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Abstract
This article discusses the ‘power-to-X’ (P2X) concept, highlighting the integral role of
non-thermal plasma (NTP) in P2X for the eco-friendly production of chemicals and valuable
fuels. NTP with unique thermally non-equilibrium characteristics, enables exotic reactions to
occur under ambient conditions. This review summarizes the plasma-based P2X systems,
including plasma discharges, reactor configurations, catalytic or non-catalytic processes, and
modeling techniques. Especially, the potential of NTP to directly convert stable molecules
including CO2, CH4 and air/N2 is critically examined. Additionally, we further present and
discuss hybrid technologies that integrate NTP with photocatalysis, electrocatalysis, and
biocatalysis, broadening its applications in P2X. It concludes by identifying key challenges,
such as high energy consumption, and calls for the outlook in plasma catalysis and complex
reaction systems to generate valuable products efficiently and sustainably, and achieve the
industrial viability of the proposed plasma P2X strategy.

Keywords: plasma power-to-X, non-thermal plasma, gas conversion, plasma catalysis,
renewable energy

1. Introduction

Power-to-X (P2X) represents a burgeoning and promising
innovation for the imminent renewable energy landscape.
While the term P2X lacks a universal definition [1], here we
define the term P2X covers processes for converting renew-
ably sourced electricity (‘P’) to value-added chemicals or fuels
(‘X’), especially energy carriers such as H2, syngas, meth-
anol and ammonia [2]. Additionally, we consider the source
of ‘X’ to be readily available resources such as water, air (N2

and O2), CO2, and methane (CH4). This approach broadens
the adaptability of sustainable energy systems by facilitat-
ing energy storage, transportation, and subsequent conver-
sion processes that rely heavily on electricity generated from
renewable energy. P2X offers a pathway to the decarboniz-
ation of global industry and society by replacing fossil fuels
in numerous industrial production processes, helping to curb
greenhouse gas emissions. One of its goals is to harness
both the economic and environmental potential of renewable
electricity [3].

Currently, the core technology behind P2X is electrochem-
istry, which has been extensively studied. It uses renewable

electricity to transform water or seawater into hydrogen and
oxygen/chlorine [4, 5], NOx or N2 into ammonia [6, 7], and
CO2 into CO [8], syngas and formic acid [9]. However, in cer-
tain applications, the ‘power’ in electrochemistry is insuffi-
cient to activate stable molecules effectively, leading to low
reactivity or poor water solubility of the reactants, such as
N2, as well as competition with the hydrogen evolution reac-
tion (HER). As a result, electrochemistry exhibits relatively
low productivity. For instance, in ammonia synthesis from N2

and water, productivity typically ranges between 10−9 and
10−11 mol cm2 s−1, which makes reliable detection challen-
ging and, barring a few exceptions, results in very low selectiv-
ity, below 1% [10]. Importantly, we need to understand how
exactly to use the ‘power’ of renewable electricity, which,
according to the conventional definition, is the energy divided
by time. Themore energy used over the shorter time, the higher
the power. In this case, electrochemistry features relatively low
powers as it utilizes energy over longer process durations.

Non-thermal plasma (NTP) technology, on the other hand,
offers unique opportunities to gainfully utilize much higher
powers, in particular because of the possibility to generate
highly reactive plasma discharges over much shorter periods
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Table 1. Comparison of plasma [19–23], electrochemical [24–28], thermal [29, 30], photochemical [31–34], and biological [35–38]
processes for gas or liquid conversions.

Process Energy consumption Product rate Capital cost Operating cost Flexibility CO2·footprint

Plasma High High Low High High Low
Electrochemical Medium Medium Low Medium Medium Low
Thermal High High Medium High Low High
Photochemical Medium Low High Low Medium —
Biological — Low High High Low —

(e.g. even in the nanosecond range), while using relatively low
amounts of energy. The ability of NTP to massively acceler-
ate chemical reactions at near-ambient conditions has attrac-
ted strong attention across several scientific and technological
fields. Consequently, NTP is regarded as a highly promising
scenario for P2X, which we define as the Plasma Power-to-
X, or PP2X, with the additional ‘P’ referring to NTP. Plasma,
commonly referred to as ‘the fourth state of matter’ alongside
solid, liquid, and gas, is a partially ionized gas consisting of
various reactive species such as electrons, diverse ions, rad-
icals, excited atoms, vibrationally and electronically excited
molecules, and neutral ground state molecules [11]. NTP is
generated by applying electricity, typically high voltage, to a
gas. This process energizes highly mobile electrons via the
applied electric field, which then activates ground-state gas
molecules through the excitation, ionization, and dissociation
processes. This chain of reactions generates a large variety
of reactive species and enables chemical reactions, including
thermodynamically unfavorable ones, to occur under ambi-
ent temperature and pressure [12]. The unique thermal non-
equilibrium nature of NTP (electron temperatures are typic-
ally much higher than the temperatures of ions and neutral
species) makes it particularly promising for gas conversion
applications. The highly energetic electrons (with typical ener-
gies in the 1–10 eV range) can effectively activate ground-state
gas molecules (e.g. N2, CO2 and CH4), breaking down their
stable bonds or reducing their energy barriers without heat-
ing the entire gas bulk or adding extra chemicals/solvents. In
this regard, NTP presents a highly promising approach to over-
come the constraints of other existing electricity-driven tech-
nologies. Therefore, it is crucial to assess the plausible contri-
butions of NTPs within the realm of renewable P2X technolo-
gies, and to map the directions for further advances in the near
future, and this is the key aim of this review.

To understand the role of plasma technology in gas and
liquid conversion processes beyond P2X, we compared it with
other methods, including thermal, photochemical, and biolo-
gical processes, each utilizing different energy sources like
heat, light, and biological energy. Table 1 shows a qualitat-
ive overview of common conversion processes, noting that
varying standardized frameworks across technologies make
precise comparisons challenging. Thus, only relative com-
parisons are made here. Photochemical and biological pro-
cesses directly use solar energy, while other methods rely
on electricity or heat, leading to some energy losses during
the conversion process. Plasma and electrochemical processes
can draw from diverse energy sources, such as solar, wind,

and tidal energy, providing flexibility. However, NTP techno-
logy remains highly energy-intensive, hindering its commer-
cial applications. Thermal processes are generally mature but
still heavily rely on fossil fuels, resulting in significant CO2

emissions. Encouragingly, researchers have begun exploring
solar energy for heat generation. While most technologies
deliver high conversion rates and yields, photochemical and
biological processes tend to lag behind. Plasma and thermal
processes have relatively high operation costs, mainly due to
the high energy consumption, while biochemical processes
remain relatively costly due to their complexity and special-
ized requirements.

1.1. Scope and structure of the review

This review focuses on exploring the opportunities and chal-
lenges associatedwithNTP discharges in the context of renew-
able P2X technologies. It offers an overview of the current
approaches and the potential of plasma-based gas conversion
to produce eco-friendly chemicals and fuels (figure 1). In the
second section, we introduce nonthermal plasma-based P2X
systems, including different types of plasma discharges, along
with the corresponding reactor designs and plasma catalysis
processes. Section 3 is dedicated to examining direct NTP-
assisted gas conversions (involving CO2, CH4, air/N2), provid-
ing any available experimental evidence of their significance.
In section 4, we discuss the applications of hybrid P2X tech-
nologies, which involve various combinations of NTP with
other techniques, such as electrocatalysis and photocatalysis.
Section 5 analyzes future scenarios for energy and chemical
production, and how the plasma technology could forge new
routes for renewable P2X. We conclude the review by high-
lighting the areas within plasma science, chemical engineer-
ing, and chemistry that are promising to ensure further tech-
nological advances toward a sustainable global economy and
society.

It is important to highlight some aspects not fully covered in
this review but still worth noting. First, PP2X is crucial not just
for manufacturing chemicals and fuels but also for producing
various ‘X’ components like catalysts, electrodes, and support
structures [13–15]. For instance, plasma polymerization [16],
an eco-friendly method that forms polymers using plasma
without harmful solvents, exemplifies this by creating carbon-
based catalysts and supports. This process bypasses tradi-
tional waste treatment methods, reflecting the rapid evolu-
tion of the field. Second, ‘X’ can also be sourced from read-
ily available resources like biomass, plastic materials, and
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Figure 1. Schematics of non-thermal plasma power-to-X (PP2X) approach for diverse applications.

waste products [17]. Third, while plasma technology has broad
applications, its productivity and energy efficiency vary by
process. For instance, electrolysis may outperform plasma
in hydrogen production, but nitrogen fixation benefits signi-
ficantly from plasma technology. This study focuses on the
NTP applications that offer unique advantages over electro-
chemistry. Lastly, thermal plasmas like microwave plasma are
highly energy-efficient (up to 80%–90% at reduced pressures)
but operate at extremely high temperatures above 3000 K
[18]. Thus, their discussion falls outside this NTP-focused
review.

2. NTP systems

NTP gas discharges are widely recognized for their ability to
operate under ambient conditions. The gas breakdown typic-
ally necessitates a substantial electric field, achieved by apply-
ing an electric potential difference across two electrodes, thus
forming the discharge zone in the gaps. This potential might
comprise direct current (DC), alternating current (AC), or
pulsed energy.

By modifying electrode geometries, configurations or
power sources, various types of NTPs can be generated for
use in plasma-based energy applications. In a gas-phase sys-
tem, the primary NTP types for gas conversion include dielec-
tric barrier discharge (DBD) and gliding arc (GA). When a
liquid is introduced to the plasma system (gas–liquid sys-
tems), gas-phase generated plasmas interact with the liquid
(i.e. in a pre-existing bubble, over a liquid surface, or when
the latter is in the form of water sprays and droplets). This
interaction significantly influences the chemical composition
of the species produced directly in the liquid due to varying
breakdown strengths in the gas phase and solution phase. The
main types of NTP in gas–liquid systems include atmospheric-
pressure plasma jet (APPJ), plasma-bubble discharges and
surface discharges. In addition, the integration of NTP with

heterogeneous catalysts through plasma catalysis is drawing
increased attention due to the strong interplay of plasmas and
catalysts often leading to pronounced synergistic effects.

This section will focus on NTP systems in terms of
plasma discharge types with the corresponding reactors, power
sources and plasma catalysis setups, discussing their working
principles and typical operating conditions, highlighting their
strengths and weaknesses, as well as the modeling aspect of
progress and challenges with a few examples of how they have
been applied in P2X.

2.1. Discharge types

Here we introduce typical types of NTPs commonly utilized in
P2X applications for gas conversion. These include DBD and
GA for gas phase systems, as well as gas–liquid discharges
(GLDs).

2.1.1. Dielectric barrier discharge (DBD). DBD is a non-
uniform plasma generated by applying an electric field (i.e.
AC) between two electrodes, with at least one covered by
a dielectric barrier, which will limit the amount of charge
transported between the electrodes and thus reduce the elec-
tric current [39, 40]. This feature prevents the discharge from
transitioning into a thermal plasma mode. The DBD can be
configured using two parallel plates or concentric cylindrical
electrodes (refer to figure 2). A typical cylindrical reactor con-
sists of an inner electrode connected to a power supply, sur-
rounded by a dielectric tube, providing a gap of a few mil-
limeters; the outer electrode is often a mesh or foil that is
covered around the tube as ground. The cylindrical configura-
tion is more applicable for gas conversion, where the working
gas flows in from one side and is gradually converted along its
way through the gap between the inner electrode and dielec-
tric tube, resembling a plug flow reactor, and flows out from
the other side.
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Figure 2. Typical reactor setup of BDD with (a) parallel plane
electrodes or (b) concentric cylindrical electrodes. Reproduced from
[19]. CC BY 3.0.

The simple design of the DBD reactor, together with its
mild operation conditions (ambient pressure and temperat-
ure), makes it easy to scale it up for commercial applica-
tions. Moreover, the DBD reactor is well-suited for incor-
porating catalysts within the plasma discharge area, enabling
enhanced control over the selectivity of value-added products
through plasma catalysis. Further details will be discussed in
section 2.2. While DBD plasmas exhibit generally acceptable
conversion efficiency, the energy efficiency in the plasma-
assisted chemicals production is lower compared to other
plasma systems.

2.1.2. Gliding arc (GA). AGA discharge refers to a transient
arc discharge generated between two flat diverging electrodes
with applied high-voltage electricity [39]. In a conventional
GA reactor in figure 3(a), the arc is initiated and then moves
along the electrodes from the shortest inter-electrode distance
to the larger inter-electrode distance (in the Z direction) pro-
pelled by the gas blast until it extinguishes. Subsequently, a
new arc forms immediately from the shortest inter-electrode
distance and the generation process is repeated [41].

To enhance the gas conversion efficiency of this conven-
tional two-dimensional GA discharge, the design of three-
dimensional reactors, such as the reverse vortex flow (RVF)
GA or rotating GA (RGA), can be employed. In the three-
dimensional configuration, more gas can pass through the arc
discharge zone, increasing the residence time of the feed gas.
Figure 3(b) illustrates the RVF GA, where a stable arc dis-
charge is initiated between the top and bottom electrodes and
rotates around the Z-axis. The reverse vortex effect prolongs
the residence time of the reacted gas within the plasma dis-
charge region and promotes a more uniform discharge com-
pared to the conventional GA setup [42, 43].

The mild operation conditions of the GA discharge make it
also appropriate for industrial applications. Furthermore, GA

Figure 3. Schematic of gliding arc systems. (a) Conventional 2D
gliding arc plasma [41]; (b) reverse vortex flow gliding arc plasma
[43].

exhibits a relatively high energy efficiency for many gas con-
version applications. However, due to the fairly high gas tem-
perature (Te = 1.4–2.1 eV and Tg = 1000–3000 K), the con-
version is considered to be mainly thermal [44]. Moreover, it
is hard to further improve the gas conversion performance, as
the existing reactor designs seem to be already quite optimized
[20], and it is difficult to combine a GA with a catalyst.

2.1.3. Gas–liquid discharge (GLD). GLD involves interac-
tions betweenNTP andwater or other liquids. This process has
been extensively studied for its diverse applications, includ-
ing water purification [45], medical and biotechnological
uses [46], and the synthesis of chemicals and nanomaterials
[47]. Recently, GLD technology has emerged as a promising
environment-friendly method for converting gases into valu-
able liquid products, expanding its range of applications [48,
49]. In GLD, the chemical reactivity arises from the pres-
ence of highly reactive chemical species and solvated electrons
that are generated during the interactions between the plasma
and the liquid medium [50]. Various configurations have been
employed to achieve GLDs, as shown in figure 4. These con-
figurations can be broadly categorized into three main groups:

(1) direct discharges in liquids;
(2) discharges in the gas phase over a liquid:

• Without direct electrical coupling with the liquid;
• With a conductive liquid as an electrode;
• At the plasma–liquid interface (surface discharges);

(3) discharges in multiphase environments including:

• Gas phase plasmas with dispersed liquid sprays or
foams;

• Gas phase plasmas in bubbles inside liquids.

NTP discharges are commonly produced in liquid media
using high-voltage pulses in pin-to-pin or pin-to-plate con-
figurations, as illustrated in figure 4(a). These discharges
typically require a rapid breakdown process, which is often
achieved through microsecond voltage pulses [52]. However,
this high breakdown voltage requirement can lead to electrode
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Figure 4. Schematic of different discharges used in plasma–liquid
interactions: (a) direct discharge in liquid, (b)–(d) gas phase
discharges and (e) and (f) multiphase discharges. In more detail: (b)
plasma jet without direct contact with liquid, (c) gas phase plasma
with liquid electrode, (d) surface discharge, (e) gas phase plasma
with dispersed liquid phase (aerosols) and (f) discharges in bubbles.
Here, blue color denotes liquid, pink—plasma, grey—dielectric,
black—metal electrodes. Reproduced from [51]. © IOP Publishing
Ltd. All rights reserved.

corrosion and increased power consumption. In this type of
GLD, only electron impact dissociation and thermal disso-
ciation of water are typically considered as the mechanisms
for radical production. The calculated stable final products are
H2O2, H2, and O2, with densities of H• and •OH reaching
up to 8.5 × 1024 m−3. These results align well with the liquid
phasemeasurements and the associated theoreticalmodel [53].
Due to the limited reactive species generated in this GLD type,
its application in the P2X field has been constrained.

The second type of GLD involves gas phase discharges
occurring over a liquid surface, with the liquid acting as a
collector for the species generated by the gaseous plasma
(figure 4(b)). The liquid phase can be utilized as an electrode
(figures 4(c) and (d)). While it is relatively easy to initiate
plasma over the liquid surface using this approach, it often
results in unstable discharges and intem transfer of gaseous
plasma species into the liquid medium. Figure 4(e) presents
the third type of GLD, where liquid enters the plasma volume
as molecules or small droplets (aerosols). The direct contact
betweenwater and plasma in this configuration generates a lar-
ger quantity of H species, which can provide more protons to
produce substances such as ammonia, methanol, and ethanol.
Another configuration for the third type of GLD is sketched in
figure 4(f) and is known as plasma-bubble discharges. These
discharges are generated within the liquid phase by introdu-
cing pre-existing bubbles. This approach can lower the break-
down voltage to some extent and enhance the mass transfer
of reactive species from the gas phase to the liquid phase
[48]. Recent studies reveal an increasing interest in bubble

discharges or plasma bubbles, showcasing their broad range of
applications and potential for achieving more efficient chem-
ical reactions with the reactive species generated underwater
[54, 55].

In figure 5, the intricate interactions between plasmas and
water are summarized, specifically focusing on an air plasma
as an example, although various other gas mixtures are also
significant. The diagram considers several processes, includ-
ing gas phase chemistry, transport of species across multiple
phases, mass and heat transfer, interfacial reactions, and liquid
phase chemistry. The gas–liquid interface, a critical zone of
interaction, showcases major processes such as diffusion and
sputtering and additional processes such as evaporation and
electrolysis. In the liquid phase, dissolved species such as
hydrogen peroxide and various nitrogen oxides participate in
further chemical reactions, contributing to processes like water
treatment and forming reactive molecules like peroxynitric
acid. It is important to note that different radicals penetrate
different depths based on their lifetimes, resulting in varying
thicknesses of the interfacial layer for different processes and
species. GLDs are widely applied across multiple domains,
such as CO2 reduction, nitrogen fixation, and waste treat-
ment. In CO2 reduction, GLDs activates CO2 molecules under
ambient conditions, efficiently converting them into chemic-
als like oxalic acid [56]. For nitrogen fixation, GLD enables
low-temperature activation of nitrogen and hydrogen, enhan-
cing sustainable ammonia production [57]. In waste treatment,
GLD not only breaks down pollutants but also generates valu-
able chemicals, illustrating its dual benefits in both environ-
mental purification and resource recovery [58].

2.1.4. Comparison of different plasma types. In the realm of
plasma technology, a comparative analysis between GA, DBD
and GLD plasmas exhibits distinctive properties and efficien-
cies, especially in gas conversion application. Table 2 summar-
izes how each type of discharge, distinguished by its discharge
power, power supply configuration, pressure, and other vari-
ables, produces plasmas with different energy densities and
temperatures.

GA plasma operate effectively at atmospheric pressure and
showcases good energy efficiency. Its main limitation lies in
the low conversion rates, around 10%, primarily due to the
short gas residence time and the need for high gas flow rates.
Despite these constraints, post-plasma catalysis (PPC) sig-
nificantly enhances its conversion and efficiency. The relat-
ively high gas temperature of GA limits the direct integra-
tion of catalysts. In contrast, DBD plasma, characterized by
a higher reduced electric field, directs a larger portion of elec-
tron energy to electronic excitation, making it less efficient
for vibrational excitation compared GA plasmas. The electric
field GA plasmas is generally lower, leading to lower elec-
tron energy, which is more conducive to vibrational excita-
tion of molecules like CO2. While the simplicity and mild
operational conditions (ambient pressure and temperature)
of DBD reactors make them easily scalable for commercial
use. Additionally, DBD reactors are conducive to integrating
catalysts directly into the plasma discharge area, allowing
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Figure 5. Schematic of the most important transfer processes at the plasma–liquid interface. Reproduced from [59] with permission from
the Royal Society of Chemistry.

Table 2. Properties of plasma in different reactor types [19, 51, 60–66].

Discharge type DBD GA GLD-in liquid GLD-over liquid

Electron energy (eV) 1–30 1.4–2.1 1 1–3
Electron density (cm−3) 1012–1015 1014–1015 1024–1026 1016–1021

Gas temperature (K) 300–500 1000–3000 1000–7000 300–400
Pressure (bar) 1 1 <104 1
Reduced electric field (Td) 1–500 50 / <100
Key feature Easy to combine

with catalysts
Relatively higher
energy efficiency

Not applicable in PP2X H and OH radicals generated
at gas–liquid interface

for better control over the selectivity of value-added products
through plasma catalysis.

The GLD system, particularly when interacting with water,
generates more reactive species, notably OH radicals, cru-
cial for forming various liquid products like methanol and
for biomedical applications. The plasma community can also
benefit from coupling GLD with established work in the field
of electrochemistry, photolysis, biocatalysis as discussed in
detail in section 4. Integrating plasmas with liquids, is prom-
ising; however, understanding of reactive species densities
and transfer at the gas–liquid interface remains limited. This
complex interface poses scientific challenges and opportun-
ities, particularly in fields like plasma medicine, materials
synthesis, and environmental management. Advancements in
plasma-induced chemistry in liquids, addressing broader soci-
etal issues in energy, environment, and health, require coordin-
ated efforts in diagnostics and modeling.

2.2. Plasma catalysis

Plasma catalysis, also known as plasma-assisted catalysis,
plasma-catalysis coupling, or plasma-driven/enhanced cata-
lysis, refers to the integration of plasma discharges with cata-
lytic materials to create a highly interactive system, enhancing

the performance of plasma-activated reactions such as ammo-
nia synthesis [67], CH4 conversions [68], CO2 hydrogenation
[69] and water-gas shift reaction [70]. Typically using non-
thermal and atmospheric pressure plasmas, plasma catalysis
allows reactions to occur at lower environmental temperatures
and higher rates [71]. Catalysts are crucial in increasing reac-
tion selectivity and speeding up chemical processes by provid-
ing lower-energy pathways. This combination of plasmas and
catalysts extends the applicability of PP2X approach, facilitat-
ing the efficient conversion of low or negative-value materials
like CO2, CH4 and biomass into carbon-neutral fuels, opening
new avenues for renewable P2X technology.

The effectiveness of a catalyst in chemical reactions relies
heavily on its structural, physical, and chemical properties.
Reactions take place between the species adsorbed onto the
surface of the catalytic material, either interacting with other
adsorbed species (Langmuir–Hinshelwood (L–H) reactions)
or with species present in the gas phase (Eley–Rideal (E–
R) reaction) [72]. These active adsorption sites determine the
mechanisms that provide pathways with lower energy require-
ments for the reactions to occur.

Research on plasma catalysis can be traced back more than
sixty years ago. One of the earliest notable studies dates back
to 1954, where a low-pressure DC discharge of ammonia was
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investigated, leading to the observation of hydrazine forma-
tion. The study involved coating the walls of the discharge
tube with platinum, which catalytically enhanced the yield of
hydrazine by removing hydrogen atoms [73].

In 1992, Mizuno et al published a ground-breaking work
on atmospheric pressure plasma catalysis [74]. Their study
focused on the synthesis of methanol (CH3OH) from CH4

and CO2 in a DBD reactor. The catalyst used was ZnO–
CrO3, which significantly improved the efficiency of the syn-
thesis. Over the following decades, extensive research has
been conducted on atmospheric pressure, NTP catalysis, res-
ulting in significant progress in understanding the underly-
ing processes. This research has provided valuable insights
and knowledge in terms of the configuration and interaction
between plasma and catalysts. In this section, we will briefly
discuss plasma catalysis, emphasizing its configuration and the
interaction between plasma and catalysts.Wewill explore spe-
cific examples related to this topic in sections 3 and 4.

2.2.1. Configurations for coupling plasma with a catalyst.
Most research on plasma catalysis has been reported with
DBD plasma reactors in a packed-bed configuration, where
packing materials are typically beads (of a few mm diamet-
ers) coated by catalysts. The DBD configuration is preferred
for plasma catalysis due to its numerous advantages, including
a high density of energetic electrons, low processing temperat-
ure, continuous operation, easy integration with catalysts, and
cost-effectiveness in terms of operation and maintenance. In
general, plasma and catalysts can be configured in two main
ways. The first approach involves placing catalysts directly
within the plasma discharge region, often referred to as in-
plasma catalysis (IPC) or a one-stage plasma-catalytic sys-
tem (figure 6(a)). The second approach is to position cata-
lysts downstream of the plasma, known as PPC or a two-stage
arrangement (figure 6(b)). PPC can be expanded to incorporate
multiple catalysts placed in sequence, enabling a multistage
plasma catalysis process that facilitates versatile treatment of
various gas stream compositions (figure 6(c)) [75]. So far,
this ‘chained’ catalyst configuration has been used for volat-
ile organic compounds (VOCs) removal [21], but its applica-
tion in PP2X processes has been limited. However, it holds
promise as a feasible method to address complex gas mix-
tures in future applications. The method of introducing cata-
lysts into plasma reactors plays a crucial role in determining
the nature of plasma catalyst interactions. In DBD reactors,
catalysts are commonly packed between the electrodes. The
particle size, quantity applied, and packing method can sig-
nificantly influence the performance of plasma-catalyst pro-
cessing, as observed in the case of dry reforming of CH4 with
CO2 in a DBD reactor [76]. However, packed-bed reactors
of this type have inherent drawbacks, including difficulties in
scaling up and high pressure drops caused by the packing.

Several studies have explored the utilization of ceramic
monoliths that are either coated or impregnated with catalysts.
One study [77] examined ceramic honeycombs and foams

Figure 6. Typical configurations of plasma coupled with catalysts:
(a) one-stage plasma catalytic system; (b) two-stage plasma
catalytic system; (c) multi-stage plasma catalytic system.

subjected to both A.C. and D.C. discharges and found that the
size of the microporous channels influences the formation of
surface microdischarges within the pores. Another study [78]
demonstrated that employing alumina ceramic foams coated
with Ni and Rh can effectively regulate the discharge temper-
ature in a DBD reactor and enhance the chemical reactions
involved in the dry reforming of CH4 with CO2.

Nevertheless, incorporating a catalyst directly into the dis-
charge region of certain plasma reactors, especially GA dis-
charges, has posed challenges. To address this issue, Schmidt-
Szaloskwi et al [79] introduced an innovative approach using
a fluidized bed for methane conversion. This method involves
introducing gaseous reactants from the bottom of the reactor,
which lifts the powdered catalyst into the discharge region
located between the electrodes, thereby facilitating effect-
ive gas-surface interactions. In a similar approach, Lee and
Sekiguchi [80] employed a fluidized bed configuration in a GA
reactor to directly convert methane into higher hydrocarbons.
Additionally, Wang et al [81] utilized a comparable setup in a
DBD reactor for the dry reforming of methane (DRM).

To date, there have been limited investigations into cata-
lysis for plasma–liquid systems, particularly in P2X applic-
ations. Only a few studies [82] have demonstrated the syner-
gistic effects of coupling water plasma bubbles with ions (such
as Fe (III)–S (IV)) in liquid for antibiotics degradation. These
reports have revealed that the synergetic mechanism operates
through self-perpetuating chain reactions, including the oxy-
sulfur radical cycle, Fe (II)/Fe (III) cycle, and Fenton reac-
tion. These findings have opened up a potential new avenue
for future research on catalysis in plasma–liquid systems. They
offer greater opportunities for the application of plasma tech-
nology, specifically GLD, in P2X processes.

2.2.2. Plasma-catalyst interactions. Plasma catalysis has
garnered increasing interest due to its potential applications in
various energy and environmental fields. However, the under-
lying mechanisms of plasma-catalyst interactions remain
incompletely understood. These interactions are intricate, as
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Figure 7. Important mechanisms and species in the plasma and at the catalytic surface, indicating the complexity of plasma catalysis.
Reproduced from [83]. © The Author(s). Published by IOP Publishing Ltd. CC BY 4.0.

the catalyst can influence the plasma both chemically and
physically, while the plasma, in turn, can affect the proper-
ties and catalytic mechanisms of the catalysts. Similar to con-
ventional catalytic processes like thermal catalysis and elec-
trocatalysis, a prerequisite for a reaction to take place on the
plasma-exposed catalyst surface is the adsorption of reactants
onto that surface.

Figure 7, extracted from ‘The 2020 plasma catalysis
roadmap’ [83], provides a visual representation outlining the
primary species, reactions, and processes involved in plasma
catalysis within a one-stage plasma-catalytic system. Various
plasma species—such as electrons, ions, and radicals—are
produced under excitation in high voltage fields and inter-
act with gas molecules including N2, H2, O2, CO2, CH4,
H2O, as well as pollutants like VOCs and NOx. These spe-
cies are adsorbed and transformed into intermediates on the
catalytic surface, which is equipped with metal and active
sites essential for converting these intermediates into final
products. The interface is distinguished by critical processes
such as adsorption and specific reaction pathways, particularly
the Langmuir–Hinshelwood and E–R mechanisms, which sig-
nificantly enhance reaction efficiency. Moreover, the effect-
iveness of the system is further amplified by electrical field
enhancements and micro-discharges that dynamically influ-
ence the catalytic reactions. This interaction between the
plasma and the catalyst produces a synergistic effect that
optimizes the overall process performance.

Unlike thermal catalysis or other conventional catalysis,
where ground-state molecules are primarily activated by heat,
plasma catalysis involves a rich mixture of species includ-
ing vibrationally and electronically excited molecules, atoms,
ions, radicals, and electrons, offering a more diverse set of
reactive entities in the gas phase. This leads to a signific-
antly broader range of chemical reactions. The interactions
between plasmas and catalysts rely on various mechanisms,

such as heat and charge transfers, as well as alterations in elec-
tric fields. Consequently, the composition and properties of
the support materials (such as dielectric beads) must be con-
sidered, as they can influence the available chemical reaction
pathways. Additionally, plasma impacts the catalytic surface
by inducing heating, charging, andmodifying the structure and
morphology of the catalyst. While the temperature’s influence
on different plasma catalysis processes has been investigated,
it is commonly assumed that the surface temperature is close
to the temperature of the plasma gas.

Understanding the complex physicochemical interactions
between plasmas and catalysts is vital but challenging. These
interactions involve various physical phenomena such as dis-
charge formation, species transport in pores, electric field
enhancements, charging, heating, andmodification of the cata-
lyst surface, all of which are tightly coupled with plasma
chemistry [84]. To gain deeper insights into plasma chemical
reactions, especially those involving surface-adsorbed species,
it is crucial to establish close correlations between experi-
mental observations and theoretical modeling. This approach
will enable us to guide the design of plasma reactors, optimiz-
ing species transportation to the catalyst surface, shaping the
electron energy distribution function to enhance plasma chem-
istry, and improving catalyst design to create a more favor-
able environment for surface reactions involving active species
present in the plasma. To advance the field of plasma catalysis
and conduct thorough fundamental studies, it is imperative to
enhance existing methodologies and develop new diagnostic
techniques and experimental setups. These efforts will help
overcome current limitations.

Currently, the use of in situ diagnostics for studying
plasma-catalyst interactions is still in its early stages. The
available in situmeasurements for plasma catalysis are limited
to two main techniques: (i) fast imaging using intensified
charged-coupled device cameras to observe themorphology of
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plasma filaments on catalytic surfaces; (ii) broadband infrared
absorption using Fourier transform infrared spectroscopy,
with options including diffuse reflectance infrared Fourier
transform spectroscopy [85], transmission [86–88], or atten-
uated total reflectance [89] configurations; and (iii) in-situ
Raman spectroscopy [90] which is intensively used to obtain
information about surface processes. These methods allow the
monitoring of infrared-active adsorbed molecules on materials
exposed to plasma.

2.3. Plasma modeling

In addition to the in situ diagnostics, the development of 0D
chemical kinetics models or 2D/3D fluid dynamics models
and density functional theory (DFT) calculations to under-
stand the reaction pathways on the catalyst surface are also
essential. These models should incorporate both plasma and
surface chemistries to optimize the plasma discharges and
catalysts. Despite the difficulties posed by the intricate nature
of plasmas in interaction with reactive surfaces, signific-
ant advances have been made in plasma modeling, includ-
ing (i) modeling the impact of solid reactor materials on
plasma [91] and (ii) integrating plasma chemistry with surface
reactions [84].

Among possible modeling techniques, zero-D plasma
chemistry model was used to identify the important inter-
mediates and pathways regarding various gas conversion
applications as shown in one example of figure 8 for NOx

synthesis [92]. GlobalKin [93, 94] and ZDPlaskin [95] have
been heavily used in recent years for this purpose, combined
with Boltzmann equation solver such as ELENDIF [95] or
BOLSIG+ [96]. Numerous studies and investigations using
this global modeling revealed crucial information and under-
standing of different gas conversion process enhanced by vari-
ous plasma discharges. However, as discussed in section 2.2.2,
the complexity of plasma-surface interaction in plasma cata-
lysis, remained as a significant challenge compared towhat has
been developed for sophisticated gas phase discharge models
or pure chemical catalysis models under thermal equilibrium
condition [83].

Hong et al [97], for the first time, considered the discharge
plasma surface reaction and molecular vibrational excited
states in the model, and combined the kinetic model with the
spatiotemporal-dependent discharge model to obtain a more
accurate model for the synthesis of NH3 from atmospheric-
pressure N2–H2, which provides theoretical guidance for the
industrial synthesis of ammonia. Zhang et al [49] modeled the
plasma discharge process by ZDPlaskin to compare the elec-
tron loss fraction and electron collision rate over time with dif-
ferent catalysts to select the most suitable catalyst. Wang et al
[92] investigated the NOX synthesis process in a dual-power
sliding arc reactor by ZDPlaskin modeling, which elucidated
the roles of various particles and their vibrationally excited
states in the NOx synthesis process, and provided a guide on
how to further improve the sliding arc technology to formNOx.
Ramakers et al [98] have elucidated the fundamental plasma
chemistry of CO2 conversion in a novel sliding arc plasma gas

Figure 8. (a) Experimental and calculated energy consumption of
NOx formation; (b) time and volume integrated net rates of the
various NO formation processes as a function of N2/O2. [92] John
Wiley & Sons. © 2017 Wiley-VCH Verlag GmbH & Co. KGaA,
Weinheim.

pedal (GAP) by means of the ZDPlaskin model, and the sim-
ulations show that vibrationally excited carbon dioxide con-
tributes significantly to the dissociation of carbon dioxide. In
conclusion, ZDPlasKin is a computational tool for simulating
the kinetics of plasma chemical reactions and the evolution of
active particles, which plays an important role in explaining
the trend of the evolution of active particles, predicting chem-
ical reactions, and optimizing plasma discharge devices.

To describe the surface interaction in the model especially
the reactivity of the given adsorption and E–R interaction,
which are considered to be predominant against L–H inter-
action in general plasma catalysis, is represented simply by a
sticking coefficient without strong theoretical or experimental
supporting information for different many surface conditions
[99]. However, recent approach combined with DFT study
enabled improvement in dealing with different surface reac-
tions. The calculated adsorption energy and bonding strength
gave a clue about the preferences of adsorption of different
gas species as well as the accurate activation energy for L–H
interactions on specific catalyst/support [49, 91, 100].

Cui et al [101] demonstrated the synergistic effect between
Cu/γ-Al2O3 catalysts and CO2/H2 plasma by DFT, and the
results showed that the interfacial sites of Cu13 clusters and
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γ-Al2O3 supports have a bifunctional effect: they not only
activate the CO2 molecules, but also adsorb the key interme-
diates strongly to further promote their hydrogenation. Han
et al [102] investigated the mechanism of methanol conversion
in cold plasma by DFT, and the results showed that the main
obstacle to the conversion of methanol to hydrogen or ethylene
glycol is the dissociation of methanol. The results showed that
the main obstacle to the conversion of methanol to hydrogen
or ethylene glycol was the dissociation of methanol. Kim et al
[103] investigated NTP-activated carbon dioxide hydrogena-
tion in Pd2Ga/SiO2 alloy catalysts. Experimental studies com-
bined with DFT calculations showed that vibrationally excited
carbon dioxide reacted directly with hydrogen adsorbed on the
palladium sites, while the formation of formate was acceler-
ated due to the neighboring gallium sites. DFT plays a key role
in understanding the process of plasma-based energy conver-
sion, providing the basis for optimizing plasma energy con-
version processes, revealing reaction pathways and principles,
and guiding the design of catalysts.

It is also worthwhile to note the contribution of microkin-
etic model combined with DFT study from Mehta et al [104]
which answers one of the long-awaited questions in plasma
catalysis by demonstrating the crucial importance of vibra-
tionally excited N2 species and possible shift of volcano curve
of optimized catalyst for plasma catalysis of ammonia pro-
duction. Yet, it is found that the contribution of vibrationally
excited species cannot universally enhance plasma-surface
interactions such as CH4 dissociation on catalytic surface
[105, 106]. Apart from this progress a fundamental challenge
of defining surface area of catalyst, active site density, and
discharge volume with irregular or powder form of catalyst
remains.

On the other hand, 2D/3D plasma fluid modeling or
particle-in-cell-Monte Carlo collision (PIC-MCC) simulations
helps to give information on more physical aspect of plasma
characteristics. Particularly for studying the time evolution
of plasma with enhanced local electric field effect (figure 9)
in different geometries [107–109] and plasma formation
in catalyst pore [110]. However, in order to visualize and
provide more realistic simulation results, the catalytic reactiv-
ity element regarding surface reactions will be much needed.
Because the chemical changes on the surface such as oxida-
tion or coverage by adsorbate of metallic electrode may sig-
nificantly influence the physical characteristics of the plasma
discharge [99, 108, 111].

Catalysts (or catalytic-packing) can influence the beha-
vior of plasmas in various ways. Catalytic-packing can induce
local electric field enhancement at contact points between
beads, and can also change discharge behavior (from volu-
metric filaments to more surface discharges) in packed-bed
DBD reactors. Packed-bed DBD reactors have a 3D geometry,
which makes their modeling quite challenging. Therefore, 3D
modeling of packed-bed DBD reactors is currently not feas-
ible within limited calculation time. Van Laer and Bogaerts
[112] developed two complementary 2D fluid models, a
‘contact point’ model and a ‘channel of voids’ model, to
approximate 3D modeling, which are used to explain the
reaction characteristics of 3D packed-bed DBD reactors. The

Figure 9. Simulated electron density distribution in a packed bed
reactor with influence of different dielectric material packing where
experimental imaging of the micro-discharges are provided for
comparison. Reprinted from [108], Copyright (2018), with
permission from Elsevier.

combination of these two models can explain two important
features of packed-bed DBD reactors: (1) the contact between
beads, which leads to local electric field enhancement due to
polarization effects, and (2) the voids between particles, allow-
ing gas to propagate from one side of the discharge gap to the
other [112]. The effects of the dielectric constant, beads size,
and gap size of catalytic-packing on electric field enhance-
ment, electron temperature, and electron density were also
studied [113, 114]. The model shows that ionization in the
pores seems to occur more easily when the dielectric constant
is smaller. The polarization of the left sidewall of the pore can-
cels counteracts that of the right wall when the dielectric con-
stant is larger, reducing the net electric field and preventing the
plasma from passing through the channel between the pores,
and thus resulting in lower electron temperature and electron
impact ionization within the pores. Similar effects were also
observed for smaller particles, where the modeling also pre-
dicts lower electron density due to electron loss on the surface
of the particles, and more pronounced electric field enhance-
ment due to many contact points [114].

In addition to the plasma behavior in packed-bed reactors,
another key issue is whether the plasma can penetrate into the
pores of the catalyst, as it determines the surface area of the
catalyst exposed to the plasma, thereby determining the avail-
able surface area for plasma catalysis. In order to understand
whether the plasma can penetrate such small pores in depth,
PIC-MCC simulations must be applied. Zhang and Bogaerts
[115] studied the mechanism of plasma streamer propaga-
tion in catalyst pores ranging from nm to µm by using a 2D
PIC/MCC. The so-called Debye length is an important cri-
terion for plasma penetration into catalyst pores, i.e. when
the diameter of the pore is greater than the Debye length, the
plasma streamer can penetrate into the pore. The Debye length
depends on the electron density and temperature in the plasma
streamer light, but under typical DBD conditions in air, the
Debye length is usually between 100 nm and 1 µm. Model
predictions suggest that the larger pore size and the applied
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voltage, the easier it is to form plasma inside the pores [78].
Hensel et al [77, 116] also observed this phenomenon, identi-
fying the pore size and the applied voltage as key paramet-
ers for microdischarge formation [77]. They demonstrated that
when the aperture is 0.8 µm, discharge occurs only on the sur-
face of the medium (so-called surface discharge), while when
the aperture is 15 µm, the discharge mode transitions above
the threshold voltage (i.e. 8.6 kV) and microdischarge occurs
inside the pores by experiment. In addition, they studied the
physical properties of microdischarges under different pore
sizes, discharge powers, and gas mixtures, and reported that
the starting voltage for microdischarge formation decreases as
the pore size increases [117].

The approach utilizing machine learning (ML) has been
suggested to establish structure-function relationships in
plasma catalysis [83] as in broad catalysis research area to
investigate stable(meta) structures, assist operando simulation,
and perform critical analysis of experimental measurements
[118]. Based on the deep learning approach, a recent model
provided a reasonable prediction for new input plasma con-
dition as in reference kinetic model for both CH4/Ar and
N2/H2 pulsed discharge [119]. As in encouraging progress in
many areas, ML might be useful to accelerate the data integra-
tion and optimization process for plasma-catalysis by bridging
gaps between scattered numerous models and measurements.

3. NTP-assisted gas conversion

NTP-assisted gas conversion in the P2X field refers to the use
of NTP technology to convert various types of gas into other
chemical products, including hydrogen, ammonia, and syn-
thetic fuels. These converted products serve as energy carri-
ers or feedstocks for chemical production. Compared to con-
ventional thermal conversion methods, NTP-assisted gas con-
version offers notable advantages such as high efficiency, high
yield, and low emissions. Consequently, this technology shows
great promise in decarbonizing energy systems and mitigating
greenhouse gas emissions.

This section offers an in-depth analysis of key gases used in
PP2X processes, including CO2, CH4, and N2 (Air). We will
explore their unique properties and characteristics, alongside
the reaction mechanisms of these gases in plasma or plasma-
catalysis systems. Our goal is to provide a comprehensive
understanding of the gas conversion processes to facilitate
their effective implementation in a PP2X system.

3.1. CO2 conversion

Recently, the pressing concern of climate change has gained
immense urgency, demanding immediate action to curb green-
house gas emissions andminimize their impact on the environ-
ment. One effective approach to tackle this challenge involves
harnessing renewable energy sources and advancing technolo-
gies capable of transforming CO2 into valuable products. The
conversion of CO2 into high-value chemicals and fuels, how-
ever, presents a significant obstacle due to the remarkable sta-
bility of the molecule, necessitating a substantial amount of

Figure 10. NTP catalysis for CO2 conversion. Reproduced from
[122]. © The Author(s). Published by IOP Publishing Ltd.
CC BY 4.0.

energy to break its double carbon–oxygen bonds (O=C=O)
[120]. Nevertheless, NTP offers a promising solution to this
problem. By operating under specific conditions of low tem-
perature and atmospheric pressure, NTP facilitates rapid and
efficient reactions. This remarkable efficiency is attributed to
the ability of the plasma electrons, with energy of 1–10 eV,
to activate CO2 by ionization, excitation, and dissociation
processes [121].

The fundamental principle of NTP-assisted CO2 conver-
sion revolves around dissociating the CO2 molecule into smal-
ler constituents, such as CO and O2, while utilizing the energy
provided by the plasma. Subsequently, these newly formed CO
and O2 can serve as building blocks for the synthesis of other
valuable chemicals like methanol or syngas.

However, several obstacles must be overcome to establish
NTP-assisted CO2 conversion as a practical technology for
P2X applications. These challenges encompass enhancing the
energy efficiency of the process, devising cost-effective and
durable plasma reactors, and developing novel catalysts and
processes to optimize the conversion of CO2 into specific tar-
get products. This section explores the use of NTP in diverse
CO2 conversion processes, as illustrated in figure 10. It covers
topics such as CO2 splitting/decomposition, CO2 hydrogena-
tion, and CO2 reforming (reduction with water). Furthermore,
the section examines the prospects of the PP2X approach in
promoting a sustainable and low-carbon economy.

3.1.1. CO2 splitting. The conversion of CO2 to CO and O2

has garnered significant attention due to the crucial role of CO
as a vital chemical building block in the synthesis of diverse
fuels and chemicals [120, 123]. To accomplish this conver-
sion, different types of plasma sources have been employed.
Among these sources, DBD [124, 125], MW [126–128] and
GA plasmas [98, 129, 130] have emerged as the most utilized
methods for the efficient transformation of CO2 into CO and
O2.

When the average electron temperature of the NTP ranges
between 1 and 2 eV, or the reduced electric field (E/N) is
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within 20–40 Td, approximately 97% of the total plasma
energy can be effectively utilized to excite CO2 vibration-
ally, resulting in CO2 dissociation through vibrational excit-
ation (R1) [131], which is considered one of the most efficient
ways to convert CO2. However, in the case of DBD plasmas,
the reduced electric field is typically high, exceeding 100 Td.
Consequently, the energy efficiency for CO2 splitting is typ-
ically below 15% because the electron impact dissociation of
CO2 (R2) becomes dominant over CO2 dissociation [132],

e+CO2 → e+CO2 (v
∗)→ CO+O (R1)

e+CO2 → CO+O+ e. (R2)

NTP-assisted CO2 decomposition is influenced by several
operational parameters, including specific energy input (SEI),
dilution gas, dielectric material, gap distance, gas temperat-
ure, electrode material, and reactor configuration. Multiple
studies [120, 124, 133–137] have reported on the significance
of these parameters. Among them, SEI stands out as the most
critical factor affecting both energy efficiency and CO2 con-
version rate. Recent study [134] found that increasing SEI
leads to higher conversion rates, reaching up to 35%. However,
energy efficiency decreases with higher SEI. At 35% conver-
sion, energy efficiency is only 2%. A higher energy efficiency
of 8% can be achieved at an SEI of 25 J cm−3, but with a lower
conversion rate. Thus, there is a clear trade-off between the
conversion rates and energy efficiency. Optimization depends
on the specific application and boundary conditions, allow-
ing for the prioritization of either factor or a compromise
between the both. Increasing the discharge power is known
to improve CO2 conversion [133]. Mei and Tu observed that
increasing the discharge power in a DBD reactor led to an
increase in micro-discharges and the formation of additional
reaction channels, thereby enhancing CO2 conversion [133].
Earlier research indicated that adjusting the discharge fre-
quency had a minimal impact on the conversion of CO2 when
the discharge power remained constant [133, 134]. It was fur-
ther observed that the fluctuation of frequency between 6 and
75 kHz did not show a significant effect on both CO2 conver-
sion and energy efficiency [134]. The study by Mei and Tu
[133]. investigated the influence of CO2 flow rate on conver-
sion and efficiency. They found that the optimal CO2 conver-
sion rate of 22.4% occurred at a flow rate of 25 ml min−1.
However, increasing the flow rate reduced CO2 residence time
in the plasma, resulting in lower conversion. For instance,
when the flow rate increased from 25 to 125 ml min−1, con-
version decreased from 22.4% to 12.6%. Interestingly, higher
flow rates improved energy efficiency from 2.3% to 6.6%.
Another study [133] also reported that as the discharge gap
increased from 2.5 to 3.5 mm in a DBD reactor, the CO2 con-
version rate decreased from 22.1% to 16.8%, resulting in a
25% decrease in energy efficiency at a constant SEI. By enlar-
ging the discharge gap, the residence time of the reactants
in the plasma increased, positively affecting CO2 conversion.
However, widening the discharge gap decreased the power
density (defined as discharge power divided by discharge
volume) at a constant discharge power due to the increased

plasma volume. Brandenburg et al [137] systematically invest-
igated a stackable planar and easily up-scalable volume DBD
reactor by varying the electric parameters for the conversion of
CO2. The role of the different geometrical parameters on the
discharge performance was studied. It was shown that a higher
dielectric permittivity and a thinner dielectric enabled a lower
threshold voltage and a higher discharge power for the same
voltage amplitude. The distinct dependence of the energy yield
of CO formation on the mean reduced electric field strength
could not be concluded from the measurements. In another
work [136], the results of electrical and chemical character-
ization of coaxial DBD reactors show a threefold increase in
CO2 conversion as well as energy efficiency of CO forma-
tion when the operating pressure is increased from 1 to 2 bar.
At fixed voltage amplitude there is an optimum pressure in
which both the CO2 conversion and energy efficiency have the
highest values.

During the process of plasma splitting CO2 to generate
CO, a common challenge arises in balancing the conversion
of CO2 and energy efficiency. However, a promising solu-
tion to this trade-off is the integration of plasmas with cata-
lysts. This approach presents a viable pathway to enhance
both the conversion of CO2 and energy efficiency simultan-
eously, offering improved performance across these crucial
indicators. In a recent study [138], the introduction of a pack-
ing of dielectric ZrO2 beads into a DBD reactor was found to
double the CO2 conversion and energy efficiency compared
to using plasma alone for CO2 splitting. This enhancement
can be attributed to the increased local electric field and elec-
tron energy near the contact points of the beads, leading to
a lower breakdown voltage, as supported by 2D fluid model-
ing. Another work [139] reported a maximum CO2 conver-
sion of 22.6% by fully packing ferroelectric BaTiO3 pellets
into the discharge gap of a DBD reactor. By introducing γ-
Al2O3 or 10 wt%Ni/γ-Al2O3 catalyst upstream of the BaTiO3

bed, the CO2 conversion and energy efficiency were increased,
with the best performance observed in the upstream packing
configuration, minimizing reverse reactions. The presence of
Ni active species on the catalyst surface contributed to the
enhanced CO2 conversion, which was corroborated through
argon plasma treatment of the reacted Ni catalyst. A more
recent study [140] investigated plasma-catalytic CO2 split-
ting using metal-doped CeO2 catalysts (Fe, Co, Ni, Cu, Cr,
V, Mn, or Mo). Mo-doped CeO2 showed the highest activ-
ity due to increased oxygen vacancies resulting from strong
Mo–CeO2 interaction and the oxygen-deficient, Ar-rich cal-
cining atmosphere. Stable oxygen vacancies were maintained
through interactions between active gas-phase O and adsorbed
O on vacancy sites, facilitating desorption as O2 molecules and
vacancy recovery. Other authors [136] used pure CeO2 coat-
ings on glass beads as the catalyst for investigations of CO2

splitting at elevated pressures. It has been found that the energy
yield of CO generation obtained at 2 bar with a CeO2-coated
packed bed in the discharge volume is four times higher than in
the empty reactor at 1 bar. Furthermore, the addition of N2 and
Ar during the plasma process improved CO2 conversion, par-
ticularly with N2, by promoting new reaction routes induced
by metastable species. Notably, N2 acted as an O scavenger,
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by enhancing forward chemical equilibrium and inhibiting the
reverse reaction to form CO2. Zhang et al [141] introduced an
effective approach by combining a GA discharge plasma with
a TiO2 photocatalyst for CO2 dissociation, revealing a syner-
gistic effect. The study investigated two different modes of the
plasma catalysis (IPC and PPC) and analyzed potential mech-
anisms. The results demonstrate that the IPC configuration
produces synergistic effects, leading to a significant increase
in CO2 conversion by 138% and energy efficiency by 133% at
a flow rate of 2 l min−1. The activation effect of plasma, gener-
ating energetic electrons that create electron–hole pairs on the
catalyst surface, is believed to be the primary contributor to the
observed synergistic effects in plasma catalysis, as evidenced
by the negligible impact of PPC on reaction performance.

To sum up, the conversion of CO2 into CO and O2 using
plasma technology, such as DBD, MW, and GA plasmas, is
a process of growing interest due to its potential in produ-
cing valuable chemicals. This process involves high-energy
electrons in the plasma colliding with CO2 molecules, lead-
ing to vibrational excitation and subsequent dissociation of
CO2. However, achieving energy efficiency is a significant
challenge, particularly with DBD plasmas where high electric
fields can reduce efficiency. Operational factors like SEI, gas
composition, and reactor design critically influence the bal-
ance between CO2 conversion rate and energy usage. Recent
advancements include integrating plasmas with catalysts such
as ZrO2, BaTiO3, and metal-doped CeO2, which has shown
to enhance both conversion and efficiency, indicating a syner-
gistic interaction between plasma and catalysis. Furthermore,
the addition of gases such as N2 and Ar to the process has
been found to improve CO2 conversion by opening new reac-
tion pathways.

3.1.2. CO2 hydrogenation. Extensive investigations [142–
145] have been conducted on the conversion of CO2 using
molecular H2 through CO2 hydrogenation. The direct route of
this process predominantly yields three primary types of C1
chemicals: CH4 (R3), CO (R4), and CH3OH (R5) [146],

CO2 + 4H2 → CH4 + 2H2O ∆H◦
298K =−252.9 kJmol−1

(R3)

CO2 +H2 → CO+H2O ∆H◦
298K = 41.2 kJmol−1 (R4)

CO2 + 3H2 → CH3OH+H2O ∆H◦
298K =−49.5 kJmol−1.

(R5)

CH4 is a significant fuel source and plays a crucial role in
energy production, while CO acts as a vital chemical build-
ing block for the synthesis of various platform chemicals and
synthetic fuels using established methods such as the Fischer–
Tropsch (FT) process and methanol synthesis. The conver-
sion of CO2 to CH3OH through hydrogenation stands out as
a promising pathway for CO2 utilization. CH3OH has signi-
ficant value as a fuel substitute, additive, and raw material for
high-value chemical synthesis. Additionally, methanol shows
great potential as a hydrogen carrier, ideal for efficient stor-
age and transportation. However, the reduction of carbon is
hindered by its high oxidation state, which necessitates an

eight-electron process. This limitation significantly affects the
reaction kinetics and generally requires a catalyst with both
high rates and selectivity.

3.1.2.1. Reverse water gas shift reaction (RWGS). The
RWGS reaction generates CO, which offers significant ver-
satility as it can be utilized in both methanol synthesis and
downstream FT processes to produce chemicals and fuels.
However, RWGS is an endothermic process (R4), necessit-
ates high temperatures for operation, while the conversion
of reactants is limited by equilibrium to approximately 23%
at 300 ◦C and 1 MPa [147]. The non-equilibrium nature of
NTP can help overcome kinetic barriers in reactions, enabling
low-temperature occurrence of the highly endothermic RWGS
reaction. The high reaction rate and fast reaching of the steady-
state allow quick discharge start-up and shutdown, thus redu-
cing the energy costs compared to thermal processes.

Zeng and Tu [144] studied the effect of the H2/CO2 molar
ratio on the RWGS reaction in a DBD reactor. They observed
that increasing the H2/CO2 molar ratio from 1:1 to 4:1 led
to a nearly linear rise in CO2 conversion. The CO yield was
also significantly improved with an increased H2/CO2 ratio,
although the CO selectivity remained unchanged. Another
study [142] explored the impact of Ar on the plasma-assisted
RWGS reaction. The authors observed a substantial increase
in CO2 conversion, from 18.3% to 38.0%, when the Ar content
in the gas mixture was raised from 0 to 60 vol% at a constant
discharge power of 30 W and a fixed H2/CO2 molar ratio of
4:1. The presence of metastable Ar species in the discharge
created new reaction pathways for CO2 dissociation, resulting
in the improved CO2 conversion.

Catalysts for RWGS utilize well-dispersed nanoparticles
supported on a metal-oxide substrate to maximize the inter-
facial area. Two main CO formation pathways have been pro-
posed: the redox mechanism observed in Cu-based catalysts,
where CO2 oxidizes Cu0 to produce CO and Cu+ [148] and the
formate decomposition mechanism, where CO2 is hydrogen-
ated into formate (HCOO–) before cleavage of the C=O bond
[149]. Effective RWGS catalysts require dual functionality for
hydrogenation and C=O bond scission. For example, Zhu et al
[123] investigated the impact of plasmas on the RWGS reac-
tion using an Au/CeO2 catalyst. The study demonstrated that
the introduction of plasma resulted in a CO2 conversion rate of
approximately 25.5%, exceeding the thermodynamic equilib-
rium value of approximately 22% at a temperature of 400 ◦C.
Sun et al [88] used a Pd/ZnO catalyst in a tubular DBD reactor
and found CO2 conversion almost doubled (36.7%) compared
to using only plasma or plasma with ZnO. The enhanced con-
version over Pd/ZnO was attributed to strong metal-support
interactions at the Pd–ZnO interface and abundant H species
on its surface, whereas, in the plasma + ZnO system, CO2

splitting to COwas dominant due to the absence of these inter-
actions and active H species.

3.1.2.2. Hydrogenation of CO2 to methanol. The process of
the conversion of CO2 and hydrogen into methanol is not only
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exothermic but also reduces volume (R5). This process is ther-
modynamically favored at low reaction temperatures and high
pressures, typically ranging from 30 to 300 atm. Notably, NTP
presents a highly promising pathway for achieving direct CO2

hydrogenation to methanol under low temperatures and ambi-
ent pressure. Extensive research has explored the influence of
packing material properties, reaction parameters, and reactor
configurations within a plasma system to enhance the effi-
ciency of CO2 conversion [150]. Recent studies have concen-
trated on plasma-driven catalytic processes aimed at achieving
high selectivity in the synthesis of methanol from CO2 hydro-
genation at room temperature and atmospheric pressure.

The work [151] reported the first successful synthesis of
methanol from CO2 and H2 using a DBD reactor, while no
reaction occurred at ambient conditions in the absence of
plasma. The innovative water-electrode design was demon-
strated to enhance both the conversion of CO2 and the yield
of methanol. Moreover, the incorporation of Cu/γ-Al2O3 in
the plasma system substantially enhanced methanol produc-
tion performance compared to plasma-only hydrogenation,
achieving an impressive methanol yield of 11.3%, a meth-
anol selectivity of 53.7%, and a CO2 conversion rate of 21.2%
(measured offline, not with online GC). In further work, Cui
et al [101] investigated the combined experimental and com-
putational aspects of plasma-catalytic CO2 hydrogenation to
CH3OH using a Cu/γ-Al2O3 catalyst, revealing a synergistic
effect between the catalyst and CO2/H2 plasma. The DFT
analysis demonstrated the significance of interfacial sites on
the Cu13 cluster and γ-Al2O3 support, enabling the activa-
tion of CO2 molecules and adsorption of crucial intermediates
for efficient hydrogenation. Moreover, reactive plasma species
governed surface reactions through the E–R mechanism, res-
ulting in the accelerated hydrogenation and enhanced inter-
mediate production. Similarly, Men et al [152] employed a
highly dispersed Pt-based catalyst (Pt/film/In2O3), achieving
a remarkable CO2 conversion rate of 37.0% and a high meth-
anol selectivity of 62.6% (measured offline). This perform-
ance enhancement can be attributed to the catalyst’s ability to
facilitate the activation of adsorbed CO2, leading to the form-
ation of methoxy species, which serve as crucial intermediates
in the hydrogenation of CO2 to methanol.

3.1.2.3. Hydrogenation of CO2 to CH4. Hydrogenation of
CO2 into methane by the Sabatier reaction (R3) offers a
sustainable alternative to natural gas, potentially creating a
carbon-neutral fuel economy. Typically, a 4:1 H2/CO2 ratio
yields optimal methane selectivity and CO2 conversion [144].
The methanation process is enhanced by lower temperatures
and high pressures and recently, the use of NTP for low-
temperature CO2 hydrogenation to methane has gained grow-
ing interest [153]. For instance, vibrationally excited CO2 can
adsorb onto the catalyst surface, reducing the energy barrier
compared to ground-state CO2 and aiding the creation of react-
ive intermediates on the catalyst surface [154]. In contrast,
thermal catalysis requires CO2 to be adsorbed and activated
by the catalyst surface before surface reactions occur, neces-
sitating high temperatures [155].

A study by Biset-Peiró et al [156] demonstrated this by
comparing a Ni–CeO2/Al2O3 catalyst’s performance under
thermal and NTP conditions. They achieved a 70% CO2 con-
version and a 96% methane yield under NTP conditions at
approximately 150 ◦C. In contrast, similar results required
temperatures over 350 ◦Cwith thermal conditions. Similar res-
ults were observed [157] using a Ru/γ-Al2O3 catalyst. The
authors found that increasing the discharge frequency and
H2/CO2 ratio, along with introducing Ar, enhanced CO2 con-
version and methane selectivity. The maximum CO2 conver-
sion and CH4 selectivity were 23.20% and 97.38%, respect-
ively, at the optimized discharge conditions. In plasma cata-
lysis research, CO2 methanation studies are relatively sparse,
primarily focusing on nickel (Ni) catalysts [155], which are
often used in thermal catalysis due to their high activity,
selectivity, and cost-effectiveness [158].

3.1.3. CO2 reduction with H2O. In addition to H2 and CH4

(see section 3.2), H2O can also serve as hydrogen sources for
converting CO2 into valuable products, with water being par-
ticularly intriguing due to its abundance, low cost, and poten-
tial formimicking natural photosynthesis when combinedwith
renewable energy. Although the reduction of CO2 with water
for producing syngas (R6) or oxygenates (R7) is environment-
ally friendly and sustainable, these reactions are highly endo-
thermic and thermodynamically unfavorable, thus requiring
high temperatures. Nonetheless, NTP presents an attractive
option for enabling CO2 reduction with water at low temper-
atures and ambient pressure [159],

CO2 +H2O→ CO+H2 +O2∆H◦
298K = 525 kJmol−1

(R6)

CO2 + 2H2O→ CH3OH+
3
2
O2∆H◦

298K = 676 kJmol−1.

(R7)

In the absence of a catalyst, DBD discharge of CO2/H2O
primarily generates reactive species such as OH, CO, O, and
H. However, the OH radicals tend to recombine with CO
molecules, leading to the production of CO2 and H atoms,
which reduces CO2 conversion. Additionally, H atoms react
with O to formH2O instead of CH andCHO species, which are
crucial intermediates for the synthesis of oxygenated products
[160]. Chen et al [159] explored the simultaneous dissociation
of CO2 and H2O (1:1) through surface-wave microwave dis-
charge, resulting in the production of syngas with a H2/CO
ratio close to 1. Moreover, experiments using Ar/H2O instead
of CO2/H2O indicated that the presence of CO2 in the gas mix-
ture enhanced H2 generation from H2O at a low SEI.

To address the issue of selectivity towards oxygenated
hydrocarbons in CO2 reforming with H2O, recent research
has focused on developing catalytic reforming systems for
CO2/H2O plasma. Ma et al [161] used a Ni/γ-Al2O3 catalyst
in a DBD reactor to significantly improve the yields of H2

and CO to 13.8% and 5.6%, respectively, compared to NTP-
only conditions. They also found that the introduction of Ar
generated reactive Ar species, reducing the recombination of
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H2 and O2, thereby enhancing H2O conversion. Additionally,
Zhao et al [162] reported an elevated ethanol production rate
of 15.60µmol gcat−1h−1 using a Cu/ZnO/Al2O3 catalyst under
NTP conditions, surpassing the rates achieved in thermal sys-
tems (3.02 µmol gcat−1h−1 with the catalyst) and NTP-only
conditions (3.5 µmol gcat−1h−1).

Recently, an innovative approach for CO2 conversion in
water, utilizing CO2 discharge within microchannels, has been
reported by Zhou et al [56], leading to enhanced plasma–liquid
interactions and a notable increase in oxalate and H2O2 pro-
duction. The method achieved more than 99% liquid selectiv-
ity for oxalic acid, highlighting its effectiveness for sustain-
able CO2 upcycling and contributing significantly towards the
realization of the Power-to-Chemicals concept using renew-
able energy sources. Further addition of CH4 in the feeding
CO2 gas can facilitate hydrocarbon chain growth up to C40
in the solid state (including oxygenated products), predomin-
antly when CH4 exceeds CO2 in the feedstock [163].

The use of a CO2/H2O gas mixture shows promise for
sustainable hydrogen production, with H2O offering a cost-
effective alternative to H2. However, the limited number of
studies on combined CO2/H2O conversion in plasmas and
inconsistent findings in the literature highlight the complex-
ity of this process. Some research indicates that even small
amounts of H2O may reduce CO2 conversion rates and
increase energy costs due to potential quenching of CO2 vibra-
tional levels [160, 164–166]. Variations in the impact of H2O
across different plasma setups emphasize the need for further
exploration and parameter optimization. The intricate inter-
play between H2O addition, pressure conditions, and energy
efficiency requires ongoing research efforts to fully unlock the
potential for sustainable hydrogen generation. Intriguing pos-
sibilities, such as methanol formation in specific microwave
plasma studies, underscore the multifaceted nature of these
interactions. As we pursue more sustainable and efficient
hydrogen productionmethods, continuous research and innov-
ative approaches are crucial to unravel the complexities of
CO2/H2O conversion in plasmas for practical applications in
the PP2X approach.

3.1.4. Summary. Plasma-based methods offer significant
promise for CO2 conversion due to their versatility in support-
ing various reactions, low operational costs, and the possibility
of operationwithout rare earthmetals. Plasmas are particularly
advantageous in terms of modularity, scalability with plant
output, and compatibility with renewable electricity sources.
The ability of plasma discharges to be easily switched on and
off makes them ideal for converting intermittent renewable
energy into base chemicals or fuels, thereby aiding in peak
shaving and grid stabilization.

However, challenges persist in enhancing the energy effi-
ciency, conversion rates, and product selectivity of plasma-
based CO2 conversion. The energy efficiency largely hinges
on the plasma reactor type and operating conditions, with the
most efficient dissociation pathway being strong vibrational
excitation at low gas temperatures. The current research indic-
ates that in certain plasmas, CO2 conversion mainly occurs

through thermal reactions, and achieving high energy effi-
ciency requires avoiding certain backward reactions through
rapid gas quenching. Additionally, improvements in reactor
design, fluid dynamics, and plasma-catalyst interactions are
crucial for better conversion rates and selectivity, particu-
larly for targeted compounds. The scalability and handling of
complex gas mixtures, as well as integrating plasma techno-
logy with other processes like light-induced water transform-
ation, are areas requiring further exploration to fully realize
the potential of plasma in CO2 conversion.

3.2. CH4 conversion

Methane (CH4) is abundant in nature, has a high heating value,
and a relatively low carbon footprint compared to coal, making
it a promising energy resource. However, methane reforming
remains one of the major challenges of this century. Plasma-
based CH4 reforming is a relatively new and rapidly devel-
oping field. In this section, we discuss four methane reform-
ing pathways: methane decomposition, DRM, partial oxida-
tion of methane, and steam methane reforming, as illustrated
in figure 11.

3.2.1. Methane decomposition. Plasma-assisted methane
decomposition refers to the introduction of methane or a mix-
ture of methane and inert gases under the action of plasma,
resulting in the formation of elemental carbon and hydro-
gen, or the generation of higher hydrocarbon compounds. The
reactors used in this process vary. Baldissarelli et al [167]
utilized DC plasma to dissociate CH4, yielding carbon black
and carbon nanotubes. The results indicate that under condi-
tions without catalytic activity, CH4 undergoes decomposition
to form carbon black. In the presence of Ni/Ce–Al2O3 cata-
lysts, carbon nanotubes are produced. As carbon nanotubes
grow on the catalyst surface, the active metal components of
the catalyst migrate upward, forming metal caps. Upon com-
plete coverage of the active metal components by carbon, cata-
lyst deactivation occurs. Li et al [168] employed a mixture
of CH4 and Ar for discharge, utilizing arc plasma for meth-
ane decomposition. Experimental results reveal that the res-
idence time and gas flow rate of the feed gas during plasma-
assisted CH4 decomposition influence the production of ele-
mental carbon. Additionally, during methane decomposition,
methyl and C2 radicals are generated first, serving as precurs-
ors to elemental carbon. Ghanbari et al [169] conducted exper-
imental studies on the catalytic conversion of CH4 to H2 using
a nanosecond pulse DBD plasma reactor. The presence of Ni–
K2O/Al2O3 catalysts significantly enhances CH4 conversion,
H2 yield, H2 selectivity, and energy efficiency. Noble metal-
based catalysts effectively suppress coking during meth-
ane decomposition and prevent rapid catalyst deactivation.
Khalifeh et al [170] employed DBD plasma coupled with Pt–
Re/Al2O3 catalysts for methane decomposition. Experimental
results demonstrate that when discharge power is below 10W,
both energy efficiency and CH4 conversion rate are high,
with minimal carbon deposition on the catalyst and electrode
surfaces.
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Figure 11. Four pathways for methane reforming. Reproduced from [62]. CC BY 4.0.

In addition to elemental carbon and hydrogen gas, methane
decomposition can produce higher hydrocarbon compounds,
primarily C2 compounds. Zhang et al [171] employed sliding
arc plasma generation andmixed nitrogen gas into the CH4 gas
feed, ultimately producing C2 hydrocarbons. The results indic-
ate that N2 can promote the dissociation of CH4, and the form-
ation of C2 hydrocarbons is influenced by CN and C2 radicals.

3.2.2. Dry reforming of methane (DRM). DRM is one of the
attractive methods for the utilization of greenhouse gases (e.g.
CH4, CO2) to produce valuable fuels (e.g. syngas, refer to R8).
Unlike traditional methods that rely on hydrogen (H2) as a
source, CH4 can serve as an ideal substitute due to its high
hydrogen density and availability from various sources like
biogas, flared gas, natural gas, landfill gas, and shale gas [172].

The molar ratio of CH4/CO2 affects the reactant conver-
sion, energy efficiency, and product distribution, especially
the H2/CO ratio. A case study [173] indicated that when
the CH4/CO2 molar ratio was increased from 3:7 to 7:3, the
conversion rate of CH4 was reduced from 16.2% to 8.6%.
However, this increase simultaneously boosted the conver-
sion of CO2 by 53% and increased H2/CO molar ratio from
0.24 to 3.3 when using a GA reactor. The promise of the
plasma catalysis lies in its ability to address the comprom-
ise between conversion and energy efficiency in DRM reac-
tions. Extensive research has been done on a range of cata-
lysts for plasma-catalytic DRM to enhance reactant conver-
sion and control product selectivity. Nickel-based catalysts
are frequently employed in plasma DRM reactions to produce
syngas. For example, Long et al [174] utilized a cold plasma jet
for DRMover aNi/Al2O3 catalyst, resulting in enhanced react-
ant conversion, syngas yield, and energy efficiency compared
to plasma alone, with H2 and CO yield increases of 18% and
11%, and energy yield improving from 2.9 to 3.7 mmol kJ−1.

Similarly, Wang et al [81] examined Ni/γ-Al2O3 in a DBD
reactor for DRM, noting significant conversion increases for
CH4 and CO2, from 11% and 21% with plasma only, to 33%
and 22.5%, under the same conditions, indicating effective
plasma-catalysis synergy. Furthermore, other metals like Co,
Mn, Fe, Cu, La, and Pd have also been used in plasma-catalytic
DRM reactions. Zeng et al [175] observed that Ni/γ-Al2O3

and Mn/γ-Al2O3 catalysts significantly improved CH4 con-
version in the plasma-assisted DRM, while all the catalysts
had little effect on the CO2 conversion. Ni/γ-Al2O3 catalyst
provided the highest CH4 conversion (19.6%) and showed
the best syngas production activity among all the examined
metals (Ni, Co, Cu and Mn). Although promoters are often
used to boost catalyst activity and stability in thermal catalytic
DRM, their application in plasma-catalytic DRMhas been less
studied. Zeng et al [176] noted that promoted Ni/Al2O3 cata-
lysts behave differently in low-temperature plasmaDRMcom-
pared to high-temperature thermal catalysis, attributing this to
the temperature-dependent nature of the promoters. The K-
promoted catalyst (Ni–K/Al2O3) was found to improve the
conversion of CO2 and CH4, yield of H2 and CO, and energy
efficiency of the plasma process, recording the highest con-
versions for CO2 (22.8%) and CH4 (31.6%). Wang et al [177]
studied Ce-promoted Ni-supported activated carbon (NiCexC)
catalysts in plasma DRM, finding NiCe1C as the best cata-
lyst with remarkable conversions of CO2 (53.7%) and CH4

(55.6%), and notable H2 (50.0%) and CO (53.2%) selectivity.
The presence of CeO2 resulted in a higher number of basic
sites with increased basicity on the catalyst, thereby enhan-
cing the adsorption capability for reactants, notably for acidic
CO2 gas. Recently, Mei et al [178] investigated three γ-Al2O3

supported catalysts, prepared using an enhanced impregna-
tion technique, for plasma-catalytic DRM in a DBD reactor.
The conversion of CO2 and CO selectivity were found to be
strongly related to the basicity of the catalyst. Among the
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catalysts, Ag/γ-Al2O3 achieved the highest CO2 (21.4%) and
CH4 (27.6%) conversions, while Ni/γ-Al2O3 exhibited the
highest selectivity for liquid products.

3.2.3. Methane partial oxidation. In plasma-assisted meth-
ane partial oxidation, pure O2 is commonly used as the oxidant
[179]. However, excessive oxygen can completely oxidize
CH4 to CO2, so controlling the feed ratio of methane to oxy-
gen is particularly important. Partial oxidation of methane
can generate various products, including synthesis gas and
CH3OH. The dissociation energy of CH4 is relatively high
(9 eV), requiring continuous collisions with high-energy elec-
trons in the plasma for complete dissociation, which is a chal-
lenging process [180]. However, the introduction of O2 can
promote the dissociation of CH4, and reactive oxygen species
(ROS) generated in the plasma, such as O−, O2

−, and O2
2−,

can break the C–H bonds, forming CHx [181]. These radicals
can adsorb stably on the catalyst surface, leading to the form-
ation of CH3OH via the L–H reaction [182, 183]. Chawdhury
et al [184] successfully achieved CH4 partial oxidation to
CH3OHby combining a DBD reactor with CuO/γ-Al2O3 cata-
lyst, demonstrating a significant synergistic effect that not-
ably improved CH4 conversion and CH3OH selectivity. Under
optimal experimental conditions, the CH3OH selectivity was
approximately 34%. The main intermediates in the plasma are
methyl and ROS. Additionally, CH3OH, HCO, and HCOOH
are formed in the plasma reactor.

3.2.4. Steam methane reforming. Plasma-assisted steam
methane reforming introduces water into the basis of dry
reforming, incorporating more hydrogen and oxygen elements
into the reaction process, which may alter the reaction path-
ways ofmethane reforming. Zhu et al utilized plasma-catalytic
technology [185], employing a sliding arc reactor to gener-
ate thermal plasma for methane steam reforming to produce
hydrogen, using Ni/CeO2/Al2O3 as the catalyst. The process
achieved conversion rates close to thermodynamic equilib-
rium, with complete selectivity towards CO and CO2, and a
methane conversion rate of 90%. Unlike the mainstream DBD
reactor-based approaches for the other three plasma-assisted
methane reforming routes, there are more reports on systems
utilizing thermal plasmas. Thismay be becausemethane steam
reforming is an endothermic process, and although plasma
can alter its energy equation, it cannot bypass its inherent
endothermic nature, thus requiring plasma reactors to oper-
ate at higher temperatures. Liu et al [186] studied the rela-
tionship between plasma temperature and product selectiv-
ity and yield during steam methane reforming reactions using
a DBD reactor. The results indicate that reactant conversion
rates are primarily influenced by thermochemical factors. As
the plasma temperature increases, the methane conversion
rate increases while the water conversion rate decreases, with
electron-induced chemistry havingminimal impact on product
distribution. Thermochemistry also has a significant effect on
product selectivity. Montoro-Damas et al [187] employed a
DBD reactor to generate plasma for methane steam reform-
ing and used isotopically labeled hydrogen in the reaction,

using D2O and CH4 as reactants. The results show that hydro-
gen gas (H2, HD, D2), methane (CH4, CH3D, and CH2D2),
and water (D2O, DHO) molecules all contain both H and D
atoms. However, the H/D ratio within molecules varies with
changes in plasma current and gas residence time, while over-
all reaction yields and process energy efficiency are also cor-
related with experimental parameters. The results demonstrate
that intermediates produced under plasma conditions gener-
ate water and methane, significantly reducing the overall effi-
ciency of the reforming process.

3.2.5. Summary. Current challenges in plasma technology
for methane reforming include low selectivity for desired
products and low energy efficiency, estimated at 12%–15%.
Improvements in NTP technology require enhanced reactor
designs, like reducing electrode gaps and optimizingGA react-
ors for better gas interaction with plasma. Additionally, using
high-voltage discharges in NTP to generate active species and
incorporating gases like N2 andO2 can improve selectivity and
energy efficiency.

Advancing this field involves several key strategies. It is
essential to develop new micro-kinetic models for plasma-
catalysis that capture the complexity of chemical reactions,
including plasma species on catalyst surfaces, to improve
selectivity towards the desired products. Extending reactor
models to consider physical dimensions and phenomena like
surface charging is also critical. Reusing heat from this
process to preheat incoming gas can further improve effi-
ciency. Combining plasma with photocatalysts and explor-
ing ultra-short pulse nanosecond technology in DBD reactors
could enhance efficiency, though uniform discharge in larger
volumes remains a challenge needing further research.

3.3. N2 fixation

Nitrogen fixation is a process by which atmospheric nitrogen
(N2) is converted into a form that can be used by plants and
animals, such as ammonium (NH4

+) or nitrate (NO3
−). It is an

important process for sustaining life on Earth, as it provides a
constant source of nitrogen to ecosystems and helps maintain
the nitrogen cycle [188]. Nitrogen fixation holds considerable
value in agriculture due to its vital role in fertilizer produc-
tion, a crucial aspect of cultivating crops. Furthermore, this
process assumes a pivotal position in the advancement of P2X
applications. By enabling the production of synthetic ammo-
nia, it becomes a fundamental step that facilitates the creation
of an appealing chemical energy carrier that can be efficiently
stored and transported, thereby contributing to the progress of
a low-carbon energy system [189, 190].

The Haber–Bosch (H–B) process, widely used for current
industrial ammonia production, faces sustainability challenges
due to high energy consumption, greenhouse gas emissions,
and the need for large-scale operations [191]. Researchers
are actively seeking an environmentally friendly and energy-
efficient alternative. The industrial opportunity of plasma-
based nitrogen (N) fixation, as opposed to chemical and
biological N-fixation, has been reviewed [192]. The use of
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renewable energy and abundant Earth resources (air, water)
marks the potential for increasing sustainability in the products
ammonia and nitric acid; with applications in fertilizers and
energy [193]. Sustainability assessment by life cycle assess-
ment and techno-economic analysis confirmed the positive
impact of plasma-assisted processing on the environmental
profile, the importance of process design, economy model
(support by cost internalization), and supply chain model
[194–198].

Nitrogen fixation through atmospheric pressure NTP has
two types: reduction and oxidation of nitrogen [199, 200].
These reactions have different mechanisms and pathways,
leading to diverse research focus. Foundation work has been
made concerning reactor engineering (proposition of GA
reactor as production tool), plasma catalysis, and container-
ized modular production for the plasma-assisted synthesis for
N fixation [201–203]. This section provides an overview of
recent studies on atmospheric pressure NTP nitrogen fixation
technology, highlighting the reduction and oxidation of nitro-
gen throughNTP, and summarizing the research focus and cur-
rent advancements under various reaction conditions.

3.3.1. N2 oxidation. Nitrogen oxidation in plasma involves
N2 and O2, resulting in nitrogen oxide generation, includ-
ing NO2, NO, N2O5, and N2O species. If the reaction occurs
at the plasma–liquid interface, the resulting nitrogen oxide
products can be absorbed by liquid water, producing NO2

−

and NO3
−. Given that air contains approximately 78% nitro-

gen and 21% oxygen, and is inexpensive and easily accessible,
many plasma-based nitrogen oxidation reactions utilize air as
a reactant. NOx, which is a common product of these reac-
tions, has numerous important applications, including its use
in agricultural fertilizers and the industrial production of nitric
acid. Importantly, NTP for NOx production has a lower limit of
energy consumption than the H–B process [204], along with
the accessibility of air makes it a highly promising nitrogen
fixation technology with wide-ranging potential.

Atmospheric pressure NTPs cannot generate NO directly
by breaking the chemical bonds of N2 and O2, unlike thermal
plasmas, due to the much lower gas temperature in NTP.
Instead, NTPs activate and dissociate N2 and O2 molecules
through electron collisional and vibrational excitation (R8)
[205]. The Zeldovich mechanism describes how excited-state
nitrogen molecules react with O atoms to produce excited-
state nitrogen atoms and NOmolecules. These nitrogen atoms
then react with O2 molecules to generate O atoms andNO (R9)
and (R10) [206]. The resulting NO can further react with O
to produce NO2. Additionally, O atoms can react with O2

molecules to form ozone. When ozone is present, NO can also
be oxidized to NO2,

N2 + e→ N*
2 + e (R8)

N*
2 +O→ NO+N* (R9)

N* +O2 → NO+O. (R10)

NO and NO2 can react with water to produce nitrite ions
and protons (R11). Meanwhile, NO2 can undergo dissociation

to produce NO3
− and NO2

− in water (R12). The presence of
OH radicals is inevitable, and they can form H2O2 in the
liquid phase or react with each other to produce H2O and O
atoms (R13). OH radicals also act as oxidizing agents and
participate in reactions with nitrogen oxides in water, lead-
ing to the formation of nitrate and nitrite ions. Specifically,
OH radicals can oxidize N atoms, NO, and NO2, resulting in
the formation of NO, HNO2, and HNO3 (R14)–(R16) [206].
Via experiments, Wandell et al [207] confirmed that OH plays
a significant role in converting gas-phase NO and NO2 into
water-soluble ions, and O atoms from water may contribute
to the formation of NO and NO2. Moreover, when comparing
N2/O2/Ar mixtures and air, it has been observed that the pro-
duction of ROS significantly increases the generation of NO2,

NO+NO2 +H2O→ 2NO−
2 + 2H+ (R11)

2NO2 +H2O→ NO−
3 +NO−

2 + 2H+ (R12)

OH+OH→ H2O+O (R13)

OH+N→ NO+H (R14)

OH+NO→ HNO2 (R15)

OH+NO2 → HNO3. (R16)

Recent studies have explored various discharge types, such
as DBD, microwave discharge, spark discharge, and GA
discharge, to create plasma and facilitate nitrogen fixation
through oxidation reactions that occur at the gas phase or the
interface between gases and liquids [208]. For example, Pei
et al [208] compared the nitrogen fixation performance of dif-
ferent discharges and identified the electric field strength and
temperature product (χ) as a key factor in energy consumption.
Strategies to reduce energy consumption were proposed, such
as cooling, using short-time high-current pulses, or extending
the discharge length to decrease χ value. Other authors [209]
used a microwave plasma tube and vortex gas flow to minim-
ize energy loss, finding that NOx production correlated with
gas flow rate and power, with optimal conditions at high flow
rates and power. They achieved the highest NOx yield (3.8%)
and the lowest energy consumption (2 MJ mol−1), which is
promising for upscaling. Additionally, the most effective NOx

production occurred in an oxygen-rich environment with a
nitrogen-to-oxygen ratio of 1:1. Bogaerts and co-workers also
studied NOx production in various types of GA reactors, such
as a classical GA [92], a GA plasma [210], and a RGA [211].
The latter allowed to reach record-high NOx yields of 5.5%,
at an energy consumption of 2.5 MJ mol−1, which could fur-
ther be improved by using an effusion nozzle (to avoid back-
reactions, by quenching; as demonstrated by the detailed mod-
eling) [212] or by using higher pressures, where it was possible
to reach an energy consumption of only 1.8 MJ mol−1 [213].

Zhang et al [206] employed a nanosecond pulse spark dis-
charge and achieved high energy efficiency and NOx concen-
tration, highlighting the dependence of reaction pathways on
the plasma parameters and the residence time of reactive spe-
cies. More than 50% of NO species was generated through
chain reactions of O and N with vibrationally excited N2 and
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O2 molecules, and most NO2 molecules were formed by fur-
ther oxidation of NO species. Abdelaziz and Kim [214] stud-
ied the effects of gas temperature, humidity, and oxygen con-
centration on nitrogen fixation in nanosecond-pulsed DBD.
Temperature minimally affected discharge characteristics but
significantly influenced product selectivity. Lower temperat-
ures favored nitrate and nitrite formation, while higher tem-
peratures favored NO production. Additionally, higher oxy-
gen concentrations promoted nitrogen fixation by increasing
the oxidation state of nitrogen. In a related study, Wandell
et al [207] utilized a nanosecond-pulsed power supply and
gas–liquid flow reactor to examine nitrogen oxide and H2O2

production in an Ar/N2 gas mixture. They observed a notable
rise in nitrogen oxide production with increasing N2 concen-
tration, while the production rate of H2O2 slightly decreased.
Using a low-power pulsed spark plasma jet, Vervloessem et al
[215] obtained the low energy consumption of 0.42 MJ mol−1

for NO production, directly from air. Recent study [216]
employed an innovative plasma bubble reactor to produce
liquid-phase NOx (e.g. nitrate and nitrite). This research aimed
to enhance the energy efficiency of nitrogen fixation by fine-
tuning the reactor and electrode configurations to regulate dis-
charges (DBD and spark) at the interface between plasma and
water. Additionally, a dual reactor arrangement was employed
while the dynamics of the bubbles involved in the process was
effectively controlled.

Despite extensive research in the plasma catalysis field,
only limited studies have focused on N2 oxidation, particularly
for atmospheric pressure NTPs. Recent study [217] reported
on the impact of support materials on NOx synthesis in a
DBD reactor. γ-Al2O3, with its smallest particle size, demon-
strated superior performance in terms of NOx concentration
and energy consumption. Additionally, the study revealed
that incorporating 5% WO3/γ-Al2O3 further enhanced NOx

concentration by approximately 10% compared to γ-Al2O3.
However, it decreased the selectivity towards NO, suggest-
ing the potential occurrence of thermal oxidation of NO to
NO2 through surface oxygen species. Recent study [91] fur-
ther demonstrated the significance of high-valence nitrogen
in the nitrogen fixation process, particularly in the produc-
tion of liquid-phase nitrate (NO3

−). The authors employed
a bubble DBD discharge combined with TiO2 supported by
5% graphene oxide (GO) catalyst, successfully enhancing the
catalytic oxidation activity, ultimately resulting in an increase
of over 100% in nitrate (NO3

−) yield with a selectivity of 93%.
This achievement was attributed to the synergistic physico-
chemical interaction between the TiO2@5% GO catalyst and
the plasma. Characterization of the catalyst and investigation
of the plasma kinetics model confirmed the enhanced genera-
tion of nitrite products, particularlyN2O5, as the primary react-
ive species, especially under low-temperature DBD plasma
conditions.

3.3.2. N2 reduction. NTP-assisted nitrogen reduction
is to synthesize ammonia by reacting nitrogen gas with
hydrogen-containing substances. Ammonia is a vital indus-
trial chemical worldwide and is a crucial fertilizer for crops,

contributing to the global food supply. Additionally, it is con-
sidered a promising carbon-free hydrogen source and energy
storage medium. NTP-assisted synthesis of ammonia has
recently advanced significantly, with deeper understanding
gained regarding the optimum reaction conditions, reactors,
reactants, and catalysts [218]. The nitrogen source for NTP-
assisted synthesis of ammonia is typically nitrogen gas or air,
while hydrogen can come from various sources, including
H2, H2O, and organic matter such as methane and ethanol.
However, the use of organic matter as a hydrogen source
negatively impacts the environment due to by-products like
carbon accumulation and CO2. Considerable efforts have been
devoted to the design of the plasma reactors, development of
catalysts, and investigation of reaction mechanisms for NTP-
assisted nitrogen reduction. This section will summarize the
N2 and H2 as well as N2 and H2O reaction systems for ammo-
nia synthesis.

3.3.2.1. N2–H2 reaction system. Previous studies on ammo-
nia synthesis from N2 and H2 have primarily focused on
plasma reactions, with less attention given to the source of
hydrogen. Although the exothermic nature of reaction (R17)
favors low temperatures, the dissociation of N2 necessitates a
high energy input,

N2 (g)+ 3H2 (g)↔ 2NH3 (g) ; ∆H=−92.44kJmol−1.
(R17)

Reactions (R18)–(R24) represent the primary reaction
mechanism in the plasma-assisted ammonia synthesis. The
dissociation of N2 and H2 occurs first, with N2 dissociation
being rate-limiting due to its high dissociation energy of 9.8 eV
[61, 222]. By the plasma activation, N2 is exposed to elec-
trons that cause the dissociation of nitrogen molecules into
highly reactive N atoms. There are two forms of excitation that
N2 molecules undergo: vibrational and electronic. Vibrational
excitation requires less energy at 0.29 eV, while electronic
excitation requires 6.17 eV (for excitation to the v = 1 level;
excitation to higher levels requires more energy). Both values
are lower than the dissociation energy of N2,

N2 + e→ 2N+ e (R18)

H2 + e→ 2H+ e. (R19)

Following the dissociation reactions, NH radicals are
formed and considered the most significant intermediates in
the process [223]. The concentration of NH radicals has a sig-
nificant impact on the ammonia production rate, with a higher
concentration resulting in a higher yield of NH3 [72]. NH3

is subsequently produced through stepwise addition reactions
with H and H2,

N+H→ NH (R20)

NH+H→ NH2 (R21)

NH+H2 → NH2 +H (R22)

NH2 +H→ NH3 (R23)

NH2 +H2 → NH3 +H. (R24)
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The reaction mechanism discussed above is for gas-phase
NH3 synthesis, but surface reactions become important with
catalysts. The key issue is if vibrationally excited N2 dissoci-
ates on the catalyst surface or in the plasma. Hong et al [97]
found that gas phase reactions need less energy, but recent
findings by van ‘t Veer et al [224] suggest that the latter route
dominates. To be more specific, the H and N atoms contrib-
ute to ER reactions, forming NH(s), but the subsequent NH3

formation occurs by LH steps [225].
The feed gas ratio of N2 and H2 is crucial for ammonia pro-

duction. The stoichiometric ratio is optimal for energy effi-
ciency, as reported by Gómez-Ramírez et al [223] and other
researchers [226, 227]. However, some studies suggest that a
higher N2/H2 ratio is better for ammonia production [222, 228,
229]. Peng et al [230] proposed a plausible explanation that
a high hydrogen content environment with less intensive dis-
charges (e.g. low voltage and frequency) promotes the form-
ation of NH radicals due to higher average electron density
and temperature, and consequently achieving high ammonia
production. In contrast, the production of more active nitro-
gen species that react with hydrogen and lead to the increased
ammonia production in intensive plasma discharges is facilit-
ated by a nitrogen-rich environment. To attain optimal results,
the residence time is a significant factor to consider. Several
studies, including the research conducted by Peng et al [222]
and other sources, have found that increasing the flow rate
from 0 to 5 l min−1 leads to a rise in the energy efficiency.
However, Gómez-Ramírez et al [223] also noted this correla-
tion but observed a decrease in N2 conversion. This is because
high flow rates result in shorter residence times, which in
turn leads to a lower extent of ammonia decomposition due
to plasma.

The production of ammonia in the N2–H2 plasma system
can be affected by adding noble gases [231]. In a study by
Hong et al [232], argon was added to the feed gas stream con-
sisting of N2 and H2 in a pack-bed DBD reactor. The addi-
tion of 10 sccm Ar resulted in an increase in discharge power,
uniformity, and gas temperature, leading to higher ammonia
production rates. The authors observed a rise in N+ in the
optical emission spectra, which they attributed to the potential
reaction between Ar+ and N2. They also suggested that noble
gases could act as an extra source of N atoms that enhance
the production of NH3 [233]. In their research using DC glow
discharge plasma, de Castro et al [234] examined the effect
of helium addition and found that it led to a 45% increase
in ammonia production when 8% helium was added. They
attributed this increase to the modification of the tungsten wall
surface caused by the addition of helium, which they iden-
tified as the key factor that enhanced N–H recombination.
Additionally, the authors suggested that addition of helium
significantly affected the electron temperature and mass spec-
trometry measurements. As a result, the measured ammonia
production rates increased, which could be attributed to these
changes.

Recent research on the synthesis of ammonia from N2 and
H2 has focused on a catalytic synergistic approach, which has
led to an increasing interest in the catalytic effect of the catalyst

and its physical properties on the discharge process. In partic-
ular, DBD has emerged as one of the most common forms of
discharges in N2 and H2 plasma synthesis of ammonia, as it
can be easily coupled with catalysts. The most widely used
catalytic material is the porous oxide carrier type, which typ-
ically takes the form of M/C, where M is a transition metal
element like Ni, Co, Ru, Fe, or Cu, and C is a carrier sub-
stance such as γ-Al2O3 or MgO. On the effect of the physical
properties of the catalyst on the discharge process, Gorbanev
et al found that transition metal catalysts performed much
better than plasma alone or Al2O3 supports, but there is not
much difference between different transition metal catalysts
[235], in line with their earlier model predictions about the
role of radicals and E–R mechanisms at the catalyst surface
[236]. Moreover, it was recently found that the catalyst also
affects the plasma by changing the physical characteristics
of the plasma, rather than playing a real chemical catalytic
effect [237]. The porous metal oxide is often employed as
the primary material for filling DBD beds. Wang et al [221]
designed a novel DBD reactor and used Al2O3 loaded with
different transition metals (Fe, Ni, Cu) as the catalysts for
ammonia synthesis. The dominant catalytic active sites were
found to be the chemical properties of the catalyst surface, and
Ni/Al2O3 demonstrated the highest effectiveness with a syn-
thesis rate of 471 µmol g−1 h−1, a 100% improvement over
plasma alone, attributed to metal sites and weak acidic sites
promoting NH3 by facilitating the formation of NH2 interme-
diates on the surface (figure 12(c))

Similarly, Iwanmoto et al [238] also found that Ni/Al2O3

catalyst was significantly more active than Fe/Al2O3 and
Ru/Al2O3, with the latter two showing lower catalytic activ-
ity than unloaded alumina. The study suggested the activation
of nitrogen atoms was the main obstacle to ammonia decom-
position on Ni, making Ni/Al2O3 a good choice due to its high
activity. Liu et al [239] investigated the synthesis of ammo-
nia using a bimetallic catalyst in addition to a single-metal
one. They found that Co–Ni/Al2O3 had the highest ammo-
nia synthesis rate of 1500 µmol g−1 h−1. The addition of
the Co–Ni bimetallic catalyst reduced catalyst surface acidity,
facilitating ammonia desorption, and improving power effi-
ciency through an increased average electric field, surpassing
the performance of single-metal catalysts and plasma alone.
Additionally, the study by Gorky et al [240] explored the
effects of catalyst size by using SiO2 to support Ni nano-
particles with average sizes of 5.6 nm and 13.5 nm. They found
that smaller particles synthesized ammonia at least twice as
fast as the larger ones and bulk nickel under equimolar condi-
tions. Catalysts in M/C form not only provide active sites and
increase the activation efficiency but also create pores to pro-
tect generated NH3 from reverse reactions. Wang et al [220]
effectively usedmesoporousMCM-41 to support a Ni catalyst,
achieving over 5% ammonia yield and 1.5 g kWh−1 energy
yield. This effect was facilitated by an enhanced plasma-
catalyst interaction due to active nickel sites on the MCM-
41 surface, and the protective mesopores that prevented NH3

decomposition, thereby effectively promoting the reaction
(figure 12(b)).
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Figure 12. (a) Plasma sources, plasma, water and their interrelationship enable the effective plasma-water-based nitrogen fixation [219].
John Wiley & Sons. © 2022 Wiley-VCH GmbH; (b) Schematic of the proposed mechanism for the plasma-assisted surface reaction and the
‘shielding protection’ effect of mesoporous MCM-41. Reproduced from [220]. CC BY 4.0. (c) Proposed mechanism for the enhancement of
ammonia synthesis by Ni/Al2O3 catalyst. Reproduced from [221]. CC BY 4.0.

3.3.2.2. N2–H2O reaction system. Traditional ammonia
synthesis relies on hydrogen gas, often produced by CO2-
emitting methods like methane reforming or the energy-
intensive process of water electrolysis. In contrast, using water
as a hydrogen source in the system is safer and greener, due
to the safety risks and purity demands associated with hydro-
gen gas. Additionally, it is more energy-efficient than the H–B
process, in which deriving H2 from CH4 is the most energy-
demanding step [241].

The plasma system consisting of N2 and H2O not only
generates ammonia, but also produces by-products such as
nitrogen oxides, hydrogen peroxide, and H+ [242]. The reac-
tion mechanism between N2 and H2O in plasma is com-
plex as N2 undergoes both oxidation and reduction reac-
tions. When H2O is exposed to the plasma, it undergoes
decomposition into H atoms and OH radicals through two
modes: electron impact and ultraviolet radiation, represented
by equations (R25) and (R26) [241]. The presence of OH rad-
icals is a crucial aspect of the reaction system, which signi-
ficantly alters the type of active particles in the system and,

thus, affects the reaction pathway and final products [243].
Additionally, Sakakura et al [241] suggested that active nitro-
gen species, such as N atoms, N2

∗
, and N2

+, can react directly
with H2O to produce OH and NH radicals,

H2O+ e→ OH+H+ e (R25)

H2O
hv→OH+H. (R26)

The NTP-assisted synthesis mechanism of NH3 from N2

and H2O is generally by the mutual reaction of active nitrogen
species with H atoms, OH radicals, or H2O molecules to gen-
erate NH radicals, which are then gradually hydrogenated to
produce NH3 [244, 245]. Obviously, the generation of OH rad-
icals is inevitable and vital in reactions involving water, with
their strong oxidizing nature contributing to the production of
nitrogen compounds like NOx [219] (figure 12(a)). Gromov
et al [243] studied the dynamics of OH radicals and their
impact on NO radical synthesis, finding that NO and OH rad-
icals behaved similarly, and the production of NO is primarily
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driven by OH radicals. However, the role of O atoms in this
process is relatively minor.

There are two ways of introducing water into the reaction
system which have been discussed in section 2.1.4. One of the
ways is that H2O reacts with the N2 plasma in the gas phase
in the form of vapor or liquid droplet aerosols. The other way
is that H2O directly reacts with the N2 plasma at the inter-
face between the plasma and liquid phase, and this type is also
known as a plasma/liquid (P/L) reaction. Depending on the
reaction type used, there are variations in the reaction path-
ways and mechanisms for the synthesis of ammonia and nitro-
gen oxides.

Toth et al [246] used both atomized water droplets and
water vapor to react with N2 in a DBD reactor, and collec-
ted the products with water afterward. The results showed
that ammonia was produced through gas-phase chemistry, and
the liquid phase may not have played an important role. In
addition, the mechanism of NH3 production may be similar
to the mechanism in which H2O vapor is decomposed into
H atoms and OH radicals. Similarly, Gorbanev et al [245]
used a plasma jet reactor at the plasma-water interface and
added water vapor to N2 gas, marking the H2O from two dif-
ferent sources, water vapor and liquid phase, using isotope
labeling. The results showed that the water vapor added to
the N2 was the main source of NH3 production and water
vapor contents affect the reactionmechanism. During the reac-
tion of dry N2 with liquid-phase H2O, NH3, and H2O2 were
produced in roughly equal amounts, which suggested that N
atoms reacted with H2O to generate NH and OH. The OH then
combined to form H2O2, illustrating the ability of plasmas to
interact with H2O molecules in the liquid phase. Under con-
ditions where the water vapor concentration was between 2%
and 10%, the reaction was highly selective towards ammonia,
and no H2O2 was detected in the product, indicating that it
may contain O2. However, when the water vapor reached sat-
uration, the product contained both ammonia and NO3

− and
NO2

−. Pattyn et al [247] used a similar plasma jet apparatus
to control the H2O content in N2. This reactor involves both
HER and oxygen evolution reaction, and H atoms may also
combine to produce hydrogen gas. The supply of oxidative
species (O2, OH) and reductive species (H2, H) involved in
the reaction largely depends on the water vapor content in the
gas phase, and an increase in the water vapor content in the
gas phase is beneficial for the excitation of N2 vibration and
is also significantly correlated with the production of NO and
H2. In addition, since the ionization energies between nitro-
gen (15.58 eV) and water (12.62 eV) are notably different, the
water vapor content also has a complex effect on discharge
characteristics in manyways, such as affecting non-elastic col-
lision mechanisms, electron density, and electron energy dis-
tribution functions.

In the P/L reaction for ammonia synthesis, several dis-
charge types are commonly used, including plasma jet, GA
discharge, rotating arc discharge, and underwater spark dis-
charge. For example, Hawtof et al [248] used a plasma jet
reactor, similar to the electrochemical method but with a
plasma jet generated in the gap between a stainless steel nozzle
and the solution surface replacing the metal cathode. H2SO4

was added to provide protons for N2 reduction and captured
NH3. The selectivity for NH3 production was 100% at low
currents (1–2 mA) but decreased significantly at 3 mA or
higher due to the increased number of electrons consuming
protons at the plasma–liquid interface. Indumathy et al [249]
employed GA discharge to generate a plasma plume at the
interface between the liquid and plasma phases. Upon contact
with water, the tip of the plasma plume exhibited vibrations
and rotational excitations, and this method achieved a high
ammonia yield of 0.68mg h−1. However, the energy efficiency
of this approach is relatively low but can improve with longer
reaction times. The aforementioned reaction types have lim-
ited contact area, whereas utilizing bubbles as interfaces can
enhance the reaction area by increasing the contact surface.
Peng et al [250] utilized an underwater bubble discharge to
synthesize ammonia and achieved a nitrogen conversion rate
of 11.2 µmol min−1.

In comparison to the plasma synthesis of ammonia using
N2 and H2 as reactants, there have been fewer studies on
the catalytic synergy of N2 and H2O in plasma. The place-
ment of the catalyst is relatively flexible and can be in either
the gas or liquid phase. Lamichhane et al [251] investigated
the plasma-assisted synthesis of ammonia using a plasma jet
reactor with metal catalysts including zinc (Zn), magnesium
(Mg), aluminum (Al), and copper (Cu) in the liquid phase.
The metals reduced H+ ions to H atoms and were used to reg-
ulate pH and increase the NH3 reaction rate, with Mg being
the most effective catalyst, improving the reaction rate by 2.6
times compared to using plasma alone. Lamichhane et al [251]
used a RGA with swirling N2 flow and a cooling water film
to regulate the arc. The ionization of the water film by high-
energy electrons and active nitrogen species produced H and
OH/O radicals, which reacted with nitrogen radicals to gen-
erate NOx. The authors then injected the resultant NO and
H2 into a plasma reactor coupled with a Pd/γ-Al2O3 catalyst,
leading to a high selectivity for NH3 of up to 95%. Zhang
et al [49] used four different DBD configurations, including
water-grounded double DBD (DDBD), water-grounded single
DBD, DDBD-water cooling, and single DBD-water cooling.
The discharge zone was filled with Ru catalysts with vari-
ous supports such as Al2O3, SiO2, and MgO, and their find-
ings showed that MgO with its strong alkalinity and electron-
providing capabilities, enhancedmolecular dissociation on the
catalyst surface and reduced the dissociation barrier of N2 and
H2O, eventually resulting in a high ammonia yield of up to
2.67 mmol h−1.

3.3.3. Summary. Research in plasma-assisted nitrogen fixa-
tion has focused on producingNOx and ammonia. NTP offers a
more energy-efficient approach for NOx production compared
to traditional methods, with the activation of N2 via vibra-
tional excited N2

∗
being particularly efficient. GA discharge

with relatively higher temperatures, is gaining attention for its
high energy efficiency. For ammonia synthesis, plasma react-
ors combined with catalysts, especially DBD packed cata-
lyst reactors, are extensively studied. The choice of catalysts,
including mono, supported, and promoted types, significantly
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affects the process. Attempts to use alternative feedstocks like
H2O are also explored to improve energy efficiency.

However, plasma-assisted nitrogen fixation still lags behind
the H–B process in terms of energy consumption and yield.
Future research should aim to achieve lower energy con-
sumption and higher production concentration, focusing on
plasma reactor improvements and plasma-catalysis interac-
tion. Selecting effective catalysts and exploring pulsed ener-
gization, like high frequency nanosecond pulsing, could
optimize efficiency and yield. Integrating renewable energy
sources and designing efficient power supply systems and
large-scale reactors are critical. Challenges include product
separation, absorption, overall process design, and scaling up
the technology. Emerging markets with low ammonia capacity
and high demand, such as in Africa, present opportunities for
small-scale, decentralized plasma-assisted nitrogen fixation
applications, leveraging local renewable resources. Therefore,
concurrent techno-economic and sustainability evaluations are
necessary to guide the process towards practical applications.

4. Hybrid technologies for gas conversion

Coupling of plasmas with other technologies for gas conver-
sion, such as photocatalysis, electrocatalysis and biocatalysis,
is a highly topical research area. When these technologies are
employed individually, the energy efficiency and yield for gas
conversions remain relatively low. However, when combined
with the plasma in a synergistic manner, the energy efficiency
and yield can be significantly enhanced [216].

4.1. Plasma-photocatalysis

Among these hybrid forms, photocatalysis combined with
plasma is commonly utilized and mainly for decomposition
of pollutants (e.g. VOCs) [252]. In the application of ammo-
nia synthesis, the use of VUV/UV irradiation in photocata-
lytic processes can facilitate the progression of ammonia syn-
thesis reactions by dissociating water molecules into H atoms
and OH radicals. For instance, Sakakura et al [241, 253] stud-
ied the P/L reaction mechanism at the interface of the excited
gas phase and water phase (figure 13(a)). The results showed
that the P/L reaction dominated by N2

∗ and N2
+ as reaction

particles was the main reaction when the P/L reaction site
was irradiated with ultraviolet light, and the production of
nitrogen-containing compounds increased. This finding sug-
gests that under ultraviolet radiation, H2O decomposes into H
and OH, and N2

+ and N2
∗ are more likely to react with water

molecules. However, when the content of N atoms is high,
ultraviolet irradiation does not promote the reaction, indicating
that the reactivity of N atoms with H2O is high in the absence
of photocatalysis. Peng et al [244] used a spray jet plasma
and employed UV irradiation to excite vapor and liquid water
molecules to promote nitrogen fixation, significantly increas-
ing the yield of nitrate, nitrite, and ammonium,with the highest
synthesis rates of 15.1 mmol min−1, 40.3 mmol min−1, and
2.5 mmol min−1, respectively. Moreover, study by Mei et al
[131], suggests that the UV emissions generated by the CO2

DBD have a minimal impact on the activation of BaTiO3

and TiO2 catalysts in the plasma-photocatalytic conversion of
CO2. The synergistic effect observed in plasma-catalysis for
CO2 conversion is primarily attributed to the physical influ-
ence resulting from the presence of catalyst pellets within the
discharge and the dominant surface reaction driven by the
plasma-induced photocatalysis.

In plasma-photocatalysis, major challenges involve effect-
ively combining plasma technology with photocatalysis and
fine-tuning this integration for various reactions and catalysts.
Ensuring efficient light absorption and distribution within
the system is critical, necessitating innovative reactor and
light source designs. Stability and durability of photocata-
lysts in plasma environments are also key concerns. Future
research should focus on developing photocatalysts specific-
ally for plasma compatibility and refining reactor designs for
optimal interaction between light, plasma, and photocatalysts.
Additionally, studies are needed to determine how plasma set-
tings and light properties affect the efficiency and specificity
of reactions, including plasma parameters, light intensity, and
wavelength.

4.2. Plasma-electrocatalysis

The electrocatalytic coupling of plasmas for gas conversions,
especially for ammonia synthesis, has been a research dir-
ection of great interest to scientists. Although plasmas have
numerous advantages, the key challenges that need to be over-
come are effective nitrogen fixation and suppressing the occur-
rence of reverse reactions [238]. Therefore, there is a need
to develop more active catalysts under the plasma action and
to design better-performing reactors to address these issues.
Electrochemical catalysis is limited by the competition of the
HER with the main reaction, the high energy barrier of the
triple bond in nitrogenmolecules, leading to the lower reaction
rates, lower Faraday efficiencies, and lower product selectivity
[254]. Therefore, the hybrid method involving the plasma
activation and electrocatalysis has been proposed. Plasmas are
used for nitrogen activation, and electrocatalysis is used to
provide co-reactants, which has achieved good results.

Kumali et al [255] designed a device that combines a
plasma jet and electrochemistry, using a quad-electrode to
ensure that both plasma and electrochemical reactions occur
at appropriate voltages. Liquid water is circulated through the
anode chamber, while N2/He gas is introduced into the cathode
chamber through the plasma jet electrode. A proton exchange
membrane electrolyzer assisted by the plasma is employed,
enabling protons (H+) produced by electrocatalysis to move
from the anode to the cathode, where they react with the
activated nitrogen species to produce ammonia. The results
show that when a bias voltage of about 3.5 V is applied to
both ends of the electrolyzer, 47% more ammonia is produced
by the plasma than by the electrochemical reaction alone.
Sharma et al [256] used a variety of catalysts for the ammo-
nia synthesis, exposing catalysts to the plasma and coupling
electrochemical and thermal catalysis. They utilized radiofre-
quency discharge and designed a N2 plasma-assisted proton-
conductive solid oxide electrolyzer (H-SOEC). The H-SOEC
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Figure 13. (a) Water irradiated with UV light after which the interfacial reaction between the N-plasma and water phase was carried out for
specified reaction times. Reproduced from [253] with permission from the Royal Society of Chemistry. (b) Scheme of plasma-driven
biocatalysis: non-thermal plasma, created by dielectric barrier discharge, forms reactive species in liquid, facilitating hydrogen peroxide
generation for biocatalysis. Enzyme immobilization minimizes plasma-related side effects, enabling the production of pure
(R)-1-phenylethanol with plasma-generated H2O2 and AaeUPO. Reproduced from [261]. CC BY 4.0. (c) A schematic showing integrated
plasma bubbles with an electrochemical system: plasma activation of air, producing NOx dissolved in water as an intermediary for the
electrochemical synthesis of ammonium. Reproduced from [216] with permission from the Royal Society of Chemistry.

is based on a half-cell supported Ni-BCZY/BCZY battery and
platinum cathode. The platinum catalyst has a microporous
structure, facilitating effective diffusion of the reactant gases
and creating a high surface area. The ammonia production rate
and Faraday efficiency of this method are 26.8 nmol∙s−1∙cm−2

and 88% respectively. More recently, Sun et al [216] intro-
duced a new hybrid technology which integrates NTP-driven
NOx production with its electrocatalytic reduction, thus facil-
itating green ammonia production under ambient conditions
(figure 13(b)).

This approach overcomes the challenges of low solubil-
ity and intrinsic non-reactivity associated with atmospheric
dinitrogen. The energy efficiency is enhanced through a NTP
bubble column reactor, featuring a dual reactor configura-
tion, multiple discharge schemes, and bubble dynamic con-
trol to generate NOx intermediaries at an energy efficiency
of 3.8 kWh mol−1. These intermediaries were successfully
converted to ammonia at a significant rate of 23.2 mg h−1,
using a scalable electrolyzer operated at a low cell voltage
of 1.4 V. Further study has been conducted on this sustain-
able method to produce NH3 directly from air using the

plasma-electrocatalysis system via the N2–NOx–NH3 pathway
[57], and the study of electrocatalysts has been significantly
deepened and enhanced. Wu et al [257] used a RGA plasma
jet as the initial step, followed by employing a cobalt single-
atom electrocatalyst for ammonia synthesis at a yield rate of
1.43 mg cm−2 h−1 with almost 100% Faradaic efficiency.
The distinctive electronic properties of isolated active sites
enhanced proton/electron transfer and reduced HER. Zheng
et al [258] engineered a defective N-MoS2/VGs electrocata-
lyst (VG stands for vertically oriented graphene), which incor-
porates metallic 1 T-MoS2 phase, N doping, and S vacancies
through a one-step plasma engraving process. Via a plasma
tandem-electrocatalysis system for NH3 synthesis directly
from air, they achieved an impressive NH3 production rate of
7.3 mg h−1 cm−2 with an energy efficiency of 2.4 MJ mol–1.
Liu et al [259] developed amorphous Ni(OH)x/Cu electrocata-
lysts that interact with hydratedK+ in the double layer through
noncovalent interactions and accelerate the activation of water,
enriching adsorbed hydrogen species that can readily react
with N-containing intermediates, with the NH3 yield rate of
approximately 21.25 mg h−1 cm−2 sustained over 100 h using
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pure air as the intake. Kong et al [260] develop a plasma-
electrochemical cascade pathway powered by electricity for
sustainable hydroxylamine synthesis directly from ambient
air and water at mild conditions. The faradaic efficiency for
hydroxylamine reached 81.0% at −1.0 V versus a reversible
hydrogen electrode, with a high hydroxylamine yield rate of
23.53 mg cm−2 h−1 and a selectivity of 95.8%.

The current approach to coupling plasma and electrocata-
lysis is mainly a two-step process, posing scalability chal-
lenges when transitioning from laboratory demonstrations to
industrial applications, particularly in maintaining system effi-
ciency and stability. A significant issue of one-step coup-
ling process is the interaction between plasma and electrode
materials, which can lead to material erosion or degrada-
tion, thereby affecting operational lifespan and performance
of processing systems. Future work in plasma-electrocatalysis
involves developing advanced electrode materials resistant to
plasma-induced degradation and researching the integration of
plasma and electrocatalytic systems for efficient and scalable
operations.

4.3. Plasma-biocatalysis

Plasma biocatalysis, an emerging field at the intersection of
plasma physics and biotechnology, leverages the unique prop-
erties of plasma to enhance or enable biochemical reactions
[262]. This innovative approach involves the use of plasma, an
ionized gas with reactive species, to influence enzymatic activ-
ities, offering new possibilities for industrial biocatalysis. This
approach focuses on generating reactive species like hydrogen
peroxide (H2O2) in situ, which play a crucial role in various
enzymatic processes.

Yayci et al [261] have proposed an innovative technique
employing DBD plasma for the in-situ generation of H2O2,
a breakthrough in biocatalysis involving peroxidases and per-
oxygenases (figure 13(b)). This approach addresses the sens-
itivity of the enzymes to peroxide substrates, enabling con-
trolled H2O2 production for more efficient enzymatic pro-
cesses. The application of this method with horseradish per-
oxidase and fungal peroxygenase underscores the poten-
tial of technical plasmas for noninvasive and eco-friendly
peroxide-based biotransformations, though direct plasma con-
tact may impact enzyme activity. Yayci et al [263] explored
the capabilities of a microscale APPJ (µAPPJ) in biocata-
lysis, noting its superior ability to produce H2O2 compared
to DBD, particularly in processing larger reaction volumes.
The efficacy of µAPPJ was validated using recombinant
unspecific peroxygenase from Agrocybe aegerita (rAaeUPO),
yielding high turnover rates without adverse side reactions
from other plasma-generated species. This study positions
µAPPJ as an effective plasma source for biocatalysis, pre-
serving enzyme activity even after prolonged plasma treat-
ment. Addressing the needs of fatty acid peroxygenase
OleTJE, another research team [264] utilized the Cooperation
in Science and Technology (COST)-Jet, an atmospheric pres-
sure plasma jet. This method gradually generates H2O2 in situ,
preventing OleTJE from overoxidation. The operation of

COST-Jet using a helium-water mixture was shown to enhance
enzyme turnover, surpassing traditional hydrogen peroxide
treatments and demonstrating its advantage in delivering a reg-
ulated amount of H2O2 for OleTJE’s functionality.

Although some research has explored the roles of other
reactive oxygen and nitrogen species (RONS) such as per-
oxynitrite (ONOO−) and superoxide (O2

−) [265], these studies
are relatively few and do not provide comprehensive discus-
sions. Additionally, there is a notable absence of a comparat-
ive analysis between plasma-based hydrogen peroxide (H2O2)
production and other in-situ methods like electrocatalysis or
photocatalysis, leaving a gap in understanding the unique
benefits of the plasma-based approach. For future research, it
is essential to gain insights into the detailed roles and effects
of various RONS in plasma biocatalysis. Understanding these
roles could reveal unique advantages of plasma technology
over other methods, contributing significantly to the advance-
ment of this field.

5. Summary and outlook

PP2X, a distinctive thrust within the P2X approach, is an
interdisciplinary field involving electrical engineering, phys-
ics, nanotechnology, and chemistry. It promises to enhance
traditional catalysis through the efficient generation of chem-
icals, fuels and materials using NTPs. With its adaptable
‘on-demand’ capability, PP2X seamlessly accommodates the
intermittency and variability of renewable energy sources like
wind and solar power, while simultaneously mitigating CO2

emissions from fossil fuel combustion. This review highlights
recent trends and innovations in NTP technology applicable to
renewable P2X, exploring CO2 conversion, CH4 conversion,
and N2 fixation. It also discusses the potential of hybrid tech-
nologies that blend plasmas with other renewable solutions.

Although research highlights the clear benefits of the PP2X
approach, its practical implementation faces several notable
challenges. Most of the research is still in the experimental
stage, primarily using single-reactor setups. This presents dif-
ficulties in scaling up and integrating these processes, neces-
sitating the development of new types of reactors and more
effective plasma initiators. The high reactivity of plasma leads
to complex competitive reactions, which demand advanced
separation technologies. These technologies may incur addi-
tional financial and energy costs. Moreover, while combin-
ing plasma with catalysts appears to enhance reaction effi-
ciency and initiate reactant activation, the detailed mechan-
isms and interactions between plasma and catalysts remain
underexplored. This includes the effects of various excited
states, both electronic and vibrational, on the catalyst surface
and their impact on product formation. Energy consumption,
a key factor for commercial viability, also presents a chal-
lenge. PP2X approach currently falls short of industrial pro-
duction standards. Furthermore, existing studies tend to focus
on the energy used in the reactions, neglecting the energy
used by related equipment like plasma generators and gas sys-
tems. This oversight is critical and needs addressing. Lastly,
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the energy efficiency and conversion rate of PP2X approach
hinge on the appropriate selection of plasma sources and cata-
lysts. Achieving the right balance between these two elements
is frequently challenging.

To advance the industrial use of PP2X approach, it is cru-
cial to enhance control precision, conversion rate, and energy
efficiency in producing target products, often through cata-
lyst introduction. The focus should be on designing multifunc-
tional catalysts with strong adsorption and selective rearrange-
ment capabilities. A combination of experimental, theoret-
ical, and modeling techniques is essential for understanding
complex multi-unit cascade plasma catalytic reactions, aiming
for selective high-value product formation. The importance of
a collaborative effort in a multi-scale, multi-phase computa-
tional study on various PP2X applications becomes even more
crucial as complex hybrid systems are introduced to capit-
alize on the benefits of energy efficiency. A deeper insight
into the fundamental mechanisms is essential to fully realize
the capabilities of P2X approach. Advanced in-situ charac-
terization and isotope tracing are key to uncovering plasma
catalysis mechanisms, particularly in understanding reactant
activation pathways and the role of transient species. It is
also vital to tailor plasma-catalyst materials to the specific
excitation characteristics of reactants and target product attrib-
utes. Additionally, integrating plasma reactors with renew-
able energy and developing process flow models for energy
and material consumption are important. This includes pilot-
ing small-scale reactors compatible with distributed renew-
able energy, alongside feasibility and techno-economic stud-
ies for PP2X approach. It is essential to establish a standard-
ized approach for estimating energy consumption in research
related to PP2X application. This will offer comprehensive
guidance for both economic and social policies throughout the
lifecycle of new energy utilization.

PP2X stands at the intersection of various disciplines, mak-
ing multidisciplinary collaboration vital. It offers opportunit-
ies in clean energy and green chemistry, potentially impact-
ing energy grid stabilization and peak demand management.
Modular plants and decentralized chemical production facil-
ities represent future developments. This technology can sig-
nificantly contribute to CO2 emission reduction and sustain-
able energy landscapes. We aim for this article to spark fur-
ther discussion and collaborative efforts in this dynamic field
of research and technological innovation.
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