chemistry
highlighting the importance of synergistically incorporating
multiple metal elements.238 The catalytic performance can be
varied by selecting appropriate design methodologies and
optimizing the number of elements of the HEA system. Fujita
et al. observed that HER and OER performances varied with the
optimized compositional, structural, and electronic character-
istics. Specically, their ndings suggest that a 12-element HEA
is more superior to 14-element HEA systems in terms of the
HER rather than OER processes, which contradicts the other
ndings related to the signicant improvement of HEA systems
with the increase in the number of elements.234 In an optimized
Co0.25Mo0.45Fe0.1Ni0.1Cu0.1 HEA nanostructure, the systematic
regulation of the Co/Mo ratio could modulate the chemical and
physical properties of the HEA, resulting in an improved cata-
lytic performance for the NH3 decomposition process.64 A
rational conguration of the HEA electrocatalyst can adjust the
adsorption energy of intermediate species to enhance the
reaction rate.239 Low-electronegativity Mn and high-
electronegativity Cu were combined with base metals (Fe, Co,
and Ni) to form FeCoNiCuMn HEA NPs, which resulted in
strong local electron interactions owing to the difference in
electronegativity values. The theoretical interpretation is that
the inactive Cu moves to the electron-rich active sites, resulting
in lower adsorption energies of reactants, intermediates, and
products, which increase the HER and OER activities of the
HEA.240 Therefore, by combining experimental and theoretical
understanding with specic compositional outputs, optimized,
active, stable, and efficient HEAs can be obtained.
Chem. Sci., 2024, 15, 8664–8722 | 8687
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Defect engineering. Defect engineering is a well-established
approach to improve the catalytic performance by exposing
more active sites and creation of unsaturated coordination
sites. Perfect lattice positioning of elements during the growth
of the HEA is impossible; therefore, defects are formed inside
the lattice structure. The periodic positions of the different
constituent elements result in variable chemical and physical
properties that can concurrently create defects inside the solid
solution system. This can occur in almost all HEA-based
systems and cannot be neglected. However, the choice of
elements and synthesis strategies may control the percentage of
defects inside the HEA. However, studies are already proving
that defect engineering can alter the electronic and chemical
environments of the HEA, thereby signicantly enhancing the
electrochemical performance. Moreover, stoichiometric varia-
tions within the same HEA can result in defects in the CCSS;
this may result in varied electronic structures and adsorption
energies.

HEAs typically exhibit numerous surface defects, owing to
the complexity of their structures as they are composed of ve or
more elements in equal or nearly equal concentrations. This
high elemental diversity can lead to a variety of structural
imperfections, such as vacancies, dislocations, and grain
boundaries (Fig. 14d).241 Surface defects can be used to improve
the catalytic activity of HEAs for the HER. For instance, Kruzic
et al. developed a new high-entropy metallic glass via dealloying
to create a nanoporous structure,242 as a result of the large
specic surface area with defects. The theoretical studies
conrm that surface defects play a key role in improving cata-
lytic activity and act as nucleation sites for the formation of
hydrogen bubbles, which is a crucial step and helps in reducing
the energy barrier for the HER. Surface defect modication in
HEAs is still at an early stage, but it has the potential to pave the
way for the development of novel and enhanced HER catalysts
based on HEAs. HEAs are susceptible to forming defects,
including vacancies, dislocations, and stacking faults, which
can enhance electrocatalytic activity by creating more exposed
sites. With a deeper understanding of defect engineering, more
efficient HEAs can be developed, showcasing enhanced prop-
erties and innovative functionalities.

Strain engineering. Strain engineering serves as a promising
approach to enhance the electrocatalytic performance of HEAs.
Strain, which is primarily caused by alterations in bond lengths,
can modify the CNs and electron densities of surface atoms,
thereby inuencing surface energy and promoting the specic
adsorption of target molecules. The introduction of lattice
strain into HEAs can be achieved through various methods,
including epitaxial growth, lattice mismatch, and mechanical
deformation.

The occurrence of strain in HEAs has signicant effects on
their electrocatalytic performance. First, strain can alter the
electronic structure of HEAs, making them more active for
specic electrocatalytic reactions. For instance, strain can
increase the DOS near the Fermi level, enhancing the activity of
HEAs in reactions involving electron transfer. Second, strain
can improve the stability of HEAs, making them more durable
8688 | Chem. Sci., 2024, 15, 8664–8722
in electrocatalytic applications in harsh electrochemical
processes in industry. The improved stability originates from
the strain-induced alteration of atomic arrangements and the
stabilization of active sites on the surface and subsurface.
Third, strain can increase the number of active sites on the
surface of HEAs, further improving their electrocatalytic
performance. However, strain can induce the formation of
dislocations and other defects on the HEA surface, which can
serve as additional active sites for electrocatalytic reactions. The
d-band center is signicant for HEA electrocatalysis as it
determines the strength of the interaction between the multi-
metallic catalyst surface and the reactant molecules. A stronger
interaction between the HEA-based electrode surface and elec-
trolyte leads to a lower energy barrier for the charge-transfer
process, resulting in improved electrode activity. Thus, strain
engineering is a promising strategy for improving the electro-
catalytic performance of HEAs. By carefully controlling the
strain in HEAs, new and improved electrocatalysts can be
developed for a variety of applications. The work of Rossmeisl
et al. provides a new understanding of how lattice distortion
affects the adsorption energies of OH* and O* on IrPdPtRhRu
and AgAuCuPdPt HEAs and is important for understanding the
effects of distortion and its consequences.243

Lattice distortion effectively alleviates the impact of local
strain on adsorption energies due to the relaxed atomic envi-
ronment surrounding the bonded atoms. This suggests that the
effect of local strain on HEA activities is minimal, and the
broadening of the adsorption energy distribution primarily
occurs because neighboring atoms disturb the electronic envi-
ronment of the binding sites. This nding holds signicant
implications for the design of HEAs for catalytic applications.
TEM and scanning TEM (STEM) analyses implied that strain-
induced PtFeCoNiCu HEAs obtained via heat treatment at 700
°C (HEA-700) exhibited 0.94%more compressive strain than the
HEA obtained at 400 °C (HEA-400).244 The enhanced methanol
oxidation reaction (MOR) activity can be attributed to the
shorter Pt–Pt bond distances resulting from the compressive
strain of HEA-700. Furthermore, a comparison of the d-band
centers of the HEAs in the surface valence band emission
spectra demonstrated that the development of compressive
strain lowered the d-band center, leading to improved catalytic
performance at higher temperatures (Fig. 14e).244

Strain in HEAs can also affect surface morphology, forming
strain-induced defects such as dislocations, vacancies, and
grain boundaries. These defects may act as active sites for
catalytic reactions, providing new reaction pathways or altering
the adsorption behavior of reactants. In addition, strain-
induced defects can also alter mass transport properties and
charge-transfer kinetics, affecting the overall electrocatalytic
activity as defects provide a heterogeneous surface for catalysis.
For example, Huang et al. fabricated single-phase FCC MnFe-
CoNiCu HEA NPs of less than 5 nm.233 These NPs exhibited
a highly deformed lattice, resulting in various defects (e.g.,
twins, dislocations, and stacking faults) and act as active sites
for the ORR.245 Strain engineering is a promising strategy for
improving the electrocatalytic performance of HEAs. Although
there are still some gaps in our understanding of the optimal
© 2024 The Author(s). Published by the Royal Society of Chemistry
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methods for introducing and controlling strain in high-entropy
alloys (HEAs), this approach has great potential for advancing
the development of novel and improved HEA electrocatalysts.

Regulating the electronic structure. The electronic structure
of a catalyst plays a crucial role in determining catalytic
performance, particularly through factors such as d-band
centers, modication of the bandgap, and enhancement of
charge transfer at the electrode–electrolyte interface. Predic-
tions by Norskov et al. suggested the involvement of d-centers in
multi-metal catalysts based on transition metals, where
parameters like the d-band center and adsorption energy of
intermediates/reactants inuence the activation energy of
catalytic reactions.246 The HEA does not deviate from this rule
and the position of the d-band center in the alloy can be easily
adjusted by changing the compositional elements and corre-
sponding concentration.

An upward shi of the d-band center leads to stronger
interactions within metals, while a downward shi represents
the opposite. Additionally, the electronic structure of HEAs is
inuenced by the so-called ligand effect where the interactions
between the d-bands of the constituent metals can alter the d-
band centers of the active components.246–248 This modulation
affects the binding energies of the key intermediates, ultimately
improving the activity and selectivity.71,247–249 For instance, the
projected DOS (PDOS) of nanoporous AlNiCoIrMo HEAs reveals
a shi in the d-band center of Ir following alloy formation,
leading to stronger Ir–O covalent bonds which further
contribute to the enhanced OER activity. By strategically
Fig. 15 (a) Projected partial density of states of HEA d-states. Reproduce
Schematic of the band structure. Reproduced with permission.254 Copyr

© 2024 The Author(s). Published by the Royal Society of Chemistry
designing and optimizing the composition of HEA components,
the adsorption energy of the d-band center can be continuously
tuned, enabling the modulation of key intermediates and ulti-
mately achieving optimal catalytic performance (Fig. 15a).197

The shi in the d-band center is a consequence of strain
formation and simultaneously affects the charge-transfer ability
and bandgap alteration within the compositionally complex
HEAs.250–253 A lowering of the bandgap was observed by Sarkar
et al. during the synthesis of uorite-type rare-earth HEO. The
presence of Pr with oxidation states other than 4+ results in the
formation of oxygen vacancies in multicomponent equiatomic
rare-earth oxides, which was conrmed by Raman spectroscopy
and a reduction in bandgap due to electronic state involvement
(Fig. 15b and c).254 The charge redistribution on the surface of
HEAs is an inimitable and important property that can be used
to enhance their catalytic activity.255 The alteration in local
charge density generates active sites for the adsorption and
activation of reactant molecules.256–259 Moreover, it inuences
the d-band centers of the alloy, thereby modifying the adsorp-
tion modes of reactants and further impacting catalytic activity
and selectivity. HEAs, with their diverse compositional metals,
possess the potential to exhibit pronounced surface charge
redistribution, inducing an alternating pattern of electron
accumulation and depletion across the entire HEA surface.254–259

This implies that the charge density of each surface metallic
atom differs from that of its neighboring atoms in HEAs,
creating a greater number of active centers for chemical trans-
formations.260 Hence, careful selection of components with
d with permission.197 Copyright 2019, Wiley VHC. (b) Raman spectra. (c)
ight 2017, Royal Chemical Society.

Chem. Sci., 2024, 15, 8664–8722 | 8689

http://creativecommons.org/licenses/by/3.0/
http://creativecommons.org/licenses/by/3.0/
https://doi.org/10.1039/d3sc06784j


T
ab

le
7

O
ve

rv
ie
w

o
f
H
E
A
sy
n
th
e
si
s
m
e
th
o
d
s

Sy
n
th
es
is

E
qu

ip
m
en

t
C
on

di
ti
on

Sy
n
th
es
is

ti
m
e

Si
ze

E
le
m
en

t
di
st
ri
bu

ti
on

Pr
od

uc
t

pe
rc
en

ta
ge

M
ec
h
an

ic
al

al
lo
yi
n
g

Pl
an

et
ar
y
ba

ll
m
il
l

R
T
,a

ir
>1

da
y

M
ic
ro
m
et
er

ra
n
ge

Po
or

$
10

g
Sp

ar
k
di
sc
h
ar
ge

Sp
ar
k
di
sc
h
ar
ge

H
ig
h
vo
lt
ag

e
Fr
ac
ti
on

of
a
se
co
n
d

N
an

o-
to

m
ic
ro
m
et
er

G
oo

d
A
bo

ve
80

U
A
W
C

U
lt
ra
so
n
ic
at
or

B
el
ow

10
0
°C

N
an

om
et
er

G
oo

d
A
bo

ve
70

D
ea
llo

yi
n
g

Sm
el
ti
n
g
fu
rn
ac
e/

Sp
in
n
in
g
m
ac
h
in
e

#
50

0–
70

0
°C

an
d
1

at
m
,b

ot
h
in
er
t
an

d
ai
r

at
m
os
ph

er
es

$
2
h
an

d
#
5
h

Po
re

si
ze

w
it
h
in

10
n
m

G
oo

d
$
10

g

O
n
e-
po

t
sy
n
th
es
is

H
yd

ro
th
er
m
al

re
ac
to
r

an
d
fu
rn
ac
e

H
ig
h
te
m
pe

ra
tu
re
,i
n
er
t

or
ai
r
at
m
os
ph

er
e

Fe
w
m
in
ut
es

to
a
da

y
de

pe
n
di
n
g
on

th
e

pr
oc
es
s

V
ar
ia
bl
e

G
oo

d
$
10

g

C
al
ci
n
at
io
n
-a
ss
is
te
d

m
et
h
od

Fu
rn
ac
e

H
ig
h
te
m
pe

ra
tu
re
,

ab
ov
e
50

0
°C

Fe
w
h
ou

rs
Po

ro
us

st
ru
ct
ur
e

G
oo

d
50

–9
0

E
le
ct
ro
d
ep

os
it
io
n
m
et
h
od

E
le
ct
ro
ch

em
ic
al

se
t
up

R
oo

m
te
m
pe

ra
tu
re
,a

ir
Fe

w
m
in
ut
es

to
se
ve
ra
l

h
ou

rs
(#

24
h
)

N
an

om
et
re

ra
n
ge

G
oo

d
#
10

m
g

Sp
ut
te
ri
n
g
de

po
si
ti
on

an
d

el
ec
tr
os
pi
n
n
in
g
m
et
h
od

U
H
V
de

po
si
ti
on

sy
st
em

R
T
/U
lt
ra
h
ig
h
va
cu

um
>2

5
h

#
1–
10

n
m

G
oo

d
<2

00
m
g

C
ar
bo

th
er
m
al

sh
oc
k

m
et
h
od

C
ur
re
n
t
pu

ls
e
de

vi
ce

1
at
m

an
d
>
10

00
K
an

d
an

in
er
t
at
m
os
ph

er
e

M
il
li
se
co
n
d

N
an

om
et
re

ra
n
ge

G
oo

d
<2

00
m
g

Fa
st

m
ov
in
g
be

d
py

ro
ly
si
s

T
ub

e
fu
rn
ac
e

#
10

00
K
an

d
an

in
er
t

at
m
os
ph

er
e

Fe
w
se
co
n
ds

5–
50

n
m

G
oo

d
∼1

00
m
g

La
se
r
sc
an

n
in
g
ab

la
ti
on

te
ch

n
ol
og

y
Pu

ls
ed

la
se
r

R
T
,a

ir
M
il
li
se
co
n
d

G
oo

d

M
ic
ro
w
av
e
h
ea
ti
n
g

M
ic
ro
w
av
e
re
ac
to
r

#
20

00
K

Fe
w
se
co
n
ds

#
20

n
m

G
oo

d
#
10

m
g

8690 | Chem. Sci., 2024, 15, 8664–8722 © 2024 The Author(s). Published by the Royal Society of Chemistry

Chemical Science Review

O
pe

n 
A

cc
es

s 
A

rt
ic

le
. P

ub
lis

he
d 

on
 0

8 
M

ai
us

 2
02

4.
 D

ow
nl

oa
de

d 
on

 0
8/

01
/2

02
6 

06
:3

6:
02

. 
 T

hi
s 

ar
tic

le
 is

 li
ce

ns
ed

 u
nd

er
 a

 C
re

at
iv

e 
C

om
m

on
s 

A
ttr

ib
ut

io
n 

3.
0 

U
np

or
te

d 
L

ic
en

ce
.

View Article Online

http://creativecommons.org/licenses/by/3.0/
http://creativecommons.org/licenses/by/3.0/
https://doi.org/10.1039/d3sc06784j


Review Chemical Science

O
pe

n 
A

cc
es

s 
A

rt
ic

le
. P

ub
lis

he
d 

on
 0

8 
M

ai
us

 2
02

4.
 D

ow
nl

oa
de

d 
on

 0
8/

01
/2

02
6 

06
:3

6:
02

. 
 T

hi
s 

ar
tic

le
 is

 li
ce

ns
ed

 u
nd

er
 a

 C
re

at
iv

e 
C

om
m

on
s 

A
ttr

ib
ut

io
n 

3.
0 

U
np

or
te

d 
L

ic
en

ce
.

View Article Online
differing work functions for HEA synthesis allows for control
over the surface charge density of HEAs. This contributes to the
adsorption and activation of reactants, further enhancing the
catalytic performance of HEA-based catalysts for industrial
applications.
Synthesis strategies and characterization of HEAs

Developing industrially viable high-entropy alloys (HEAs) and
their derivatives poses a signicant challenge due to their
potential for electrocatalytic applications. These alloys offer
tunable chemical and physical properties, including crystal
structure, atomic size, valence electron conguration, and
consequently, enthalpy and entropy of formation. This
tunability makes them highly attractive for designing electro-
catalysts with tailored properties for specic reactions.
Controlling the size, composition, shape, morphology, and
phase structure of HEA is a complex task owing to the inevitable
migration and aggregation phenomena that occur under
synthetic conditions. Therefore, a thorough understanding of
synthesis techniques is crucial for designing and developing
potential electrode materials. In general, the available and re-
ported synthesis methods are broadly categorized as conven-
tional, wet-chemical, and nonequilibrium synthesis methods
(Table 7), which are discussed in the subsequent sections.261–294

Mechanical alloying. Mechanical alloying (MA) employs
high-energy forces in a closed container with a hard medium,
pulverizing pure metal powders and inducing their solid-state
transformation into homogenous HEAs.261,262 MA is a particu-
larly attractive method as it can be used to mix elements with
widely different chemical and physical properties that provide
a wide range of compositions and microstructures.262 By
adjusting the milling conditions, such as the milling speed,
Fig. 16 (a) Synthesis procedure of HEAs by cryomilling. Reproduced
Ultrasonic-assisted wet chemistry method for HEA design. Reproduced
for HEA design. Reproduced with permission.234 Copyright 2021, Royal Ch
HEA system. Reproduced with permission.275 Copyright 2019, Wiley VCH

© 2024 The Author(s). Published by the Royal Society of Chemistry
milling time, and ball-to-powder ratio, the grain size, phase
composition, and other properties of the alloy can be
controlled.263,264 Biswas et al. developed a cost-effective, low-
temperature MA (cryomilling) technique for the preparation of
HEA NPs (Cu0.2Ag0.2Au0.2Pt0.2Pd0.2).265,266 A similar synthesis
approach was used to synthesize Ag, Au, Pt, Pd, and Cu-based
HEA NPs with different compositions and compositional vari-
ations. Interestingly, the designed NPs showed intense activity
against hydrazine electrolytic oxidation (Fig. 16a).266 Dai et al.
successfully formed a HE-ZIF, conrming the superiority of the
ball milling method over the thermal method when forming
HEAs.262 Furthermore, the MA process is time and energy
intensive, and several parameters must be optimized to obtain
the desired properties, such as the milling time, milling speed,
and ball-to-powder ratio. Therefore, further research is neces-
sary to optimize the MA process and enhance the reproduc-
ibility of the resulting HEA powder, encompassing a wide range
of compositions and microstructures, with the potential for
largescale HEA production.

Spark discharge. Spark discharge (SD) is a plasma-based
process that involves generating a high-voltage spark between
two electrodes to generate high-temperature and high-pressure
plasma. This plasma can be used to melt and vaporize
elemental powders, which are then rapidly cooled to form HEA
NPs. SD has several advantages compared to other HEA
synthesis methods, including high purity, controllable micro-
structure, and high scalability. Wu et al. used the SD method to
prepare CoCrFeNiPt and CoFeNiCr0.5Pd0.8 HEA NPs with
uniform elemental distribution.267 First, HEA blocks were
prepared via vacuum arc melting using metal elements as raw
materials in a high-purity argon atmosphere; then, NPs were
prepared using this HEA ingot as an electrode. SD is
with permission.266 Copyright 2021, American Chemical Society. (b)
with permission.268 Copyright 2019, Wiley VCH. (c) Dealloying method
emical Society. (d) One-pot synthesis procedure and STEM-EDS of the
.
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a promising technique for synthesizing HEAs with several
desirable properties and is expected to play a promising role in
the commercial production of HEAs.

Ultrasonic-assisted wet chemistry. Ultrasonic-assisted wet
chemistry (UAWC) involves the use of ultrasound waves to
generate cavitation bubbles in a solution containing metal
precursors. UAWC exhibits several advantages in the synthesis
of HEAs, including scalability, compositional and structural
versatility, and simplicity.196 Parameters such as the power and
frequency of the ultrasound waves are tuned to control the size
andmorphology of HEA NPs.268–270 Liu et al. utilized the acoustic
cavitation phenomenon to synthesize PtAuPdRhRu HEA NPs in
an ultrasonic irradiation process that operated at a signicantly
high temperature and pressure (5000 °C and 2000 atm) to
accelerate the simultaneous reduction of metallic ions and form
an entropy-maximized state (Fig. 16b).268 In comparison with
other wet-chemical synthesis strategies, the UAWC method is
advantageous when designing NPs.269 Hence, UAWC is a prom-
ising approach for the synthesis of HEAs with a variety of
desirable properties and is expected to play an important role in
commercial production of HEAs with potential electrode
performance.

Dealloying strategy. The dealloying method has been widely
utilized to fabricate a nanoporous HEA structure, providing an
effective way to increase the specic surface area.270 Dealloying
involves the selective removal of one or more elements from
a solid solution alloy, leaving behind a porous structure. The
precursor alloy is then dealloyed in a solution that selectively
dissolves one or more of the elements; then, the remaining
Fig. 17 (a) Contour maps of the composition of different elements dep
Copyright 2023, Elsevier Ltd. (b) Electrochemical approach to synthesi
Society of Chemistry. (c and d) Carbothermal shock synthesis of HEA na

8692 | Chem. Sci., 2024, 15, 8664–8722
elements self-assemble into a porous HEA structure. Liu et al.
employed a facile one-step electrochemistry dealloying process
to etch the residual Mn to fabricate nanoporous NiC-
oFeMoMn.271 It is well documented that Mn can easily form
solid solutions with other transition metals, although the
standard redox potential of Mn is comparatively lower (Mn2+/
Mn) than that of the other transition metals, resulting in easy
corrosion in an acidic medium. An analogous synthesis route
was employed to synthesize a free-standing nanoporous HEA
containing 12 or 16 uniformly distributed metal elements (Mn,
Ni, Cu, Co, V, Fe, Mo, Cr, Pd, Pt, Au, Ru, Ir, Ag, Rh, and Os) via
one-step etching of Mn.272 In general alkaline solution was used
to employ the dealloying strategy to design porous HEA solid
solutions although the standard redox potential of Mn is
comparatively lower (Mn2+/Mn) than that of the other transition
metals, resulting in easy corrosion in an acidic medium.272,273

The design of a homogenous nanoporous HEA containing up to
14 elements (Al, Ag, Au, Co, Cu, Fe, Ir, Mo, Ni, Pd, Pt, Rh, Ru and
Ti) was performed by Fujita et al. using the alkaline solution
based dealloying method and it demonstrated good water
electrolysis efficiency (Fig. 16c).234 An analogous synthesis route
was employed to synthesize a free-standing nanoporous HEA
containing 12 or 16 uniformly distributed metal elements (Mn,
Ni, Cu, Co, V, Fe, Mo, Cr, Pd, Pt, Au, Ru, Ir, Ag, Rh, and Os) via
one-step etching of Mn.272 The universality of this alloying/
dealloying strategy should be further investigated to include
other metallic elements and various combinations.

One-pot synthesis. The one-pot synthesis method is well
known for its easy and cost-effective approach, which includes
osited at various Ton and Toff values. Reproduced with permission.281

ze HEAs. Reproduced with permission.287 Copyright 2023, The Royal
noparticles. Reproduced with permission.288 Copyright 2018, AAAS.

© 2024 The Author(s). Published by the Royal Society of Chemistry
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the regulation of the growth process by adjusting various
synthesis parameters such as temperature, pressure, atmo-
sphere, solvent, reducing agent, coordinating agent, and reac-
tion time. Niu et al. synthesized nanosized CoCrCuNiAl HEAs
using the sol–gel auto combustion method, resulting in
a uniform distribution of the elements.274 This uniform distri-
bution led to enhanced thermal, mechanical, and electro-
chemical properties achieved from compositional integrity and
the synergistic effect of the HEA. In another report, Bondes-
gaard et al. used a low-temperature solvothermal method to
synthesize PtPdIrRhRu HEA NPs (Fig. 16d).275 The interaction
between metal and acetylacetonate controlled the precipitation
rate, thereby promoting the co-precipitation phenomenon for
the synthesis of single-phase NPs. Furthermore, controlling the
crystal structure of HEA NPs also provides new avenues for
promoting catalytic performance. The cost-effective co-
precipitation technique is an easy synthesis approach to fabri-
cate nanosized HEAs with uniform distribution. For instance,
Zou et al. synthesized defect-rich 2D HEHs (FeCoNiZnAl,
FeCoNiZnAlCuCr, and FeCoNiZnAlCuCrMgIn) using the co-
precipitation method.276 Huang et al. established a sol-
vothermal approach to prepare HEAs on carbon cloths that
exhibited numerous partial dislocations, stacking faults, and
atomic displacements, indicating a highly distorted atomic
lattice within the NPs. These defects in the HEAs contributed to
surface tension, which consequently impacted the electro-
catalytic performance (Fig. 13h).103

Calcination-assisted method. HEA systems can be designed
by using a calcination method in combination with other
methods such as co-precipitation and hydro/solvothermal, and
other wet-chemical methods. Owing to annealing, migration of
the atoms and reconstruction of the nanostructure occur,
leading to a more ideal microstructure. The annealing atmo-
sphere, temperature, and time exhibit a signicant inuence on
the structure of the HEA system.277,278 Chen et al. controlled the
crystal structure of single-phase HEA NPs by altering the
annealing temperature and inducing strain inside the lattice.60

However, a strain within the HEA is developed that signicantly
improves catalytic performance.244 Additionally, the enhanced
compressive strain reduces the M–M bond, thereby shiing the
d-band centers of the active metal downwards and enhancing
its electrocatalytic activity.279

Electrodeposition method. Electrochemical deposition
(ECD) offers several advantages such as low-temperature pro-
cessing, short synthesis duration, simplied equipment design,
and a high potential for technological scalability in the design
of HEAs. In principle, ECD reduces metal ions from an elec-
trolyte solution onto a substrate by applying an electric current
and a HEA is grown over the current collector. The electrolyte
composition and deposition parameters, such as current
density and temperature, are carefully controlled to produce
HEAs with the desired properties. A key challenge in the ECD of
HEAs is to achieve co-deposition of all the constituent elements
in the desired proportions. This is difficult because of the
different electrochemical reduction potentials of the involved
metals. However, a variety of strategies have been developed to
overcome this challenge, such as the use of complexing agents,
© 2024 The Author(s). Published by the Royal Society of Chemistry
pulse electrodeposition, and alloying with a third element. Sure
et al. synthesized nanosized equiatomic single-phase FCC
CoCrFeNi HEA powder by performing electro-deoxidation in
molten CaCl2–NaCl at 923 K.280 Their study demonstrated that
the molten-salt-based electro-deoxidation process enables the
synthesis of the CoCrFeNi HEA in the form of a nanocrystalline
powder. Pulsed electrodeposition was proposed for better
current distribution and mass transfer, resulting in a more
suitable microstructure and chemical composition as compared
to those of direct electrodeposition. The ECD technique was
employed by Dey et al. to synthesize a Zn-based HEA (FeCoNi-
CuZn) in an aqueous medium utilizing sulfate salt where the
duty cycle (Ton and Toff) and pH play a crucial role in controlling
the microstructure and composition of thin lms.281 However,
owing to the application of pulses during electrodeposition, the
surface roughness of the substrate was observed to have negli-
gible effects on the microstructure and composition
(Fig. 17a).281 Moreover, during the electrodeposition of multiple
elements, the Ton time must be higher than Toff for the simul-
taneous deposition of multiple elements as an alloy. Li et al.
demonstrated an electrochemical approach to construct various
nanoscale HEAs by rapidly changing the thermodynamic
conditions and manipulating growth kinetics. The study found
that a self-supporting dendritic multilevel Fe0.22Co0.18Ni0.18-
Cr0.14Cu0.28 HEA electrode composed of a single FCC phase
exhibits superior electrocatalytic performance, which is attrib-
uted to the synergistic effect of multiple active sites and the
unique foam-like hierarchical structure.282 Although this elec-
trochemical deposition method has the advantages of low cost,
easy availability of raw materials, and minimal equipment
requirements, it may face challenges related to unstable volt-
ages and currents, which can cause problems in nanomaterial
preparation.

Sputtering deposition and electrospinning methods. Sputter
deposition is a physical vapor deposition technique in which
high-energy plasma is irradiated onto a target material that
contains all the alloying elements. Notably, sputter deposition
is a relatively time-consuming process and achieving a uniform
composition of the deposited lm is not easy, especially for
HEAs containing several alloying elements. Wang et al. devel-
oped amorphous or nanocrystalline solid solution CrNbTiMoZr
HEA lms via DC magnetron sputtering.283 More recently, Alam
et al. introduced radio-frequency magnetron sputtering to
synthesize the TiMoVWCr HEA. The proposed system is fast and
reproducible, and provides a high degree of freedom to
synthesize a wide range of HEAs.284 Furthermore, the technique
can be used to design thin-lm HEAs and control the size and
composition of the designed HEA system.

Electrospinning is an advanced, inexpensive, and extended
technique of sputtering deposition and can be used to produce
nanobers from a variety of materials, including polymers,
metals, and ceramics. To synthesize HEAs using electro-
spinning, a metal precursor solution is typically used that
contains all the desired alloying elements in the anticipated
proportions. The precursor solution is then electrospun to
produce HEA nanobers. However, note that the electro-
spinning process is sensitive to multiple factors, such as the
Chem. Sci., 2024, 15, 8664–8722 | 8693
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type of solvent, precursor solution concentration, and applied
voltage. Consequently, producing HEA nanobers with
a consistent composition and microstructure is difficult. By
combining the electrospinning technique and graphitization
process, Hao et al. synthesized FeCoNiMnRu HEA NPs with
potential water electrolysis efficiency due to the modied elec-
tronic structure.285 The difference in electronegativity values
between the mixed elements in the HEA induces signicant
charge redistribution, creating highly active Co and Ru sites
with optimized energy barriers for simultaneous stabilization of
OH* and H* intermediates, thereby signicantly improving
water dissociation efficiency under alkaline conditions.285 A
similar approach was involved in the synthesis of FeCoNiMoRu
HEA NPs supported on carbon nanobers (CNFs). The in situ
electrochemical Raman results demonstrated that the Fe, Co,
Ni, and Ru metal sites are involved in synergistically catalyzing
urea electro-oxidation.286 Dual-phase B-doped FeCoNiCuPd
HEA (DP-B-HEA) NPs with superior NRR ability were in situ
grown on electrospun CNFs via the thermodynamically driven
solid-phase diffusion approach by combining the electro-
spinning technology with the high-temperature carbonization
approach (Fig. 17b).287 In situ characterization conrmed that
CNFs were used as hosts to control the phase stability of DP-B-
HEA NPs via the unique dual phase and electronic structure
Fig. 18 (a) Schematic diagram of the fast-moving bed pyrolysis experim
fixed bed pyrolysis. Reproduced with permission.191 Copyright 2020, Spin
ablation method. Reproduced with permission.291 Copyright 2023, Cell Pr
reduced graphene oxide via microwave heating. Reproduced with perm

8694 | Chem. Sci., 2024, 15, 8664–8722
modication of B atoms. Electrospinning, a versatile technique
for fabricating nanomaterials with tunable morphologies and
properties, exhibits signicant potential for the largescale
production of HEAs. While HEA production by electrospinning
is still in its early stages of development, it offers several
advantages compared to conventional synthesis methods.

Carbothermal shock method. The carbothermal shock (CTS)
method involves the reduction of metal oxides with carbon in
a conned space at high temperature for the formation of HEAs.
Yao et al. rst proposed a simple two-step CTSmethod, in which
the metal precursor was ash heated and cooled (temperature:
∼2000 K, shock time: ∼55 ms, ramp rate: 105 Ks−1) on an
oxygenated carbon support to produce PtPdRhRuCe NPs that
can catalyze ammonia oxidation (Fig. 17c).288 The precise
control of impact parameters such as temperature, duration,
and heating rate can effectively modulate the particle size,
dispersion, and nal HEA structure. At high temperatures, the
catalytic activity of liquid metals drives rapid particle ssion
and fusion events, leading to homogeneous mixtures of
multiple elements, facilitating kinetic control of thermody-
namic mixing states and enabling the formation of crystalline
solid-nanogranular solutions (Fig. 17d). Despite variable
reduction potentials, multiple crystal structures, different
atomic radii (1.24 to 1.44 Å), and altered melting temperatures
ental setup for synthesis of HEA nanoparticles and compression using
ger Nature. (b) Synthesis of HEA nanoparticles using the laser scanning
ess. (c) Schematic illustration of the formation of HEA nanoparticles on
ission.293 Copyright 2021, American Chemical Society.

© 2024 The Author(s). Published by the Royal Society of Chemistry
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(500 to 2000 K), Yao et al. successfully fabricated HEA NPs with
eight dissimilar elements (Pt, Pd, Ni, Co, Fe, Au, Cu, and Sn)
using the CTS method. Therefore, the CTS method provides an
avenue for synthesizing a library of multicomponent HEA NPs
with uniform elemental dispersion.

Fast moving bed pyrolysis. Fast moving bed pyrolysis (FMBP)
involves the rapid heating of metal precursors to produce NPs,
which are then annealed to form a nanostructured HEA. The
FMBP process is similar to the CTS method, and the formation
mechanism of a HEA is determined by the low free energy of the
nucleation process at high reaction temperatures and rapid
heating/cooling rates. The FMBP process is performed in three
stages, which are the conversion of precursors to monomers,
conversion of monomers to cores, and conversion of cores to
nanocrystals. The reaction temperature and nucleation rate
change the nuclear radius and free energy during the nucleation
process and control the size and composition of HEA NPs. Lu
et al. demonstrated an FMBP strategy to immobilize HEA NPs
on granular supports with a narrow size distribution of 2 nm up
to denary (MnCoNiCuRhPdSnIrPtAu) HEA NPs at 923 K
(Fig. 18a).191 Interestingly, the FMBP method creates small and
highly crystalline multicomponent HEAs with uniform distri-
bution on different supports.289 However, note that the FMBP
method requires specialized equipment to operate under high
temperature and rapid heating conditions.

Laser scanning ablation technology. Laser scanning ablation
(LSA) uses a focused laser to ablate target materials and form
HEA NPs. By kinetically controlled laser synthesis, Wang et al.
synthesized colloidal HEA NPs to achieve the target equimolar
stoichiometry for CoCrFeMnNi HEA NPs from the liquid phase
without using stabilizing ligands.290 Zou et al. synthesized the
PtIrCuNiCr HEA using the LSA strategy with potential OER
activity (Fig. 18b).291 This laser-based synthesis method is highly
adaptable and can rapidly produce HEAs with different alloy
compositions, target materials, and immobilized substrates,
making it an excellent candidate for nanomaterial screening.
Recently, Zou et al. developed a new type of LSA method using
pulsed nanosecond lasers to obtain a series of HEA NPs at
ambient temperature and pressure.292 This ultrafast process
ensures that even thermodynamically incompatible metallic
elements are fused together, overcoming the limitations
imposed by conventional synthesis methods. A series of HEA
NPs were prepared and supported on various substrates,
including carbon substrates, non-carbon substrates such as Cu
foam, and in certain cases HEA NPs even without a substrate,
resulting in colloidal HEA NPs. This strategy was extended to
the synthesis of several derivatives of HEAs such as amorphous
HEO, HES, HEB, HEP, and HEN, conrming their versatility.

Microwave heating. Microwave heating has recently
garnered attention as a potential alternative to traditional
smelting methods for synthesizing HEAs. Hu et al. employed
the microwave heating technique to synthesize PtPdFeCoNi
HEA NPs over a carbon base with uniform particle size and
homogeneous elemental distribution.293 In principle, the
reduced graphene oxide nanosheets can sufficiently balance the
functional group defects to efficiently absorb microwave radia-
tion and simultaneously retain the superior thermal
© 2024 The Author(s). Published by the Royal Society of Chemistry
conductivity to rapidly transfer the induced localized heat.
Moreover, a roll-to-roll method along with microwave heating
provides a huge space to design various carbon-based materials
as a background template. Moreover, the particle size is varied
by varying the template (Fig. 18c).293 Nair et al. discovered that
the microstructure of AlxCoCrFeNi HEA coatings transforms
from FCC into BCC as a direct consequence of the Al content.294

This transformation is attributed to the inuence of Al on the
lattice constant and stacking fault energy of the alloy.
Microwave-assisted techniques offer several advantages
compared to traditional melting and solid-state synthesis
methods, making them a promising strategy for developing
HEA coatings with tailored microstructures and properties for
various applications in materials science and engineering.
Comparison between synthesis methods

The catalytic activity of the designed electrocatalyst is governed
by the surface state, active sites, and electronic structure. By
appropriately adjusting these parameters, possible electrode
materials can be designed. The choice of elemental composi-
tion also plays an essential role in the performance, as active
centers are present in the electrode material. Therefore, the
choice of synthesis method should be based on the parameters
that are required during HEA formation. With an appropriate
synthesis route, stable and highly selective electrocatalysts can
be produced. Above all, cost and productivity are relevant in the
practical application of the synthesis route. Low cost and high
productivity contribute to the mass synthesis of HEAs and meet
the requirements for industrial applications. Table 7 lists
a broad overview of the synthesis equipment, synthesis condi-
tions, particle size, elemental distribution, synthesis time, and
percentage of products to determine themost efficient electrode
material for a particular electrochemical process. This review
identies electrocatalysts as electrode materials and describes
the catalytic parameters determined from the basic parameters
to be effective as industrial electrode materials The limitations
of the various techniques are presented subsequently. The CTS
synthesis requires a carbon support and the production volume
is signicantly low (milligram scale) in terms of industrial
applications. If the productivity of HEAs using CTS technology
can be signicantly improved, then this synthesis method can
be used for industry purposes. Although MA is a simple and
cost-effective method, it cannot control the morphology and
size of the HEA. Therefore, variations in composition cannot be
optimized in this approach, which restricts the potential use of
this method. The electrochemical approach requires improved
product proportions, morphology, and compositional varia-
tions to be considered as an effective synthesis technique. The
SD method generates high-temperature, high-pressure plasma
that can control the microstructure of HEAs with satisfactory
scalability and purity. Microwave heating techniques can
control HEA size with short reaction times; however, the
morphology of the HEA system is not controllable. Despite this,
microwave heating approaches can achieve various composi-
tional possibilities with the aid of harsh reaction conditions.
However, controlling this technique is challenging;
Chem. Sci., 2024, 15, 8664–8722 | 8695
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consequently, a uniform composition and microstructure is not
easily achieved. LSA is a method that produces highly replicable
and productive HEA NPs; however, its commercial applicability
is limited by its unique ablation target and elemental immis-
cibility, along with issues such as process complexity, cost, and
waste generation. The one-pot method using commercial metal
precursors is an economical and easy synthesis procedure for
HEAs. It allows different substrates to be applied by adding the
corresponding precursor. However, the productivity of this
method can be low and the size uniformity of HEAs must be
improved. By adjusting the synthesis conditions, efficient HEA-
based electrode materials with desired catalytic behavior can be
fabricated. FMBP is a method for supporting HEA NPs on
various substrates at different temperatures. It produces
homogeneously dispersed HEAs with an active catalyst of
tunable size, but requires high-temperature equipment and
rapid heating rates, potentially limiting commercial applica-
tions. UAWC methods can be used to obtain HEAs that are
supported on various substrates, depending on the electro-
chemical process requirements and system properties of the
designed HEA. Dealloying methods are promising for
commercial HEA production; however, they exhibit limitations
in terms of scalability, precious metal content, and process
control, hindering the fabrication of uniform compositions and
microstructures. Therefore, the industrial application of HEA-
based electrode materials currently requires some improve-
ments in terms of elemental selection, compositional variety,
electronic structure, and operational stability. In particular, as
HEA-based electrode materials represent a burgeoning eld
that is evolving over time, it is imperative to address existing
limitations in order to achieve desirable HEA-based electrode
materials suitable for industrial applications.
HEA characterization techniques

Unlocking the full potential of HEAs as electrode materials
requires meticulous control of their elemental composition,
extending beyond elemental selection to consider the type,
distribution, and concentration of each constituent. Precise
tailoring of these factors shapes the HEA's electronic and crystal
structures, impacting its electrochemical performance. For
example, varying element types introduces functionalities,
while adjusting their distribution and concentration inuences
conductivity, stability, and active site availability. Under-
standing these relationships enables researchers to design
HEA-based electrodes optimized for specic electrochemical
applications.

Inductively coupled plasma mass spectrometry (ICP-MS),
inductively coupled plasma absorption emission spectrometry
(ICP-AES), and inductively coupled plasma optical emission
spectrometry (ICP-OES) techniques provide information on the
elemental composition of HEA-based electrode materials.234,256

Energy-dispersive X-ray analyses provide information on the
homogenous distribution of the HEA. Electron microscopy
techniques such as scanning electron microscopy, TEM, and
high-angle annular dark-eld STEM (HAADF-STEM) are
commonly used to reveal the surface morphology, particle size,
8696 | Chem. Sci., 2024, 15, 8664–8722
distribution, and exposed surface area of HEA materials.234,239

Atomic-scale HAADF-STEM and corresponding fast Fourier
transform analysis can also help in identifying lattice planes
and further rene the crystal structure of HEAs. X-ray photo-
electron spectroscopy is another tool that can be used to esti-
mate the chemical composition of HEAs.40,239 Brunauer–
Emmett–Teller and Barrett–Joyner–Halendamethods were used
to determine the specic surface area, pore volume, and pore
size distribution of porous HEAs. XRD analysis determines the
phase composition of HEAs from the peak position and inten-
sity. Currently, the HEAs used as catalysts are primarily single-
phase HEAs, while only a few two-phase HEAs have been
proposed. XRD patterns of single-phase HEAs usually show only
a series of diffraction patterns, such as FCC, BCC, and HCP,
whereas HEAs with two or more phases show additional
diffraction peaks in the XRD patterns.39,257 The oxidation state
and local coordination environment of HEA-based electrode
materials exhibit a signicant inuence on their catalytic
activity. In particular, oxidation of surface elements and oxide
lm formation on the HEA surface have been reported to
enhance catalytic activity and stability. The chemical state of
HEAs can be further conrmed via X-ray absorption spectros-
copy, X-ray absorption near edge structure (XANES), and
extended X-ray absorption ne structure (EXAFS). In general,
the XANES distribution indicates if the constituent elements of
the HEA are in the metallic state and have chemical bonding
properties. In the case of multi-element HEAs, more types of M–

M bonding can be inferred, and the local coordination envi-
ronment of HEAs is more complex than that of binary alloys.
Several methods have been used to characterize HEAs, and the
results obtained must be analyzed comprehensively to deter-
mine the HEA properties. Characterization methods are essen-
tial for ensuring the quality and suitability of HEAs for
industrial applications. These methods provide important
insights into the structure, properties, and performance of
HEAs and enable researchers and engineers to tailor these
materials to specic applications.
Electrode fabrication and practical assessment of HEAs from
an industrial perspective

The diversity of HEAs and their derivatives demonstrates
numerous possibilities for designing electrocatalysts, ensuring
that the different requirements of electrode materials are met.
These materials are enhanced by their catalytic stability, effi-
ciency, and selectivity. Their high entropy and sluggish diffu-
sion effects enhance their long-term stability, making them
suitable for practical applications. This section discusses
potential applications of HEAs in electrocatalytic reactions such
as the HER, HOR, ORR, OER, CO2RR, NRR, and AOR, focusing
on their design principles and recent research progress.

Water splitting. Water electrolysis is a promising method to
alleviate energy scarcity by generating green hydrogen from
water (Table 8).12,24,143 The use of HEAs as cathode and anode
electrode materials in commercial water electrolyzers can be an
alternative approach to current materials. The electrocatalytic
behavior of these materials varies in terms of electronic
© 2024 The Author(s). Published by the Royal Society of Chemistry
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structure, substrate adsorption capacity, phase structure, and
chemical behavior. The hydrolysis energy barrier can be
reduced to optimize the reaction, and enhancing the H inter-
actions can improve reaction kinetics.16–20 This process is
multifaceted and involves multiple intermediates. To achieve
high OER activity, multifunctional active sites can interact with
different intermediates. Therefore, adjusting the adsorption
positions of HO* and HOO* can improve the OER performance
of the HEA system.63 The synergistic effects of alloys can be used
to modify the local coordination environment and electronic
structure, resulting in optimal intermediates with modied
binding energies and improved OER activity. Thus, HEAs can be
a suitable alternative for the current state-of-the-art electro-
catalysts because of their atomic radii and lower formation
heat, which can promote the successful formation of compo-
sitionally complex and stable HEAs, inuencing their catalytic
activity. The synergistic effect of Pt18Ni26Fe15Co14Cu27 HEA NPs
includes multiple H-binding active sites, which increase the
HER catalytic performance (11 mV overpotential at 10 mA cm−2

current density).295 The Co site exhibited the reduction of the eg–
t2g splitting effect and Ni with different valence states displayed
a stable d-band center, thereby enhancing the electrocatalytic
performance through superior electron transfer efficiency and
low charge transfer resistance. Hence, the lattice distortion and
structural relaxation of HEAs result in the catalytic stability of
HEAs. The substitution of noble Pt metal with Pd is also an
innovative approach for synthesizing HEA-based HER electrode
materials.296,297 Based on theoretical calculations, the optimi-
zation of electronic structures based on the synergistic effect of
all metals can be attributed to the presence of dominant elec-
troactive sites.298 Dai et al. synthesized a series of noble-metal-
based HEA NPs (PtAuPdRhRu, PtAuPdRh, and PtAuPd) using
a simple UAWCmethod to achieve alkaline HER.196 The highest
catalytic performance was observed for the highest composi-
tional variety (PtAuPdRhRu) at a higher synthesis temperature.
The superior electrocatalytic performance of HEA NPs was
attributed to the strong synergistic effect within the metal
atoms and high entropy of mixing at that composition.299

Therefore, tuning of the hydrogen binding energy (HBE) is an
effective way to optimize the electrode material for the HER,
particularly for applications in an acidic environment. For
instance, Pt-free, HBE-optimized PdMoGaInNi nanosheets
exhibited high HER activity with a low overpotential of 13 mV at
10 mA cm−2, outperforming commercial Pd/C and Pt/C cata-
lysts.298 Lattice distortion and the sluggish diffusion effect of
HEAs were observed to impact durability in a proton exchange
membrane water electrolyzer system. Theoretical studies by Zhu
et al. showed that the Ru site exhibited low Gibbs free energy of
adsorbed atomic hydrogen in FeCoNiMnRu HEA NPs, which
aided in constructing controllable multifunctional active sites
on the surface of the HEA.286 The electron transition from low
electronegative TM to noble metals (Pt, Ir, Pd, etc) modies the
electronic structure and active surface sites, and thereby the H
adsorption phenomenon on the HEA improved. For example,
the introduction of the transitionmetal in FCC type FeCoNiCuIr
changed the electronic structure of Ir and optimized the HBE.299

Mao et al. observed abundant lattice distortions and defects in
8698 | Chem. Sci., 2024, 15, 8664–8722
ultrathin HEA-PdPtRhIrCu metallene.300 DFT calculations could
conclude that the optimized Pt electronic structure in the HEA
promotes HER performance through the developed synergistic
effect. In particular, the strong coupling effect and strong
bonding arising from the interaction between the multi-metal
components can facilitate the electron transfer over the
surface.300

The electroactive sites in a self-supported hierarchical
nanoporous high-entropy NiFeCoCuTi alloy facilitate electron
transfer and mass transportation processes during an alkaline
HER process. The multicomponent NiFeCoCuTi alloy serves as
a multisite electroactive center that accelerates water dissocia-
tion and mediates the combination of H* into H2.301 The
enhanced HER activity of PtCoMoPdRh/PtNiMoPdRh HEA
nanoowers is attributed to the multiple active sites in HEAs
and the strain effect induced by a unique structure that reduces
the water dissociation energy barriers (Fig. 19a).302 The water
dissociation activation energy of Pt16 in the Pt35Co5Mo10Pd25-
Rh25 (111) plane decreases from 0.57 to 0.16 eV as compared to
that in the pure Pt (111) plane, indicating a chemical environ-
ment that alters the electronic structure and accelerates the
Volmer step. The Pt (111) plane is considered to be the main
active site for H adsorption, whereas Rh, Mo, Pd, and Co
regulate the electronic and chemical environments, which
benets the HER process. Recently, Dong et al. developed three
different rare-earth transition-metal HEB structures
(WMoVNbCeB (HEB-Ce), WMoVNbSmB, and WMoVNbLaB)
and determined that the temperature is a function of the d-
band structure, thereby achieving a better catalytic perfor-
mance at a higher synthesis temperature.303 In HEB-Ce, the d-
band center of V, Nb, and Ce moved deep down the conduc-
tion band and deviated from the Fermi level, which strength-
ened the antibonding impact and promoted H2O
decomposition. The choice of metal and HBE for the developed
electrode materials can judiciously replace commercially used
HER electrode materials in PEMWE, AEM, AEMWE, and SOWE
systems. In general, HEAs are more efficient and stable than
HEC electrodes as HER electrodes, possibly due to the potential
mechanistic pathway of the HER process. Therefore, HER-active
transition and noble metals can be used to design pristine HEAs
for cathode materials for water electrolyzers. Moreover, the
choice of electrode also varies depending on the design of the
electrolyzer, which should be considered before designing the
electrode.

OER electrocatalysts play a crucial role in efficient water
electrolyzers. Effective OER electrode materials require multi-
functional active sites that interact with intermediates such as
HO* and HOO* to facilitate the four-electron-transfer water
oxidation reaction.112,144,193,206 HEAs exhibit signicantly modi-
ed local coordination environments and electronic structures
owing to the synergistic effects of compositionally complex
multimetallic moieties, making them promising OER candi-
dates. Noble metals such as Ir and Ru and their oxides, as well
as transition-metal-based metal oxides/hydroxides, demon-
strate remarkable OER activity.206,212 Designing active electrode
materials for the OER involves incorporating active materials
that can effectively regulate the electronic environment of HEA-
© 2024 The Author(s). Published by the Royal Society of Chemistry
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Fig. 19 (a) H adsorption over the Pt (111) plane. Reproduced with permission.302 Copyright 2023, Elsevier Ltd. (b) Structural evolution of HEA
nanoparticles in terms of the oxygen evolution reaction. Reproduced with permission.304 Copyright 2023, American Chemical Society. (c–e)
Electrochemical X-ray photoelectron spectroscopy (XPS) data in the survey mode for HEAs. Reproduced with permission.306 Copyright 2023,
Wiley VCH.
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based materials to achieve enhanced electrochemical perfor-
mance (Table 9). The structural reconstruction and evolution of
active intermediates in IrFeCoNiCu HEA NPs on a carbon-paper
substrate led to better OER performance when compared to that
of the mono-metallic Ir counterpart owing to the presence of the
synergistic effect and modied d-band structure. Aer electro-
chemical activation, delamination of the encapsulated carbon
layers and the dissolution of the constituent 3dmetal atoms (Fe,
Co, Ni, and Cu) from the surface of the NP occurred, leaving an
Ir-rich shell layer, while the core maintained the homogeneous
single-phase HEA structure (Fig. 19b).304 This exposed Ir-rich
surface provides a high number of OER active sites and
concurrently improves the electrode performance in the water
oxidation reaction.

Ru-based ultrasmall FeCoNiIrRu HEA NPs on electrospun
CNFs were synthesized, and experimental analyses demon-
strated that metal combinations and crystallization tempera-
tures could tune the OER activity. An in situ characterization
approach showed that phase transition in the HEA enhances
OER efficiency, and thereby achieving a certain specic phase
can reduce the required potential for the OER. Theoretical
calculations demonstrated that electron density transport
occurs from a transition-metal-based low-electronegative
element (Fe, Co, and Ni) to a high-electronegative noble metal
© 2024 The Author(s). Published by the Royal Society of Chemistry
(Ir and Ru) on FeCoNiIrRu HEA NPs, which promotes the OOH*

to O2 transformation.305 The combination of passivation
elements and catalytically active elements has played a signi-
cant role in designing corrosion resistance and catalytically
active electrode materials. Considering this, Ito et. al. system-
atically designed a nine-element HEA by combining the
corrosion-resistant Ti, Zr, Nb, and Mo elements with catalyti-
cally active Cr, Co, Ni, Mn, and Fe, which exhibited optimal
corrosion resistance and catalytic abilities in terms of the
OER.306 The self-selection and self-construction processes
control the OER catalytic activity and stability of the HEA system
(Fig. 19c–e). The corrosion-resistant multi-element alloys with
high catalytic activity are crucial for replacing noble-metal
catalysts not only in proton exchange membrane-type water
electrolyzers but also in other types of electrolyzers, electrolytic
systems, and battery systems. A straight forward and scalable
polymer/metal precursor spraying synthesis technique was
developed to produce different multi-metal catalyst powders for
the OER. Operando Raman spectroscopy results indicated that
the formation of multiple M−O active sites on CoNiFeMoCr
improved the OER performance.307

In this regard, HEAs containing refractory elements can be
an alternative choice for use under harsh electrolyte conditions
in water electrolyzers. Specically, they can be utilized in SOWE
Chem. Sci., 2024, 15, 8664–8722 | 8699
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systems that operate at high operating temperatures. An
improved electrocatalytic property could be attributed to the
formation of electrochemically active orthorhombic species
with active sites on the NiMnFeCrCu HEA.308 Schuhmann et al.
investigated the optimized overall water splitting performance
of the CoNiFeMoCr/Nif HEA as an anode and cathode electrode
in a three-electrode conguration ow-through cell. They
determined that catalyst loading inuenced the electrode
performance. The designed HEA electrode materials were
successfully applied as cathode and anode materials in
a membrane electrode assembly comprising 1 M KOH,
demonstrating their potential for industrial use.307 In general,
HECs are more effective for the oxygen evolution reaction (OER)
compared to HEAs due to the possibility of easy formation of the
pre-catalyst from the HEC during the OER. Moreover, the choice
of metals and anions, and the morphology of the electrode
material have a pronounced effect on the electrode performance
in the respective electrolyzers.

A proton exchange membrane electrolysis is considered as
the most advanced water electrolyzer for hydrogen economy. In
this regard, Song et al. synthesized Ir-based electrocatalysts
using a ZnNiCoIrX HEA platform containing two elements (X:
Fe and Mn) that implied emerging faradaic efficiency.309 Inter-
estingly, the incorporation of Mn in a HEA adjusts the electronic
structure of the Ir sites, moving the d-band center away from the
Fermi level and weakening the adsorption energy. Composi-
tional engineering adjusts the electronic structure of the active
Ir sites, thereby altering the aggregation and adsorption ener-
gies and inhibiting elemental dissolution. Choi et al. developed
a photothermal method that satises the atmospheric pressure,
large-area, remote-process, and material selection require-
ments. They designed and tested polymeric HEA NPs (PtIrFe-
NiCoCe) with high activity and stability in water splitting over
5000 cycles. This approach is efficient in mass and time
productivity and compatible with the atmosphere, achieving the
homogeneous synthesis of multi-metal catalysts. These advan-
tages suggest the industrial applicability of HEA-based elec-
trode materials for water electrolysis in different electrolyzer
systems (Table 10).310 Moreover, before designing the cathode
and anode electrodes, the operating conditions, electrolytic
medium, mechanism, and setup should be considered.

Oxygen reduction reaction. The ORR is a crucial electro-
chemical reaction in fuel cells andmetal–air batteries. The four-
electron reduction of oxygen to water can be achieved through
direct or indirect mechanisms proceeding via multiple inter-
mediates (O*, OH*, HOO*, and O2

2−). The ORR is a very note-
worthy reaction in fuel cell design. One major challenge is to be
able to prepare highly selective catalysts leading only to the
four-electron reduction of O2 to water and thus minimizing the
two-electron reduction to hydrogen peroxide. Pt-based mate-
rials are the best catalysts for this pathway; however, they are
expensive and rare. The indirect four-electron pathway involves
the reduction of oxygen to hydrogen peroxide in a two-electron
step; however, it is less efficient because of the production of
a corrosive byproduct. The indirect two-electron pathway has
the least kinetic difficulty but the lowest efficiency. The choice
of ORR pathway depends on the specic application, with the
© 2024 The Author(s). Published by the Royal Society of Chemistry Chem. Sci., 2024, 15, 8664–8722 | 870
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direct four-electron pathway preferred in fuel cells (H2/O2 or H2/
Air) and considerations such as cost and durability being crucial
in metal–air batteries. Pure Pt-based catalysts may have strong
interactions with oxygen-containing materials, limiting the
number of available O2 adsorption sites and catalytic activity.
The addition of nonprecious metals to Pt alloys can promote O2

adsorption and dissociation, leading to O–O bond cleavage.
High-energy anode catalysts are rich in surface sites with atomic
arrangements, allowing a nearly continuous distribution of
adsorption energy, leading to superior catalytic performance in
the ORR.

The Sabatier principle is a useful guideline for designing
ORR catalysts with optimal intermediate adsorption (Table 11).
Along with the OER performance, the CrMnFeCoNi HEA
demonstrated promising ORR activity with a half-cell potential
of 0.78 V and an onset potential of 0.88 V, which are comparable
to those of a commercial Pt/C catalyst (Fig. 20a).311 The potential
gap (Egap) between the OER overpotential and ORR half-cell
potential of CrMnFeCoNi is merely 0.734 V. Considering the
ORR efficiency, Zn–air batteries (ZABs) were assembled using
the CrMnFeCoNi HEA as the air cathode and zinc foil as the
anode. These assembled cells exhibited an open-circuit voltage
of 1.489 V, which was 90% of its theoretical limit (1.66 V), a peak
power density of 116.5 mW cm−2, and a specic capacity of
836 mA h g−1 and remained stable for over 10 days of contin-
uous cycling, corresponding to 720 cycles at 8 mA cm−2, and
16.6 days of continuous cycling, corresponding to 1200 cycles at
5 mA cm−2 (Fig. 20a and b). A exible ZAB was assembled using
a polished Zn plate (anode) and hydrophilic carbon paper
coated with the CrMnFeCoNi HEA as the cathode, with polyvinyl
alcohol-KOH-H2O gel as the electrolyte. CrMnFeCoNi-based
ZABs could power a red LED while bent at various angles,
demonstrating their exibility during operation (Fig. 20c).

In another report PtFeCoNiCu HEA NPs exhibited ORR
catalytic mass activity that was 15.8 times higher than that of
a Pt/C catalyst.312 DFT results conrmed that multi-element
alloying lowered the activation barriers for O–O bond cleavage
and changed the binding energy of OOH* intermediates to
improve the reaction rate by combining metals with different
oxygen affinities. This approach may be promising in the
development of ORR catalysts for industrial application. A
structurally ordered HEA (OHEA) NP was synthesized on a novel
2D nitrogen-rich mesoporous carbon sandwich framework
(OHEA-mNC) via a combination of ligand-assisted interfacial
assembly and NH3 annealing.313 XRD spectral analysis and
atomic-resolution chemical mapping via TEM conrmed that
the HEA was formed in a chemically ordered L12 phase,
exhibiting superior activity with a large half-wave potential (0.90
eV). The Pd and Cu atoms promote electron transfer on the HEA
surfaces, while Co sites alleviate the eg–t2g splitting effect,
enhancing the electron transfer process. Both experimental and
theoretical ndings indicate that the superior performance
stems from the well-designed spatial structure and presence of
the stable chemically ordered HEA phase, facilitating fast mass
transfer and modulating active sites for adsorbing reaction
species and electron transfer during the ORR process. The
electrochemical kinetics and stability of Pt-based catalysts are
8702 | Chem. Sci., 2024, 15, 8664–8722 © 2024 The Author(s). Published by the Royal Society of Chemistry
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Fig. 20 (a) Specific capacity comparisons between a CrMnFeCoNi- and Pt/C-based Zn–air battery (ZAB). Photograph of a red LED screen
powered by a CrMnFeCoNi-based ZAB is also shown. (b) Galvanostatic discharge–charge curves. (c) Solid and flexible ZAB schematic diagram.
Reproduced with permission.311 Copyright 2023, Elsevier Ltd. (d and e) TEM image of a HEA, (f) in situ Raman spectra of a HEA system, and (g and
h) ORR performance of a HEA. Reproduced with permission.315 Copyright 2023, The Royal Chemical Society.
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still far from meeting the requirements in practical applica-
tions, although progress has been made in this respect. HEA
NPs of PtPdFeCoNi were fabricated using a high-temperature
injection method by Yu et al.314 which exhibited superior cata-
lytic activity and stability for the ORR owing to the high-entropy,
lattice distortion, and slow-diffusion effects of the HEA.
Therefore, it can be argued that increasing the minimum
concentration of the noble metal enhances the mass transport
process, thereby resulting in an enhancement of peak power
density.

However, only transition metal-based HEA FeCoNiMnCu
NPs encapsulated in N-doped graphitized hollow carbon tubes
potentially prevent alloy particle aggregation during the ORR
(Fig. 20d and e).315 The in situ XRD technique provided insights
into the evolution of HEAs, identifying their formation point at
approximately 908 K during the carbonization process (Fig. 20f).
The catalyst exhibited superior catalytic activity, demonstrating
ideal ORR performance in an alkaline solution. This high
performance can be attributed to the synergistic effect of HEAs,
high specic surface area, and graphite-encapsulated hollow
carbon layer structure. The optimized catalyst demonstrated
signicant stability due to the carbonaceous scaffolds, out-
performing commercial 20 wt% Pt/C–RuO2 in an assembled
ZAB (Fig. 20f and h). A peak power density of 81 mW cm−2 and
lower voltage gap between charge and discharge diagrams
suggests the commercial applicability of the HEA in the ORR.
The most critical challenge with non-noble metal-based
© 2024 The Author(s). Published by the Royal Society of Chemistry
electrode materials oen lies in their lower mass transport
efficiency and durability at the cathode in commercial fuel cells.
Furthermore, while the highest activities based on rotating disk
electrode (RDE) evaluations have been observed with shape-
controlled Pt alloys and core–shell structures, whether these
highly active ORR electrocatalysts can demonstrate the same
enhancement factor in real fuel cells remains an open question.
Signicant efforts are needed to demonstrate their feasibility in
fuel cell applications, ensuring desired performance and dura-
bility. Previous discussions have suggested that HEAs,
comprising transition metals or a combination of transition
metals and noble metals, with promising morphological and
electronic properties, have the potential to replace Pt domi-
nance in fuel cells commercially.

CO2 reduction reaction. The conversion of CO2 into value-
added products (carbon monoxide (−0.52 V), formic acid
(−0.43 V), methanol (−0.39 V), ethane (−0.34 V), ethanol (−0.33
V), propanol (−0.32 V), andmethane (−0.25 V); all potentials are
in the SHE scale at pH 7) is an emerging topic because of its
potential to meet renewable energy needs and alleviate envi-
ronmental problems caused by CO2 emissions. Among the
various reduced products, the conversion to C2 and C3 products
is complex because it involves multiple proton and electron
transfer processes.4,16,18 Particularly, as the HER and CO2RR are
competitive reactions, the activity, selectivity and stability of the
designed catalyst must be improved to obtain the desired CO2

reduction products. Therefore, CO2 electroreduction can also be
Chem. Sci., 2024, 15, 8664–8722 | 8703

http://creativecommons.org/licenses/by/3.0/
http://creativecommons.org/licenses/by/3.0/
https://doi.org/10.1039/d3sc06784j


Table 12 HEA-based electrode materials for the CO2 reduction reaction

Electrode Synthesis Electrolyte Performance & key points Reference

(MoWVNbTa)S2 Chemical vapor
deposition method

Aq. 1 M KOH: 1 M choline
chloride

Current density: −353, h:
−0.76 V vs. RHE (631 mV),
TOF: 209 885 h−1, CO Fe: 72%

151

AuAgPdPtCu NP Cryomilling 0.5 M K2SO4 CH4: 38.2%; C2H4: 29.5%; CO:
4.9%; H2: 27.5%; potential:
−0.3 V RHE

189

Pr0.5Ba0.5Mn0.2Fe0.2Co0.2Ni0.2Cu0.2O3−d Sol–gel method — CO Fe: 95% 317
PdCuAuAGBiIn HEA aerogel Freeze–thaw

method
0.5 M KHCO3 C1 Fe: 100% at −0.7 to −1.1

VRHE; HCOOH FE: 87.5%
318
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regarded as a convenient way to store the above renewable
energies in chemical forms.

The electrocatalytic CO2RR is a multistep process that
involves a number of electron and proton transfer reac-
tions.151,189,226 However, high potential and low selectivity oen
hinder the reaction, leading to a limited reduction product
yield. Multiple active sites are essential for facilitating the
sequential coupling steps of the electrocatalytic reduction of
CO2 that can convert simple molecules into more complex
chemicals. The complexity of CO2 reduction arises from the
large number of surface–bound reaction intermediates
involved, and a variety of reduction products can be generated.
As multi-electron reduction reactions require extensive proton
Fig. 21 (a) Free energy diagram of the CO2 reduction reaction (CO2RR)
American Chemical Society. (b) Activity and selectivity plot of theoretically
VCH. (c) Faradaic efficiency of the designed HEA for the CO2RR. Reprodu
electrolysis procedure. Reproduced with permission.317 Copyright 2023
Reproduced with permission.318 Copyright 2023, Wiley VCH.

8704 | Chem. Sci., 2024, 15, 8664–8722
and electron transfers through a variety of intermediates, alloys
of different metal elements and compositions can signicantly
affect the types of products that are formed. Because different
active sites promote different reactions, further study is
required to fully understand the inuence of alloys on the
CO2RR, especially multi-element alloys (Table 12). Theoretical
and experimental understanding suggests that most of the
effective catalysts contain Cu or Ag owing to their effective
interaction with the intermediate products. Nellaiappan et al.
used a cast-cum-cryomilling process to synthesis the nano-
crystalline equiatomic AuAgPtPdCu HEA for the efficient elec-
trochemical reduction of CO2 to hydrocarbon (Fig. 21a).189

Although ve elements were used, the electrocatalytic activity
on the HEA surface. Reproduced with permission.189 Copyright 2020,
designed HEAs. Reproduced with permission.227 Copyright 2019, Wiley
ced with permission.151 Copyright 2021, Wiley VCH. (d) Schematic CO2

, Elsevier B.V. (e) Faradaic efficiency of the HEA for CO2 reduction.

© 2024 The Author(s). Published by the Royal Society of Chemistry
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was primarily associated with the presence of redox-active Cu
metal (Cu2+/Cu0), and other metals only provided a synergistic
effect. The rst-principles-based DFT analysis showed the
reversal in adsorption trends for two out of the total eight
intermediates of *OCH3 and *O on Cu (111) and HEA surfaces
and also conrmed that the conversion of CO2 to gaseous
products was low. In a similar approach, Rossmeisl et al.
theoretically screened two HEA systems, CoCuGaNiZn and
AgAuCuPdPt for the CO2RR.227 Their studies again conrmed
that the Cu (111) plane of the FCC HEAs of CoCuGaNiZn and
AgAuCuPdPt favored the selective reduction of CO2 to highly
reduced products. They also proposed that the selectivity of the
CO2RR/CO reduction reaction (CORR) and activity of the CORR
are expected to change as the HEA catalysts vary in composition
(Fig. 21b). Hence, the conversion efficiency is highly inuenced
by the specic metallic composition, as well as its variations.
This underscores the ability of a model to predict promising
catalyst candidates even without prior knowledge of their
catalytic properties or the composition of disordered alloys for
optimal catalytic performance.

Roy et al. conducted HT screening of HEA-based (Cu, Co, Ni,
Zn, and Sn) catalysts through ML for CO2 hydrogenation to
methanol.226 The designed CuCoNiZnSn-catalyst exhibited
satisfactory performance in all possible combinations, where
different elemental, compositional, and surface microstructural
features were used as input parameters. Several theoretical
studies have successfully designed HEAs for the CO2RR;
however, these HEAs have not yet been experimentally veried.
An extensive experimental study should be performed to ach-
ieve an effective HEA design, so that the HEAs can be used as
industrial electrode materials for the CO2RR.316 Cavin et al.
synthesized and tested ve high-entropy 2D transition-metal
dichalcogenide alloys containing four or ve transition
metals, and identied that the alloy with the highest congu-
rational entropy, that is, (MoWVNbTa)S2, exhibited promising
performance for CO2 electroreduction (Fig. 21c).151 Zhang et al.
demonstrated that high-entropy perovskite oxide Pr0.5Ba0.5-
Mn0.2Fe0.2Co0.2Ni0.2Cu0.2O3−d effectively catalyzes CO2 electrol-
ysis in SOECs. The in situ formation of Fe–Co–Ni–Cu quaternary
alloy nanocatalysts exhibited enhanced catalytic activity for the
CO2RR, as evidenced by the signicantly lower polarizing
resistance and higher electrolytic current density (Fig. 21d).317 Li
et al. developed highly active and durable CO2RR catalysts by
fabricating PdCuAgBiIn HEA aerogels (HEAAs) which demon-
strated superior CO2RR activity for selectively producing
HCOOH over a wide potential range. In a ow cell device with
0.5 M KHCO3, the HEAAs achieved a current density of nearly
200 mA cm−2 and a faradaic efficiency of HCOOH of 87%.318

This remarkable performance is attributed to the strong inter-
actions between different metals and surface unsaturated sites
in the HEAAs, which optimize the electronic structures and
HCOO* interfacial adsorption, suppressing CO poisoning and
competitive H2 production to favor HCOOH formation
(Fig. 21e).

The literature survey highlights the extensive use of metal
species such as Cu, Ag, Au, and Sn as catalysts for CO2 elec-
troreduction. To facilitate electroreduction, it is imperative that
© 2024 The Author(s). Published by the Royal Society of Chemistry
the charged intermediate CO2c
− actively participates, necessi-

tating the development of new electrodes for better stabilization
of this molecule. Metals exhibit differing tendencies to tempo-
rarily bind intermediates and products to the electrocatalyst
surface, leading to their classication into three classes. The
rst class comprises metals such as Cu, where the most stable
bonds are formed between the intermediate and the surface.
Cu, being a representative metal of this class, forms highly
stable bonds with the charged intermediate CO2c

−, enabling the
production of very reduced products such as alcohols (e.g.,
CH3OH) and hydrocarbons (e.g., CH4). The second class
includes metals that create weaker bonds compared to Cu,
resulting in the predominant production of CO as the main
product. Noble metals such as Pd, Au, and Ag, along with others
such as Zn, fall into this category. Lastly, the third class consists
of metals where HCOO− is the main product due to the weak
binding of the intermediate to the catalyst surface. Metals such
as Sn, In, Pb, and Hg are examples of this class.

In conclusion, strategic design and the use of high-entropy
alloys (HEAs) with active metals can aid in achieving the desired
electrode materials tailored for specic value-added products.
Additionally, computational studies and the trial-and-error
method can concurrently contribute to the design of HEA-
based electrode materials for the CO2RR process. Overall,
these three classes of catalysts yield higher value-added prod-
ucts such as hydrocarbons or alcohols, CO, and HCOO (or
HCOOH depending on the acidity). However, it's essential to
consider the competitive process of the hydrogen evolution
reaction (HER) in CO2 electroreduction in aqueous solutions. In
the rst class of metals (Cu), where the partially reduced
intermediate CO2c

− is strongly adsorbed, the HER tends to
occur predominantly onmetals from the other two classes, such
as Pt, Ti, Fe, and Ni. Therefore, ne-tuning the binding energies
of key reaction intermediates is crucial for achieving selectivity
in desired HEA based products and minimizing the specic
energy consumption of CO2 electroreduction.

Alcohol oxidation reaction. Direct alcohol fuel cells (DAFCs)
are a type of proton exchange membrane fuel cell that can
directly convert alcohols into electricity at the anode. Common
fuels used in DAFCs include methanol, ethanol, propanol,
glycerin, and ethylene glycol.72,74,186 The production of alcohol
can be achieved through various processes, making it a prom-
ising renewable energy source for power generation.
Researchers have investigated various materials as electro-
catalysts for AORs, including noble metals, transition-metal
oxides, and carbon-based materials. However, none of these
materials have met the ideal criteria for AOR catalysts. Recently,
HEAs have emerged as a promising new class of electrocatalysts
for alcohol oxidation reactions (AORs). Owing to their
tunability, by adjusting the composition of the HEA, the elec-
tronic structure, and d-band center of the catalyst can be ne-
tuned. This, in turn, modulates the adsorption and reactivity
of different intermediates. This tunability allows HEAs to be
specically designed for different AORs, such as the MOR or
ethanol oxidation reaction (EOR). HEAs have demonstrated
superior CO poisoning resistance as compared to single-
component catalysts, effectively dissociating CO molecules,
Chem. Sci., 2024, 15, 8664–8722 | 8705
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leading to enhanced catalytic activity and durability.72,74,295

Moreover, HEAs can be designed with multiple types of active
sites, each with a specic function, resulting in more efficient
and selective AOR catalysts.

Finally, HEAs can be designed to have multiple types of
active sites, each with a specic function. For example, a HEA
can be designed to have active sites for alcohol adsorption,
C]C bond cleavage, and oxidation of toxic substances. This can
result in more efficient and selective AOR catalysts (Table 13).
The coordination environment of the metal surface sites can be
changed by changing the composition of the HEA alloy. This
results in metal sites that balance the adsorption energies of
reactants, reactors, and intermediates at the adsorption sites,
ultimately achieving high activity.

A template-assisted electrodeposition method was employed
to fabricate PdNiCoCuFe alloy nanotube arrays (NTAs), exhib-
iting enhanced methanol oxidation capability achieved by the
synergistic interaction between Pd, Ni, Co, Cu, and Fe, which
facilitates C–H bond cleavage and hydroxyl species generation
(Fig. 22a).319 The compositional integrity, geometric arrange-
ment, and strong electronic interaction within the metal
provide a synergistic effect and ultimately contribute to the
catalytic activity by altering the electronic state of Pd. Therefore,
the quinary PdNiCoCuFe alloy NTAs are highly desirable as low-
Pd-content catalysts in DAFCs.

The electrochemical AOR process using a HEA-based elec-
trode material involves linear electron and proton transfer
processes with critical intermediate orbitals, promoting effec-
tive oxidation and bond strength. HEAs provide a suitable
electronic environment with multiple surface-active sites,
promoting effective electron transfer, facilitating adsorption,
and maximizing surface electrical activity, thus facilitating
effective conversion.320 For example, the MOR activity of the
FCC crystalline PtFeCoNiCu HEA was improved by the surface
strain strategy.244 EXAFS analysis revealed that the shortening of
the Pt–Pt bond distance and developed compressive strain
signicantly improved MOR electrocatalytic performance by
downshiing the d-band center (Fig. 22b). Furthermore, DFT
calculations indicate that the compressive strain shis the d-
band center away from the Fermi energy, resulting in weaker
adsorption of CO on the HEA surface, which improved the MOR
performance.

The development of highly efficient direct ethanol fuel cells
(DEFCs) faces a challenge in enhancing ethanol C–C bond
cleavage through the complete 12-electron EOR. Modern cata-
lysts struggle with incomplete pathways due to CO poisoning,
affecting power performance and efficiency. A separated
PtPdFeCoNiSnMnHEA (PtPd HEA) was designed to address this
issue.321 The PtPd HEA exhibited superior activity and stability
against the EOR and ORR, respectively, and achieved record
performance with a maximum power density of 0.72 W cm−2

and stable operation for over 1200 h in DEFCs. Interestingly, Sn
was also introduced to promote CO oxidation and C–C bond
cleavage; Pt and Pd served as active sites to catalyze the EOR,
and the reaction barrier for C–C bond cleavage was signicantly
reduced at the Pd site of the PtPd HEA because of the synergistic
and electronic effects with other elements. Fan et al.
8706 | Chem. Sci., 2024, 15, 8664–8722 © 2024 The Author(s). Published by the Royal Society of Chemistry
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Fig. 22 (a) XPS diagram of a PdNiCoCuFe alloy nanotube. Reproduced with permission.319 Copyright 2014, Elsevier B.V. (b) Fourier transform of
the extended X-ray absorption fine structure spectra of the PtFeCoNiCuHEA for the Pt L3-edge. Reproducedwith permission.244 Copyright 2021,
Spinger Nature. (c and d) Intrinsic methanol oxidation reaction (MOR) and ethanol oxidation reaction (EOR) activities of the designed HEA NPs
and (e and f) comparison of the activities of the HEA NPs towards the EOR andMOR. Reproduced with permission.323 Copyright 2023, Wiley VCH.
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synthesized PdPtCuAgAu nanowire networks using carboxyl-
functionalized surfactants as so templates. These alloy-based
electrocatalysts exhibited enhanced performance in ethanol
oxidation, with high mass activity, anti-poisoning ability,
superior stability/durability, and ne electrocatalytic kinetics,
along with advantages such as anisotropic and thin
nanowires.321,322

Despite signicant advancements in the eld of HEAs,
controlling their morphology and structure remains a challenge
because of the complexities involved in balancing precise HEA
surface control with extreme synthesis conditions. Guo et al.
employed a simple low-temperature synthesis method under
atmospheric pressure to fabricate Pd-enriched-HEA-core and Pt-
enriched-HEA-shell NPs with a single-phase FCC structure.323

Interestingly, both the Pd-enriched-HEA-core and Pt-enriched-
HEA-shell NPs exhibited lattice expansion during HEA forma-
tion, resulting in tensile strain within the HEA core and shell
(Fig. 22c and d). The synthesized PdAgSn/PtBi HEA NPs
demonstrated superior electrocatalytic activity and durability
for both the MOR and EOR. The specic (mass) activity of
PdAgSn/PtBi HEA NPs for the MOR surpassed that of
commercial Pd/C and Pt/C catalysts (Fig. 2e and f). Integrating
high-entropy elements (HEEs) with Pt and Pd sites at the HEA
interface synergistically facilitates a multistep process for the
AOR. Consequently, noble metal-based HEA electrodes exhibit
enhanced activity compared to their non-noble metal-based
counterparts. This is attributed to the structural, electronic,
and morphological modications induced by the addition of
noble metals. However, achieving cost-effectiveness through
non-noble metal-based HEAs for the AOR remains a challenge,
© 2024 The Author(s). Published by the Royal Society of Chemistry
limiting the full potential of this technology in industrial
applications.

Nitrogen reduction reaction. The NRR is a sustainable and
environment-friendly method for converting N2 to NH3 under
atmospheric conditions. However, the NRR is challenging
because of the strong N]N triple bonds in N2 and competitive
HER. A heterogeneous catalytic pathway was observed, with the
adsorption of N2 molecules on the electrocatalyst surface,
hydrogenation, and desorption of NH3 (Fig. 23a).287 Under-
standing the mechanisms of association and dissociation are
crucial for designing efficient and selective electrocatalysts for
N2 to NH3 conversion. The activation energy required to break
the stable N2 triple bond is a major challenge. To improve
catalytic capacity, surface control, defect engineering, strain
engineering, alloying, composition tuning, and blending strat-
egies are needed. HEAs are also promising for the NRR because
of their tunability, which enables the designing of specic NRR
catalysts. Proper compositional tuning with early transition
metals such as Sc, Y, Ti, and Zr can be a good choice for selective
designing of active NRR materials. Yu et al. utilized DFT
calculations to screen the optimal performance of a FeCoNi-
CuPd HEA for the NRR. Their ndings revealed that the varying
metal ratios of HEAs signicantly inuence the d-band center,
consequently affecting the catalytic activity across the HEA
surface. Theoretical studies have demonstrated that Ni0.3(-
FeCoCuPd)0.175 with an exposed (111) crystal plane exhibits
signicant NRR activity, achieving an overpotential of 0.34 eV.
This assessment was based on the measurements of the
adsorption energy of the initial N2 and the free energy of
intermediates along different pathways. Notably, the bridge site
Chem. Sci., 2024, 15, 8664–8722 | 8707
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Fig. 23 (a) Schematic illustration of different mechanisms for the nitrogen reduction reaction (NRR). Reproduced with permission.324 Copyright
2022 Elsevier B.V. (b) d-band centers in the designed high-entropy perovskite oxides. (c) Faradaic efficiency of the designed HEA perovskite
toward the NRR, Reproduced with permission.325 Copyright 2022 Springer Nature. (d) Mechanism of the HEA for the NRR. Reproduced with
permission.326 Copyright 2021 Wiley VCH.
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of Fe–Co on the surface emerged as the optimal site for N2

adsorption and activation, contributing to the superior NRR
catalytic performance. Electronic calculation results indicated
that the atomic ratios of HEAs play a crucial role in positioning
the d-band center, thereby enhancing the interaction between
the metal site and the adsorbate and inuencing the catalytic
activity. Compared to the secondary HER, the Ni0.3(-
FeCoCuPd)0.175 catalyst exhibits a superior selectivity of 99%.
This high selectivity is attributed to the stronger adsorption of
H, which favors the NRR over the HER. Regardless of the
element ratio in HEAs, the PDOS results consistently reveal that
optimal N2 adsorption congurations involve Fe or Co atoms.
These atoms facilitate electron transfer to N2 molecules during
their reduction to NH3 (Table 14).324

Chu et al. synthesized high-entropy perovskite oxides, Bax(-
FeCoNiZrY)0.2O3−d (Bx(FCNZY)0.2) (x = 0.9, 1) (where FCNZY
Table 14 HEA-based electrode materials for the nitrogen reduction rea

Electrode Synthesis Electrolyte

B-doped FeCoNiCuPd Electrospinning 0.5 M K2SO4

Ni0.3(FeCoCuPd)0.175 — —
RuFeCoNiCuNps Wet chemical 1 M KOH

8708 | Chem. Sci., 2024, 15, 8664–8722
represents Fe, Co, Ni, Zr, and Y, respectively) using a modied
sol–gel method.325 By modifying the non-stoichiometric metal
elements at the A site and introducing oxygen vacancies, the
NRR activity of the high-entropy perovskite oxide was signi-
cantly enhanced. Employing the d-band center theory, the
catalytically active center at the B site was theoretically pre-
dicted, identifying Ni as the primary catalytic site. Moreover, Ni,
Co, and Fe also served as catalytically active sites in the bulk
B(FCNZY)0.2, as their energy levels approach the Fermi level, as
conrmed via the d-band center analysis (Fig. 23b). The free
energy values of the intermediate states in the optimal distal
pathway reveal that the third protonation step (*NNH2 /

*NNH3) is the rate-determining step, and the increased oxygen
vacancies in the high-entropy perovskite facilitate nitrogen
adsorption and reduction. The enhanced NRR activity of
B0.9(FCNZY)0.2 is attributed to the additional oxygen vacancies
ction

Performance and key points Reference

NH3 yield of 24.8 mmol h−1 cm−2, NH3 FE of 39.2% 287
Ni increases NRR activity 324
NH3 yield of 11.4 mg h−1 cm−2, NH3 FE of 39.2% 325

© 2024 The Author(s). Published by the Royal Society of Chemistry
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and the synergistic effect between different metal elements at
the B site, as corroborated by DFT calculations (Fig. 23c).

High-voltage requirements, low-NH3 yield, and poor stability
of electrode materials pose signicant challenges for the NRR.
To address these issues, RuFeCoNiCu HEA NPs were synthe-
sized in an oil phase at atmospheric pressure and low temper-
ature (#250 °C), demonstrating NRR activity in 0.1 M KOH,
0.1 M Li2SO4, 0.1 M Na2SO4, and 0.1 M HCl electrolytes.326 The
designed HEA NPs exhibited a high NH3 yield of 57.1 mg h−1

mgcat
−1 at 0.05 V versus the reversible hydrogen electrode in

0.1 M KOH, with a corresponding faradaic efficiency of 38.5%.
Monte Carlo and DFT calculations suggested that Fe in the alloy
is the most favorable site for N2 adsorption and activation,
whereas Co–Cu and Ni–Ru pairs exhibit excellent surface
hydrogenation ability at low overpotential, forming H* on their
surfaces. Specically, t-Fe, b-Fe-Fe, h-Co-Ni-Ni, and s-Ni–Ru are
identied as four promising active sites, and t-Fe was identied
to be the most effective for the NRR (Fig. 23d). This investiga-
tion introduces a novel method for HEA synthesis and
demonstrates the application of HEAs in the NRR under various
pH conditions. These ndings shed light on a new NRR
mechanism with potential for commercial applications. While
the strategic design of HEA-based electrode materials is still in
its early stages, signicant progress can be made towards
achieving commercially viable performance through selective
metal choices, design, and optimization. Additionally, compu-
tational studies offer a valuable tool to bridge the gap between
current experimental limitations and the efficient evaluation of
potential HEAs.

Energy storage. Electrochemical energy storage (EES)
involves converting electrical energy into chemical energy
during charging, and then reversing the process to generate
electrical energy again during discharging. EES devices are
crucial for integrating renewable energy, powering electric
vehicles, and providing backup power. This rapidly evolving
eld boasts numerous emerging technologies poised to play an
increasingly signicant role in our energy future. EES devices
can be broadly categorized based on their charge storage
mechanism: batteries utilize redox-active materials, while
supercapacitors rely on electrical double-layer capacitor-type
materials.326 Depending on the electrochemical nature of
HEAs, they can be employed in multiple energy storage
processes, including supercapacitors and batteries (Table 15).
Qi et al. designed a novel spinel-structured HEO,
(FeCoNiCrMn)3O4, which was prepared via a high-temperature
solid-state reaction and evaluated as an anode for LIBs. In situ
high-temperature XRD was used to reveal the structure evolu-
tion of mixed oxides with the increase in calcination tempera-
ture, and a single-phase spinel-structured (FeCoNiCrMn)3O4

was obtained at 900 °C (HEO-900; Fig. 24a).129 The effect of
temperature on the structure and electrochemical performance
of HEO was investigated, and the HEO-900 anode with
commercial mass loading was observed to exhibit higher
capacity (discharge/charge, 1034/680 mA h g−1) and better rate
capability (182 mA h g−1 at 2 A g−1) than the structures obtained
at 950 and 1000 °C (HEO-950 and HEO-1000, respectively) for its
T
a E
l

(F (F (C Li Fe (F (F Fe
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Fig. 24 (a) Ex situ XRD patterns of high-entropy oxide (HEO) at different states of charge. (b) Kinetics analysis of HEO in Li-ion batteries.
Reproduced with permission.129 Copyright 2022, Elsevier B.V. (c) Electrochemical performance of HEAs as an anode material. Reproduced with
permission.327 Copyright 2021, Elsevier Ltd. (d) Schematics of the proposed de-/lithiation mechanism during the conversion reaction of tran-
sition-metal-based HEO. M in the figure denotes only the cations in the high-entropy system. Reproduced with permission.329 Copyright 2018,
Nature Spinger.
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moderate particle size; moreover, all three samples showed
superior cycling stability.

The superior electrochemical performance of
(FeCoNiCrMn)3O4 can be ascribed to the optimized electron
congurations, smooth ion diffusion paths and abundant active
storage sites derived from the unique structure of HEO with
multiple metal elements of mixed valence states and different
cation radii. The cathodic peak located at 0.25 V is attributed to
the stepwise reduction of transition-metal oxides (containing
M4+/M3+ toM2+ and further M2+ to M0) and the formation of an
inert solid electrolyte interface layer, indicating HEA-based
redox behavior and a battery-type electrode material
(Fig. 24b).327 This HEO amorphous structure is good for
achieving an anode with superior electrochemical performance.
The defects in amorphous HEO not only provide more possible
active sites for Li+ storage, but also open sufficient diffusion
paths for Li+ through the electrode and regulate electron
congurations to accelerate the transport of electrons, giving
rise to increased capacity. Furthermore, the disordered struc-
ture provides more space for buffer volume changes during the
repeated lithiation and delithiation. In another report, Dai et al.
conrmed that Zn improved the content of trivalent Mn in
HEOs, thereby increasing the voltage range of the reaction
process, which then enhances the Li storage performance. The
comparison between (FeNiCrMnZn)3O4 and (FeNiCrMnMg)3O4

suggested that, when compared to Mg, the introduction of Zn
improved the diffraction peak intensity and crystallinity of the
XRD spectra, which was then reected in their Li storage
performance (Fig. 24c).327 Apart from the anodic electrode
performance, HEO has received considerable attention as the
most promising cathode material for next-generation LIBs.328
8710 | Chem. Sci., 2024, 15, 8664–8722
Sarkar et al. demonstrated the reversible lithium storage
properties of HEOs, underlying mechanism, and inuence of
entropy stabilization on the electrochemical behavior. It was
found that the stabilization effect of entropy brings signicant
benets for the storage capacity retention of HEOs and signif-
icantly improves the cycling stability of the proposed lithiation
or delithiation mechanism during the conversion reaction of
(Co0.2Cu0.2Mg0.2Ni0.2Zn0.2)O HEO. The as-prepared transition-
metal-based HEO (TM-HEO) was composed of poly-/
nanocrystallites, exhibiting an ordered structure; moreover,
during lithiation, some of the divalent metals of TM-HEO
reacted with Li to form nano-Li2O and nano-M nuclei via
a conversion reaction (Fig. 24d).329 The rock-salt structure was
preserved in this state and nanosized nuclei grew inside the
rock-salt host structure, causing the buildup of stresses, thus
resulting in the introduction of defects. Consequently, the
participating ions remained trapped inside the host matrix and
could easily diffuse back into the crystal structure in the
subsequent oxidation process. Hence, the parent HEO structure
was restored aer the delithiation process. Therefore, the
charge–discharge process is reversible and rapid in the rock-
salt-like HEO system. Lun et al. demonstrated a cation-
disordered rock-salt-type HEO for LIBs where cathode
compound, composed of six different transition-metal species,
was approximately 40% larger than the capacity of the conven-
tional compound. The incorporation of a large number of TM
species into the lattice could reduce the extent of short-range
order and signicantly improve Li transport.330 Gao et al.
developed a novel sulfur cathode comprising Fe0.24Co0.26-
Ni0.10Cu0.15Mn0.25 HEA nanocrystallites embedded on nitrogen-
doped carbon.331 This unique architecture enabled the cathode
© 2024 The Author(s). Published by the Royal Society of Chemistry
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to exhibit remarkable electrocatalytic activity in converting solid
sulfur into solid discharged products, bypassing the soluble
intermediate lithium polysulde phase. Consequently, the
cathode achieved a superior reversible capacity of 1079.5 mA h
gcathode

−1, corresponding to a high utilization of 89.4%, with the
entire cathode serving as the active material instead of solely the
sulfur element. Notably, even under challenging conditions
involving a lean electrolyte (3 mL mg−1) and ultrahigh sulfur
loading (27.0 mg cm−2), the cathode retained an impressive
discharge capacity of 868.2 mA h gcathode

−1. This ground-
breaking approach paves the way for exploring catalytic host
materials that can effectively enhance sulfur utilization in
lithium–sulfur batteries. Sui et al. synthesized (FeCoNiCrMn)3-
O4 by dealloying the FeCoNiCrMnAl95 alloy in 3 M NaOH,
achieving superior supercapacitor characteristics as an anode
material, with a specic capacitance of 639 F g−1 at 1 A g−1 and
retention of 80.77% at 10 A g−1.332 The reduction peak occurs at
0.3 V, which is predominantly caused by the transition-metal
oxide reduction (M4+/M3+ to M2+, M2+ to M0), indicating that
the materials rely on noticeable redox reactions for energy
storage. The better capacitive performance can be compared
with that of CoCr2O4 (Fig. 25a and b). Ma et al. fabricated spinel-
phase (FeCoCrMnNi)3O4 at a low calcination temperature of 450
°C, achieving a high specic surface area of 63.1 m2 g−1 in an
alkaline medium. The specic capacitance was observed to be
332.2 F g−1 at a current density of 0.3 A g−1 in 1 M KOH elec-
trolyte with a wide potential window of (−1, 0.6). The HEO
electrode achieved an energy density of 103.8 W h kg−1 by
maintaining the designed microstructural arrangement.333
Fig. 25 (a–c) Capacitive contribution, separations of diffusion-controll
mances of (FeCoNiCrMn)3O4/NF and CoCr2O4/NF. Reproduced with p
density of states for d-states of Fe, Co, Ni, Cu, and Zn in the FeCoNiCuZ
devices. Reproduced with permission.334 Copyright 2023, Elsevier Ltd.

© 2024 The Author(s). Published by the Royal Society of Chemistry
Tiwary et al. successfully synthesized a Fe–Co–Ni–Cu–Zn
HEA using a ball milling method.334 This HEA exhibited
multivalent quinary characteristics and favorable intermediate
intercalation/deintercalation kinetics, making it a promising
candidate for supercapacitor applications. The asymmetric
liquid device performance was attributed to the presence of
multivalent elements with surface oxidation and the availability
of d-states near the Fermi level. The device demonstrated stable
performance over long-term (up to 5000 cycles) charging–dis-
charging cycles in a voltage window of 1.5 V. It achieved
a maximum specic capacitance of approximately 105 F g−1 at
a scan rate of 5 mV s−1. The fabricated liquid-state device
exhibited a superior specic energy of 23.82 W h kg−1 and
specic power of 375 W kg−1. The enhanced electronic
conductivity and electron transport properties of the HEA alloy
contributed to the reduction and formation of split energy
levels, as conrmed via DFT calculations. The d-band center of
the quinary Fe–Co–Ni–Cu–Zn HEA was signicantly closer to
the Fermi level as compared to that of individual atom nano-
clusters, resulting in increased chemical affinity toward oxygen
absorbability on the surface of the mesoporous HEA (Fig. 25c).
This tailored surface chemistry led to improved chemical
stability, enhanced reaction kinetics, and reduced ion diffusion
barriers.

Developing and optimizing industrial electrocatalysts pose
a signicant challenge for the scientic community. Industrial
electrode materials must adhere to a set of fundamental
requirements that are not typically considered for laboratory-
scale or research-based development and synthesis. Generally,
ed and capacitive charges at different scan rates, and cycling perfor-
ermission.332 Copyright 2023, American Chemical Society. (d) Plots of
n HEA, which is actively used as electrode materials in supercapacitor
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electrode materials for industrial applications must meet
specic criteria, including (a) a straightforward synthesis
approach, (b) a product-efficient synthesis route, (c) environ-
mentally friendly technology, (d) cost effectiveness, and (e) high
catalytic efficiency, stability, and selectivity. The feasibility of
employing HEAs as industrial electrode materials compared to
conventional electrode materials hinges on systematically
addressing these criteria. The introduction of HEAs and their
derivatives has revolutionized the eld by introducing an
entirely new class of materials, nding applications in a range
of electrochemical processes. HEAs, therefore, stand as prom-
ising candidates for revolutionizing catalytic research and, with
the right design strategy and understanding of structure–
property relationships, can potentially transition into industrial
applications. The intrinsic properties of HEAs result in unique
characteristics such as high mechanical strength, superior
fracture toughness, and corrosion resistance. Utilizing these
HEAs in catalytic reactions is a relatively new area of research.

Summary and outlook

HEAs demonstrate immense potential for designing new, cost-
effective catalysts by utilizing low-cost transition metals instead
of precious noble metals (Table 16). Precise control over both
the electronic and morphological structure of HEAs, including
factors like composition, phase distribution, and surface char-
acteristics, is crucial for optimizing their performance in
specic electrocatalytic applications. Alongside exploring the
appropriate compositional possibilities, a major challenge in
fabricating HEAs lies in achieving precise size control, selecting
compositions accurately, and controlling morphology. This
challenge can be overcome through systematic studies of their
crystal structure, phases, electronic arrangement, and stability
under various operating conditions. Undoubtedly, the kinetic
and thermodynamic parameters of a HEA play signicant roles
in determining its phase stability, crystal structure, and elec-
tronic arrangement, and identifying the most promising
composition. Therefore, before designing a HEA system for an
electrochemical application, all these parameters should be
considered to achieve optimal performance. The systematic
design and specic application of HEAs must be addressed
through a proper designing approach that considers the theo-
retical knowledge of the selected elements with dissimilar
periodic properties. The catalytic properties of HEAs are
complex and multifaceted owing to the involvement of various
elements. Although this multiplicity can lead to poor selectivity
of products, it also holds the potential for new and unexpected
molecular transformations arising from atomic arrangements
on the surface of HEAs. The selection of periodic elements is an
important consideration before designing HEA-based potential
electrode materials for a particular electrochemical process.
This is facilitated by the use of advanced computational and
experimental techniques.

Despite the promising potential of HEA-based electrode
materials, several challenges need to be addressed before they
can be widely adopted in industrial processes. Fabricating HEAs
for industrial applications requires the utilization of suitable
8712 | Chem. Sci., 2024, 15, 8664–8722
synthesis approaches that adhere to moderate reaction condi-
tions that are compatible with industrial requirements. Along-
side reaction conditions, product percentage and purity are also
crucial design factors for selecting a specic synthesis route that
enables controlled composition, size, and uniformity. The
catalytic performance of the HEA system is signicantly inu-
enced by factors such as crystal structure, phase, morphology,
counter anions, and exposed active planes. Various designing
techniques and engineering approaches (defect, strain,
bandgap, d-band, active crystal plane, etc.) are available to
control these parameters and facilitate the development of
electrode materials that are suitable for industrial processes.
During synthesis, the judicious adjustment of reaction condi-
tions, including metal precursors, growth control agents,
reducing agents, solvents, surfactants, masking agents, and
others, offers exibility for tailoring the structure and
morphology of HEAs. Notably, although numerous studies have
explored the impact of the phase structure on the mechanical,
magnetic, and corrosion properties of HEAs, research on how
the phase structures of HEAs with identical compositions affect
their electrocatalytic behavior remains limited. Therefore,
further investigation into this area is of paramount importance
for future research.

The structure–activity relationship is a crucial parameter in
designing more effective electrode materials. In this context,
a thorough understanding and in-depth study of individual
HEAs are essential for elucidating the mechanism and identi-
fying active intermediates. Advanced physicochemical studies
can provide valuable insights into these aspects and inform the
design and development of potential electrode materials for
specic electrochemical processes. Although the multi-element
nature of HEAs can introduce complexity, this can be mitigated
through in situ studies during electrochemical and HEA design
processes. In situ studies enable the monitoring and tuning of
catalytically active sites, growth processes, morphological
changes, composition, chemical valence states, and electronic
structures of elements in HEAs. Electrochemical operando
studies are expected to be particularly useful in measuring
structural evolution and identifying the actual active sites of
catalysts. Therefore, developing a more comprehensive and
sophisticated set of in situ techniques is crucial for achieving
a profound understanding of HEA-based catalysts during elec-
trocatalytic processes that help to tune optimized electrode
materials for industrial processes such as PEMWEs, PEMFCs,
energy storage devices, etc.

As HEAs are composed of multiple elements with various
compositional possibilities, thereby the structure and activity
can alter signicantly with compositional and elemental varia-
tions of the constituent elements. The most efficient composi-
tional and elemental combination can be effectively assessed
using theoretical and computational modelling. Moreover, the
desired electrochemical performance may not always match the
expected results. Therefore, a comprehensive theoretical study
is crucial for designing and developing efficient electrode
materials for industrial applications. The involvement of novel
computational methods, such as DFT, molecular dynamics, ML,
NNs, and HT screening, has facilitated the evaluation of a larger
© 2024 The Author(s). Published by the Royal Society of Chemistry
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number of active sites and accelerated the understanding of the
potential for adjusting adsorption energies for a specic elec-
trochemical process. The identity of the active intermediate in
the designed electrode materials can be predicted using theo-
retical calculations. These advanced techniques have aided in
the design of potential electrode materials with improved
catalytic performance. However, the theoretical understanding
may not always align perfectly with experimental ndings.
While these models can provide valuable guidance, their
predictions must be interpreted with caution and validated
experimentally. Therefore, a collaborative approach seamlessly
integrating theoretical calculations with experimental verica-
tion is crucial for advancing HEAs as efficient electrocatalysts
and realizing tangible industrial benets.

The vast composition space and unique high-entropy struc-
ture of HEAs offer promising opportunities for catalyzing
various reactions. However, further research efforts are required
to fully unlock their potential. HEA-based heterogeneous cata-
lysts offer four core effects that provide distinct advantages
compared to mono- or bimetallic electrode materials or elec-
trocatalysts. Numerous electrochemical processes utilize HEA
systems that exhibit superior electrochemical performance
when compared to other state-of-the-art materials. However,
there remains signicant scope for designing new HEA-based
electrode materials with low cost and robust performance.
Prior to utilizing any HEA-based electrode material in an
Fig. 26 Road map of HEA based electrodes to use as industrial electrod

8714 | Chem. Sci., 2024, 15, 8664–8722
industrial process, its activity, selectivity, and stability must be
carefully evaluated. The selection of appropriate elements and
the maintenance of compositional integrity are crucial factors
in designing efficient electrode materials. The applicability of
the HEA system is determined by the suitable choice and opti-
mization of these parameters. In addition to pristine HEAs,
their derivatives also hold immense potential for various elec-
trochemical processes. In some cases, these derivatives have
demonstrated superior electrochemical activity when compared
to pristine HEAs. Therefore, through proper tuning and opti-
mization, HEA-based materials can be designed to serve as
highly effective electrode materials in industrial electro-
chemical processes. Likewise, the formation of pre-catalysts can
be an effective approach to enhance electrochemical perfor-
mance and achieve optimal results. Furthermore, there remains
a gap between industry and academia. Extensive research and
development efforts are needed to realize the goal of utilizing
HEAs in industrial electrochemical processes. The following
approach can offer a pathway to achieve this goal (Fig. 26).

One of the main challenges is the design of HEAs for elec-
trochemical processes. In addition, it is important to develop
a cost-effective and scalable manufacturing process while
maintaining the desired composition and properties of the
HEA. To address this issue, a thorough literature review of
electrochemical processes should be conducted. Aer under-
standing the process mechanisms using specic benchmark
e materials.

© 2024 The Author(s). Published by the Royal Society of Chemistry
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materials, potential HEA materials can be identied. In addi-
tion, modern computational science would also be helpful in
supporting and assisting in the design of the most efficient
electrode materials. The most compositionally active materials
can be identied through thorough theoretical studies and
optimization of synthetic pathways using trial-and-error
methods. It is accurate to conclude that computational
studies alone cannot be used to choose the most suitable HEA
for industrial electrochemical applications. Tuning the
composition and structure of HEAs to maximize their perfor-
mance in a particular electrochemical process is another chal-
lenge. This requires a deep understanding of the relationship
between composition, microstructure, and electrochemical
properties. Ensuring the long-term stability and durability of
HEAs under realistic operating conditions is essential for their
industrial adoption; HEAs must withstand the harsh environ-
ments and cyclic stresses encountered in electrochemical
processes without signicant degradation.

Therefore, all the designed and optimized HEAs should be
tested under real operating conditions in the device and
prototype levels. In order to calculate the efficiency of the
designed HEA, appropriate stability tests should be performed
on the HEA system. Moreover, physicochemical study helps to
evaluate the proper mechanistic routes to nd out the active
intermediate of the materials. An improved electrode perfor-
mance can be achieved by the modifying the electronic struc-
ture, morphology, crystal face, lattice structure, the
composition, etc. In addition, HEAs need to be compatible with
existing industrial processes and technologies, including elec-
trode fabrication methods and device integration. It is crucial
that HEAs can be seamlessly integrated into existing systems
without compromising performance; HEAs offer promising
properties, but their commercial feasibility depends on their
cost-effectiveness when compared to conventional materials.
Optimizing manufacturing processes to reduce production
costs and improve material efficiency is essential to transfer the
technology from the lab to the industry level. Addressing these
challenges will require interdisciplinary efforts involving
materials scientists, electrochemists, engineers, and industry
partners. Collaboration between academia and industry can
facilitate the translation of fundamental research ndings into
practical applications. Moreover, continued investment in
research and development, along with advancements in
manufacturing and characterization techniques, will be essen-
tial for unlocking the full potential of HEAs as industrial elec-
trode materials across a wide range of electrochemical
applications.

This study intends to offer a comprehensive overview of the
strengths and limitations of HEA-based electrode materials in
electrochemical applications. Through critical evaluation of
current state-of-the-art research, the study aims to guide future
research directions and contribute to the development of more
effective HEA-based electrode materials for industrial purposes.
With ongoing advancements, HEA-based electrode materials
are anticipated to showcase signicant potential for diverse
industrial applications in the near future, thereby generating
economic and environmental benets.
© 2024 The Author(s). Published by the Royal Society of Chemistry
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