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Zinc-air batteries (ZABs) are emerging as a frontrunner in next-generation energy storage technology
thanks to their high energy density and environmentally friendly attributes. This article explores the critical
components of ZABs and highlights recent advances to improve their performance through in-situ/
operando studies"?.

ZABs are mainly composed of three parts: anodes (usually made of zinc), cathodes (reacting with oxygen),
and electrolytes (usually potassium hydroxide solution). This type of battery is considered an up-and-
coming energy storage technology due to its high energy density and environmental characteristics. At the
cathode, oxygen is reduced through catalytic reactions, while zinc undergoes oxidation reactions at the
anode. Typical working conditions include specific temperature and humidity ranges. In addition, factors
such as airflow and electrolyte composition can also affect the performance of batteries™*.

The cathode in ZABs employs bifunctional catalysts to facilitate both the oxygen reduction reaction (ORR)
and the oxygen evolution reaction (OER)"™*. An effective catalyst should demonstrate excellent catalytic
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activity, maintain stability throughout charge and discharge cycles, and ensure high selectivity to prevent
the creation of undesirable by-products. Typical catalysts include carbon-based catalysts (such as nitrogen
or phosphorus-doped graphite and mesoporous nanocarbons)”, metal-based catalysts (such as Pt/IrO,,
MnO,, and Co,S,/MnS)", and composite catalysts (such as metal-carbon nanotube composites and metal
oxide-supported nanoparticles)”. Developing and optimizing these catalysts are essential for enhancing the
performance of ZABs.

ZABs typically use a KOH solution for the electrolyte due to its ease of preparation and high conductivity.
However, high-concentration alkaline solutions are prone to volatilization and absorption of CO,, leading
to electrolyte degradation”. Additionally, the absorption of CO, can further deteriorate the electrolyte. The
potassium hydroxide solution also undergoes a hydrogen evolution reaction (HER). As shown in Figure 1,
without considering overpotential, the potential required for hydrogen evolution from water is higher than
that needed for zinc deposition across all pH levels. Adding additives such as triethanolamine (TEA) or
sodium dodecyl benzene sulfonate (SDBS) can effectively suppress the passivation and deformation of the
zinc-anode electrode, enhancing battery performance. Moreover, alternative approaches, including neutral
solutions, room-temperature ionic liquids, and solid electrolytes, have been investigated to enhance battery
lifespan and improve stability.

Innovative separator design is also a crucial strategy for enhancing the performance of ZABs. The primary
purpose of the separator is to prevent direct contact between the cathode and anode. This serves to avoid
short circuits, enhance moisture retention, restrict the migration of zincate ions, and inhibit dendrite
growth. An ideal separator should possess high mechanical strength, a wide electrochemical window, and
strong alkali resistance. By incorporating new materials such as nanofiber-reinforced composite membranes
or functionalized polyvinylidene fluoride (PVDF) nanofiber membranes, the performance of the separator
can be significantly improved, leading to enhanced overall performance and stability of the battery.

In-situ and operando characterization techniques offer powerful tools for gaining a deeper understanding of
the chemical processes in ZABs. As shown in Figure 2, X-ray computed tomography (XCT) is a non-
destructive, three-dimensional imaging technique that provides structural information on zinc dendrites
and reveals their growth behavior at different current densities. Compared to electron microscopy or
Raman imaging, XCT offers higher spatial resolution with minimal damage to the sample. Optical
microscopy imaging (OMI), the simplest and most cost-effective observation method, effectively captures
phenomena such as growth and volume expansion of zinc dendrites. Transmission electron microscopy
(TEM) uses high-energy electron imaging to achieve a high resolution of 0.1 nanometers, making it ideal for
observing changes in sample morphology and catalyst aggregation. Magnetic resonance imaging (MRI)
detects the motion of atomic nuclei in a magnetic field, allowing for non-destructive, rapid imaging, making
it suitable for observing electrolyte and ion concentration distributions. As shown in Figure 3, Raman
spectroscopy provides chemical information by detecting the Raman scattering light emitted by the sample.
Due to the small Raman scattering cross-section of water, its signal is weak, making Raman spectroscopy
particularly suitable for substance analysis in aqueous solutions. X-ray diffraction (XRD) is a non-
destructive method for detecting structural changes in crystalline materials, and it is well-suited for studying
the changes in zinc anodes and the effects of additives on them. X-ray absorption spectroscopy (XAS)
provides structural information about atoms and their surrounding ligands, making it ideal for observing
changes in catalyst structure, valence state, and coordination, which are crucial for inferring reaction
mechanisms.
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Figure 1. Pourbaix diagram for various pH values in water for zinc™,
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Figure 2. (A) X-ray tomography: Gas-filled voids are depicted in blue, while zinc is represented in red™: (B) Evolution of zinc particles
(red) into pores (green) as time progresses'™: (C) Dynamics of dendrite growth, dissolution, and regeneration in ZABs employing

porous separators[m].ZABs: Zinc-air batteries.

Despite the remarkable benefits of low cost, high safety, and superior energy density, the practical
implementation of ZABs encounters obstacles, including underperforming cathode catalysts, irreversibility
of zinc anode cycling, and electrolyte degradation. Furthermore, the absence of comprehensive theoretical
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Figure 3. (A) Raman shift diagram; (B) CO3Z' peak intensity at different detection points; (C) Intensity ratio of graphite D and G (ID/IG)USJ.

models hinders a complete understanding of the failure mechanisms across diverse ZAB systems. To delve
deeper into the reaction processes, in situ and operando characterization techniques play a vital role in
capturing material characteristics at different time intervals and potentials. However, the existing in situ/
operando devices encounter challenges in achieving an optimal balance between reaction conditions and
high-quality detection signals. Consequently, ZAB research should prioritize the chemical stability of
battery materials in strongly alkaline environments or electrolytes containing organic additives to prevent
interference with battery operation and detection. Key considerations include defining the research scope,
amplifying the strength of detected signals for prompt reception, and designing device structures that
closely emulate actual battery operating conditions.

Combining multiple characterization techniques allows for the acquisition of complementary information,
and integrating temporal and spatial resolution methods with theoretical calculations can provide a
comprehensive understanding of ZABs. However, the challenge in utilizing multiple techniques lies in the
difficulty of conducting simultaneous testing, as different testing times may lead to inconsistent battery
states, thereby affecting the accurate correlation of results. To truly advance the future design and
application of ZABs, greater emphasis must be placed on research conducted under in-situ or operando
conditions.

This article presents a detailed analysis of in-situ and operando characterization techniques, highlighting
their advantages and innovative solutions for ZABs. Future research can further explore new materials and
methods to optimize the performance of ZABs, particularly by using advanced characterization techniques
to understand their working mechanisms deeply. Enhancing the stability and sustainability of these batteries
is also an important research direction. These advancements will help promote the broader application of
ZABs in practical scenarios.
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