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Numbering up and sizing up gliding arc reactors

l'.) Check for updates‘
to enhance the plasma-based synthesis of NO,
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Non-thermal plasma-based NO, synthesis from ambient air is receiving an increasing amount of interest
for its potential in small-scale, sustainable fertilizer production. Nevertheless, most reported research
focuses on lab-scale systems and a single reactor with limited production. In this work, two gliding arc
reactors (GARs) with 2 mm discharge gaps were connected in series or in parallel to explore strategies for
scaling up the productivity. A single GAR with an enlarged discharge gap of 4 mm was also investigated for
comparison. Operation parameters such as flow rate, discharge power & mode, and effective residence
time were tested. The NO, concentration increased for all configurations with an increase in specific
energy input (SEl), and effective residence time. The case of reactors connected in series outperformed all
other configurations. The energy consumptions and NO, productions achieved were 2.29-2.42 MJ moly*
and 124.6-158.3 mmoly h™%, respectively. The NO, selectivity could be enhanced by prolonging the post-
plasma oxidation time while consuming the excess O, in the feed and utilizing the low temperatures at the
reactor(s) outlet. By using this connection strategy, NO, production can be doubled with a 20.9%
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1. Introduction

Synthetic nitrogen fixation is one of the most crucial chemical
processes to sustain humanity on Earth. Without this process,
food security cannot be ensured due to the importance to the
production of synthetic fertilizer."”> The fertilizer production
is dominated by the commercialized Haber-Bosch (HB)
process.” This process requires severe operating conditions,
even after more than a century of optimization, which results
in a 2% annual energy consumption of the total world's
energy supply.” Besides, this process releases 1.9-2.3 ton CO,/
ton NH; obtained, mostly caused by the required hydrogen
production.>® The Food and Agricultural Organization of the
United Nations (FAO) reported a total fertilizer use of 189
Mton in 2019.” Despite the large amount of fertilizer that has
been produced every year, hunger has grown, with 786
million people suffering from undernourishment in 2021.°
Moreover, the world's population is continuously growing,
generating an even higher demand of fertilizer.” To decrease
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the environmental footprint of synthetic nitrogen fixation,
more sustainable alternatives were explored for the past few
decades, and non-thermal plasma is one promising
technology that has attracted much attention.®

The use of non-thermal plasma (NTP) provides many
advantages, and not solely owing to its highly reactive
nature."" NTP can be created under ambient or mild
operation conditions, is suitable for decentralized
applications at small scale, and does not require steady-
state operation due to fast dynamic control and low
temperature of the gas exiting the reactors.”” It is therefore
possible to integrate NTP with renewable energy sources
enabling the possibility of sustainable nitrogen fixation."
The synthesis of NH; by plasma in combination with
catalysts has been an interesting topic that has received
much attention in recent years. Nevertheless, the direct
synthesis of NO, by plasma has significant potential for
applications such as fertilizer and nitric acid production.
This approach can circumvent the need for the initial
synthesis of NH;, which is subsequently oxidized to yield
NO, in the conventional thermo-catalytic route. Moreover,
ambient air can be directly utilized for NO, synthesis, thus
avoiding further energetically demanding process steps such
as air separation to obtain nitrogen, and additional H,
production. This renders it more suitable for the
development of processes targeting decentralized scenarios,
especially on small scales.

Catal. Sci. Technol.,, 2024, 14, 5405-5421 | 5405


http://crossmark.crossref.org/dialog/?doi=10.1039/d4cy00655k&domain=pdf&date_stamp=2024-09-16
http://orcid.org/0000-0003-4487-7202
http://orcid.org/0000-0002-8116-647X
http://orcid.org/0000-0002-2267-4335
https://doi.org/10.1039/d4cy00655k
https://doi.org/10.1039/d4cy00655k
http://creativecommons.org/licenses/by-nc/3.0/
http://creativecommons.org/licenses/by-nc/3.0/
https://doi.org/10.1039/d4cy00655k
https://rsc.66557.net/en/journals/journal/CY
https://rsc.66557.net/en/journals/journal/CY?issueid=CY014018

Open Access Article. Published on 29 July 2024. Downloaded on 7/29/2025 6:57:01 PM.

Thisarticleislicensed under a Creative Commons Attribution-NonCommercial 3.0 Unported Licence.

(cc)

Paper

Many scientists have explored plasma based N-fixation
using different types of NTP reactors. Among the most
common ones are dielectric barrier discharge (DBD)
reactors,"*” Microwave (MW) discharges,'®' (atmospheric
pressure) glow discharges (APGD),*>*" and gliding arc
reactors (GARs).”>>® Recent research on NO, synthesis
focused on ‘warm’ plasma including gliding arc reactors
since promising results in terms of energy consumption
(EC) can be achieved, specifically compared to cold
plasma-based literature."* Besides, they can be operated at
a variety of power levels and flow rates at an ambient
pressure working range. GARs generally operate in a range
of reduced electric field strengths between 5 and 100 Td,
which efficiently targets vibrational excitation of N,."* This
type of excitation promotes the energy efficient non-
thermal Zeldovich mechanism.*® This mechanism consists
of two subsequent reactions, which are shown in reaction
equations (R1) and (R2)."" The reaction between atomic
oxygen and vibrationally-excited nitrogen, N, (v), results in
the formation of molecular NO and a nitrogen atom, as
shown in reaction equation (R1). The N-atom subsequently

reacts with molecular oxygen to form another NO

molecule and a new O-atom, according to reaction
equation (R2).

0+ N,(v) = NO + N (R1)

N+0O, - NO+0O (R2)

Recently published works showed large progress regarding
the decrease of EC and increase of production yields. For
example, Vervloessem et al. obtained an impressive EC of
0.42 MJ moly ' in their soft jet reactor using a pulsed
plasma; however, only 200 ppms of NO, were obtained.*’
Van Alphen et al. presented a rotating gliding arc (RGA)
reactor, coupled it with an effusion nozzle and obtained
5.9 vol% of NO, at an EC of 2.1 MJ moly ".*> Changing
operational parameters such as pressure could also
enhance the process drastically, as recently shown by
Tsonev et al?® The authors increased the operation
pressure using a needle valve, which resulted in pressures
up to 3 barg. Their production rate rose up to 50 g h™" at
a 1.8 MJ] moly '. Nevertheless, most reactors were
designed for lab-scale applications, and showed limited
production. Hence, process optimization and scale up
remains a significant technological challenge as suggested
in the 2022 Plasma Roadmap.”® Besides, a high selectivity
towards NO, is desired, as this is the primary intermediate
for the production of fertilizers, as shown in reaction
equation (R3).

3NO,(g) + H,0(I) = 2HNO; + NO(g) (R3)
Two commonly used strategies to scale up the production
are numbering-up and sizing-up reactors. Different
configurations exist in gas connections and electrical
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connections in case of reactor numbering up, which results
in different process' performances. Therefore, the influence
of reactor connection on the overall performance of NO,
production was investigated in this work. It needs to be
noted that the purpose of this work is to provide insights
on the configuration of reactor connections, which is
important for the numbering up strategy when considering
scaling up the process. New design or optimization of
single reactors could also improve plasma-based NO,
synthesis, but this is not the focus of this work.
Accordingly, the well-studied classic 2D-GAR design was
used in experiments. Two reactors were installed via a gas
connection in series or parallel, and a comparison study
was conducted using a reactor with double the size. The
results, including NO, concentrations, ECs, and NO,
selectivities, were analyzed under various operating
conditions. Subsequent discussions on differences in
discharge mode, power, and effective residence time were
provided. Finally, the utilization of employing a catalyst in
conjunction with a GAR was discussed, with particular
attention devoted to the prospective use of a post-plasma
catalyst to guarantee the highest selectivity towards NO,
production.

2. Experimental

The set-up schematic is shown in Fig. 1(a). Compressed
dry air (CDA) was used as feed gas. The volumetric feed
flow rate (F,,) was regulated by a Bronkhorst mass flow
controller, calibrated at 1.013 bar and 0 °C. CDA was fed
to the reactor at a flow rate ranging from 1 to 5 L min .
All the experiments were conducted without external
pressure or temperature modulation. A single reactor is
pictured in Fig. 1(b). The inner part of every GAR
contained two 1.00 mm thick, diverging, tungsten
electrodes, at an angle of 75° with respect to the
horizontal. The electrodes were enclosed with two 6 mm
thick quartz plates inserted in a PEEK frame.
Consequently, the arc could only propagate in the
longitudinal direction, hence the name 2D-GAR. The total
height of the PEEK frame was 15.4 cm.

The average volume covered by plasma was estimated
using images as shown in Fig. 1(b), taken by a Sony®
FDR-AX33 Digital 4K video camera recorder at a 4288 X
2408 resolution. The shutter speed was set at 167 ms.
This volume was assumed to be a trapezoid with a
thickness of 1.00 mm, and a maximum height H. The
number of pixels on the 15.4 cm line was used as a
reference to convert the number of pixels to centimeters.
The plasma volume was calculated based on the height
and the geometry of the reactor using eqn (1). More
details can be found in section SI.1 of the ESLi{ And
the effective residence times were calculated using eqn

).

Vplasma(Mm®) = dgapH-1.00 + tan(0.2618)H,+1.00 1)

This journal is © The Royal Society of Chemistry 2024
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(a) Experimental set-up schematic. (b) A single GAR with a 2 mm discharge gap. The trapezoid surface in red represents the plasma volume

at a flow rate of 1 L min™* CDA. (c) Schematics of the series and parallel topology, including gas (solid) and electrical (dashed) connections.
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o(ms) = Fyo(L min™")

(2)

To study the numbering up strategy, two identical GARs were
connected in series or parallel as shown in Fig. 1(c). The
narrowest discharge gap of the reactor is 2 mm, hence it is
referred as the 2 mm reactor in this paper. In order to
distinguish between the two GARs, labels 1 and 2 were
assigned. Reactor 1 was the GAR directly connected to the
high-voltage power supply, while reactor 2 was connected
between reactor 1 and the ground. Note that in both series
and parallel case, the reactors are electrically connected in
series. The terms “series” and “parallel” refer to the gas line
connection of the reactor. The feed flow rate in the parallel
topology was ideally equally divided in split fractions F,;, due
to an inserted T-piece. To verify that the flows were split

This journal is © The Royal Society of Chemistry 2024

equally, a Horiba-stec VP4 flowmeter was installed. An
average deviation of 9.5% was observed depending on the
feed flow rate. As a benchmark case, experiments were also
conducted with one single reactor. Furthermore, one reactor
with a discharge gap twice the size (4 mm at the narrowest
gap, referred as 4 mm reactor) was also studied for
comparison.

The outlet of the reactors led to a Shimadzu IRTracer-100
Fourier transformer infrared spectrometer (FTIR), which was
equipped with a gas cell containing a Harrick BaF, window.
The temperature and pressure of the FTIR inlet were
measured with a pressure indicator (Dresser Instruments)
and a K-type thermocouple, respectively. The FTIR was used
to determine the concentrations of NO, products. The FTIR
spectra only indicated peaks corresponding to NO, NO,, and
N,04. The observed N,O, peaks were identified at the

Catal. Sci. Technol,, 2024, 14, 5405-5421 | 5407
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wavenumbers 1260 and 1743 cm™', indicating the formation
of N,0, due to the dimerization of NO,, as shown in reaction
equation (R4). The reversible dimerization reaction of NO, is
exergonic, favorable at low temperatures and equilibrium is
established rapidly.”>*° In this work NO, refers to all three
obtained reactive nitrogen derivatives, thus including N,O,.
Besides, it is possible that irreversible NO oxidation may also
occur as a consequence of post-plasma oxidation in the
tubing that connects the outlet of the reactors with the FTIR
inlet, as indicated in reaction equation (R5). To mitigate this
effect, the minimum internal volume of tubing was installed,
resulting in a volume of 0.13 L. It is unavoidable that a
certain amount of tubing must be used to connect the GAR
outlet due to the potential for electromagnetic interference
induced by the GAR(s), which could result in alterations to
the accuracy of the FTIR. Consequently, the NO or NO,
concentration directly at the GAR system's outlet can only be
estimated based on back-calculations from the measured
values. Therefore chemical kinetic calculations
conducted, which are further explained in section 3.4.

The determined concentrations in mol L™" were inserted
in eqn (3) to calculate the overall NO, selectivity. Moreover,
every measured FTIR spectrum contained an average of 10
scans with a 0.4 cm™ resolution obtained in one minute.
Multiple spectra were measured simultaneously with their
corresponding discharge powers. A priorly constructed
calibration curve was prepared at 20 °C using LabSolutions
software. This curve was used to quantify the obtained NO,
concentration (Cyo,) for every spectrum. The averages of the
quantified Cyo_ and discharge powers were taken.

were

2NO, = N,0, (R4)
2NO + 0, — 2NO, (R5)
NO
Sxo, (%) = [NO:| -100% (3)

[NOJ + [NO,] + 2:[N,04]

An AC high voltage power supply (AFS GO5F) was used for
plasma generation. The supplied voltage was set to a
frequency of 8.0 kHz and a duty cycle of 95%. A 1.0 Q resistor
was connected in the circuit, and the total discharge current
was determined by Ohm's law based on the voltage across
this resistor, which was measured by a 10:1 voltage probe
(Pico Technology TA150). The total voltage delivered to the
reactors was measured with a 1000:1 HV-probe (Tektronix
P6015A), represented as HV,. In case of two reactors, a
second HV-probe (HV,) was installed to measure the voltage
across the second reactor. HV; was then calculated by
subtracting HV, from HVy. All three voltage probes were
connected to a 5 Gs s ' oscilloscope (PicoScope 6402D),
which enabled recording of all three waveforms to calculate
the discharge power.

The supplied discharge power P; was calculated by
integrating the voltage U;, and current I waveforms for every
full envelope time Ty, with eqn (4). The envelope time is the
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total time between arc ignition to extinguishment. The
subscript i was used to distinguish between GAR 1 and 2
according to the labels in Fig. 1(c). Other parameters used
throughout this study were specific energy input (SEI) and
energy consumption (EC), which were calculated using eqn
(5) and (6), respectively. V., is the molar volume, F, the
volumetric flow rate at the reactor outlet and yy the
volumetric fraction of every reactive form of nitrogen.

T(‘ﬂv
PiW) = ;J UL(V)-I(A)dt (4)
Tenv(ms) 0
y  P(W)-1073-60(s min™")
SEI(kJ L") = 5
(g e7) Fyo(L min™") ©)
4y P(W)107°
EC(MJ moly ') = T (moly 5T
_ P(W)-60(s min ")V, (L mol ")-107 .
B Fy(L min™)-yy (©)
3. Results & discussion
3.1 Series and parallel topology
The first experiments were conducted with reactors

connected in series and parallel by varying volumetric feed
flow rates. The minimum flow of 1 L min™" fed to the parallel
system resulted in a static arc and was therefore excluded
from this comparison. The discharge power for the
topologies under different flow rates were calculated and the
results are shown in Fig. 2. The total power of the system
with parallel-connected reactors was not significantly
influenced by the changes in feed flow rate and the values
were in a range between 98.33-106.30 W. In the case of the
system with series-connected reactors, the total discharge

. : - . . : . . .
[_]'Seriesreactor 1 [ Parallel reactor 1 -
[ Parallel reactor 2

120
110 -
100 -
90 4
80 -
70 4
60 -
50 -
40

[ Series reactor 2

519 50%

44%

Power (W)

156%]

F,o (L min")

Fig. 2 Supplied power as function of different flow rates for GARs
connected in series and parallel.
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power is generally lower than the case of the parallel system,
especially under the flow rate of 3 L min™" or below. However,
as the flow rate increased to 4 L min~* and above, a higher
power output was achieved, resulting in comparable values to
those observed in the parallel system. Furthermore, Fig. 2
also shows the power distribution among individual reactors
as a percentage. In most of the tests, power was nearly evenly
distributed, except for the series system operating at 1 L
min~". Notably, in this particular experiment with the lowest
flow rate tested, the voltage across the first reactor
continuously exceeded the voltage of the second reactor
throughout the entire envelope. The difference is relevant to
the complex dynamics of the arc and circuit impedance
which requires more in-depth study in the future. Additional
details are shown in Fig. SI.2.1 in the ESL}

The plasma volumes, and corresponding fractions per
reactor as function of flow rate were determined, and the
results are shown in Fig. 3(a). In the case of the system with
series-connected reactors, the total volume consistently
remained larger than for the system with parallel-connected
reactors and increased with increasing flow rate to a peak
value of 1.736 cm® at 3 L min™", followed by a decline at
higher flow rates. Conversely, for the parallel system, the
volume is lower and it continued to increase with flow rate
until 5 L min™, up to a maximum of 1.228 cm?. From the
volume, the effective residence time, z (ms), was calculated by
eqn (2), and the results as function of flow rate are shown in
Fig. 3(b). A decrease in effective residence time was observed,
when the flow rate increased for both series and parallel
systems. The effective residence time of the series system
always exceeded the effective residence time of the parallel
system for every applied flow rate, which was expected due to
the enhanced plasma volumes of series compared to parallel
system. However, the absolute difference in effective
residence time between the two configurations decreased

2.0 T g T T T g T T T T T
a [ ]Series reactor 1
1.8 [ Series reactor 2
i [ Parallel reactor 1 ]
: I Parallel reactor 2 |
14

-
N
1

69%

Plasma Volume (cm?®)
.O -
(oo} o
1 L

1 1.5 3

Fyo (L min")

Fig. 3
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when the flow rate increased, reaching 18.505 ms at 1.5 L
min~" and 0.373 ms at 5 L min™".

It also can be seen from Fig. 2 and 3 that the flow rate,
power and plasma volume are correlated, and one parameter
cannot be varied without changing the other. Furthermore, a
GAR can be regarded as a dynamic load in the circuit. Since
two GARs were connected, the complexity of the analysis of
the circuit, and voltage-current characteristics largely
increased. Nevertheless, examples of voltage and current
waveform for the system with series- and parallel-connected
reactors at a feed flow rate of 1.5 L min " are shown in
Fig. 4(a) and (b), respectively. The measured voltage exhibited
typical envelope behavior corresponding to the development
of the gliding arc from ignition to extinguishment. The
durations for one envelope, T,,, are indicated in the figure
along with the ignition (¢,) and extinguishment (¢,) time. HV,
and HV, are the high voltages across the first and second
reactor, respectively. Fig. 4 show differences in envelope
times between HV; and HV, in both reactor configurations.
Generally, the envelope times of HV, exceeded the envelope
times of HV;. However, occasionally an equal envelope time
was observed. This is also reflected in Fig. 3(a), where the
plasma volume of reactor 2 always exceeded that of reactor 1,
since the length of the envelope time corresponds to the time
for the arc to glide towards the higher zone of the reactor,
which is accompanied by an increased plasma volume.

The average total envelope times as function of flow rates
for both reactor configurations are shown in Table 1. The
envelope time decreased with an increase in flow rate for
both systems with series- or parallel-connected reactors. The
shorter envelope time at higher flow rate was likely a result
of the enhanced convective transport, which facilitated the
arc extinguishment. This transport resulted in a more rapid
dissipation of charged species, which were needed to
maintain arc stability.*’*> The deficiency of charged species

100 T T T T T T T T T T
1 Series reactor 1
90 [ Series reactor 2 ]
1 B Parallel
O 69%
(%2}
B 4
N
69% 4
|[p1% 31%
0] 0,
] e 29% P
0 — - ' ;
1 1.5 2 3 4

Fyo (L min")

(a) Plasma volume and (b) effective residence time as function of flow rate for reactors connected in series and parallel.
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Fig. 4 (a) Voltage and current plots at a 1.5 L min* feed flow rate for reactors connected in series and (b) parallel.

resulted in arc extinguishment, then reignition occurred
to start a new cycle.*® Furthermore, the envelope time of
the system with parallel-connected reactors exceeded the
one of the system with series-connected reactors at equal
flow rates. This difference was mainly caused by the 50%

Table 1 Envelope times for the system with series- and parallel-
connected reactors

FVO (L minq) Tenv,series (ms) Tenv,parallel (ms)

5410 | Catal. Sci. Technol, 2024, 14, 5405-5421

1 48.45 + 8.65 —

1.5 25.97 £6.30 78.60 + 12.36
2 14.58 + 3.61 65.43 + 24.62
3 8.21 £ 0.73 27.70 £ 5.21
4 5.64 £ 0.44 22.88 +7.40
5 4.29 + 0.68 13.90 + 8.03

split fraction of feed flow rate in the parallel system,
which subsequently decreased the superficial gas velocity
and arc propagation velocity, leading to a longer arc
gliding cycle.

Fig. 4(a) and (b) show differences in current profiles for
both reactor configurations. Current peaks were observed at
the onset of each envelope, which corresponds to the ignition
stage of the gliding arc, indicating a spark-like discharge
behavior. In addition, near the end of every envelope shown
in HV; or HV,, the current increased, which was also
observed by our previous work and the work of Zhang
et al.>>>* Since the envelope time is longer in the case of the
system with parallel-connected reactors, the reignition and
extinguishment of the GA is less frequent, hence fewer peaks
above several amperes were measured. Furthermore, as the
envelope time decreased with the increase in flow rate, it can

This journal is © The Royal Society of Chemistry 2024
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be observed that the number of current peaks increases at a
higher flow rate due to the increasing number of reignitions.
As an example, the voltage and current waveforms for both
series and parallel topologies at 5 L min~" can be found in
Fig. S1.2.2 (a) and (b)f, respectively.

The effect of SEI on the obtained NO, concentrations in
both topologies is shown in Fig. 5(a). The applied SEI
ranges were 1.28-4.13 k] L™ and 1.26-5.06 k] L™ for the
system with parallel- and series-connected reactors,
respectively, which resulted in NO, concentrations between
0.69-1.62 vol%, and 1.19-2.66 vol%. Both cases showed an
increase in NO, concentration with increasing SEI. The
increase in NO, concentration with increasing SEI has been
reported in several studies with a single reactor.*>*® Our
results demonstrated that this is also valid for a system
featuring two reactors, irrespective of their connection.
Additionally, the NO, concentrations in the series system
consistently surpassed those in the parallel system at
equivalent SEI levels. Furthermore, the influence of effective
residence time on concentration was investigated, results
are shown in Fig. 5(b). The NO, concentration increased
with an increase in effective residence time for both series-
and parallel-connected reactors. The effective residence time
ranges were 14.74-35.49 ms and 15.28-85.87 ms for parallel
and series systems, respectively. This indicates the
advantage of connecting reactors in series as longer
residence time can be achieved, which is beneficial to
obtain higher NO, concentrations. The benefit of enlarging
effective residence time to increase the NO, concentration
was also reported by several studies using a single GAR.>*°
The concentrations of the system with series-connected
reactors exceeded the concentrations of the system with
parallel-connected reactors in the overlapping range below
20.91 ms, which corresponded to the flow rate of 4 L min™"
and above. The observed difference at these flow rates could
be a result of the increase in discharge power for the series-
connected reactors, as reported in Fig. 2. Moreover, the

This journal is © The Royal Society of Chemistry 2024
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(a) NO, concentration as function of SEl and (b) effective residence time for the system with series- and parallel-connected reactors.

discharges in the series system showed a more spark-like
behavior with high current peaks comparing to the parallel
system, which could also contribute to the elevated
concentrations. This is in line with the study of Janda et al
who stated that higher rates of atomic N and O could be
produced with a transient spark-like discharge, promoting
direct atomic recombination to NO and the Zeldovich
mechanism.*’

Fig. 6 shows the NO, selectivity as function of SEI for both
topologies. An increase in NO, selectivity was observed with
an increase in SEI for both topologies. A higher SEI could
have resulted in an increase in active species, such as atomic
oxygen or vibrationally excited oxygen which enhanced the
NO oxidation. Maximum selectivities of 46.2 and 37.3% were
obtained for series at 5.06 k] L™ and parallel at 4.13 kJ L™,
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Fig. 6 NO, selectivity as function of SEIl for the system with series-
and parallel-connected reactors.
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respectively. The NO, selectivity obtained in the series-
connected reactors consistently surpassed that in parallel-
connected reactors at equivalent SEI.

The primary NO, formation reaction in the GAR at an
approximate 80/20 N, to O, reported by
Vervloessem et al. and was estimated to contribute for
96.1%, which is shown in reaction equation (R6).*®
Furthermore, they estimated the added contribution of the
NO reaction with molecular oxygen, whether in a
vibrationally excited state or in the ground state (O, (v/g))
as shown in reaction equation (R7), to be 4.4% only, which
was also consistent with the work of Wang et al®* In
addition to the direct electron impact dissociation of NO,,
the generated atomic oxygen is also able to dissociate NO,
back to NO and O, under high temperature conditions,
according to reaction equation (R8).*° Moreover, NO,
dissociation induced by excited N, could occur as shown in
reaction equation (R9). Nevertheless, NO oxidation is
kinetically and thermodynamically favorable, at ambient
conditions.**

ratio was
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NO + O(+M) — NO,(+M) (R6)
NO + 0,(v/g) — NO, + O (R7)
0 +NO, — NO + O, (R8)
Nj +NO, - NO+ O + N, (rR9)

3.2 Effect of doubling the discharge gap size

Experiments were conducted using a reactor with a doubled
gap size (4 mm at the narrowest end), and the results were
compared with those obtained from experiments using a
single 2 mm reactor. The electrical characteristics differed
significantly between these two cases. The current and
voltage waveforms in the case of 1 L min™" and 5 L min™" are
shown in Fig. 7 as examples.

The increase in flow rate resulted in a decrease in
envelope time for both configurations, which was also
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Fig. 7 (a and b) U-I plots for 2 mm reactor and (c and d) 4 mm reactor.
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Table 2 Envelope times for different discharge gaps

FvO (L minil) Tenv,me (ms) Tenv,4mrn (ms)

1 54.63 + 8.62 105.55 + 19.85
1.5 26.14 + 5.89 60.71 + 6.65
2 17.56 + 7.84 39.63 + 6.97
3 10.99 + 5.62 26.87 + 2.91
4 9.42 + 4.06 18.92 + 2.34
5 6.64 + 2.38 13.97 + 1.74

observed in the case of series and parallel connected reactors.
Table 2 shows the envelope time as a function of flow rate.
The envelope time of the 4 mm reactor consistently
surpassed that of the 2 mm reactor under the same flow rate,
displaying an average increment of 2.2 times. This
occurrence could be attributed to the increased discharge
gap and subsequent enlargement of the gas channel's cross-
section. This led to a reduction in superficial gas velocity
under the same flow rate, consequently decreasing the arc
propagation velocity. As a result, the arc was sustained for a
longer period of time, before arc extinguishment occurred.
Furthermore, different maximum voltages were observed for
the 2 and 4 mm reactors at equal flow rates as shown in
Fig. 7. The maximum voltages are related to the size of the
gap at which the maximum arc height was reached. The gap
at maximum height in the case of 4 mm reactors is always
larger than for the 2 mm reactor, hence a higher maximum
voltage is required for gas breakdown. The absence of
current-peaks apart from the tens of ampere sparks in
Fig. 7(a), indicate a glow-like discharge within the 2 mm
reactor, whereas Fig. 7(c) could be more compared to a glow
to spark-like transitional discharge for the 4 mm reactor.

The discharge powers were calculated with eqn (4) and
shown in Fig. 8. It is evident that the discharge power in the
4 mm reactor is higher than that of the 2 mm reactor. This
outcome aligns with the observation of higher voltage and

110 T

T T
[ Single 2 mm
[ Single 4 mm i

100

Power (W)

1 1.5 2 3 4 5
F,o (L min™)

Fig. 8 Discharge powers for both 2 and 4 mm reactor configurations.
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current. Nevertheless, the discharge power remains less than
twice the one exhibited in the 2 mm reactor. A similar
U-shaped trend of power variation with flow rate was
observed in both cases with a minimum value obtained at 2
L min".

Differences in arc height were observed for both reactors
with different discharge gaps. Fig. 9(a) shows two
photographs for both discharge gaps at a flow rate of 1 L
min~". The figure shows that the arc height in the 4 mm
reactor case exceeded the arc height of the 2 mm reactor;
besides, the arc in case of 4 mm reactor reached the top of
the electrodes, which therefore limited potential further
propagation and an increase in plasma volume. Furthermore,
the figure shows that the arc was brighter at the top of the 4
mm electrodes. The plasma volumes were calculated, and the
results are shown in Fig. 9(b). The plasma volume in the case
of 2 mm reactor has no significant change until 3 L min",
whereafter it gradually increased with an increase in flow
rate. Furthermore, the plasma volume in the case of 4 mm
reactor decreased at 5 L min™". The effective residence time
in both cases, calculated based on the plasma volume and
corresponding flow rate, along with its difference, is shown
in Fig. 9(c). An increase in flow rate resulted in a decrease in
effective residence time and absolute difference for both
configurations. Maximum effective residence times of 50.4
and 91.1 ms were determined at 1 L min™" for 2 and 4 mm
reactors, respectively. Minimum residence times of 13.7 and
15.3 ms were obtained at 5 L min™, which corresponded to a
difference of only 1.6 ms.

The obtained NO, concentration in different cases as a
function of SEI is shown in Fig. 10(a). An increase in SEI
resulted in an increase in NO, concentration in both cases.
The applied SEI ranges were 0.74-3.60 k] L™* for the 2 mm
reactor and 1.12-5.78 k] L™ for the 4 mm reactor.
Maximum concentrations of 1.06 and 1.45 vol% for 2 and 4
mm reactors were obtained, respectively. The increase of
NO, concentration in case of the 2 mm reactor decreased
after a SEI of 1.27 kJ L™. A possible explanation for this
reduction could be the increase of nitric oxide dissociation
reactions in the relatively small plasma volume, compared
to the 4 mm reactor. An increase in SEI could result in an
intensification of atomic oxygen and atomic nitrogen, which
could reduce NO as shown in reaction equation (R10) and
(R11).** Besides, NO can also be reduced with activated N,
as shown in (R12). Nevertheless, the occurrence of these
species is also essential for NO, synthesis. Therefore it is
essential to maintain an optimal balance between NO,
synthesis and dissociation. Moreover, the reduction in the
increase of reaction product with increasing SEI was also
observed by Ivanov et al; however, for CO, splitting in a
similar 2D-GAR.”® The authors also assigned occurring
back-reactions as possible reason and proposed quenching
as a solution to prevent the formation of the occurring
concentration-plateau.

NO +N — O+ N, (R10)
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Fig. 9 (a) Arc propagation for the 2 mm and 4 mm discharge gap at 1 L min™. (b) Plasma volume and (c) effective residence time for the 2 and 4

mm discharge gap as function of feed flow rate.

NO+O - N+O0O, (R11)

NO+Nj - N, +N+0O (R12)

In Fig. 10(b), an approximately linear increase in NO,
concentrations was observed when increasing the effective
residence time for both the 2 and 4 mm discharge gap.
Both Fig. 10(a) and (b) emphasize the importance of
effective residence time, on par with SEI, in influencing
NO, concentrations. The 4 mm reactor can be operated
at longer effective residence time, which is beneficial to
increase the NO, concentration. At low effective
residence times around the region of 10 ms, a rapid
increase in NO, concentration was observed even with a
minor increase in effective residence time. Limited
improvements can be made in increasing the effective

5414 | Catal. Sci. Technol., 2024, 14, 5405-5421

residence time for the current 4 mm discharge gap
reactor, since the arc has already reached the top as
shown in Fig. 9(a). Therefore, further reactor development
is necessary. It should be noted that the concentration is
not solely influenced by the residence time, therefore the
other factors such as power could contribute to this
change.

The NO, selectivity was investigated for both discharge
gaps as function of SEI and shown in Fig. 11. An
increase in NO, selectivity was observed with an increase
in SEI for both configurations. Maximum selectivities of

41.6 and 43.7% were obtained at a flow rate of 1 L
-1

min, for 2 and 4 mm reactors, respectively. Although
the discharge mode and discharge power were
different for both configurations, the maximum

observed selectivity difference was only 8.9% at a SEI
of 1.27 kJ L™

This journal is © The Royal Society of Chemistry 2024
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3.3 Overall considerations on implementing the different
configurations

The generalized reaction equation (R13) describes the
possible reversible formation of NO, in air plasma.
Subsequently, the synthesized NO can oxidize to NO, and
NO, can dimerize to N,O, as previously shown in reaction
equations (R5) and (R4), respectively. The total molar flow
rate of reactive nitrogen Fy (mmol h™) can be calculated by
eqn (7), where Fr, (mmol h™") represents the initial number
of moles in the feed and y; is the measured volume fraction
of every form of reactive nitrogen. The derivation of eqn (7)
can be found in section SL3 of the ESIL} along with the
quantification of the initial molar flow rate as function of
volumetric feed flow rate.
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Fig. 11 NO; selectivity as function of SEI for the 2 mm reactor and 4
mm reactor.
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(a) NO, concentration as function of SEl and (b) effective residence time for the 2 and 4 mm discharge gap.

N, + XO, = 2NO, (R13)

Fro (mmol h_l)'<yNo + o, T ZyN204>
1+ 0.5Yn0, T 2xs0,

Fy,(mmol h™") =

Fig. 12(a) was constructed to generate a direct overview of the
overall efficiency of the four discussed configurations, which
shows the energy consumption as function of the absolute
amount of NO, produced. The figure indicates an increase in
process efficiency with increased flow rate, since more NO,
production and a decrease in EC was observed. However, it is
a fact that the concentration of NO, decreased with the
increase of flow rate in all tested cases, due to the decrease
in effective residence time as previously shown in Fig. 5(b)
and 10(b). Considering the practical application, one or more
follow-up processes are needed. For example, reaction
equation (R3) is required to produce a nitrate solution. In
this case, certain NO, concentrations needed to be
maintained to prevent mass transfer limitations of NO, to
the liquid interface.**

More importantly, Fig. 12(a) shows that the reactors
connected in series outperformed all the other
configurations, since an EC range of 2.29-2.42 MJ mol ™ was
obtained with corresponding NO, productions of 124.6-158.3
mmol h™'. The increase in spark-like discharge behavior
without drastically increasing the discharge power could be
one of the prevailing factors. Furthermore, it is important to
note that while more NO, production can be achieved in
series-connected reactors, this enhancement effect is
significantly influenced by the number of reactors connected.
Our work focuses on the fundamental connection with only
two reactors, but the complexity of the discharge behavior
and power dissipation will increase with more reactors.
Moreover, as the residence time of the reactants increases
when passing through more reactors, both the formation and
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Fig. 12 (a) The energy consumption as function of absolute produced

amount of NO, and (b) the absolute produced amount of NO, as
function of power for all four considered cases.

dissociation reactions will be enhanced. The dissociation
reactions may become more significant as higher
concentrations of NO, are reached. Therefore, it is important
to find an optimal number of reactors in order to achieve a
balance between the formation and dissociation reactions.
Besides, another comparison was made, based between a
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system with series-connected reactors and a system with two
identical reactors operated separately, with the same
discharge gap of 2 mm. The absolute productions and ECs of
both systems are shown in Table 3. This table shows that the
performance of the reactors connected in series
outperformed the case of two identical reactors operated
separately, as shown in Table 3.

An overview of the absolute amounts of NO, produced as
a function of power for all tested cases is shown in Fig. 12(b).
It should be noted that this study focuses on the energy
consumption of the reactors instead of the overall electrical
system. This aligns with most reported studies in this field,
ensuring direct comparability with other works. Due to
variations in the electrical systems used by different
researchers, particularly the power supply, the energy
consumption of the entire system cannot be directly
compared and is therefore often not reported. However, the
overall energy consumption is crucial to the plasma process.
When multiple GARs are connected in the system, the load
profile changes with the number of reactors and their
operation. Consequently, the overall power consumption and
its distribution in the circuit vary. This introduces complexity
to the analysis and optimization of the overall system, but it
is an issue that requires attention when considering scaling
up the reactor via the numbering up approach.

All cases except the system with parallel-connected
reactors show a C-shaped profile. This shape is presumably
the result of similarities in arc dynamics, that merit further
investigation in future work. A key factor that needs
mentioning is that a different power can be delivered by
using different strategies. In general, the power order
follows: single 2 mm reactor < single 4 mm reactor =
series connected reactors < parallel connected reactors.
Moreover, the figure indicates that the single 4 mm reactor
outperformed the parallel connected reactor when applying
elevated flow rates, i.e. 4 and 5 L min~". Similar productions
could be obtained at lower ECs. This is probably due to the
increased effective residence times of CDA in the case of 4
mm reactor, while consuming less power than the parallel
system. Besides, only one GAR is required in this case,
which reduces the capital expenditure. Finally, the electrical
circuit is easier to control with a single GAR as discussed in
section 3.1, which also simplifies potential process
optimization.

Table 3 Absolute produced amounts of reactive nitrogen and energy consumptions for the system of series-connected reactors and the system of

two identical single 2 mm reactors

Fyo (L minil) FN,y series (mmOI hil)

-1
FN,: 2xsingle 2mm (mmOI h )

EC7 series (MJ morl) EC, 2xsingle 2mm (MJ morl)

1 70.49 £ 9.15 56.81 + 6.37
1.5 89.60 + 4.61 79.15 + 2.56
2 101.98 £ 5.67 97.72 £ 2.91
3 124.56 + 7.03 115.36 £ 5.60
4 145.56 £ 10.43 124.27 £ 11.30
5 158.34 + 16.60 127.72 £ 12.15

5416 | Catal. Sci. Technol, 2024, 14, 5405-5421

4.37 £ 0.61 7.65 £ 0.94
3.36 £ 0.35 4.47 £ 0.55
2.80 + 0.26 3.12 £ 0.27
2.29 £ 0.12 2.89 £ 0.45
2.36 £ 0.27 3.18 £ 0.47
2.42 £ 0.36 3.52 £ 0.68
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3.4 Plasma-catalytic considerations and post-plasma NO
oxidation

The use of catalysts in combination with plasma could
improve the energy efficiency and selectivity of the products,
and has gained significant interest in the field of gas
conversion. Plasma-catalytic nitrogen fixation has also been
the subject of considerable attention in the scientific
community over the past decade.”” However, the majority of
research in this field is concentrated on the synthesis of NH;
rather then NO,.*®*” Nonetheless, the works of Patil et al.
and Zhang et al. employed a plasma-catalytic DBD reactor
containing a metal oxide for the synthesis of NO,.***°
Although increased NO, concentrations were achieved, they
attributed the enhancement effect to an increase of
microdischarges and surface area, as well as an enhancement
of the electric-field near the catalytic surface and sharp
edges, while clear evidence of plasma-catalytic surface
reactions was not provided. In fact, catalytic materials that
effectively utilize the reactive species generated by plasma for
surface reactions contributing to the formation of NO, have
been rarely reported so far. The synthesis of NO, in plasma
reactors is predominantly driven by gas-phase reactions
induced by plasma. This raises the question of whether the
use of catalysts is necessary in such cases.

Additionally, the method of introducing catalysts into a
plasma reactor is a critical factor to consider. The so-called
‘in-plasma’ catalysts (IPC), which directly packs the catalysts
in the discharge zone, can be easily implemented in DBD
reactors. However, the performance of DBD reactors for NO,
synthesis is not favorable. In contrast, warm plasma reactors
such as gliding arc and microwave reactors, which perform
better in NO, synthesis, often reach high temperatures
around several thousand Kelvin, which could directly alter
the catalyst structure and intrinsic properties.®® Therefore,
post-plasma catalysts (PPC) are preferred. Nevertheless,
maintaining sufficient interaction between the short-lived
plasma species and catalysts in this case is challenging. In
summary, the benefit of using a plasma-catalytic system for
NO, synthesis with a GAR is not clear due to the limited
evidence of existing plasma-catalytic synergy, the increased
complexity of catalyst implementation, and the rising cost of
the overall process.

Tuning selectivity is one possible reason to implement
catalysts in the post-plasma zone. In our case, achieving high
NO, selectivity is important as it directly impacts reactions
like equation (R3), which are crucial for applications such as
nitric acid or fertilizer production. However, the NO
oxidation as shown in equation (R5) is exergonic and
exothermic, hence the reaction will occur spontaneously and
is favored at low temperatures as long as there is oxygen or
NO present in the reaction zone.”' This means that it could
easily occur in transport or storage. In our case, oxidation
occurs even in the tubing from the reactor outlet to the FTIR
cell. To quantify the influence of post-plasma oxidation,
analysis was made based on the time corresponding to gas
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passing through the tubing from the outlet of the plasma
reactor to the FTIR cell. This time ranges from 1.6 to 7.8 s
corresponding to the flow rate of 5 to 1 L min™", respectively,
which was calculated using eqn (8). The NO concentration at
the GAR's exit, denoted as [NO]gar, was determined based on
the measured NO concentration in the FTIR, the reaction rate
constant (k (L*> mol™ s™")) defined by Tsukahara et al,** the
oxygen concentration ([O,]), and the total oxidation time in
the post-plasma volume (7oxidation), @S shown in eqn (9). Due
to the high oxygen concentration compared to the NO
concentration, it was assumed that the oxygen concentration
remained constant, and that the reaction followed pseudo-
second-order kinetics. The oxygen volume fraction in the feed
was 21 vol%, and its concentration was calculated using the
ideal gas law, considering the FTIR inlet temperature and
pressure. Rapid heat transfer with the metallic wall tubing
and ambient air kept the post-plasma temperature
isothermal at 20 °C. Potential pressure drop was not included
in the calculation. The measured concentrations are
presented in parentheses (mol L ™). The derivation of eqn (9)
can be found in section SI.4. of the ESL{ Furthermore, the
conversion of NO oxidation was calculated via eqn (10).

V(L)-60(s min™")

Toxidation (S) = Fuo (L l’l'lil’lil) (8)
B [NOJ
[NO] GAR ™ (1 -2k [02} [NO} Toxidation (S)) (9)
Xno (%) = M .100% (10)
MO T INO g '

Fig. 13(a) shows that NO, selectivity increases obviously with
total oxidation time across all four reactor configurations.
The reactors in series achieved slightly higher NO,
selectivities, with a maximum of 46.2%, although the
difference compared to single 2 mm and 4 mm
configurations was only 4.6% and 2.5%, respectively.

Taking the case with a feed flow rate of 1 L min™" as an
example, the theoretical NO conversion as a function of time
is shown in Fig. 13(b). A steep increase in NO conversion is
observed initially, followed by a mild increase towards a
plateau due to the rapid drop in NO concentration. The time
to achieve 95% NO conversion varied among different
configurations, with the shortest time for reactors in series
(112.8 s) and the longest for the single 2 mm configuration
(282.9 s). This is mainly due to the difference in the initial
concentration of NO, which is determined by the
performance of the plasma reactors. Furthermore, it can be
deduced that achieving higher conversions requires relatively
long oxidation times. However, enabling the required
oxidation time can be simply achieved by increasing the post-
plasma volume or adding a storage unit. These are more
viable options than deploying a -catalyst, which would
simultaneously increase the cost and complexity of the
overall process.
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(a) The NO, selectivity as a function of total oxidation time for all four considered cases. (b) The theoretical NO conversion as a function

Table 4 Overview of recently published works in the plasma based NO, synthesis. Adapted and complemented from the work of Li et al. 2023, with

permission of ACS Sustainable Chem. Eng. Under license CC-BY 4.0 (ref. 25)

Plasma/reactor Max Cyo, (V01%) EC (MJ moly™") Fyo (L min™") N,/O, ratio Paps (atm)
Rotating GAR>” 5.5 2.5 2.0 50:50 1
Plasma soft jet*” 0.02 0.42 1.5 78:21 1
Rotating GAR (nozzle)*> 5.9 2.1 2.0 50:50 1
Rotating GAR® 0.28 0.67 170.0 78:21 1
DC glow discharge® 0.7 2.8 10.0 78:21 1
Propeller arc®* 0.45 4.2 0.3 20:10 1
Plasmatron®® 1.5 3.6 10.0 70:30 1.23
MW plasma®® 3.8 2.0 0.77 50:50 1
2D-GAR d,p, 6.20 mm® 1.43 6.95 0.5 78:21 1
Rotating GAR (elevated P)* 2.4 1.8 12.0 50:50 4
Spark discharge reactor” 3.0 4.4 1.0 50:50 1
Dielectric-boosted GAR with TiO, *° ~0.26 — 2.4 70:30 1
Single 2D-GAR dg,;, 2.0 mm 1.06 7.65 1.0 78:21 1.1
0.91 2.89 3.0 1.2
Single 2D-GAR dy,;, 4.0 mm 1.45 8.97 1.0 78:21 1.1
0.76 3.62 4.0 1.2
Parallel 2D-GARs 1.62 5.75 1.5 78:21 1.1
0.69 4.23 5.0 1.3
Series 2D-GARs 2.66 4.37 1.0 78:21 1.1
1.56 2.29 3.0 1.2
4. Conclusions the connection configurations. Nevertheless, a 20.9%

This study examined two strategies to enhance the plasma-
based NO, production using GARs. The first strategy
investigated two systems, one with a configuration of two
series-connected reactors and a second configuration with
two parallel-connected reactors. The second strategy
investigated the effect of increasing the discharge gap of a
single GAR. The results are summarized in Table 4, along
with data from recently published works for comparison. The
maximum concentration of NO, and energy consumption
achieved in the four tested cases are within the ranges
reported in the literature. Optimization of operation and
reactor design was not performed, as this work focuses on

5418 | Catal. Sci. Technol., 2024, 14, 5405-5421

improvement in EC was achieved by applying two series-
connected reactors compared to the single 2 mm reactor.

As reported by Rouwenhorst et al., the EC of the process
should be equal to or below 1.5 MJ moly ' to become a
highly competitive alternative to the Haber-Bosch process
combined with the Ostwald process.”” In this work, the
minimum EC obtained was 2.29 MJ moly ' for reactors
connected in series and 4.23 MJ] moly ' for reactors
connected in parallel. These values are higher than the target
objective, indicating further improvement is required.
Further optimization can be done to the reactor design and
operating parameters, which was not explored in our study.
Nevertheless, the enhancement achieved in multi-reactor

This journal is © The Royal Society of Chemistry 2024
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operation demonstrated potential for further improvement of
overall process performance towards the objective of 1.5 M]J
moly .

Additionally, increased NO, concentrations were obtained
by multi-reactor operation as well as by sizing up the reactor
from 2 mm to 4 mm. However, using a larger reactor did not
show advantages in EC under the tested conditions. In
principle, scaling up the reactors could cause stability issues
due to the increased breakdown voltage required. Similar
issues exist when operating multiple reactors connected
electrically in series, but these can be better controlled with a
modular system comprising multiple reactors, which have
moderate minimum discharge gaps. Nevertheless, the results
also showed that a numbered-up system introduces
additional complexity and, consequently, instability to the
overall system due to a change in load and power profile.
Regarding cost, the numbering up strategy, which
implements more reactors, generally leads to a higher capital
expenditure (CAPEX). However, this is expected to decrease
due to a learning factor during technology development. On
the other hand, operational expenditure (OPEX) is directly
related to the EC, which would favor reactors connected in
series as demonstrated in this work.

All four tested cases demonstrated an increase in NO,
concentration when the SEI and effective residence time were
increased. This result indicated that adjusting these two
process parameters is still effective in improving the process,
even when two reactors are used. Additionally, the
concentration of NO, was consistently higher for the system
with series-connected reactors compared to the system with
parallel-connected reactors. This effect was mainly due to the
longer effective residence times and the resulting increase in
spark-like discharge behavior caused by differences in
superficial gas velocity. Moreover, increasing the discharge
gap from 2 to 4 mm reactors in a single GAR resulted in
extended effective residence times and SEIs, as well as an
increase in the number of current peaks. This enhancement
reflects similar benefits to the series system. Furthermore,
further  discussion was  provided regarding the
implementation and utilization of a catalyst in the current
system. Additionally, the results demonstrate that the NO,
selectivity can be readily enhanced by prolonging the post-
plasma oxidation time, as opposed to adjusting the plasma
parameters or incorporating post-plasma oxidation units.
Implementing these strategies and optimization of process
conditions could facilitate the transition of plasma-based
NO, fixation towards industrialization.
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