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Sixty years of electrochemical optical
spectroscopy: a retrospective

Chao-Yu Li ab and Zhong-Qun Tian *a

Sixty years ago, Reddy, Devanatan, and Bockris performed the first in situ electrochemical ellipsometry

experiment, which ushered in a new era in the study of electrochemistry, using optical spectroscopy.

After six decades of development, electrochemical optical spectroscopy, particularly electrochemical

vibrational spectroscopy, has advanced from a phase of immaturity with few methods and limited

applications to a phase of maturity with excellent substrate generality and significantly improved

resolutions. Here, we divide the development of electrochemical optical spectroscopy into four phases,

focusing on the proof-of-concept of different electrochemical optical spectroscopy studies, the

emergence of plasmonic enhancement-based electrochemical optical spectroscopic (in particular

vibrational spectroscopic) methods, the realization of electrochemical vibrational spectroscopy on well-

defined surfaces, and the efforts to achieve operando spectroelectrochemical applications. Finally, we

discuss the future development trend of electrochemical optical spectroscopy, as well as examples of

new methodology and research paradigms for operando spectroelectrochemistry.

1. Introduction

Since the nineteenth century, the electrochemical research
method has been developed mainly by using electric signals

as excitation and detection means, i.e., to study the structure
and reaction mechanism at electrode/electrolyte interfaces,
with precise measurement of current, potential and charge
(e.g., chronoamperometry, chronopotentiometry, cyclic voltam-
metry, AC impedance, etc.).1–4 The electrochemical methods
developed with the advances in electronics have now achieved a
very high detection sensitivity, capable of detecting a change in
a sub-monolayer of atoms or molecules (i.e., the adsorption/
desorption of a sub-monolayer of molecules on a single crystal
electrode surface).1–4 However, the traditional electrochemical
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methods have their intrinsic limitations; for instance, the
electrical signal is incapable of chemically recognizing specific
molecules and revealing the bonding information and fine
molecular structure of the individuals. Accordingly, to accu-
rately identify various species on the electrode, and to explain
the mechanism of electrochemical reaction, it is imperative to
integrate other advanced technologies into the modern electro-
chemical methods, thus offering a great opportunity to apply
optical spectroscopy in electrochemical studies5.

After sixty years of development, the main frame of the
electrochemical optical spectroscopy has been established,
moving forward from the early phase of proof-of-concept of
spectroscopic methods to the phase of making practical con-
tributions to the field of electrochemistry.6 In particular, since
2010, the operando spectroscopic technique has attracted con-
siderable attention because it allows for the real-time studies of
the correlations between electrochemical performance with
chemical and structural changes inside electrochemical devices
under real working conditions, and this methodology, which
advances the object of study from the previous ideal electro-
chemical interface to the practical interphase between the
electrode and electrolyte (namely, ‘‘from the interface to the
interphase’’), has become an important application in spectro-
electrochemistry. Therefore, it is necessary to review the
history and different phases of the development of electro-
chemical optical spectroscopy (in this review, optical spectro-
scopy refers to the spectroscopy studies in the spectral
wavelength range from ultraviolet to IR), and to discuss the
new methodology and research paradigm for operando spectro-
electrochemistry.

Here, as shown in Table 1, we divide the development into
four phases, focusing on the proof-of-concept of different
electrochemical optical spectroscopy studies (phase I), the
emergence of plasmonic enhancement-based electrochemical
vibrational spectroscopic methods (phase II), the realization of
electrochemical vibrational spectroscopy on well-defined sur-
faces (phase III), and the development of operando electroche-
mical vibrational spectroscopy (phase IV).

2. Four phases of development of
electrochemical optical spectroscopy
2.1. Phase I

2.1.1. Proof-of-concept of electrochemical optical spectro-
scopy studies. Phase I corresponds to the pioneering works
establishing the proof-of-concept for electrochemical optical
spectroscopy, as shown in Table 1. Between the 1960s and
1970s, electrochemists seized the opportunity provided by the
rapid development of spectroscopy at that time, and estab-
lished a number of electrochemical optical spectroscopy
technologies.5 In 1963, the first in situ electrochemical optical
spectroscopy, that is, electrochemical ellipsometry (EC-
ellipsometry) experiments, was reported by Bockris et al.7 They
kept the current constant while recording the changes in the
intensity of the polarized light on the surface of the electrodeT

ab
le

1
(c

o
n

ti
n

u
ed

)

D
ev

el
op

m
en

t
Ph

as
e

Sp
ec

tr
os

co
pi

c
te

ch
n

iq
u

e
Y

ea
r

Sp
ec

tr
os

co
pi

c
m

od
e

E
le

ct
ro

ch
em

ic
al

sy
st

em
Fe

at
u

re
s

an
d

n
ot

es

E
C

-T
E

R
S3

4
,3

5
20

15
T

ip
-b

as
ed

Pr
ot

on
at

io
n

an
d

d
ep

ro
to

n
at

io
n

of
4-

PB
T

on
A

u
si

n
gl

e-
cr

ys
ta

l
el

ec
tr

od
es

;3
4

el
ec

tr
oc

h
em

ic
al

re
d

ox
of

N
il

e
bl

u
e

on
an

IT
O

el
ec

tr
od

e.
3

5

T
h

e
el

ec
tr

oc
h

em
is

tr
y,

pl
as

m
on

-e
n

h
an

ce
d

sp
ec

tr
os

co
py

,a
n

d
SP

M
w

it
h

h
ig

h
sp

at
ia

l
re

so
lu

ti
on

ar
e

co
m

bi
n

ed
to

en
ab

le
vi

br
at

io
n

al
sp

ec
tr

os
co

py
on

w
el

l-d
ef

in
ed

el
ec

tr
od

es
.

E
C

-n
an

o
FT

IR
3

6
20

19
T

ip
-b

as
ed

Po
te

n
ti

al
-d

ep
en

d
en

t
ag

gr
eg

at
io

n
s

of
su

lf
at

e
an

d
am

m
on

iu
m

at
th

e
gr

ap
h

en
e-

el
ec

tr
ol

yt
e

in
te

rf
ac

e.
Ph

as
e

IV
(o

pe
ra

nd
o

el
ec

-
tr

oc
h

em
ic

al
vi

br
at

io
n

al
sp

ec
tr

os
co

pi
es

)

O
pe

ra
nd

o
E

C
-

IR
3

7
an

d
E

C
-

R
am

an
3

8
,3

9

E
ar

ly
20

10
s

N
or

m
al

E
C

-I
R

of
th

e
ad

so
rb

ed
C

O
on

th
e

Pt
m

em
br

an
e

el
ec

tr
od

e
in

an
op

er
at

in
g

fu
el

ce
ll

;3
7

E
C

-R
am

an
of

w
at

er
d

is
tr

ib
u

ti
on

in
N

af
io

n
m

em
br

an
es

at
va

ri
ou

s
h

yd
ra

ti
on

st
at

es
in

op
er

at
in

g
fu

el
ce

ll
s.

3
8

,3
9

T
h

e
d

es
ig

n
of

ce
ll

s
co

m
pa

ti
bl

e
w

it
h

op
er

an
do

sp
ec

tr
os

co
pi

c
ex

pe
ri

m
en

ts
is

es
se

n
ti

al
,a

n
d

th
e

n
or

m
al

ex
te

rn
al

-r
ef

le
ct

io
n

sp
ec

tr
os

co
pi

c
m

od
e

is
su

it
ab

le
u

n
d

er
re

al
w

or
ki

n
g

co
n

d
i-

ti
on

s.
N

or
m

al
ly

,
th

e
ex

te
ri

or
of

th
e

ce
ll

w
as

ch
an

ge
d

to
a

tr
an

sp
ar

en
t

w
in

d
ow

,a
n

d
th

e
el

ec
tr

od
e

co
m

po
n

en
t

re
qu

ir
es

a
h

ol
e

to
al

lo
w

fo
r

th
e

op
ti

c
ac

ce
ss

.
O

pe
ra

nd
o

fi
be

r-
ba

se
d

E
C

-
R

am
an

4
0

20
16

Fi
be

r-
ba

se
d

O
pe

ra
nd

o
st

u
d

y
of

el
ec

tr
ol

yt
e

d
is

tr
ib

u
ti

on
in

si
d

e
a

la
m

in
at

e
ce

ll
.

W
it

h
ou

t
u

si
n

g
a

tr
an

sp
ar

en
t

op
ti

c
w

in
d

ow
in

pl
ac

e
of

th
e

ba
tt

er
y

ex
te

ri
or

,
op

ti
c

fi
be

rs
ca

n
be

u
se

d
as

sm
al

l
pr

ob
es

em
be

d
d

ed
d

ir
ec

tl
y

in
to

th
e

pr
ac

ti
ca

l
or

co
m

m
er

ci
al

ba
t-

te
ri

es
fo

r
n

on
-d

es
tr

u
ct

iv
e

an
al

ys
is

of
th

e
el

ec
tr

ol
yt

es
d

u
ri

n
g

cy
cl

in
g.

N
or

m
al

ly
,

si
li

co
n

an
d

T
A

S
ar

e
u

se
d

as
fi

be
r

m
at

e-
ri

al
s

fo
r

R
am

an
an

d
IR

,
re

sp
ec

ti
ve

ly
.

O
pe

ra
nd

o
fi

be
r-

ba
se

d
E

C
-I

R
4

1
20

22
Fi

be
r-

ba
se

d
E

le
ct

ro
ly

te
an

al
ys

is
in

a
co

m
m

er
ci

al
18

65
0

je
ll

y
ro

ll
an

d
a

Sw
ag

el
ok

ce
ll

.

Ab
br

ev
ia

ti
on

s:
EC

-IR
,e

le
ct

ro
ch

em
ic

al
in

fr
ar

ed
sp

ec
tr

os
co

py
;E

C
-S

H
G

,e
le

ct
ro

ch
em

ic
al

se
co

n
d

h
or

m
on

ic
ge

n
er

at
io

n;
EC

-S
FG

,e
le

ct
ro

ch
em

ic
al

su
m

fr
eq

ue
n

cy
ge

n
er

at
io

n
;E

C
-S

ER
S,

el
ec

tr
oc

h
em

ic
al

su
rf

ac
e-

en
h

an
ce

d
R

am
an

sp
ec

tr
os

co
py

;E
C

-S
EI

R
AS

,e
le

ct
ro

ch
em

ic
al

su
rf

ac
e-

en
h

an
ce

d
in

fr
ar

ed
ab

so
rp

ti
on

sp
ec

tr
os

co
py

;T
ER

S,
ti

p-
en

h
an

ce
d

R
am

an
sp

ec
tr

os
co

py
;T

M
s,

tr
an

si
ti

on
m

et
al

s;
TM

-c
oa

te
d

Au
,t

ra
n

si
ti

on
m

et
al

-c
oa

te
d

Au
;

EC
-S

H
IN

ER
S,

el
ec

tr
oc

h
em

ic
al

sh
el

l-i
so

la
te

d
na

no
pa

rt
ic

le
-e

n
ha

n
ce

d
R

am
an

sp
ec

tr
os

co
py

;
SH

IN
,

sh
el

l-i
so

la
te

d
n

an
op

ar
ti

cl
e;

EC
-n

an
o

FT
IR

,
el

ec
tr

oc
h

em
ic

al
Fo

ur
ie

r
tr

an
sf

or
m

in
fr

ar
ed

n
an

o-
sp

ec
tr

os
co

py
;

AQ
-C

O
O

H
,

2-
an

th
ra

qu
in

on
ec

ar
bo

xy
lic

ac
id

;
pN

D
M

A,
pa

ra
-n

it
ro

so
di

m
et

h
yl

an
ili

n
e;

4-
PB

T,
(4
0 -(

py
ri

di
n

-4
-y

l)b
ip

he
n

yl
-4

-y
l)m

et
ha

n
et

h
io

l;
SP

P,
su

rf
ac

e
pl

as
m

on
po

la
ri

to
n;

SP
M

,
sc

an
ni

n
g

pr
ob

e
m

ic
ro

sc
op

y;
TA

S,
Te

2A
s 3

Se
5.

B
ot

h
op

er
an

do
fib

er
-b

as
ed

EC
-R

am
an

an
d

EC
-IR

re
fe

r
to

op
er

an
do

sp
ec

tr
os

co
pi

c
ex

pe
ri

m
en

ts
in

ba
tt

er
ie

s.

Chem Soc Rev Review Article

O
pe

n 
A

cc
es

s 
A

rt
ic

le
. P

ub
lis

he
d 

on
 2

9 
K

w
ak

w
ar

-g
ye

fu
o 

20
24

. D
ow

nl
oa

de
d 

on
 2

02
6/

02
/1

4 
10

:5
4:

18
 A

M
. 

 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/d3cs00734k


3582 |  Chem. Soc. Rev., 2024, 53, 3579–3605 This journal is © The Royal Society of Chemistry 2024

using an ellipsometer in real time (the method was referred to
as ‘‘chronoellipsometry’’ in this work); the formation and
growth mechanisms of the thin calomel film on the mercury
electrode were in situ studied (see Fig. 1A for the electrochemi-
cal cell). However, ellipsometry spectroscopy requires a high
degree of surface smoothness in the electrode material. Addi-
tionally, the bulk electrolyte phase affects the optical path
during ellipsometry measurement when the excitation and
collection angles are varied. Furthermore, it is challenging to
differentiate between the optical changes induced by the
adsorbed species and electronic changes on the electrode sur-
face. At a Faraday Discussion meeting in the early 1970s, there
was an intense discussion on the ionic and electronic contribu-
tions to the changes in reflectivity at Pt electrodes during
hydrogen adsorption.42 Therefore, a careful interpretation is
required when analyzing reflectance results in the presence of
specific adsorption.

It is important to note that due to the limited detection
sensitivity of the instrument during the early stages of spectro-
electrochemistry, a calomel film electrode with a certain thick-
ness played a crucial role in validating the proof-of-concept of
the new method because it contains a considerable number of
molecules, which greatly facilitated the acquisition of optical
signals on electrode.

In 1964, Kuwana et al. used a simple but classic optical spectro-
scopic technique, UV-Vis spectroscopy, in the electrochemical

system for the first time.8 They used a common transmission
optical configuration for UV-Vis measurement and a transparent
tin dioxide as the working electrode (Fig. 1B). In this work, the
electro-redox of ferrocyanide in a KCl solution and the chronopo-
tentiometric electrooxidation of o-tolidine were recorded. As a
milestone in the early stages of spectroelectrochemistry, this was
the first time when the electrochemical reaction product in the
solution phase was studied using a spectroscopic technique. It is
worth noting that, in UV-Vis measurements, this method is
mainly used for analytes that can absorb excitation wavelengths
of light.

2.1.2. Electrochemical vibrational spectroscopy. Infrared
(IR), Raman, and sum frequency generation (SFG) spectroscopy
are currently the most widely used vibrational spectroscopic
techniques in surface and material science.5,45–48 Compared to
UV-Vis absorption and conventional electrochemical techni-
ques, one of the major advantages of vibrational spectroscopy
is its high energy resolution for chemical recognition, e.g., for
Raman spectroscopy with an excitation wavelength in the
visible spectral region, the spectral resolution can reach one
wavenumber or even better (r1 cm�1), which corresponds to
an energy resolution of around 0.1 milli-electron volts (meV).49

This energy resolution is at least two orders of magnitude
higher than that of conventional electrochemical techniques,
and this advantage is also the reason why molecular vibrational
spectroscopy is known as the finger-printing technique.

Fig. 1 Schematics of the electrochemical cell for the pioneering work of EC-ellipsometry (A), EC-UV-Vis (B), EC-IR (multi-internal reflection) (C),
EC-Raman (D), EC-IR (external reflection) (E), respectively. Fig. 1A is reproduced with permission from ref. 7. Copyright 1963 Elsevier B.V. Fig. 1B
is reproduced with permission from ref. 43. Copyright 1968. Elsevier B.V. Fig. 1C is reproduced with permission from ref. 9. Copyright 1966 American
Chemical Society. Fig. 1D is reproduced with permission from ref. 15. Copyright 1974 Elsevier B.V. Fig. 1E is reproduced with permission from ref. 44.
Copyright 1984 Elsevier B.V.
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In 1966, a meaningful electrochemical infrared (EC-IR)
experiment was conducted by Mark and Pons,9 in which a
polished semiconducting Ge plate was simultaneously used as
a working electrode and a waveguide, enabling a multiple-
reflection configuration of IR light (Fig. 1C). This is the first
report of in situ electrochemical vibrational spectroscopy; how-
ever, it is worth noting that Ge is not a universal electrode
material, and other electrode materials commonly used in the
electrochemistry field, such as Au, Pt, and Pd, cannot be
applied in the attenuated total reflectance (ATR)-IR mode, thus
limiting the generality of this method at that time.

In 1973, Fleischmann et al. achieved an breakthrough in
spectroelectrochemistry, that is, the application of Raman
spectroscopy in the electrochemical study for the first time.11

A prominent advantage of Raman spectroscopy compared to IR
absorption is that Raman spectra can be recorded by using
lasers in the visible wavelength region. Therefore, the absorp-
tion of incident light by the aqueous solution and the glass
optical window is negligible. As a result, it is more convenient
to use a generalized electrochemical cell for Raman spectro-
scopy measurements, for example, the incident light can be
directed to the electrode surface through a glass optical flat and
the aqueous electrolyte (the electrochemical cell is shown in
Fig. 1D15). This is the first time that an external reflection
excitation-collection mode has been used in electrochemical
vibrational spectroscopy, which is more suitable for the use of a
common rod-like metal electrode in spectroelectrochemistry
and thus more attractive to the electrochemistry community.

It should be noted that, in the absence of the resonance
effect and surface enhancement, the differential Raman cross-
section is generally smaller than 10�29 cm2 sr�1, which is
approximately 10 orders of magnitude lower than IR absorp-
tion, resulting in an extremely weak Raman signal.50 Hence,
back in 1972 when the authors discussed the possibility of
obtaining Raman spectra from the electrode surface, the

mercury/calomel system was recommended as calomel has an
exceptionally large Raman scattering cross-section (i.e., a strong
Raman scatter).44 At the same time, to generate a large-area
mercury surface, thin films of Hg2Cl2 were formed on mercury
droplets that had been electrodeposited onto a Pt disc foil11. As
a result, a characteristic Hg–Hg stretch band at 168 cm�1 was
observed, which disappeared upon shifting the potential to a
more cathodic state, indicating that the signal originated from
the electrode surface layer. Furthermore, similar observations
were obtained with the Hg2Br2 and HgO system, suggesting for
the first time that Raman scattering could be employed for
in situ spectroelectrochemical studies.11,44

It is of significance that this mercury oxide and halide
system is the same system which Bockris et al. studied ten
years ago for the first in situ electrochemical ellipsometry
measurement (1963),7 in which the excellent optical scatters
facilitate the collection of spectroelectrochemical signals, the
optimization of optical path, and the design of electrochemical
Raman (EC-Raman) spectroscopic cells. However, given the
larger number of molecules in the mercury oxide and halide
system, it was still highly desirable to realize investigations of
(sub-)monolayer adsorption (reaction) species on the electrode
surface, which are more significant and more challenging. In
practical terms, this means that the research object needs to be
advanced from the film electrode studied in the early work to
more important interfaces, such as the electrode/electrolyte
interface, which requires a much higher detection sensitivity.

In 1980, a significant work was conducted by Bewick
et al.,12,13 in which an external-reflection mode was used for
the first time to acquire IR absorption signals at the electrode
surface. Based on this configuration, a commonly used Pt disc-
shaped electrode served as a working electrode to study the
hydrogen and water adsorption on the Pt surface under
potential modulations (Fig. 1E and 2A). Notably, to avoid the
significant absorption of IR light by the electrolyte, a thin-layer

Fig. 2 (A) First EC-IR measurement using an external-reflection mode by Bewick et al. in 1980, in which the spectra were recoded from the Pt/1 M
H2SO4 interface under potential modulations. (B) First EC-SFG spectroscopy study by Tadjeddine et al. in 1990. These SFG spectra were obtained from
CO adsorbed on a Pt electrode. Fig. 2A is reproduced with permission from ref. 12. Copyright 1980 Elsevier Ltd. Fig. 2B is reproduced with permission
from ref. 14. Copyright 1990 Elsevier B.V.
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electrolyte between the electrode surface and window was
required. At the same time, the authors employed a continuous
potential modulation method to improve the signal-to-noise
ratio. This method was called electrochemically modulated
infrared spectroscopy (EMIRS),51 which is the first electroche-
mical IR technique of using an electrode potential difference
strategy.52

In the meantime, with short laser pulses, nonlinear
optics started to play an important role in spectroelectrochem-
istry. Compared with IR and Raman spectroscopic methods,
nonlinear spectroscopis methods, such as sum frequency gen-
eration (SFG) and second harmonic generation (SHG) are
characterized by their inherent surface specificity and
sensitivity.47 In 1967, Lee et al. reported the first electrochemi-
cal SHG measurements, in which the second-harmonic
reflected light was in situ detected on electrified silicon and
silver surfaces in KCl solutions.10 SFG (oSFG = o1 + o2) is an
extension of the SHG process (o1 = o2 = o, oSHG = 2o), and in
addition to having the high sensitivity of the SHG technique,
SFG is also capable of probing the characteristic vibrational
transitions of molecules.47

SFG spectroscopy has several distinct advantages over
Raman scattering and IR absorption spectroscopy: (1) under
the electric dipole approximation, SFG is only allowed in media
with a broken centrosymmetry, making it an inherently surface
specific spectroscopic technique; (2) at the interface of a
molecule adsorbed on a metal, SFG can probe the response of
the adsorbed molecule, electronic excitations of the metal, and
the interaction of molecule adsorption modifying the density of
states at the interface; (3) in cases involving short pulsed lasers,

SFG is able to investigate the vibrational dynamics at the
interface with a time resolution from nanosecond (ns) to
less than 100 femtosecond (fs) and (4) the surface structure
can be studied through anisotropy experiments, among other
techniques.47,53–56

In 1987, in order to obtain the fingerprint vibrational
spectroscopic information at the interface, Shen et al. devel-
oped IR-visible SFG spectroscopy, where one incident light
source is a tunable IR laser and the other incident light source
is a visible laser with a fixed wavelength, i.e., the IR pulse
spatially and temporally overlaps with a visible pulse for the
SFG signal.57–59 Three years later (1990), Guyot-Sionnest and
Tadjeddine applied SFG spectroscopy to electrode–electrolyte
interfaces for the first time.14 Because an IR beam is used as
one of the excitations, a similar issue to that in EC-IR spectro-
scopy, i.e., the strong adsorption of IR light by electrolyte,
should be tackled. Therefore, a thin-layer cell similar to the
one commonly used in EC-IR spectroscopy was adopted in
electrochemical sum frequency generation (EC-SFG) measure-
ments to study the adsorption of CO, CN�, and SCN� anions on
Pt electrodes. As shown in Fig. 2B, no background interference
from the electrolyte or Pt electrode was observed in the SFG
signal of the CO stretching vibration (i.e., a well-defined reso-
nance of vibration over an unobservable contribution from
metal), demonstrating the characteristic surface sensitivity of
EC-SFG, which is crucial and invaluable for studying adsorbed
species on the electrode surface.

Electrochemical vibrational spectroscopy, including EC-IR,
EC-Raman, and EC-SFG, among others, is characterized by its
ability to provide fingerprint vibrational information from the

Fig. 3 The total number of articles on electrochemical vibrational spectroscopy methods using the key words ‘‘electrochemical Raman’’, ‘‘electro-
chemical IR’’, and ‘‘electrochemical sum frequency generation’’, and the total number of articles on other electrochemical optical spectroscopies using
the keywords ‘‘electrochemical UV-Vis’’, ‘‘electrochemical ellipsometry’’, and ‘‘electrochemical second harmonic generation’’, respectively. These data
are obtained through Web of Sciences.
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electrochemical interface or bulk phases. Furthermore, the
significant advancements in nanoscience since the 1990s have
led to an explosive growth of electrochemical vibrational spec-
troscopic research studies, which has promoted the important
new development phases of spectroelectrochemistry. A search
was conducted through Web of Sciences using the key words
‘electrochemical Raman’, ‘electrochemical IR’, ‘electrochemical
sum frequency generation’, ‘electrochemical UV-Vis’, ‘electro-
chemical second harmonic generation’, and ‘electrochemical
ellipsometry’, respectively. As revealed in Fig. 3, in recent years,
the number of research articles on electrochemical vibrational
spectroscopic methods (including Raman, IR, and SFG) is
nearly 6000 per year, which is almost 4 times of the total
number of articles on EC-ellipsometry, EC-SHG, and EC-UV-
Vis. Therefore, the significant and rapid growth of electroche-
mical vibrational spectroscopy have notably contributed to
phases II to IV in the development of electrochemical optical
spectroscopy.

Herein, it is reasonable to present a comprehensive overview
of the development of electrochemical optical spectroscopy
methods, but with an emphasis on vibrational spectroscopy
in light of historical and future development trends.

2.2. Phase II

2.2.1. Plasmonic enhancement-based electrochemical vibra-
tional spectroscopy. In phase I, for the proof-of-concept, most
electrochemical optical spectroscopic techniques used a normal
external-reflection configuration (namely, the normal mode, as
shown in Fig. 4A). However, the normal spectroscopic mode
typically lacks high detection sensitivity (especially EC-Raman),
so it is usually unsuitable to study small amounts of surface or
interfacial molecules, let alone the active atomic sites. In phase II,
to enhance the surface detection sensitivity, researchers have
discovered and explored the surface enhancement effects based
on plasmon resonance-active substrates, including electrochemi-
cally roughened substrates, nanoparticles, ordered nanostruc-
tures, nanoisland structures (e.g., the thin metal films normally
used in an ATR configuration), etc., which can significantly
improve sensitivity (Fig. 4B and C).60,61

2.2.2. EC-SERS. Compared to IR and SFG spectroscopy,
Raman spectroscopy has prominent advantages in electroche-
mical system research due to the smaller interference
from aqueous solution and the absence of special requirements
for sample and electrochemical cell materials (for example,

quartz/glass can be used as the optical window).45 However, as
normal Raman scattering is a second-order process, the Raman
signals are usually very weak. For a non-resonant molecule,
the differential Raman cross-section is usually only (or below)
10�29 cm�2 sr�1, and 106B9 photons are needed to produce a
Raman photon.50 When Raman spectroscopy is used to detect
the surface monolayer species, the corresponding Raman sig-
nal intensity is generally less than 1 photon count per second
(e.g., the strongest Raman peak of pyridine adsorbed on a
mechanically polished Ni electrode is only B0.4 counts per
second45). Therefore, these intrinsic limitations made it nearly
impossible to study the surface adsorptions or reactions using
Raman spectroscopy. However, it was in the brave attempt to
challenge this impossible goal that SERS, demonstrating an
extremely high surface sensitivity, was discovered.

In 1974, in order to overcome the extremely low detection
sensitivity for surface adsorbed species in Raman spectroscopy,
Fleischmann, Hendra, and McQuillan came up with a strategy
to significantly increase the number of surface molecules, in
which pyridine (Py) was chosen because of its very large Raman
cross-section.15 They used potential-controlled oxidation and
reduction cycles (ORC) to increase the surface area of a silver
electrode in an aqueous 0.1 M KCl electrolyte containing 0.05 M
Py. As shown in Fig. 5, by using a front-reflection cell (see
Fig. 1D for the schematic of cell), the Raman spectra obtained
on the electrochemically roughened silver electrode exhibit
unexpectedly high quality, and the distinct potential depen-
dence suggested that the Raman signal originates from the
electrode surface-adsorbed species. In fact, the preliminary
result of this work was briefly introduced during a general
discussion at the conference of 56th Faraday Discussions in
1973,42 but it was formally published in 1974.15

In retrospect, although Fleischmann and co-authors were
unaware of the SERS effect at the time, this work was the first
SERS measurement, i.e., EC-SERS (Fig. 5). They initially
believed that the electrochemical roughening largely increased
the electrode surface area and thus the number of surface
adsorbed molecules, resulting in the acquisition of strong
Raman signals from the surface adsorbed Py. With careful
calculations and experimental verifications, Van Duyne and
Jeanmaire found that the major contribution to the strong
Raman signal intensity of adsorbed Py species is an anomalous
enhancement of 5 to 6 orders of magnitude compared to those
predicted from the scattering cross-section for Py in bulk.16

Fig. 4 Different electrochemical vibrational spectroscopic modes. (A) Normal mode (external reflection). (B) Nanostructure-based mode. NP is an
abbreviation for nanoparticle. (C) ATR-based mode. (D) Tip-based mode. (E) Fiber-based mode.
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However, their paper went through a long and exhaustive
reviewing procedure and was eventually published in 1977.16

In the same year, Albrecht and Creighton independently
reported a similar result.62 These pioneers presented strong
evidence to demonstrate that the enormously strong surface
Raman signals must be caused by a genuine enhancement of
the Raman scattering efficiency itself. This Raman enhance-
ment effect was later named SERS.63,64

The discovery of SERS created a sensation in the fields of
surface science and spectroscopy;50,65 after comprehensively
studying the SERS effect through experiments and theorical
calculations, people realized the enhancement is largely owing
to the excitation of surface plasmon resonance (SPR).66–70 In
1978, Moskovits proposed that the Raman enhancement in
SERS is caused by the resonances of conduction electrons on
the surface of roughened metal.70 Moreover, he predicted that
the Raman enhancement could be realized on Au, Ag, and Cu
colloids. In 1979, Creighton et al. conducted the first study of
SERS using Ag and Au colloids, which were synthesized through
wet-chemical methods.69

Looking back at the history of SERS, the enthusiasm in the
fields of surface science and electrochemistry was greatly
motivated after the discovery of SERS, but soon wore off in
the late 1970s. The main reasons are the limitations on the
substrate material and morphology of SERS.71 First, the gen-
erality of materials is limited to a few ‘‘free-electron like’’
metals, such as Au, Ag, and Cu.72 However, the application of
SERS on other electrode materials important to electrochem-
istry, such as weakly SERS-active or SERS-inactive group VIIIB
transition metals (TMs), was difficult.

Therefore, a strategy of ‘‘borrowing’’ high SERS activity from
highly SERS-active Au or Ag substrates was initially proposed by
Van Duyne to study the adsorbates on semiconductor electrode
surfaces, i.e., n-GaAS(100), in 1983.73 But in this method, the
analytes were able to adsorb on the Ag surface as well, which
may result in mixed signals from molecules adsorbed on both
the semiconductor and Ag. In 1987, the Fleischmann group17,20

and Weaver group18,19 independently developed the ‘‘borrow-
ing’’ strategy by coating a layer of different TMs, such as Fe,20

Ni,17 Co,17 Pt,18 Pd,18 Pb,19 etc. onto the surface of Au or Ag
substrates. It is worth noting that the thickness of the coating
layer of TMs should be kept as thin as possible to prevent the
decay of the electromagnetic field transmitting through the layer,
thus ‘‘borrowing’’ stronger plasmonic enhancement from the Au
core. In 2002, utilizing the under potential deposition (UPD) and
redox replacement methods, the well-controlled ultra-thin (as thin
as a single atomic layer) and pinhole-free Pt-group metal layer-
coated Au nanoparticle-dispersed electrodes were developed by
Weaver et al., enabling a strong SERS signal on weakly SERS-active
TM surfaces by ‘‘borrowing’’ the enhancement from the highly
SERS-active Au nanoparticle core.74

In 2004, Tian et al. proposed an alternative ‘‘borrowing’’
SERS activity strategy through which monodispersed Au core-
TM shell nanoparticles (Au@TM) can be directly prepared via
wet-chemical methods.75–77 In these methods, the material of
TM shells can be changed from Pt to Pd, Ni, Rh, Ru, and Co,
respectively; meanwhile, the monodispersed Au@TM nano-
particles can be conveniently drop cast onto the electrode
surface, thereby facilitating the generalized spectroelectro-
chemical study.71

Fig. 5 First SERS experiment by Fleischmann et al. in 1974, in which the adsorption of pyridine was studied on a roughened Ag electrode surface.
Reproduced with permission from ref. 15. Copyright 1974 Elsevier B.V.
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The another major limitation of SERS is that SERS was
predominantly used to study the molecules adsorbed on the
nanostructure-based ill-defined substrate surfaces, such as
roughened electrodes15–20,73 or metal colloids;69,78 however, it
was challenging to carry out EC-SERS on well-defined or well-
ordered electrode surfaces. Fueled by the development in
nanoscience, there has been a surge in activity in EC-SERS
since the 1990s. One of the most significant works for prepar-
ing SERS substrates in a well-controlled manner was proposed
by Natan et al. in 1995.21 In this work, highly SERS-active
monodisperse Au or Ag nanoparticles were assembled on
organosilane-polymer-modified solid substrates. Furthermore,
conducting materials, such as indium-doped SnO2 and Pt could
be used as the substrate to immobilize the colloids, which
provided a new way for applications in spectroelectrochemistry.

An alternative approach to prepare large-area and well-
ordered SERS substrates is nanosphere lithography (NSL),
which has been predominantly developed by the Van Duyne
group67,79,80 and Bartlett group81,82 since the early 2000s. In a
representative procedure of the NSL method, monodispersed
silica or polystyrene (PS) nanospheres are first self-assembled
on the surface of a conductive substrate to obtain a monolayer
or multilayers of a two-dimensional (2D) colloidal crystal mask,
and then it is used as a template for the preparation of SERS-
active metal films over nanosphere (MFON) electrodes80 or
periodic particle arrays (e.g., metal nanotriangles).83

2.2.3. EC-SEIRAS. In 1980, a few years after the discovery of
the SERS effect, Hartstein et al. reported surface-enhanced
infrared absorption spectroscopy (SEIRAS), in which the
authors claimed that the IR absorption of organic molecular
monolayers was enhanced by a thin metal overlayer and under-
layer in a ATR geometry.84 In this work, the silicon plate was
first deposited with molecular monolayers of organic acids to
prepare the sample. And then, the overlayer and underlayer
made of thin films of Ag or Au with a thickness less than 60 Å
were evaporated. However, the studied frequency region in the
IR experiments was limited to above 2000 cm�1 (in particular,
the C-H stretching modes near 2900 cm�1) due to the absorp-
tion of silicon, which is insufficient for the examination of a

new surface enhancement effect considering the possible con-
tamination by hydrocarbons.85–87

In 1982, Suëtaka et al. carried out a detailed study of the
SEIRAS effect, where the IR absorption enhancement of finger-
print vibration bands below 2000 cm�1 from p-nitrobenzoic
acid (e.g., NO2 symmetric stretching at 1345 cm�1) was
examined.85 They found that the absorption enhancement on
a B5 nm thick Ag film evaporated onto a Ge prism was about
an order of magnitude.85 In this work, a thin Ag film with an
island structure is necessary for the absorption enhancement,
and the Ag thickness plays a dominating role in the enhance-
ment mechanism.85,86

Osawa et al.22,87–90 and Suëtaka et al.85,86 delved deeply into
the mechanism of SEIRAS in the 1980s to 1990s. It is worth
noting that SEIRAS did not receive much attention due to
limited enhancement in 1980s, and since the 1990s, it has
received renewed interest owing to its applications,87 and in
particular, many efforts have been devoted to the preparation
and characterization of SEIRAS-related nanoparticles or
nanostructures.61,91,92 Nowadays, the SEIRAS effect is applic-
able to a variety of surface adsorbed species on various metal
films, such as Ag, Au, Cu, Pt, Pd, In, Ni, Al, etc.52,61,93

After the pioneering work, SEIRAS has been developed to
promote the application of IR spectroscopy to the electroche-
mical interface, leading to a notable growth of EC-SEIRAS
studies since the mid-1990s.22–25,87 Significantly, along with
the SEIRAS effect, the application of the ATR mode greatly
facilitates the EC-IR measurement on the metal film electrodes,
and the Osawa group pioneered the ATR-SEIRAS studies of
molecular adsorption and reactions at the electrode–electrolyte
interface in the 1990s (a representative ATR-cell is shown in
Fig. 6A).23–25,61,87 To realize high-performance electrochemical
ATR-SEIRAS, it is crucial to prepare suitable thin metal films on
the optical window. Advanced by nanotechnology, the ATR-
SEIRAS mode has been revived due to the development of
fabrication techniques with which different kinds of metal
materials, such as Ag, Au, Cu, Pt, Pd, In, Ni, and Al,52,61,93

can be more easily deposited in the form of thin films on
window materials through which IR light propagates.

Fig. 6 (A) Schematic of an ATR-SEIRAS cell. (B) STM images of a thin Au(111) film electrode for EC-SEIRAS experiments, where the electrode was
obtained by vacuum-evaporation on a Si prism. Fig. 6A is reproduced with permission from ref. 22. Copyright 1993 Elsevier B.V. Fig. 6B is reproduced with
permission from ref. 25. Copyright 1998 American Chemical Society.
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Interestingly, as shown in Fig. 6B, vacuum evaporated gold
films with ordered nano-island structures can provide suitable
SEIRAS enhancement while still exhibiting the electrochemical
response of Au(111) single crystal electrodes.23–25

In addition to the SEIRAS effect, the presence of thin metal
films introduced another interesting phenomenon at the elec-
trochemical interface. An abnormal infrared effect (AIRE) was
observed in the IR study of molecules adsorbed on the electrode
surface in the presence of metal films, primarily by Sun
et al.94,95 in the late 1990s. The IR spectra of CO and SCN�

adsorbed on thin Pt, Pd, and Rh films deposited on glassy
carbon (GC) electrodes showed an inversion in the sign of IR
bands as well as an IR absorption enhancement. The AIRE was
directly related to the reflection of IR light from the metal thin
film electrode; however, it was not limited to the SPR-active
coinage metals (i.e., Au, Ag, and Cu) and was not sensitive
to surface roughness, which is not similar to the SEIRAS
effect.94,95

2.2.4. EC-SESFG. It is important to note that, due to the
SPR effects, the surface-enhanced SFG (SESFG) experiments
have been conducted on the surfaces of thin metal films96,97

or nanoparticle substrates.98–100 For instance, the nanoparticles
coupled with a Au film can provide a 105-fold enhancement in
SFG signals of surface adsorbed p-mercaptobenzonitrile.100 As a
nonlinear spectroscopy method, the configuration of the elec-
trochemical cell and optic system in the electrochemical SFG
measurement is demanding; therefore, SESFG offers a new
opportunity for ultra-sensitive nonlinear coherent spectroscopy
at electrochemical interfaces, e.g., theoretically, the enhance-
ment of IR absorption can compensate for the attenuation of IR
light in the electrolyte, facilitating the EC-SFG measurement
while avoiding the complications of using a thin-layer cell.
However, because SFG requires high smoothness of the sub-
strate surface, and due to the intrinsic high surface sensitivity
and selectivity, normal mode SFG is preferred for spectroelec-
trochemical studies.56

Based on the surface enhancement effect, the vibrational
spectroscopic signal of surface-adsorbed molecules can be
enhanced up to several orders of magnitude (e.g., a Raman
signal enhancement greater than 106-fold in EC-SERS),
enabling the in situ vibrational detection of a (sub)monolayer
of molecules on the surface.45,50 Thanks to the pioneering work
and the excellent surface detection sensitivity, electrochemical
surface-enhanced spectroscopy has become a significant
experimental subfield in spectroelectrochemistry.5,45,61,101,102

2.3. Phase III

In spectroelectrochemistry, the use of structurally well-defined
electrode surfaces, such as an atomically flat single-crystal
electrode surface, can help to determine the coverage, arrange-
ment, and orientation of adsorbed molecules, as well as the
electrode surface state and optic field, respectively. Therefore,
the substrates with well-defined surfaces greatly facilitate the
systematic research studies on the electrochemical mechanism
and its correlation with theory. In phase III of the development
of electrochemical optical spectroscopy, as advanced by the

rapid development of nanoscience since the 1990s, consider-
able efforts had been devoted to the realization of spectro-
electrochemical measurements on well-defined surfaces.

2.3.1. Electrochemical vibrational spectroscopy on well-
defined surfaces. The external-reflection spectroscopic configu-
ration (Fig. 4A) further promoted the in situ measurement of IR
and SFG spectroscopy on structurally well-defined electrodes, in
particular, the single-crystal electrode surfaces.26–28,31,32,103,104

From the late 1980s to the early 1990s, pioneering experiments
using IR or SFG spectroscopy to elucidate the electrochemical
properties of surface adsorbed species (such as carbon
monoxide,26,27 hydrogen,28,31 cyanide,32 etc.) on the surface of
noble metal single crystal electrodes paved a new way for under-
standing the relationship between the surface structure and
electrochemical process by means of vibrational spectroscopy.

However, as compared to IR and SFG spectroscopy, Raman
spectroscopic measurement on well-defined surfaces is more
challenging due to the intrinsically extremely low optical cross-
section. As shown in Fig. 4B, although the SERS effect greatly
enhances the Raman signal of surface-adsorbed species, the
electrode surface needs to be roughened or nanostructured to
excite the localized surface plasmon resonance (LSPR) for high
SERS activity.50 As a result, the Raman signal responses are
inhomogeneously distributed over the electrode surface with
ill-defined morphology. Furthermore, spatially-resolved SERS
measurements on nanostructured electrode surfaces revealed
that the plasmonic ‘‘hotspots’’ with large electromagnetic field
enhancement can even provide site-specific redox potentials.105

Therefore, spectroelectrochemical studies on atomically flat
single-crystal surfaces are important in surface electrochemis-
try, but highly challenging for conventional SERS. This intrinsic
difficulty has led to a gradual decrease in the tidal wave
of SERS research since the late 1980s.106 Different from the
nanostructure-based SERS, an alternative way to enable the
SERS effect on a smooth metal surface is to excite the surface
plasmon polariton (SPP) through an ATR configuration
(Fig. 4C), including the Otto configuration and Kretschmann
configuration.60 In 1991, based on a Kretchmann configu-
ration, the EC-Raman measurement was conducted on a well-
defined Ag(111) film electrode epitaxially grown on mica.29 On
the other hand, with an ATR-Otto configuration, the facet-
dependent adsorption of pyridine was studied on three low-
index Cu single-crystal electrode surfaces, i.e., Cu(111), (100),
and (110), respectively.30 But there are still several limitations:
first, the signal is still very weak, and a few systems with very
strong Raman signals, e.g., para-nitrosodimethylaniline29 and
pyridine,30 can be studied; second, related optical system
configurations and electrochemical cells are complicated.

2.3.2. EC-SHINERS. In 2010, to solve the problems of
material and surface morphology generalities in conventional
SERS, Tian et al. invented a new Raman spectroscopic mode by
isolating the highly SERS-active Au nanoparticle core with an
ultra-thin and pinhole-free dielectric SiO2 (or Al2O3) shell,
which was named shell-isolated nanoparticle-enhanced Raman
spectroscopy (SHINERS).33 Fig. 7A–C show the comparison
between the working principles of conventional SERS using
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bare Au nanoparticles (Fig. 7A) and Au core–TM shell nano-
particles (Fig. 7B), and the SHINERS method (Fig. 7C).
Because the shell of shell-isolated nanoparticles (SHINs) is
chemically and electrically inert, the SHINERS method can
prevent the interference due to the contact of the analyte
and electrolyte with the Au core, while allowing the SERS
enhancement generated by the SERS-active Au core to penetrate
through the shell, thereby offering largely enhanced
Raman signals from the electrode surface species. As shown
in Fig. 7D, the important potential-dependent adsorption of
hydrogen on the Pt(111) electrode is revealed by SHINERS
spectra (curves I to III), which cannot be obtained on a bare
single-crystal electrode through normal Raman spectroscopy
(curve IV). Hence, the SHINERS method is suitable for the
spectroelectrochemical study on weakly SERS-active or SERS-

inactive material surfaces, such as the important single-crystal
electrode surfaces.

2.3.3. Tip-based electrochemical vibrational spectroscopic
modes. Meanwhile, the development in the field of scanning
probe microscopy (SPM), including scanning tunneling micro-
scopy (STM) and atomic force microscopy (AFM), has provided an
unprecedented high spatial resolution for probing structurally
well-defined surfaces in an electrochemical environment,107–109

and has further inspired the idea of tip-based electrochemical
vibrational spectroscopy (Fig. 4D). In 1994, Tian et al. conducted a
pioneering study by combining STM and Raman spectroscopy to
in situ measure the surface morphology and vibrational signal
from the electrode simultaneously (the schematic of the com-
bined base for simultaneous STM and Raman spectroscopy is
presented in Fig. 8A).110,111

Fig. 7 (A) and (B) Schematic of conventional SERS using Au nanoparticles (A) and transition metal shell coated Au nanoparticles (B). (C) Schematic of
SHINERS. (D) Potential-dependent SHINERS spectra of hydrogen adsorbed on Pt(111) electrode surfaces. Reproduced with permission from ref. 33.
Copyright 2010 Macmillan Publishers Limited.

Fig. 8 Schematics of the combined base of simultaneous STM and Raman spectroscopy (A), in situ cell of EC-TERS (B) and nano-FTIR (C), respectively.
(A) is reproduced with permission from ref. 110. Copyright 1996 Elsevier. (B) is reproduced with permission from ref. 34. Copyright 2015 American
Chemical Society. (C) is reproduced with permission from ref. 36. Copyright 2019 American Chemical Society.
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Based on SPM, tip-enhanced Raman spectroscopy (TERS)
was independently invented by several groups in 2000,112–115

which can provide a Raman spectroscopic imaging resolution
at a nanometer-scale.106 However, it is highly difficult to
combine TERS and electrochemistry in the limited space of a
SPM system. In 2015, Ren et al.34 and Van Duyne et al.35

independently reported electrochemical TERS (EC-TERS), ush-
ering in a new era of nanospectroscopic research at electro-
chemical interfaces. On a Au(111) single-crystal surface, EC-
TERS can reveal the potential-dependent protonation and
deprotonation of the adsorbed aromatic molecules (a typical
cell for EC-TERS is shown in Fig. 8B),34 and with the further
improvement in sensitivity, this technique is currently able to
probe a chemical reaction in solution with a spatial resolution
of around 5 nm.116

On the other hand, the combination of SEIRAS effect and
scanning near-field optical microscope has advanced nanoscale
IR spectroscopy on a well-defined surface.117 In 2019, based on
AFM, the first in situ electrochemical Fourier transform infra-
red nanospectroscopy (nano-FTIR, Fig. 8C) was realized on a
graphene electrode surface, where the potential-dependent
behavior of SO4

2� and NH4
+ ions at the graphene/electrolyte

interface was studied using nano-FTIR spectra.36 Furthermore,
the combination of nano-FTIR and ATR-FTIR methods allows
for the probing of subsurface depths at the nanoscale and
microscale, respectively. This was achieved by applying a
custom-built solid polymer electrolyte cell with a single layer
of graphene as the working electrode, which is IR
transparent.118 As a result, it was capable of simultaneously
in situ studying both the electrochemical interface together
with the bulk phase of solid polymer electrolyte.

Furthermore, scanning electrochemical microscopy (SECM)
is a unique method to investigate the nanoscale information of
structure–activity on electrode surfaces, in which an ultrami-
croelectrode (UME) tip is positioned near the substrate surface,
which drives a redox reaction that records the diffusion-limited
currents generated during scanning of the substrate surface,
thus offering information on the surface morphology and local
interfacial electrochemical activity.119 Combining SECM with
optical spectroscopy enables the simultaneous in situ studies of
the electrochemical processes and molecular vibrational signa-
tures in local regions,120,121 i.e., to study local surface modifica-
tions with self-assembled monolayers122 and the surface pH
perturbations induced by the UME tip-driven hydrogen evolu-
tion reaction (HER).123

2.4. Phase IV

2.4.1. Operando methodology. After entering the 21st cen-
tury, in order to understand the electrochemical structure and
process in an electrochemical device under the real working
conditions, the enthusiasm of electrochemical researchers to
perform operando spectroelectrochemistry is ever growing.
Therefore, in phase IV, the latest phase in the development of
electrochemical vibrational spectroscopy, we will focus on the
advances of operando spectroelectrochemistry methodology.

Unlike the concepts of ex situ and in situ, which were
proposed in early times and have been applied ever since, the
term operando originates from the Latin gerund, and it was
introduced in 2002 as a tentative name for ‘‘real’’ reaction
in situ spectroscopy.124 Both the terms in situ and operando
originated from heterogeneous catalysis research,125 while the
operando methodology was first used for the combination of
in situ spectroscopy characterization and simultaneous evalua-
tion of both the structure and activity of catalysts under work-
ing conditions.124,126 Figuratively speaking, ex situ techniques
study a dead fish out of water (or a sliced fish), in situ techni-
ques study a live fish restricted to a small fishbowl, while
operando techniques can comprehensively study a fish swim-
ming freely in the ocean. In contrast to ex situ techniques
normally examining the sample outside the electrochemical
working environment, in situ and operando techniques can
study the surface and phase changes in the electrode bulk,
and the electrochemically generated reaction intermediate.
Normally, in situ measurements are suitable for the fundamen-
tal study on a well-defined or model electrode surface, whereas
operando characterization emphasizes on the measurements in
a practical/commercial device or an architecture highly resem-
bling the practical one.101,127–129

2.4.2. Operando electrochemical vibrational spectroscopy.
The pioneering operando EC-IR and EC-Raman studies were
conducted in the early 2010s.37–39 Nowadays, as the emerging
electrochemical interfaces become more complicate, consider-
able efforts are devoted to designing a suitable cell for operando
measurement (especially, the studies of batteries under real
working conditions).101,127–129 Recently, to monitor the
dynamic chemical information in a full battery under real
working conditions, the operando spectroscopic methods that
combine fiber probes and vibrational spectroscopy have been
developed.40,41,130,131 In the meantime, artificial intelligence
(AI) has emerged as a promising approach to revolutionize
the research paradigm of chemistry and material science, and
is thus expected to offer more advances in the data-driven
operando spectroelectrochemical techniques.132 The novel
fiber-based electrochemical vibrational spectroscopic mode
(Fig. 4E) will be discussed in Section 4.2.2.

3. Advances in in situ and operando
applications

Nowadays, with a growing impact on electrochemical fields as
diverse as electrochemical energy storage and conversion,
electrolysis, electroplating, corrosion, electrochemical synth-
esis, biological electron-transfer processes, etc., in situ or
operando characterization methods with desirable detection
sensitivity and resolutions to understand the structure and
dynamics of electrode–electrolyte interfaces/interphases have
become increasingly significant.5,52,61,101 In the following, we
will focus on the recent advances in in situ and operando
applications of electrochemical vibrational spectroscopy.
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3.1 Electrical double layer

Probing the composition and structure of the electrical double
layer is highly significant in electrochemical studies. Interfacial
water has an important impact on the physical and chemical
properties of the electrical double layer, and the EC-Raman
investigation of interfacial water was first carried out by
Fleischmann et al. in 1981.133 However, the conventional
Raman spectroscopy is incapable of probing interfacial water
on single-crystal electrodes with atomically flat surfaces, which
limits the understanding of the atomic structure of interfacial
water. As a key figure of merit, SHINs can be used as Raman
signal amplifiers to obtain vibrational spectra on the surface of
single-crystal electrodes without interference from the bulk
electrolyte (Fig. 9A–C show the working principle and surface
Raman signal enhancement in SHINERS during the study of
interfacial water134).

As shown in Fig. 9D and E, the SHINERS method is suitable
for the in situ probing of the adsorption of interfacial water on
Au(111)134,136 and Pd(111)135 electrodes, respectively. SHINERS
spectra of interfacial water, particularly the OH stretching
modes in the spectral range from 3000 to 3800 cm�1, show
distinct potential dependence on both Au(111) (Fig. 9D) and
Pd(111) (Fig. 9E) electrodes, indicating the changes in the
structure of interfacial water, i.e., the orientation of interfacial
water and related hydrogen-bonding networks. On the Au(111)

electrode, the Stark tuning rate can be derived from the Raman
frequency shift of the interfacial water under bias conditions,
with which it is capable of revealing two structural transitions
of interfacial water, i.e., from a ‘‘parallel’’ structure to a ‘‘one H-
down’’ structure and then to a ‘‘two-H-down’’ structure, as the
electrode potential was negatively scanned from potential of
zero charge (PZC) toward the hydrogen evolution reaction
(HER) region.134 On the surface of the Pd(111) electrode, the
interpretations on the OH stretching mode indicate that inter-
facial water consists of hydrated cations and hydrogen-bonded
water. Meanwhile, the interfacial water structurally trans-
formed from a randomly distributed state to an ordered one
in the HER region owing to the cation cooperation and the
potential changes.135

Vibrational IR-visible SFG spectroscopy is a unique spectro-
scopic method for studying water molecules at the interface,
where the OH frequency and intensity reveal the hydrogen
bonding strength and ordering of water molecules,137 enabling
the sensitive nonlinear spectroelectrochemical study of the
structures of interfacial water and the electrode double
layer.14,53,102,138–142 As shown in Fig. 10A and B, Benderskii
et al. investigated the IR-visible SFG signal of D2O on a
monolayer graphene electrode surface, and they found a pro-
nounced asymmetry in the response of OD stretching to the
positive and negative potentials.140 To detect the charge-neutral

Fig. 9 (A) Schematic of a back-scattering Raman cell for the SHINERS method on a single-crystal electrode. (B) Schematic of EC-SHINERS for interfacial
water measurement. (C) Finite-element-method simulation of Raman signal enhancement on a Au electrode surface in EC-SHINERS. (D) In situ EC-
SHINERS spectra of interfacial water on the Au(111) electrode in a 0.1 M Na2SO4 solution. The potential is referenced to potential of zero charge. (E) In situ
EC-SHINERS spectra of interfacial water on the Pd(111) electrode in a 0.1 M NaClO4 solution (pH 11). The Pd(111) electrode is obtained by coating a Pd
monolayer onto a Au(111) electrode surface and the potential is referenced to a reversible hydrogen electrode. (B)–(D) reproduced with permission from
ref. 134. Copyright 2019 Springer Nature. (E), Reproduced with permission from ref. 135. Copyright 2021 Springer Nature.
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point on the graphene electrode, the minimum of potential-
dependent G-band Raman frequency of graphene was mea-
sured and it was found at B +0.1 V (vs. Ag/AgCl). For the spectra
obtained at potentials more negative than �1.6 V, only a
relatively narrow peak at 2697 cm�1 was found, which was
assigned to the free OD stretching mode of D2O in the topmost
monolayer (Fig. 10A). However, when the potential was set to
positive values above �1.0 V, only the characteristic broad
hydrogen-bonded bands from B2300 to B2700 cm�1 were
observed and the narrow free-OD band disappeared.

SFG is nominally a second-order nonlinear process (the
second-order susceptibility tensor of the medium can be
expressed as w(2)), but the static electric field at the charged
graphene–D2O interface gave rise to a third-order contribution
(i.e., the w(3) term). In contrast to the w(2) term, which originates
from only a few monolayers of water on surface, the w(3) term
may contain the contribution from the region through which
the static electric field penetrates, i.e., the Debye screening
length (in the order of 1 mm in this work). By comparing the
imaginary parts of the surface (Im[w(2)], Fig. 10C) and bulk
(Im[wb], Fig. 10D) contributions from the spectra, the extracted
potential-dependent Im[w(2)] does not follow the linear response
as that of Im[wb], exhibiting significant asymmetry at positive
and negative potentials. The unusual nonlinear response of
interfacial water to the applied electric field suggested that
treating interfacial water as a simple linear dielectric medium
should be carefully considered and further examined.

3.2. Electrocatalysis

Vibrational spectroscopy (such as IR and Raman spectroscopy)
exhibits an energy resolution of around two orders of

magnitudes higher than conventional electrochemical techni-
ques; therefore, it can be used to carefully study the molecular
structure of adsorbed molecules or oxidation (reduction) of
molecules, enabling a detailed analysis of the reaction mecha-
nism in electrocatalysis. For instance, in the spectroelectro-
chemical study of electrocatalytic reactions, IR absorption
spectroscopy has been combined with cyclic voltammetry (CV)
in the in situ investigation of direct oxidation of methanol on
the Pt electrode.143 In the CVs of both the positive and negative
potential sweeps of the polycrystalline Pt electrode, the domi-
nant and shoulder peaks were almost merged. However, in the
corresponding IR absorption spectra with a spectral resolution
at 4 cm�1, the linearly and bridged-bonded CO molecules were
clearly differentiated at the beginning of potential scan. It was
clearly demonstrated that vibrational spectroscopy is beneficial
for a higher energy resolution to identify the adsorbed species
as compared to the conventional electrochemical technique.143

With this intrinsic advantage, IR spectroscopy has received
great attention in the study of significant electrochemical CO2

reduction reactions (CO2RR), i.e., the CO2RR on Cu electroca-
talysts, where Cu is one excellent electrocatalyst material for
CO2RR and also a suitable substrate for high SEIRAS
activity.61,144 Based on in situ ATR-SEIRAS, Shao et al. studied
the role of a bicarbonate-based electrolyte, a widely used
aqueous electrolyte, in the CO2RR on a Cu thin film electrode
supported on a Au substrate.145 As the potential was scanned
from +0.3 toward �1.3 V in CO2-saturated KHCO3, they
observed several distinct vibrational features in the spectral
region from 1300 to 2400 cm�1, where the depletion of CO2 (i.e.,
the IR absorption band at B2340 cm�1) and increase of
adsorbed CO (i.e., the broad band at B2080 cm�1) become

Fig. 10 (A) In situ SFG spectra of D2O at the graphene electrode (no electrolyte is added to D2O). The potential is referenced to a Ag/AgCl electrode. (B)
Schematic of an electrochemical cell and the corresponding photograph of a graphene electrode for SFG experiments. (C) and (D) The extracted surface
(C) and bulk (D) contribution from SFG spectra as a function of the applied field. Reproduced with permission from ref. 140. Copyright 2021 Springer
Nature.
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visible at B �0.4 V vs. RHE, close to the onset of the reduction
current in the linear scanning voltammogram at B�0.3 V
(Fig. 11A and B). However, they found that the surface-
adsorbed CO species could be detected in the absence of CO2

purge, i.e., the bands around 2020 and 2070 cm�1 originating
from the different adsorption configuration of CO on Cu were
still observable in the control experiment in Ar-saturated 0.1 M
KHCO3 (Fig. 11C). This observation indicated that bicarbonate
anions were the main CO2 source in the CO2RR process on the
Cu electrode. Furthermore, they carried out an isotopic experi-
ment by purging the unlabeled CO2 to a labeled KH13CO3

electrolyte and measured the time-dependent SEIRAS spectra
at �0.6 V. As shown in Fig. 11D, a depletion of 13CO2 in
the solution was observed at 2277 cm�1 in the first 3s,
followed by the simultaneous appearance of adsorbed 13CO at
B1990 cm�1, which offered direct spectroscopic evidence that
the CO2 in equilibrium with CO3

� was the main CO2 source.145

The understanding of the relationships between the surface
structure and catalytic activity can greatly benefit the design
and synthesis of high-performance electrocatalysts. Pt electro-
catalysts play a significant role in the oxygen reduction reaction
(ORR); however, the related Raman spectroscopic studies are

limited to nanostructured Pt electrode surfaces; therefore they
are unable to investigate the structure–activity relationships on
structurally well-defined single-crystal electrodes.71 To unravel
the reaction mechanism of ORR on a single-crystal Pt(hkl)
electrode surface, Li et al. used in situ EC-SHINERS to identify
the intermediates involved in the ORR in both acidic environ-
ments, in which they found different pathway mechanisms of
the ORR process on Pt(111), Pt(100), and Pt(110) electrode
surfaces.146 As shown in Fig. 12, they spread SHINs (pinhole-
free Au@SiO2 nanoparticles) onto the Pt single-crystal electrode
surface to enhance the Raman signal from the interfacial
region (the related experimental configuration is similar to that
illustrated in Fig. 9). In a 0.1 M HClO4 solution, in situ EC-
SHINERS spectra were recorded on the Pt(111) electrode from
1.1 to 0.5 V vs. RHE, in which a Raman peak of 732 cm�1

appeared at 0.8 V (Fig. 12A). Based on the deuterium isotopic
substitution experiment and density functional theory (DFT)
calculations, this peak was assigned to the O–O stretching
mode of HO2* species on Pt(111). In addition, as revealed in
Fig. 12B, the Raman peak corresponding to HO2* species
appeared at a potential very close to the potential at
which the ORR process achieved the limiting diffusion current

Fig. 11 (A) In situ ATR-SEIRAS spectra on a Cu thin film electrode in a CO2-saturated 0.1 MKHCO3 electrolyte. (B) Corresponding cyclic voltammogram
curve (dotted line) and peak intensities in (A). (C) ATR-SEIRAS spectra measured in an Ar-saturated 0.1 MKHCO3 electrolyte. (D) Time-dependent ATR-
SEIRAS on the Cu thin film electrode after stepping from 0.2 to �0.6 V vs. RHE in a CO2 purged 0.1 M KH13CO3 electrolyte. In (A) and (C), spectrum
obtained at 0.3 V was used as a reference. In (D), the reference spectrum was obtained at 0.2 V. Reproduced with permission from ref. 145. Copyright
2017 American Chemical Society.
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(B0.7 V), indicating a crucial role of HO2* species in the ORR
under acid conditions. In sharp contrast, the important HO2*
species was absent on Pt(100) and Pt(110) electrode surfaces;
however, two Raman peaks at 1030 and 1080 cm�1 were
observed, which were attributed to the symmetric stretching
mode of ClO3 in HClO4 and Pt-OH bending mode OH* species.
Apparently, the EC-SHINERS method provided direct spectro-
scopic evidence of the different ORR mechanisms on three
Pt(hkl) electrodes in an acidic solution, that is, the ORR on the
Pt(111) surface by the generation of HO2*, while on Pt(100) and
Pt(110) electrode surfaces by the formation of OH*.

3.3 Rechargeable batteries

Recently, operando characterization methods have received
great attention due to their ability to probe the structural,
chemical, and mechanical changes in electrochemical energy
devices under their real working conditions.101,127,147,148 In
rechargeable batteries, operando methods benefit largely
from the collaboratively combination of diverse characteriza-
tion techniques to understand the complex interrelated

phenomena, such as the relationships between structural
transformation and chemical reaction and performance of
device.149 As a representative example shown in Fig. 13, Zhou
et al. carried out an operando spectroelectrochemical study of
the anionic redox process in Li-ion batteries by correlating
vibrational Raman spectroscopy and differential electrochemi-
cal mass spectrometry (DEMS).150 The exploration of oxygen-
related anionic redox (peroxo-like (O2)n� species) activity in
Li-ion batteries opens up a new way for boosting the capacity
limit of electrode materials and thus has attracted much
interest, but it also calls for advanced operando characterization
techniques to probe the underlying nature of the anionic redox
activity.151,152 Vibrational Raman spectroscopy is a powerful
characterization method of probing oxygen-related species at
electrochemical interfaces.146,153–155 As shown in Fig. 13A, a Li-
rich Ni/Co-free O3-type Li0.6[Li0.2Mn0.8]O2 was used as the
cathode, and assembled into an operando Raman cell with Li
foil serving as both the reference and counter electrode. During
the first and second charge–discharge cycles, a vibrational
feature appeared in the region from 795 to 845 cm�1 that was

Fig. 12 (A) In situ EC-SHINERS spectra on the Pt(111) electrode in O2-saturated 0.1 M HClO4. (B) Potential-dependent Raman intensity of HO2* species
on Pt(111) versus ORR current. ORR current was obtained in a O2-saturated 0.1 M HClO4 solution using a rotating disk electrode Pt(111) electrode with a
rotation rate of 1600 rpm. and a scan rate of 50 mV s�1. (C) and (D) In situ EC-SHINERS spectra on Pt(100) (C) and Pt(110) (D) electrodes in O2-saturatred
0.1 M HClO4. Reproduced with permission from ref. 146. Copyright 2018 Springer Nature.
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attributed to the O–O stretching mode of peroxo species
(Fig. 13B), indicating reversible redox properties. However,
the peak position shifted toward a higher wavenumber in the
second cycle, which suggested a longer O–O distance of peroxo
species that would cause the generation of superoxo species
(the Raman peak at 1104 cm�1 at the end of the first cycle) and
gaseous O2 (a O2 evolution rate of 254 mmol g�1 as quantified by
DEMS). Furthermore, the electrochemical decomposition of
electrolyte at high voltage and the nucleophilic attack on
propylene carbonate by superoxo species could be detected by
operando Raman spectroscopy, as indicated by the appearance
of a Raman peak around 1080 cm�1 revealing the formation of
Li2CO3. Therefore, by combining operando Raman spectroscopy
and DEMS, relatively reversible oxygen-related redox and elec-
trolyte decomposition processes were monitored in real-time,
allowing a better understanding of anionic redox activity in
high-capacity electrode materials.

Probing the chemical composition and structures of
electrode-electrolyte interfaces (EEIs) or solid-electrolyte inter-
phases (SEIs) is one of the most significant applications of
electrochemical vibrational spectroscopy in Li-ion chemistry.
Although the thickness of EEIs is only on the nanometer scale,
its formation and evolution play a crucial role in achieving a
Li-ion battery with high performance and a long cycle life.156 By
coupling with electrochemical operation, optical spectroscopy
methods with high surface sensitivity, such as nanostructure-
and ATR-based vibrational spectroscopy56,129 and surface
plasmon resonance spectroscopy,157,158 provide prominent
opportunities for in situ/operando tracking of the chemical
and structural evolution of electrode/electrolyte interfaces or
interphases. Shao-Horn et al. used in situ FTIR spectroscopy to
study the formation of EEIs, that is, the oxidation of carbonate-
based electrolyte on a Ni-rich LiNi0.8Co0.1Mn0.1O2 (NMC811)
electrode surface.159 Usually, a thin film electrode directly
deposited on a prism is preferred for ATR-IR measurements,
but it is challenging to prepare a NMC thin film electrode in
this configuration. Therefore, in this work, a composite NMC/
glassy fiber was used as a working electrode (positive electrode)

that was placed downward, facing the Pt thin film supported by
a CaF2 prism; thereby the reaction intermediates generated
from the NMC electrode could be detected through IR absorp-
tion in an internal reflection geometry (Fig. 14A). As shown by
the in situ FTIR difference spectra on an NMC811 electrode
charged to 4.4 V in ethylene carbonate with 1.5 M LiPF6

(Fig. 14B), several bands appeared in the spectral region from
B1750 to 1830 cm�1 (CQO stretching region) at 3.8 V. These
peaks were assigned to vinylene carbonate (B1830 cm�1),
ethylene carbonate (B1800 cm�1), Li+-associated ethylene car-
bonate (B1770 cm�1), and oligomers with ethylene carbonate-
like rings (B1760 cm�1), respectively. It is noted that vinylene
carbonate is one of decomposed products of ethylene carbo-
nate, that is, vinylene carbonate results from the removal of two
hydrogens from ethylene carbonate, forming a CQC bond in
the ring. Meanwhile, the oligomer possibly resulted from the
opening and polymerization of ethylene carbonate. By poten-
tiostatically holding at 4.4 V for a period of time (0 to 60 min),
no obvious changes in the peak intensities were observed
(Fig. 14C). In contrast, in the time-dependent measurement
at open circuit potential (OCP) following the holding experi-
ment at 4.4 V, the peak intensities of ethylene carbonate,
vinylene carbonate, and oligomers decreased quickly, indicat-
ing these species diffused away from the EEI at OCP (Fig. 14D).
However, a deconvoluted peak at 1813 cm�1 hardly changed
with increasing time, which was assigned to dehydrogenated
ethylene carbonate. This observation suggested that dehydro-
genated ethylene carbonate adsorbed on the oxide surface of
the NMC electrode, possibly on the surface oxygen through a
C–Osurface bond generated during the dehydrogenation reaction
of ethylene carbonate. As NMC811 was galvanostatically
charged to 4.4 V, potentiostatically held at 4.4 V, and rested
at OCP, the potential-dependent intensity trends of peaks were
consistent with the corresponding voltage profile (Fig. 14E),
showing that in situ FTIR spectroscopy is sufficient in revealing
the chemical and structural changes in the EEI, thus giving
insights into the strategies to develop stable and high-
performance Li-ion batteries.

Fig. 13 (A) Schematic of an operando Raman cell for Li-ion batteries. (B) Operando Raman spectra and DEMS of the gas evolution rate during the first
and second cycle of a Li0.6[Li0.2Mn0.8]O2 cathode in an electrolyte consisting of 1 M LiClO4 in propylene carbonate. The peaks marked by the number sign
at B850 and 920 cm�1 originate from the electrolyte. Fig. 13A is reproduced with permission from ref. 153. Copyright 2018 the Royal Society of
Chemistry. Fig. 13B is reproduced with permission from ref. 150. Copyright 2020 John Wiley and Sons.
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Solid-state batteries are anticipated to be an alternative to
conventional lithium-ion batteries since they replace the flam-
mable liquid electrolyte with a solid electrolyte, allowing for

tighter packing of battery components, while also providing
safety advantages.160,161 However, as the active electrode mate-
rials are normally opaque, the light beam is unable to penetrate

Fig. 15 (A) Schematic of an operando Raman spectroscopic cell for solid-state batteries and the corresponding components of the setup. (B) Time–
voltage profile of a solid-state Li–S battery and the corresponding operando Raman spectra contour. Reproduced with permission from ref. 162.
Copyright 2023 Wiley-VCH GmbH.

Fig. 14 (A) Schematic of an in situ FTIR cell. (B)–(D) In situ FTIR difference spectra on the LiNi0.8Co0.1Mn0.1O2 electrode during charging to 4.4 V (B),
potentiostatic holding at 4.4 V (C), resting at OCV (D) in ethylene carbonate with 1.5 M LiPF6. (E) Corresponding electrochemical curve of the
LiNi0.8Co0.1Mn0.1O2 electrode galvanostatically charged to 4.4 V, held at 4.4 V, and then rested at OCV; and deconvoluted IR intensity of peaks at
1800 cm�1 (ethylene carbonate), B1813 cm�1 (dehydrogenated ethylene carbonate, De–H EC), B1820 cm�1 (oligomers), and 1830 cm�1 (vinylene
carbonate), respectively. OCV is an abbreviation for open circuit voltage, and the potential was referred to Li+/Li. Reproduced with permission from
ref. 159. Copyright 2020 the Royal Society of Chemistry.
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through the closely packed solid layers, making it difficult to
perform operando spectroscopic experiments in a traditional
manner, e.g., focusing the incident beam perpendicularly
through the liquid electrolyte bulk to the electrode surface. As
shown in Fig. 15, in the spectroelectrochemical study of a solid-
state lithium–sulfur (Li–S) battery, the operando Raman cell
with an open side was placed inside an inert argon environ-
ment to enable the spectroscopic detection of each battery
component from the cross-sectional direction.162 As revealed
by the operando Raman spectra, sulfur (S8, of which the Raman
peaks are at 158, 220, and 473 cm�1, respectively) underwent
gradual reduction but was not completely reduced during the
discharge process, while an intermediate species, that is, Li2S2

(438 cm�1) appeared at the half charge state (2.359 V) and then
disappeared at the full charge state (2.789 V), indicating that
Li2S was first oxidized to Li2S2, and then to S8 during the
charging process.162 With a side opening cell, this method is
suitable for the characterization of a solid-state electrolyte in
operando, and thus to understand the emerging solid–solid
electrochemical interfaces/interphases.

The development of electrochemical vibrational spectro-
scopy offers great opportunities for conducting in situ and
operando studies in important areas such as fundamental
electrochemistry, electrocatalysis, rechargeable batteries, etc.
Each electrochemical vibrational spectroscopy technique (i.e.,
EC-IR, EC-Raman, and EC-SFG) has advantages and limitations,
which are briefly summarized in Table 2, and can be selected
according to the practical requirements and applications.

4. Summary and outlook
4.1. Development trends

The application of in situ optical spectroscopy in electrochem-
istry was carried out six decades ago, with a significant growth
since the 1990s, driven by advancements in nanoscience. The
development of electrochemical optical spectroscopy, in parti-
cular vibrational spectroscopy, has made incalculable contribu-
tion not only to the progress of electrochemistry, but also to
physical and chemical science and technology. It is foreseeable
that electrochemical optical spectroscopy will be further inno-
vated in both theory and experiments with the development of
new spectroscopic techniques, instrumentation, nanotechnol-
ogy, data-driven methods, etc.

The main development direction of electrochemical optical
spectroscopy must be consistent with that of electrochemistry.
Currently, electrochemical energy is of paramount importance
in electrochemistry; therefore, it is desirable to further develop
a new strategy, methodology, and research paradigm with
respect to the different key scientific and technical problems
in electrochemical energy studies.

For practical applications of electrochemical optical spectro-
scopy, the energy conversion and storage systems are in
strong demand and facing the challenges of new systems
with complex structures, raising unprecedented requirements
for the capability of obtaining more reliable and useful

information of various electrochemical interfaces under working
conditions, i.e., developing operando spectroscopic methods with
high detection sensitivity, along with high temporal and spatial
resolutions. Furthermore, there are still great difficulties in oper-
ando studies under low and high temperature working conditions,
i.e., probing the emerging wide-temperature batteries for applica-
tion under extreme climate/operation conditions.194,195 It is
imperative to develop new spectroscopic methods for character-
ization in such complex and extreme environments.

To discuss these significant explorations, examples illustra-
tin the new strategies, methodologies, and research paradigm
in electrochemical optical spectroscopy are presented below.

4.2. New strategies, methodologies, and research paradigms

4.2.1. New ‘‘borrowing’’ strategy in EC-SERS. In the oper-
ando EC-Raman study of an electrochemical energy device, the
electrode materials are usually SERS-inactive or weakly SERS-
inactive, such as cathode and anode materials in Li-ion bat-
teries. As discussed in Section 2.2.2, an effective way to probe

Fig. 16 (A)–(F) Operando Raman spectroscopic measurement inside a
laminate cell using microprobes. (A) Schematic of probe consisting of one
excitation optical fiber and one collection fiber. (B) Photograph of a
laminate cell inserted with eight microprobes. (C) Inside and (D) cross-
section view of the laminate cell with the probes. (E) Photograph of setup
of the operando fiber-based Raman spectroscopic measurement. (F)
Raman spectrum of electrolyte inside the laminate cell. Reproduced with
permission from ref. 130. Copyright 2017 Elsevier B.V.
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the electrode materials with weak or no SERS-activity is to
employ a strategy of ‘‘borrowing’’ SERS activity. In the conven-
tional SHINERS method (Fig. 7), the ultrathin shell of SHIN can
prevent the adsorption of the analyte on the Au core surface
while allowing the ‘‘borrowing’’ of SERS activity from the Au
core to boost the Raman signal from the probe material sur-
face. However, the Raman enhancement of the analyte is
limited because the electromagnetic field generated from the
plasmonic Au core will be attenuated exponentially due to the
presence of a dielectric shell (an electromagnetic field decrease
of B5 times or more).72 Hence, it is important to design new
nanostructures to engineer the SERS hotspots, figuratively
speaking, to push the hotspot outside the shell in the SHINERS
method, and thus making it closer to the surface of probe
material surface, which could further enhance the enhance-
ment in the SHINERS method. Presumably, a method to
achieve this goal is to use a shell material with a high-
refractive index, such as Si, GaP, and TiO2.196,197 In these
scenarios, the high-refractive index shell could serve as a
‘‘nanoscale lens’’ that is able to concentrate the field into the
medium, and thus it could provide a much higher local electric
enhancement on the surface of the dielectric shell.106 There-
fore, the hotspots are located on the outer shell surface of
SHIN, leading to a much higher Raman enhancement of the
analytes.

It is worth noting that SERS-active substrate materials have
been expanded beyond ‘‘free-electron like’’ metals to the semi-
conductor/dielectric substrates198 as well as graphene
materials,199 opening up new avenues for EC-SERS applica-
tions. In particular, the roles of such SERS-active substrates
are manifold, e.g., graphene can simultaneously act as a Raman
probe to reveal the spectroelectrochemical features of carbon
materials.200–202

4.2.2. Operando fiber-based electrochemical vibrational
spectroscopy. There is an urgent need to develop operando
spectroscopic methods that have the advantages of a probe
that does not interfere with the working conditions of an

electrochemical device and be nondestructive.203 In Li-ion
batteries, the in situ or operando studies of EEIs are normally
performed on the half cells using lithium foil as the counter
(reference) electrode; however, the corresponding (electro)che-
mical behavior is different from that of a commercial full cell
typically using a graphite anode. It is worth noting that the
volume of electrolyte used in a half-cell testing system is
generally smaller than in the commercial cells, resulting in
deviations in the study of the complex interaction between the
electrode and electrolyte from those in a practical full
battery.131 Owing to the miniaturization and non-destructive
properties, fiber optics is widely used for invasive analysis. By
directly embedding fiber optic sensors within a practical bat-
tery and combining with vibrational spectroscopy, that is, fiber-
based mode electrochemical vibrational spectroscopy (Fig. 4E),
people are able to monitor Li-ion chemistry in a full battery in
operando.40,41,130,131

As shown in Fig. 16A–F, Yamanaka et al. placed eight ultra-
fine fiber Raman probes inside a practical laminate lithium-ion
battery at different positions to monitor the electrolyte concen-
tration variations.130 The probe consists of two silica-based
optical fibers, i.e., one excitation fiber for laser light and one
collection fiber for Raman signals, where the total cross-
sectional area of the probe is around 30 mm � 60 mm.40,130

Usually, the Raman spectroscopic measurement offers an aver-
aged information of electrolyte from a battery. However, based
on the ultra-fine spectroscopic probes at different locations
inside the battery, the concentration gradient of electrolyte in
the plane parallel to the electrode surfaces was observed and
the corresponding changes during cycles were monitored in
operando. Hence, this measurement will be beneficial for the
studies of ion migration and related position-dependent reac-
tions inside a battery.

Since silica-based fiber is typically limited to the spectral
range from 0.8 to 2 mm, to enable to fiber-based spectroelec-
trochemistry in the IR range, chalcogenide glass fiber can be
employed instead.41 As shown by the schematic in Fig. 17A,

Fig. 17 (A) Schematic of operando IR fiber evanescent wave spectroscopy (FEWS) using mid-IR light in the range from 830 to 5000 cm�1 passing
through the Te2As3Se5 (TAS) fiber core (a diameter of 150 mm). The TAS fiber is located in the central void of a commercial 18650 jelly roll, allowing IR-
FEWS measurements of the electrolyte under operando conditions. (B) Operando IR-FEWS spectra obtained during the first charge–discharge cycle. The
spectra in charge were colored in blue, while those in discharge were colored in red. (C) The relative IR absorbance changes (A(t) � A(t0)) obtained in
charge (bottom) and discharge (top). Reproduced with permission from ref. 41. Copyright 2022 Springer Nature.
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Gervillié-Mouravieff et al. used a Te2AS3Se5 (TAS) fiber to
conduct operando fiber-based IR evanescent wave spectroscopy
(FEWS) in the commercial 18650 Na-ion battery.41 The TAS fiber
was passed through a pre-drilled 18650 jelly roll cell (the hole
was then closed by with epoxy) to monitor the electrolyte
decomposition reaction. Operando IR-FEWS spectra clearly
reveal the dynamics of electrolyte species, e.g., dimethyl carbo-
nate (DMC) and PF6

�, and identify the decomposition reaction
intermediates/products, e.g., alkyl carbonate and methoxy spe-
cies, during the charge and discharge processes, respectively
(Fig. 17B and C). This fiber-based EC-IR approach provides an
opportunity to rapidly diagnose the dynamics of electrolyte in a
battery, which can be expected to offer additional important
molecular insights into the different components of an electro-
chemical device under real working conditions.

Rather than just monitoring the state of electrochemical
devices, we can anticipate more important advances in oper-
ando spectroelectrochemical techniques. The synergistic
combination of operando characterization, real-time analysis
of information, and autonomous adjustment of the working
condition of devices is a new research paradigm to be devel-
oped. In particular, an implantable diagnostic tool is desirable
to collect the operando information of a device and then to
immediately communicate with the outside world.203 As
inspired by the fiber optical diagnosis as we discussed above,
an optical fiber can be inserted inside a battery to collect the
operando information, such as operando Raman40,130,131 or IR41

spectra, and transmit the these signals simultaneously, and
therefore, we can anticipate an important progress toward a

new research paradigm of AI-driven operando spectroelectro-
chemistry in the coming years.

4.2.3. Temporal resolution and a light source. Further-
more, the high temporal resolution is crucial for identifying
short-lived species and tracing transient information in reactions,
and thus the understanding of dynamics of electrochemical
processes. In EC-SERS measurements, the temporal resolution
may vary from a millisecond to nanosecond timescale using a
pulse-probe or a potential step strategy.49,120,204,205 For instance,
using a transistor-transistor logic (TTL) signal trigger, Ren and co-
workers developed a transient electrochemical surface-enhanced
Raman spectroscopy (TEC-SERS) method to capture the transient
molecular vibrational signatures during redox reactions, i.e., the
redox of Nile blue on the Ag electrode, on a timescale smaller than
that of double layer capacitance charging.206 To obtain a temporal
resolution even at a femtosecond timescale (commonly the time-
scale of molecular vibrations), ultrafast laser techniques such as
femtosecond stimulated Raman spectroscopy (FSRS) are expected
to possibly provide a temporal resolution of a few tens of
femtoseconds on the electrochemical dynamics study.207,208

Optical spectroscopic instruments are strongly dependent
on the power of the light source and the sensitivity of the
detector. It is well known that the Raman scattering phenom-
enon was discovered in 1928, but it was rapidly developed and
widely applied until the invention of lasers in 1960.45 Therefore,
the laser technology has been indispensable to the develop-
ment and popularization of Raman spectroscopy. In particular,
in operando research studies, there are enormous demands in
the laser power, efficiency, and wavelength tuning range of

Fig. 18 (A) Schematic of mediated H2 anode by paring the thermal hydrogenation of AQS and the electrochemical oxidation of AQSH2 in real time. (B)
In situ UV-Vis spectra of the redox speciation of AQS and AQSH2 species in the anolyte reservoir for various processes, such as hydrogenation-only or
electrolysis-only loop, or both loops operating simultaneously. Reproduced with permission from ref. 215. Copyright 2023 Springer Nature.
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incident light source. In this regard, the powerful free electron
laser (FEL) technology is capable of fully tunable wavelength,
high-quality light beam, high-level polarization, high peak
brightness, and high average power, etc.209 Therefore, the
application of FEL will be definitely beneficial for progress of
spectroelectrochemistry.6

4.2.4. Electrochemical optical spectroscopy for synthetic
electrochemistry. In October 2023, the International Union of
Pure and Applied Chemistry (IUPAC) announced that synthetic
electrochemistry has been selected as one of the top ten
emerging technologies in chemistry due to its significant
potential in promoting global sustainability.210 In this field,
electrochemistry offers an economical and environmentally
friendly way to tailor the synthetic processes with a high level
of chemo- and regio-selectivity.211 Typically, the electrochemi-
cal measurement, such as CV, is used to elucidate the electro-
chemical synthetic mechanisms.212 However, for some complex
synthesis processes involving both chemical and electrochemi-
cal reactions, it is essential to introduce optical spectroscopy
with molecular recognition capability to in situ analyze yields
and reaction selectivity in a comprehensive and sensitive
manner.

Compared to vibrational spectroscopy, EC-UV-Vis spectro-
scopy has advantages in sensitivity and quantitative analytical
capability for the study of electrolyte bulk; it has widely
contributed to the in situ characterization of electrogenerated
species and study of redox processes.213,214 Thus, EC-UV-Vis is
suitable for the quantitative analysis of large number of inter-
mediates during electrochemical synthesis.

The reversible chemical/electrochemical interconversion
between quinone and hydroquinone has been widely recog-
nized in electrochemical synthesis and organic redox flow
batteries.215,216 Recently, it was used in a nickel-catalyzed
cross-electrophile coupling (XEC) reaction to synthesize phar-
maceutical intermediates on a hectogram scale (100 g scale).215

In this work, nickel-catalyzed XEC reaction was supported by a
quinone-mediated H2 anode under non-aqueous conditions.
UV-Vis spectroscopy was employed to in situ investigate the
interplay between thermal catalytic hydrogenation of sodium
anthraquinone-2-sulfonate (AQS) and the electrochemical oxi-
dation of the corresponding anthrahydroquinone (AQSH2) in
real time. As shown in Fig. 18, the redox speciation of AQS (with
an absorption band at B330 nm) and AQSH2 (with an adsorp-
tion band at B380 nm) species in the anolyte reservoir was
studied using UV-Vis spectroscopy during various processes,
such as hydrogenation-only or electrolysis-only loop, or both
loops operating simultaneously. This spectroelectrochemical
method demonstrates significant potential in the real-time
analysis for the development of highly-efficient, large-scale
synthetic electrochemistry.

After sixty years of development and growth, electrochemical
optical spectroscopy has become one of the most important
branches of spectroelectrochemistry. Based on the promising
development trend, we are optimistic that in the near future,
the emergence of new breakthroughs in spectroelectrochemis-
try will bring incalculable impact not only to the progress of

electrochemistry, but also on surface/interface science and the
wider fields of materials science and technology.
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114 R. M. Stöckle, Y. D. Suh, V. Deckert and R. Zenobi, Chem.

Phys. Lett., 2000, 318, 131–136.
115 B. Pettinger, G. Picardi, R. Schuster and G. Ertl, Electro-

chemistry, 2000, 68, 942–949.
116 S.-C. Huang, X. Wang, Q.-Q. Zhao, J.-F. Zhu, C.-W. Li,

Y.-H. He, S. Hu, M. M. Sartin, S. Yan and B. Ren, Nat.
Commun., 2020, 11, 4211.

117 J. J. Schwartz, D. S. Jakob and A. Centrone, Chem. Soc. Rev.,
2022, 51, 5248–5267.

118 X. He, J. M. Larson, H. A. Bechtel and R. Kostecki, Nat.
Commun., 2022, 13, 1398.

119 S. Amemiya, A. J. Bard, F.-R. F. Fan, M. V. Mirkin and
P. R. Unwin, Annu. Rev. Anal. Chem., 2008, 1, 95–131.

Chem Soc Rev Review Article

O
pe

n 
A

cc
es

s 
A

rt
ic

le
. P

ub
lis

he
d 

on
 2

9 
K

w
ak

w
ar

-g
ye

fu
o 

20
24

. D
ow

nl
oa

de
d 

on
 2

02
6/

02
/1

4 
10

:5
4:

18
 A

M
. 

 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/d3cs00734k


3604 |  Chem. Soc. Rev., 2024, 53, 3579–3605 This journal is © The Royal Society of Chemistry 2024

120 C. L. Brosseau, A. Colina, J. V. Perales-Rondon, A. J.
Wilson, P. B. Joshi, B. Ren and X. Wang, Nat. Rev. Methods
Primers, 2023, 3, 79.
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