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With the continuous development and extensive research of electrocatalytic technology, the unclear
dynamic catalytic reaction process limits the in-depth study of reaction regulation mechanisms and the

targeted design of excellent catalysts. The comprehension of electrochemical reactions through

conventional ex situ characterization techniques poses a formidable challenge. Fortunately, in situ

Received 10th August 2024, characterization technology makes it possible to further clarify the mechanism of electrocatalytic reactions.

Accepted 9th October 2024 Here, we will select some highlight studies of in situ characterization techniques during electrochemical

DOI: 10.1039/d4ey00168k reactions to introduce features and difficulties in practical experiments and give some advice and evaluate

future development trends for relevant fields. This article will show the advantages as well as challenges in

rsc.li/eescatalysis the in situ technology in electrocatalytic reactions, and indicate the development directions.

Broader context

Electrocatalysis is considered to be an important way to achieve clean energy storage and conversion, as well as environmentally friendly smelting. With the
continuous development in recent years, understanding of the catalytic reaction process is unclear, which limits the further optimization of the design of
efficient energy catalytic materials. In the past, it was difficult to capture the dynamic generation of intermediates and the process of structural evolution and
self-recovery in response to voltage. Therefore, there is an urgent need to develop in situ characterization methods to dynamically identify the intermediates,
paths, structural evolution and other real-time information of reactions in higher time-spatial-spectral multiple dimensions. Through the understanding of the
advantages and disadvantages of different in situ methods, one or more combined methods can be reasonably selected to analyze the reaction mechanism, and
then the relationship between the structure-reaction mechanism and the performance can be established to provide theoretical guidance for efficient
electrocatalytic reactions. Here, we review the latest progress of in situ characterization of electrocatalysis, so that researchers, engineers and other practitioners
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in related fields have a more comprehensive understanding of electrocatalysis in situ characterization technology.

1. Introduction

With the continuous development of the field of electrocatalysis,
exploring the mechanism of electrocatalytic reactions and clarify-
ing the structure-activity relationship are the key methods to solve
the bottleneck problems in the development of electrocatalysis.
Electrocatalytic reactions mainly include the oxygen evolution
reaction (OER), hydrogen evolution reaction (HER), oxygen
reduction reaction (ORR), carbon dioxide reduction reaction
(CO,RR), etc. The water splitting reaction comprises two half-
reactions, namely the HER and OER. The HER process typically
involves Volmer and Heyrovsky or Tafel steps, while the OER step
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is intricate and encompasses the generation of four intermediate
species, significantly impeding progress in water splitting
research." The ORR plays a crucial role in energy conversion
devices, such as fuel cells and metal-air batteries, involving both
2e” and 4e” pathways. The 2e~ pathway leads to the formation of
H,0,, which can have detrimental effects on fuel cell reactions.”
On the other hand, the 4e” pathway directly produces water;
however, its reaction mechanism is intricate and kinetics are
sluggish. Nevertheless, harnessing the potential of the 2e™ reac-
tion pathway allows for controlled production of H,0,. The
CO,RR is the electrochemical process employed to catalytically
convert CO, into valuable organic compounds, including formic
acid, ethanol, and acetic acid.> While copper-based catalysts are
commonly utilized in the CO,RR, enhancing the selectivity
towards multi-carbon products and suppressing the undesired
HER remain critical challenges.

However, the methods of ex situ testing have the problems of
not being able to monitor the transformation of catalytic
intermediates in real-time and the self-recovery of catalysts.*”

© 2025 The Author(s). Published by the Royal Society of Chemistry
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Therefore, it is particularly important to develop in situ character-
ization technology and monitor the dynamic evolution process of
catalyst intermediates in real-time. In situ characterization tech-
niques are essential ways to determine the active sites of catalysts,
mechanism of chemical reactions and the relationship between
structures and performance, and provide theoretical guidance for
the design and development of efficient and stable catalysts.® In
detail, we can monitor the reaction processes and elucidate the
impact of compositional conditions on the characteristics of the
target product through multispectral resolution spectroscopy and
high spatiotemporal resolution techniques. Given the importance
of comprehending the process and mechanism of chemical
reactions, we will elaborate on the application and future trends
of in situ characterization technology in electrocatalytic reactions
from three perspectives: in situ multispectral resolution spectro-
scopy, spatial resolution spectroscopy, and temporal resolution
spectroscopy (Fig. 1).” Multispectral resolution spectroscopy relies
on the molecular energy changes generated by the response,
typically utilizing techniques such as infrared spectroscopy,
Raman spectroscopy, X-ray spectroscopy and others.*® The acqui-
sition of information regarding alterations in the molecular
structure of the material is typically achieved. For spatial resolu-
tion spectroscopy, we employ microscopic technology as the
primary means to monitor the morphological transformation
mechanism of materials during electrocatalytic reactions,
enabling real-time observation of nanomaterial evolution. Also,
spatial resolution spectroscopy'® can obtain in depth information
of electrocatalysts or of various active sites of the sample, such as
defects or steps. Although EDS'' and EELS' techniques are
fundamentally energy resolution methods, they are included in
this paper due to their advancements in electron microscopy. The
time resolution technique captures the signal response of the
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catalytic reaction on a temporal scale, enabling a comprehensive
understanding of the electrocatalytic reaction behavior in terms of
time dynamics. Time resolution intersects with both multispectral
and spatial resolutions; however, it represents a further advance-
ment in technology used to detect temporal changes in material
energy and morphology.

2. Multispectral resolution spectra

A multispectral resolution spectrum can record the changes of
a specific peak of materials during electrocatalyst reactions to
capture the information of reaction media.'*> We can analyze
the changes in specific absorption peaks through multispectral
resolution spectroscopy, including in situ Raman spectroscopy,
in situ Fourier transform infrared spectroscopy, in situ X-ray
powder diffraction, in situ fluorescence spectroscopy, etc.

2.1 In situ Raman spectroscopy

The principle of Raman spectroscopy is based on the phenom-
enon of Raman scattering, which involves the elastic and
inelastic scattering of light by matter. The Raman effect occurs
when light hits a molecule and interacts with its electron clouds
and molecular bonds.**® For the spontaneous Raman effect,
the photon excites the molecule from the ground state to a
virtual energy state. When the excited molecule emits a photon
it returns to a rotational or vibrating state different from the
ground state. The energy difference between the ground state
and the new state causes the frequency of the emitted photon to
differ from the wavelength of the excited light."* If the mole-
cules in the final vibrational state have a higher energy than the
initial state, the excited photons have a lower frequency
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Fig. 1 Schematic illustration of in situ characterization.
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to ensure that the total energy of the system is maintained. The
frequency change of this photon, the Raman shift, is related
to the vibrational and rotational energy levels of the molecule.
Raman spectra reflect the changes in the vibrational and
rotational energy levels of molecules, so in situ Raman'® is
applied in studying the conversion and formation of chemical
bonds of catalysts during electrochemical reactions. For elec-
trocatalytic reactions, a Raman shift in the fingerprint region
between 0 and 1000 cm ' represents reactive species and
chemical bonds (M-O) and in the adsorption region between
3000 and 4000 cm ™" reflects the changes of H,O adsorbed by
electrocatalysis.

The Li group'” found through in situ Raman spectroscopy
that the adsorbed hydrogen peroxide* was stable on the Pt(111)
surface during the ORR process, but only the adsorbed OH* was
observed on the Pt(110) and Pt(100) surfaces. The steps of
forming superoxide* and OH* species on the surface of
Pt(hkl) will directly affect the oxygen reduction reaction (ORR)
activity of different single crystal surfaces. Meanwhile, under
alkaline conditions, only O®>~ species were found on the sur-
faces of the three single crystals. Therefore, they believe that the
protonation process significantly affects the activity and mecha-
nism of the ORR (Fig. 2).

2.2 In situ Fourier transform infrared spectroscopy

Fourier transform infrared (FT-IR) spectroscopy'® is based on
the change of dipole moment with molecular vibration and
rotation. FT-IR' is used to understand the changes of electro-
catalyst surface adsorption-desorption during the electrocata-
lysis reaction. Different with FT-IR, in attenuated total
reflection Fourier transform infrared spectroscopy (ATR-FTIR)
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an IR beam through the attenuated total reflection (ATR) crystal
achieving the light is fully reflected on the optical interface.
When the contact areas between the ATR crystal and the
electrocatalysts change, the optical path difference of the sub-
stance in the sample to absorb the light will be impacted
(Fig. 3a and b). The changes in the fingerprint region are not
always referenced as being influenced by ATR crystal light. For
electrocatalytic reactions, Raman spectra are more sensitive to
the variation to the fingerprint region, while FT-IR tends to use
the adsorption region from 1000 to 4000 cm™ .

Based on ATR-FTIR measurements, the Peter team?° discov-
ered two possible reaction pathways for the conversion of CO,
to methanol based on the affinity trends of C and O on the
catalyst surface. The asymmetric and symmetric stretching
patterns observed by the author in the COO group of HCOO™
species ensured that pathway 2 is a more likely mechanism for
methanol formation during the CO,RR process. In addition,
the formation of HCOO™ (secondary product) can only be
achieved through the second pathway. On the other hand, the
formation of CO at higher potentials is the first pathway.
Compared with CuGa,, the absorption intensity and standar-
dized absorbance corresponding to the two main intermediates
formed by CuyGa, and methanol are relatively small, indicating
a lower formation of methanol on CuyGa, (Fig. 4).

2.3 In situ X-ray powder diffraction

According to the Bragg equation, the principles of X-ray powder
diffraction (XRD)*"** are based on the diffraction phenomenon
of X-rays in crystals. XRD is used to develop the crystal types,
crystal parameters, crystal defects, and the relative content of
different structural phases. So, we can gain the conversion of

(,1°3/3)60y

Fig. 2 Schematic illustration of the SHINERS study of the ORR process and correlated characterization and 3D-FDTD results at Pt(hk!() surfaces. (a) Model
of Au@SiO, NPs, SHINs at a Pt(111) surface and the mechanism of the ORR process revealed by the EC-SHINERS method. (b) TEM image of Au@SiO,
nanoparticles. (c) SEM image of a Pt(111) single-crystal electrode surface modified with SHINs. (d) 3D-FDTD simulations of four SHIN NPs with a model of
a 2 x 2 array on a Pt substrate. Reprinted with permission from ref. 17 Copyright 2018, Springer Nature.
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Fig. 3 (a) and (b) Schematic illustrations of electrochemical in situ FTIR in internal (a) and external (b) reflection modes. Reprinted with permission from

ref. 19 Copyright 2021, Elsevier.
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Fig. 4 Mechanistic investigation of the CO,RR by in situ IR study. (a) In situ IR spectra obtained during the eCO,RR using a CuGa; catalyst. (b) IR spectra
corresponding to CHO and COO™ intermediate formed during methanol production at a different time during CA at —0.3 V (vs. RHE). (c) Plausible
reaction mechanism for the eCO,RR to methanol on Cu—-Ga-based ordered intermetallic catalysts. Reprinted with permission from ref. 20 Copyright

2022, John Wiley and Sons.

crystal structure under different potential in the venture of
in situ XRD. In the past, the equipment of in situ XRD was
synchrotron-based in situ X-ray diffraction,*® while regular XRD
can be used, raised by the intensity of the X-ray light source. In
a real experiment, we firstly apply X-rays to scan the diffraction
angle (0) from 10 to 90° with a scan rate of about 10° min™" to
ensure the changes of different diffraction peaks roughly. Then,
we can scan a specific angle under a low scan rate (1° min™') to
obtain phase composition, structure, crystal morphology, etc.
Furthermore, in order to raise the testing range and resolution

© 2025 The Author(s). Published by the Royal Society of Chemistry

ratio, a synchrotron-based in situ XRD technique is developed
and employed.****

The Ward van der Stam group® found through in situ XRD that
the original BiOy electrocatalyst was converted into metal Bi, but the
formation of active sites was severely affected by halides: bromide
promoted Bi(003), chloride led to preferred Bi(012) exposure, and
iodide had equal contributions from Bi(003) and Bi(012). Structure-
activity relationships were established to combine catalytic proper-
ties, among which the Bi(003) surface phase is more selective and
active for the formation of formic acid on the Bi(012) surface (Fig. 5).

EES Catal., 2025, 3,10-31 | 13
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In situ XRD of (a) BOB, (b) BOI and (c) BOC. Diffraction intensity of Bi(003) and Bi(012) facets as a function of the reaction time of BOB (d), BOI (e)

and BOC (f) in CO; saturated 0.1 M KHCOs3 solution. The purple and green shaded areas give the expected diffraction angles for the Bi(003) and Bi(006)
reflections and Bi(012) reflections, respectively. Reprinted with permission from ref. 25 Copyright 2023, Springer Nature.

2.4 In situ fluorescence spectroscopy

The fluorescence spectrum is excited by the absorption of
visible light by a substance, and the excited atoms or molecules
will transition to the excitation state after absorbing photons.>®
When electrons jump back to the ground state, fluorescence
will be generated. From a microscopic perspective, when a
material molecule is irradiated by light, the molecule will be
excited when absorbing photon energy. And then the electrons
in the molecules will transition from a low energy level to a high
energy level, at which time the molecule will transition from the
ground state to the excited state. Molecules in the excited state
are unstable and return to the ground state through a decay
process of radiative or non-radiative transitions, which produce
fluorescence.””*® By using in situ fluorescence spectroscopy,
dynamic evolution behaviors such as structural evolution dur-
ing catalytic reactions can be described. For an electrochemical
organic oxidation reaction (OOR), a fluorescent probe is used
for labeling organic molecules for detection in an in situ
fluorescence spectrum.

The Xia group® used in situ fluorescence spectroscopy
combined with electrochemical technology to detect the for-
mation of OCI using dichlorodihydrofluorescein (DCDHF) as
an indicator. After reacting with OCI generated in an ORR,
DCDHEF will be converted into fluorescent dichlorofluorescein.
During the ORR period between 0.848 Vgyg (With a cathode
current of approximately 20 mA), the emission at 522 nm in
0.1 M potassium hydroxide containing 2.5 mM DCDHF con-
tinued to increase with increasing electrolysis time. To verify
that the detected OCI is a transient rather than a byproduct, the
ORR on CPG-900 was performed at 0.849 Vin a 1:1 (v/v) water/
ethanol solution of 0.01 M potassium hydroxide solution. The
significant reduction in current occurs after the addition of

14 | EES Catal, 2025, 3,10-31

DCDHF, indicating that the formation of OCI is an electro-
chemical reaction that can further receive electrons from the
electrode to complete the ORR and form fluorescent DCF
through parallel chemical reactions with DCDHF. Further
experiments were conducted using specific signal molecules
such as coumarin to determine the observed OCI as a HO
radical. Due to the hydroxylation of coumarin at the seventh
position during the ORR process, the fluorescence emission
increases at 500 nm (Fig. 6).

2.5 In situ X-ray photoelectron spectroscopy

X-ray photoelectron spectroscopy (XPS) provides the chemical
property of a material surface including the existing form of an
element and charge distribution. The principle of XPS is by
radiating the sample with X-rays, so that the inner electrons or
valence electrons of atoms or molecules are excited to be
emitted.**" Electrons excited by photons are called photoelec-
trons, and the energy of photoelectrons can be measured,
named the binding energy, and we can obtain the surface
information of materials according to it. In the past, in situ
XPS was just combined by synchrotron radiation photoelectron
spectroscopy (SRPES). However, now more convenient ambient
pressure X-ray photoelectron spectroscopy (AP-XPS) is compa-
tible for use in in situ experiments. When applying potential to
a sample, the dynamic changes of the existing form of an
element and charge distribution for a material surface will be
held by AP-XPS**** (Fig. 7).

The Ling group® monitored the stability of a RuO,/CoO,
hybrid catalyst during the OER process in a neutral environ-
ment through in situ XPS. They found that Ru®*" and Ru**
species coexisted during the OER process, with almost the
same RHE percentage from 1.0 to 2.0. Even under 2.0 Vgyg,

© 2025 The Author(s). Published by the Royal Society of Chemistry
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Fig. 6 Probing the multi-elemental steps of the ORR. (a) Schematic illustration of the conversion from non-fluorescent DCDHF to fluorescent DCF by
the OCI formed in the ORR on CPG-900. (b) In situ fluorescence spectroelectrochemistry. (c) /-T curve of the ORR on CPG-900 at 0.849 V versus RHE.
(d) In situ fluorescence spectroelectrochemistry performed at 0.799 V versus RHE with 60 mM coumarin to specifically verify the presence of HO*®
radicals. Reprinted with permission from ref. 29 Copyright 2014, Springer Nature.

there was still 9% residual Ru®" in the RuO,/CoO, hybrid.
Considering that the average particle size of RuO, is ~2 nm,
the theoretical proportion of interface Ru atoms to the total Ru
atoms should be about 15%. This value is consistent with the
percentage of Ru®** species shown in the in situ XPS results
(Fig. 8b), indicating the key role of the constructed interface in
stabilizing RuO,.

2.6 In situ X-ray absorption spectroscopy

For revealing the changes of an electrocatalyst’s coordination
form, like coordination bond or coordination number during
electrochemical reactions, X-ray absorption spectroscopy (XAS)
plays an important role.***” In detail, evolution of the coordinated
environment of an absorbing element can be further extracted by
in situ extended X-ray absorption fine structure (EXAFS) spectra,
studying the dynamic changes of the scattering path with increas-
ing potential to obtain the coordination form of atoms.*® Also, we
can develop the changes of chemicals under applied potential
according to in situ Xray absorption near edge structure
(XANES).*® Notably, XPS is used for studying a material surface,
while XAS can detect the bulk of materials.

The Lim group®® found through in situ XAS that the oxida-
tion of LiCoO, gCly, began before 1.4 V compared to LiCoO,,
confirming that the potential at which the transition of Co>"/
Co®" in LiCoO, gCl, , began was lower than that of Co®*/Co*" in
LiCoO,. Within the same anode potential range, the cobalt

© 2025 The Author(s). Published by the Royal Society of Chemistry

valence of LiCoO; sCl, , increases more than that of LiCoO,.*°
When OER polarization stopped, the Co K edge of LiCoO; sCly
did not recover to a low energy position, indicating that
oxidized Co has stability in Cl doped LiCoO,. In contrast, the
tetravalent Co in oxidized LiCoO, is reduced to a lower stable
valence state. The doping of Cl can promote the surface
reconstruction of LiCoO, and stabilize the structure after
reconstruction.*

2.7 In situ electron paramagnetic resonance

Electron paramagnetic resonance (EPR)* is introduced to under-
stand unpaired electrons contained in an atom or molecule of
electrocatalysts. In situ EPR can be used to research the changes in
the configuration of complexes and distribution of d electrons
and defects during electrochemical reactions, to clarify the pro-
cess of electron flow direction and synergetic effects of different
components for electrocatalysts and help us to select or modify
electrocatalysts.**** However, the presence of H,O will contam-
inate the EPR signal. To assess the free radicals generated by
electrochemical reactions, a spin trap such as 5,5-Diethyl-1-
Pyrroline-N-Oxide (DMPO) is introduced. In most papers, in situ
EPR results are always combined with DFT to elucidate electro-
catalytic mechanisms.*

The Salager group®® conducted in situ EPR measurements on
symmetric Li/LIPF lithium batteries under operating conditions.
They used operational EPR spectroscopy and in situ EPR spectral

EES Catal,, 2025, 3,10-31 | 15
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Investigation on the in situ stability of an RuO,/CoO, hybrid catalyst during the OER. (a) and (b) /n situ Ru 3d XPS spectra. (c) In situ UV-vis spectra.

(d) Co®*, Co®" and Co** content ratios in RuO,/CoQ, under different applied potentials based on EPR analysis. () Retention ratios of Ru in RuO,/CoO,
and RuO, after continuously testing at different potentials for 20 h. (f) Potentiostatic tests of RuO,/CoOy (at 1.47 Vrye) and RuO; (at 1.59 Vgpe) for an initial
current density of 10 mA cm™2. Reprinted with permission from ref. 34 Copyright 2022, Springer Nature.

spatial imaging as two highly complementary tools to track the
changes in the morphology of metallic lithium during the
stripping process, and identify, locate, and distinguish dendrites
and submicron lithium particles during the electroplating pro-
cess. Two main characteristics were observed from the evolution
of the EPR spectra and spectral spatial EPR images of metallic
lithium in electrochemical batteries during polarization: nuclea-
tion of submicron Li particles at the interface between the
separator and electrode; gradually roughening of the electrode
to a size slightly larger than 1 pm.

2.8 In situ Mossbauer spectroscopy

Mdssbauer spectroscopy is performed using the Mossbauer
effect, which refers to the fact that when atoms or ions
restricted to a crystal are excited by high spectral lines, the
emitted spectral lines have special properties. The movement of
impurities in the material in the lattice leads to the frequency
shift of the detected spectral lines, so that the vibration,
diffusion and lattice displacement of impurities can be

16 | EES Catal., 2025, 3,10-31

studied.*”*® Nuclei that exhibit the Mossbauer effect include

>’Fe, '*°Sn, *'Sb, *°Te, and '*’Au.*®*° However, only *’Fe is
easily available to test limited to *’Fe Mé&ssbauer source.
Furthermore, in situ MOssbauer spectroscopy can be applied
to study hyperfine interactions between atomic nuclei and their
surroundings during electrocatalytic processes. However,
liquid nitrogen freezing and longtime accumulation for a signal
is required for in situ Mossbauer spectroscopy, which costs a lot
of time and effort.

The Wang group®® further studied the evolution of Fe
species in the selected NiFe,,-O,H, during the OER using
the operational >’Fe Méssbauer spectroscopy measurement
method. The change in isomer displacement values of
NiFe, ,-OH, before and after electrochemical activation can
be ignored. This indicates that the valence state (Fe**) and spin
state (high spin) of Fe®" in NiFe, ,-O,H, are the same before and
after electrochemical activation.”> The quadrupole splitting
value of Fe*" is lower than the value before activation, indicating
that the geometric shape of Fe*" in the c-phase NiOOH structure

© 2025 The Author(s). Published by the Royal Society of Chemistry
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is more regular than that in the o-phase Ni(OH), structure. In  content and current under different application potentials
addition, abundant Fe*" is generated in situ near the OER further proves the key role of Fe'* species in water oxidation®
starting potential, and the positive correlation between Fe'* (Fig. 9 and 10).
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With the continuous development of the electrochemical field,
more and more complex reaction problems are being faced, and
researchers urgently need new methods and perspectives to
describe the catalytic reaction process. Developing new in situ
characterization techniques helps to analyze dynamic reaction
mechanisms from a new perspective. These new technologies
include those widely used in fields like batteries, biomedical
science and the environment, such as X-ray fluorescence®® and
nuclear magnetic resonance.>® Reasonable design and application
in in situ electrocatalysis can help analyze electrocatalytic reac-
tions, clarify catalytic reaction mechanisms, and guide the synth-
esis of efficient new materials.

2.9 Summary

In an actual situation, a variety of spectral characterization
methods are needed to study electrocatalytic reactions. We
should select different characterization techniques to under-
stand the process of electrocatalyst reactions. The characteriza-
tion techniques mentioned above have their own advantages
and disadvantages and should be studied with appropriate
means in the face of different needs. Produced during mutual
action of light and material, Raman spectroscopy is a kind of
testing method which uses inelastic scattering light.”> Raman
spectroscopy is used to monitor the production of catalyst

18 | EES Catal, 2025, 3,10-31

intermediates and the change in a chemical bond, while
Raman spectroscopy cannot monitor changes in metallic
bonds.”® To solve this problem, techniques based on X-ray like
XAS®® can be used. However, the popularity and convenience of
XAS is much lower than that of Raman spectroscopy. Limited by
the principle of FT-IR,>”
mediates can’t be captured. In this case, monitoring can be
achieved using molecular fluorescence quenchers by in situ
fluorescence spectroscopy.

structure achiral molecules or inter-

3. Spatially resolved spectra

Although multispectral resolution spectrum techniques have
the ability to provide us with the dynamic changes produced
during electrochemical reactions, we still find it difficult
to understand the conversion of electrocatalysts’ surface mor-
phology in different regions under a high resolution ratio.
Therefore, spatially resolved spectroscopy is proposed to inves-
tigate the detailed information for electrocatalysts under dif-
ferent spatial dimensions, from millimeters (mm) to microns
(um) to nanometers (nm) in virtue of this, and understand the
dynamic surface reconstitution evolution of different regions
during electrocatalysts.

© 2025 The Author(s). Published by the Royal Society of Chemistry
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3.1 In situ optical microscopy imaging

Compared to other electron microscopy techniques, optical
microscopy is based on the principle of optical imaging, which
can easily achieve high resolution.*®* Limited by visible wave-
lengths, the minimum resolution limit of an optical microscope
is 200 nm in theory.”® Optical microscopy has the advantage of
non-destructive testing without the need for vacuum conditions.
However, due to the low resolution, it is difficult to observe
nanomaterials using optical microscopy. The method of in situ
optical microscopy imaging directly locates the active sites of
electrocatalytic reactions by imaging the reactants and/or pro-
ducts, which can help us understand the large-scale morphology
evolution process in dynamic evolution, clarify the structure
function relationship of catalysts, and provide structural theory
for the development of efficient catalysts.

The Xu group® demonstrated electrogenerated chemilumi-
nescence (ECL)*' imaging of the electrochemical activity of
individual plasma nanoparticles. Similar to traditional Janus
particles, the two different faces of Au Pt JNPs exhibit different
catalytic abilities towards ECL emitters and their reactants,
resulting in concentration gradients and fluid slip around the
particles, which can improve mass transfer speed and reduce
the generation of particle oxidation layers. ECL microscopes
can be used to provide promising optical imaging and study the
electrochemical activity of individual nanoparticles in a high-
throughput manner without using an illumination source.

3.2 In situ scanning electron microscope

A scanning electron microscope (SEM)®>® uses secondary elec-
trons or backscattered electrons generated when an electron
beam scans the surface of a sample to obtain the microstructure
of materials. For in situ SEM, it can observe the changes of
particle size and microstructure of an electrocatalyst in an
electrochemical cycle, and we can combine energy dispersive
X-ray spectroscopy (EDS)®* to further analyze the components of
elements. Despite the requirements of a chip during testing, an
in situ SEM exhibits superior operability and portability com-
pared to a transmission electron microscope (TEM).®® The in situ
SEM technique possesses a substantial depth of field, facilitating
the precise examination of the three-dimensional morphology
and structure of the sample surface. This attribute proves
particularly advantageous for investigating surface irregularities,

- Top chip
Bottom chip
Gasket

Liquid sample holder

Fig. 11 In situ TEM.”* Copyright 2023 Nat. Commun.
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ridges, and depressions, thereby providing a more comprehen-
sive understanding of the sample’s surface characteristics.®® In
summary, the in situ SEM exhibits exceptional operational
simplicity, heightened effectiveness, and decreased expenditure
within experimental environments.

The Li group®” systematically studied the lithium deposition
behavior of 10 metal substrates using LAGP as SSE in all solid-
state batteries using an in situ micro nano SEM manipulation
platform combined with an electrochemical workstation. The
results showed that Li growth on Cu, Ti, Ni, Bi, and Cr exhibited
typical out of plane dendritic morphology, while in plane
granular morphology was observed on In, Ag, Au, Pd, and Al
Based on the deposition behavior of Li on 10 metal substrates,
it is concluded that Li’s affinity and good lattice compatibility
play an important role in uniform and in-plane Li electroplating,
which is beneficial for uniform and transverse Li deposition.
Their work not only reveals lithium alloys and deposition
kinetics, with quantitative details that have never been intuitively
captured before, revealing the design of solid-state battery
systems, but also provides a universal and powerful integrated
micro/nano SEM manipulation platform for in situ research of
future solid-state batteries.”® The present work showcases the
setup procedure of in situ SEM, offering a robust tool for
investigating the deposition and alloying behavior of lithium
on diverse metal substrates, thereby facilitating an in-depth
comprehension of the mechanism governing lithium behavior
in solid-state batteries.

3.3 In situ transmission electron microscope

A transmission electron microscope (TEM)®’ is based on elastic
or inelastic electrons excited by a high-energy electron beam
penetrating a sample to image under applied potential. Given
the necessity of conducting testing under vacuum conditions,
electrocatalytic reactions cannot be performed using a conven-
tional in situ cell for TEM (Fig. 11). In situ TEM experiments are
usually under flow cell, and an in situ sample rod is necessary
for in situ TEM, which contains electrochemical chips. For
in situ TEM,*>”° the normal function is to observe the change
in the microscopic morphology of an electrocatalyst. To inves-
tigate changes in lattice spacing, in situ high-resolution trans-
mission electron microscopy (HRTEM) is required. However,
the imaging speed of HRTEM is limited, posing a constraint on
its ability to observe rapid dynamic processes in real time.”"”>

Electron beam

0.1 mol/L KOH
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Therefore, it is imperative to carefully select an appropriate tem-
poral resolution based on the specific research problem or employ
high-speed imaging techniques to fulfill the requirements for
observing and analyzing dynamic processes. Additionally, mapping
can be employed to distinguish individual components and inves-
tigate the alterations in crystal structure during electrocatalytic
reactions using selective area electron diffraction (SAED)” as
required. Although in situ TEM is capable of observing the nano-
scale morphological transformation of samples, the high cost of
testing often stems from limitations in testing conditions. However,
samples exhibiting low resistance to electron radiation are not
suitable for in situ TEM. During the test, it is crucial to differentiate
between signal variations induced by electrochemical processes
and those caused by electronic radiation (Fig. 12 and 13).

The Xi group’ used in situ TEM to reconstruct NiCo based
sulfides into active substances of metal oxygen/hydroxide under
alkaline OER operation, and directly imaged the dynamic phase
evaluation pathway during the precatalytic stage. At a pre catalytic
potential of 0.9 V, the lattice sulfur atom 1.33 on the surface of
(NiCo)S is partially replaced by oxygen maintaining the crystal
structure in the electrolyte, which further induces the formation
of a lattice oxygen sulfur coexisting surface. For example, the
(NiC0)O,S; 33 surface can significantly increase the LOM ratio of
the sulfide matrix, making it equivalent to its corresponding oxide
and helping to improve catalytic activity. This reduces the energy
barrier of surface reconstruction to NiCoO,y/hydroxide as an
active electrocatalyst, further promoting the OER process (Fig. 14).

3.4 In situ atomic force microscope

An atomic force microscope (AFM)’>7° according to electro-
static principle uses charge repulsion to measure material
surface information, including pore size, surface roughness,
and even constructing 3D microstructure. In detail, the working

20 | EES Catal, 2025, 3,10-31
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Illustration of electrogenerated chemiluminescence (ECL) imaging of electrocatalysis at Au—Pt JNPs. Reprinted with permission from ref. 60

principle of AFM involves quantifying the interaction force
between surface molecules (atoms) of the sample and the
AFM microcantilever probe to visualize the sample’s surface
morphology.”® A microcantilever with one end fixed is employed,
while its other end features a minute needle that delicately
contacts the sample surface. By maintaining a constant force
during scanning, which can be an extremely weak repulsive force
or other interaction forces like van der Waals force or electro-
static force depending on test conditions and sample properties,
the cantilever with the needle corresponds to an equipotential
surface of atomic force and vibrates vertically towards the
sample surface.”” Positional changes at each scanning point
can be measured using optical detection or tunneling current
detection, and subsequently amplified and converted to obtain a
three-dimensional topographic image of the sample surface”® at
an atomic-level resolution. The in situ AFM’>®® technique is an
advanced extension of conventional AFM, enabling real-time
observation and precise measurement of a sample within
its native environment or under specific reaction conditions.
With Pt the point of a needle AFM has high spatial resolution,
whose horizontal is about 0.2 nm and vertical is about 0.1 nm,
and is not limited by the external environment (liquid, vacuum,
etc.).8% Some researchers observed the surface synthesis
environment and three-dimensional transformation process of
materials by in situ AFM under probe microscopy.®®

The Chueh group®* utilized in situ AFM microscopy to reveal
how the local operational chemistry, physics, and electronic
structure of energy conversion materials govern their electro-
chemical response. In the CoO,H, system, the hydroxide ion
(de)intercalation reaction affects surface catalytic activity by
controlling the relationship between OER overpotential and
voltage dependent Co®* active site concentration. They found
that by adjusting the thermodynamic and surface adsorption

© 2025 The Author(s). Published by the Royal Society of Chemistry
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energy methods of layered ion insertion, the OER activity of
layered oxides can be improved (Fig. 15).

3.5 In situ scanning electrochemical microscopy

Based on the electrochemical principle, the electrochemical
current given by oxidation or reduction of substances in the
microzone can be measured by scanning electrochemical
microscopy (SECM).®>®¢ By driving a very small electrode
(probe) to scan close to the sample, the corresponding micro-
area electrochemistry and related information can be obtained,
and the spatial resolution can be achieved at about one of
micron. According to SECM, we can gain surface electrochemical
reaction information, like the change of surface pH and bubble
reaction kinetics. In order to understand more information,
more and more researchers combine SECM with AFM to rise
spatial resolution,®””®® and electrochemical quartz crystal

© 2025 The Author(s). Published by the Royal Society of Chemistry

microbalance (EQCM) is combined to study surface resorption
and desorption behaviors.?”»*°

The Koper group”® used scanning electrochemical micro-
scopy and platinum ultra microelectrodes as CO and H, sen-
sors to further investigate the reduction of carbon dioxide in
solution with and without metal cations in a surface generated
tip collection mode. Only when metal cations are added to the
electrolyte can gold, silver, or copper generate CO. Their
research results redefine the reaction mechanism and provide
clear evidence that positively charged substances in electrolytes
are key to stabilizing key reaction intermediates (Fig. 16).

Developing and enhancing higher spatial resolution tech-
nologies can promote directional monitoring of crystal struc-
ture and atomic arrangement during in situ reactions, and
clarify atomic level transition information of catalytic reactions.
The continuous development of spatial resolution technology is

EES Catal., 2025, 3,10-31 | 21
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beneficial for researchers to deeply understand the catalytic reac-
tion process at the micro scale, from optical resolution to the
application of electronic resolution technology, providing research-
ers with a new perspective to understand the micro scale catalytic
process. Optical resolution, with current feature space imaging
such as Raman®" and fluorescence microscopy,” further promotes
the evolution of catalytic mechanisms, and continuously improves
the resolution of electron microscopy. Realizing in situ spectro-
scopic resolution at the atomic scale and studying catalytic beha-
vior atomically is also a direction for future development.

3.6 Summary

In an actual situation, a comprehensive array of spectral char-
acterization techniques is essential for investigating electrocata-
lytic reactions. The TEM technique exhibits the highest spatial
resolution among the spatially resolved spectra. However, in
order to maintain vacuum conditions during testing, it necessi-
tates the utilization of microfluidic chip in situ cells for opera-
tion, which increases testing costs and limits widespread use.
Under real situations, in situ optical microscopy can be selected.
The AFM and SECM techniques share a common principle, as
they both employ probes to investigate the surface characteris-
tics of catalysts."”*® Both AFM and SECM techniques can be

22 | EES Catal., 2025, 3,10-31

used to observe the surface microstructure of electrocatalysts. In
terms of application, AFM mainly measures the morphology,
mechanical properties and electrical properties of the sample
surface. SECM mainly measures the electrochemical activity,
electrocatalytic reaction and corrosion of the sample surface.”

4. Time resolved spectra

In the known electrocatalytic reactions, primitive processes
are carried out in microsecond and nanosecond time scales.
Therefore, time resolved spectra should be introduced to reveal
the dynamic evolution during electrochemical reactions under
high time resolution scale, from second to nanosecond to
femtosecond.”® Time resolved spectra can be divided into
real-time monitoring spectra and record the electron transition
time spectra according to its principles.

UV-visible spectra are applied to develop the dynamic changes
of active species density under a time scale during electrocatalyst
reactions from second to millisecond, can give us the changes in
characteristics of the electron absorption spectrum.’>*® Concre-
tely, we monitor the intensity of specific wavelengths as a function
of current and voltage by UV-visible spectra, so that we combine

© 2025 The Author(s). Published by the Royal Society of Chemistry
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600

-Co(OH); particle in 0.1 M KOH at different applied voltages. (b) Differential
96 V). Scale bar, 500 nm. (c) Top, heights measured at three selected points

(shown on the particle at 0.96 V in) (b); bottom, EC-AFM current (linear sweep voltammetry, red line) and isothermal (T = 25 °C) mass change (measured
by EQCM) with changing voltage (blue line). Both EC-AFM and EQCM experiments were performed at a scan rate of 5 mV min~. The EQCM used a mass
loading of 100 pg cmgeom’2 B-Co(OH), on a Pt-coated quartz crystal. (d) Line scan of particle height (top) and change in particle height (bottom) versus
voltage for the line drawn on the magnified views of the particle at 0.96 V in (a). (e) Schematic demonstrating the translation and the expansion and
contraction of individual CoO, layers as the voltage is increased. Reprinted with permission from ref. 84 Copyright 2021, Springer Nature.

the variation with current polarization and potential depen-
dence of extinction to compute the density of active sites. Also,
DEMS®”%® and EQCM®**° are assumed to be a class. These
in situ characterization techniques can achieve a time resolved
ability with the help of applied potential during testing to
analyse the conversion of valence state, product, mass and so
on during redox reactions. After being excited by a specific
wavelength of incident light, electrons in the ground state
transition to an excited state, and then from an excited state
back to the ground state. The time resolved fluorescent spectra
are recording fluorescence lifetime, which can tell us how long
it takes the electron to go back to the ground state, reflecting
the dynamic changes of electrocatalytic reactions from milli-
second to nanosecond, including electron transfer rate and
evolution of electron structure.®® And we can apply fluorescent
transient absorption spectroscopy to study reaction kinetics
features, such as the transmission of charge and energy

© 2025 The Author(s). Published by the Royal Society of Chemistry

between atoms, helping us comprehend the mechanism of
chemical reactions and instructing us to design and prepare
electrocatalysts better, which is based on pump-probe technol-
ogy. In the future, we hope that analysis of the formation and
breaking of chemical bonds will be achieved on the basis of
existing technology. Importantly, the information with regard
to state-state interaction and state lifetime can be obtained by
measuring the change of ion signal with time, realizing the
dynamic description of the formation and breaking of chemical
bonds during electrochemical reactions from picosecond to
femtosecond. However, this kind of time resolved spectra have
a delay time, which means the electrocatalytic reaction time
does not match the record time accurately.

4.1 In situ UV-visible spectra

UV-visible spectra is applied to develop the dynamic changes of
active species density under a time scale during electrocatalyst

EES Catal,, 2025, 3,10-31 | 23
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reactions from second to millisecond, which can give
us the changes of characteristics of the electron absorption
spectrum.'®'°? Concretely, we monitor the intensity of specific
wavelengths as a function of current and voltage by UV-visible
spectra, and combine the variation with current polarization
and potential dependence of extinction to compute the density
of active sites.

The Durrant group'® directly detected the density of oxidiz-
ing substances as a function of potential in the OER system and
determined their role in catalyzing the water oxidation reaction
of metal doped NiO. Using in situ UV visible absorption
spectroscopy and time-resolved step potential spectroscopy
electrochemistry, they inferred that doping NiO can affect the
density of oxidized substances formed at a given potential, with
Mn doping producing the highest density, followed by Co, Fe,
and undoped and Zn doped NiO, due to changes in the energy
of oxygen binding energy at the Ni site.’® This enables them to
quantitatively define the intrinsic TOF, from Mn to Co and then
to Fe doped samples. Based on rate law analysis, we found that
the OER current follows second-order behavior relative to the
oxidized Ni site, indicating the existence of a mechanism
involving oxygen coupling at two adjacent sites. Therefore, we
suggest that for Ni centers with strong oxygen binding forces
(Mn and Co doping), the rate determining steps for O-O
coupling and O removal will hinder the overall reaction rate,
while for Ni centers with weak binding oxygen (undoped and Zn
doped), the potential determining step for the formation of *O
from *OH controls the reaction rate. By correlating the experi-
mentally determined binding energy from the center of the

24 | EES Catal., 2025, 3,10-31

redox peak with the intrinsic TOF, they elucidated the role of
binding energy in controlling the reaction rate (Fig. 17).

4.2 Differential electrochemical mass spectrometry

In situ differential electrochemical mass spectrometry (DEMS)
utilizes a water blocking and breathable membrane to rapidly
extract the gases and volatile liquids formed during the cataly-
tic reaction process to the internal detector using an internal
ultra-high vacuum, thereby achieving a ms level rapid product
dynamic response. For the OER process, the LOM or AEM
mechanism of the catalytic reaction can be determined using
isotope "®0 labeling.'>'°° It is generally believed that the OER
reaction mechanism can be divided into AEM and LOM."*”'%®
For the AEM reaction path, all the O in the reaction process
comes from OH™ in the solution, while the O in the LOM comes
from the lattice oxygen of the catalyst and the OH™ in the
solution. Therefore, by exchanging lattice oxygen in the
catalyst, we can determine the reaction path through the ratio
of **0 and 320. Specifically, the sample will be an applied
potential between 0 to 1 Vg/agct OF other potential by perform-
ing 10-30 CV cycles in K'*0OH (1 M). Then, '®0 remaining on the
electrode is removed by rinsing with H,"'®0 several times. Last,
the electrode is tested in K'®OH (1 M) at above the above
potential window. The mechanism of the OER is determined
by the participation of lattice oxygen from catalysts by measur-
ing the *'0, signals.'® For the carbon dioxide reduction
reaction or other organic small molecule, the product potential
dependence can be clarified."” """ However, DEMS cannot
monitor the molecular weight over 100.

© 2025 The Author(s). Published by the Royal Society of Chemistry
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The Peng group*'* further conducted in situ DEMS measure-
ments using isotope '°O to investigate the involvement of
lattice oxygen atoms in the OER. They labeled the catalyst
surface with '®0 and measured the evolution of O, during the
OER process. The evolution of **0, reflects the participation of
lattice oxygen 11 (**O, comes from a combination of '*0 in the
lattice and '°0 in water). The proportion of **0, generated on
SrRulr is much lower than on RuO,. The content of lattice
oxygen participation can be quantified by directly performing
OER cycling in an '®0 electrolyte. The LOM pathway on SrRulr
was inhibited by 50% compared to RuO,. Most of the evolved
0, is generated through AEM.'" Compared with RuO,, the
proportion of OH adsorbed by XPS and lattice O in SrRulr
decreased by 60%, indicating that there is less surface oxygen
involved in LOM in SrRulr (Fig. 18).

4.3 Electrochemical quartz crystal microbalance

Electrochemical quartz crystal microbalance (EQCM)*¥*''*

detects the quality changes of the catalytic process in real-time

with high time resolution based on the relationship between

vibration and mass by high-frequency vibration of the loaded

catalyst chip, achieving real-time quality response detection.
The specific quantitative relationship is as follows:*°

Af: —Cgn
Af - change of frequency, Cr - correction factor, m — the mass
change that occurs on the surface of the wafer.

With the help of an electrochemical quartz microbalance, it
is possible to analyze the surface reconstruction corrosion,

© 2025 The Author(s). Published by the Royal Society of Chemistry

intermediate adsorption and desorption processes, and gas
product desorption efficiency during the catalytic process.
The Duan group'® used an electrochemical quartz crystal
microbalance to detect the adsorption of benzyl alcohol on Au
and Au/CoOOOH. The frequency variation of Au and Au/
CoOOH in 1 M potassium hydroxide can be ignored. After
adding 0.1 M benzyl alcohol, the initial frequency of the gold
sample was negative at 0.4 V. The results indicate that benzyl
alcohol can spontaneously adsorb on Au. Due to more adsorp-
tion of benzyl alcohol, the frequency of forward scanning
increases. As the potential increases, the frequency first
increases and then decreases. This may be due to the formation
of electrophilic OH* on CoOOH, which accelerates the adsorp-
tion of phenyl methanol content. The frequency ultimately
decays at a potential of 1.4 Vgyg, higher than Au, indicating
that the delay in Au inactivation exceeds Au/CoOOH (Fig. 19).
In addition, achieving higher time resolution in situ detection
can help researchers analyze reaction processes and mechanisms
from the temporal logic of catalytic evolution. On the time scale of
femtosecond to picosecond, the bonding and breaking informa-
tion of molecules can be displayed in real-time, such as construct-
ing femtosecond transient absorption spectra,''® which can clarify
the bonding and breaking absorption response behavior of
catalytic processes at the femtosecond level to construct corres-
ponding relationships between structure and time evolution
behavior. With the further application of femtosecond technology,
confocal lifetime imaging technology has also been further devel-
oped. By combining confocal imaging technology with in situ
catalysis, transient transition imaging with optical spatial resolu-
tion can be achieved at the picosecond level. Meanwhile, in situ

EES Catal., 2025, 3,10-31 | 25
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fluorescence lifetime'® can also elucidate the catalytic reaction
mechanism from different perspectives. It is possible to develop
higher resolution spectral information to achieve more
accurate qualitative and quantitative analysis of fine statistical
information.

4.4 Summary

Different instruments exhibit varying temporal resolutions. For
researching reaction intermediates, the characterization techni-
que with a millisecond time resolution scale can accomplish this
objective. For further understanding of electrocatalytic reaction
processes, the characterization technique with a millisecond
time resolution scale is not enough. The utilization of pump
capture spectroscopy''”"'® is necessary for a more comprehen-
sive analysis of the dissociation of chemical bonds. All in all, the
selection of spectra with different time resolution scales should
be considered for diverse research needs, instead of directly
employing high time resolution scale characterization methods.

5. Instrument combination

The above in situ techniques can help us comprehend the inter-
mediate states during electrochemical reactions to some extent,

26 | EES Catal., 2025, 3,10-31

but we need to develop a combination of in situ instruments to
analyse electrocatalyst reactions deeply. When establishing the
technological framework for instrument co-utilization, it is impera-
tive to thoroughly consider the compatibility between instruments
in order to ensure non-interference of signals during testing.'*>'*°
When establishing the technological framework for joint instru-
ment utilization, it is imperative to possess comprehensive knowl-
edge of the principles and testing conditions associated with
diverse instruments in order to ensure the utmost reliability of
test signals. The selection of a combination of instruments gen-
erally involves three criteria. Firstly, in accordance with the pro-
duction process of the instrument signal, the combined
instrument ensures non-interference with the original signal.
Additionally, through the synergistic utilization of both spectra, a
comprehensive investigation into reaction mechanisms is con-
ducted by harnessing their integrated information. For instance,
the effective integration of Raman spectroscopy and infrared
spectroscopy not only reveals the formation but also elucidates
the absorption and desorption processes of reaction
intermediates."*" Finally, a novel instrumental co-use technology
is developed to analyze the reaction process by integrating three
dimensions: spectral resolution, spatial resolution, and temporal
resolution with high spatiotemporal precision.

© 2025 The Author(s). Published by the Royal Society of Chemistry
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A new combination of Raman and UV absorption spectro-
electrochemistry in reflection mode was proposed, which pro-
vided the simultaneous obtention of electrochemical,
electronic, and vibrational information in the same experiment
and the processes taking place on the electrode/solution inter-
face. In addition, in situ FT-IR and DEMS can be applied for
simultaneously detection,'?>'** in which FT-IR is used to study
the adsorption and desorption of material surface and DEMS
can determine the product in the meantime. Combining FT-IR
with DEMS is particularly suitable for the CO,RR, and provides
the chemical properties and adsorption configuration of reac-
tion intermediates absorbed on the electrode surface and the
kind and quantity of product, explicating the mechanism of
electrocatalytic reactions in depth. Furthermore, synchrotron
radiation infrared spectroscopy (SR-FTIR)"**'*° is a method of
infrared spectrum analysis using a synchrotron radiation
source, which can monitor intermediates and products and
the process of chemical reactions on the surface of electroca-
talysts. A combination of in situ instruments for developing
electrocatalyst reactions still has potential, and we need to
construct techniques to monitor the changes under multispec-
tral resolution, spatially resolved and time resolved in the

© 2025 The Author(s). Published by the Royal Society of Chemistry

meantime. Developing multi-spectral coupling technology
achieves synchronous monitoring of complementary spectro-
scopy and corresponding spectroscopy to make the compre-
hensive utilization of time resolution, spatial resolution, and
spectral resolution.

6. Conclusions

This article discusses existing and some potential in situ ana-
lysis techniques, and introduces the current applications and
characteristics of electrocatalytic in situ analysis methods from
spectroscopic resolution, spatial resolution, temporal resolu-
tion and multispectral combination methods. The application
of in situ characterization technology can effectively facilitate
our comprehension of the reaction process and provide gui-
dance for the design of catalysts with functional application
oriented. The changes occurring in the atomic structure of the
catalyst surface during electrocatalytic reactions remain
unclear. Spectra captured on a femtosecond time scale enable
observation of the ultrafast electron transfer processes'>® and
sub-nanometer electron microscopy allows for clear visualiza-
tion of the dynamic evolution of active sites on the catalyst.">’
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In the future, our focus will be on employing in situ character-
ization techniques with enhanced spatio-temporal resolution
and heightened sensitivity and accuracy. In terms of applica-
tion, in situ characterization technology will be directed
towards more diverse reaction systems, including organic oxi-
dation, organic synthesis, and other intricate systems. For
practical working conditions,"*® in situ characterization techni-
ques will encounter high temperature, high pressure, and high
concentration reaction systems to comprehend the transforma-
tion behavior of electrocatalysts in industrial applications. The
focus for instruments and equipment will be on the develop-
ment of miniaturization, automation, and intelligence."*®
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