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Non-conventional low-temperature reverse
water—gas shift reaction over highly dispersed Ru
catalysts in an electric field¥

a

Ryota Yamano,? Shuhei Ogo, {©° Naoya Nakano,® Takuma Higo and

Yasushi Sekine (2 *@

The reverse water—gas shift (RWGS) reaction, a promising carbon-recycling reaction, was investigated by
applying an electric field to promote the reaction at a temperature of 473 K or lower. The highly dispersed
Ru/ZrTiO4 catalysts with an approximately 2 nm particle size of Ru showed high RWGS activity with a DC
electric field below 473 K, whereas CO, methanation proceeded predominantly over catalysts with larger Ru
particles. The RWGS reaction in the electric field maintained high CO selectivity, suppressing CO
hydrogenation into CH,4 on the Ru surface by virtue of promoted hydrogen migration (surface protonics). The
reaction mechanisms of the non-conventional low-temperature reverse water gas shift reaction were
investigated and revealed using various characterization methods including in situ diffuse reflectance infrared
Fourier transform spectroscopy (DRIFTS) measurements. With the DC electric field, the reaction proceeds via
a redox reaction where the generated oxygen vacancies are involved in CO, activation at low temperatures.
As a result, the electric field promotes both hydrogen migration and redox reactions using lattice oxygen/
vacancies, resulting in high RWGS activity and selectivity even at low temperatures.

For establishing carbon recycling processes, the reverse water gas shift reaction is a very important reaction. Due to the large endothermic reaction, the reaction

does not proceed very well at low temperatures with conventional catalyst technology. In addition, at low temperatures, the side reaction, methanation, which is

an exothermic reaction, occurs concurrently and dominates. We have discovered and established a new catalytic process that can selectively and rapidly

proceed only with the reverse water gas shift on a fine Ru catalyst at temperatures as low as 473 K by means of a non-conventional catalytic process in which an

electric field is applied. The reaction mechanisms of the reverse water gas shift on the non-conventional catalytic process were investigated and revealed by

in situ diffuse reflectance infrared Fourier transform spectroscopy (DRIFTS) measurements and other characterizations. These revealed that CO hydrogenation

into CH, on the Ru surface was suppressed by virtue of promoted hydrogen migration (surface protonics). Our findings contribute to the establishment of

efficient and selective CO, conversion catalysis which can work at a low temperature of 473 K.

Introduction

CO, can be converted into basic chemical building blocks such
as methane (CH,)," carbon monoxide (CO),> methanol

Recently, many countries have set a goal of reducing CO,
emissions, virtually to zero, during a half-century. Various
efforts are being made to develop the necessary associated
technologies.! Catalytic conversion of CO, with green hydrogen
has drawn much attention from the perspective of CO, capture
and utilization (CCU).>* Numerous studies have revealed that
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(CH;0H),® and more complex chemical compounds.”®

Particularly, carbon monoxide, produced in the reverse
water-gas shift (RWGS) reaction (eqn (1)), plays a central role
in C1 chemistry, by which CO can be converted further to value-
added chemicals such as hydrocarbons for liquid fuels via
Fischer-Tropsch (FT) synthesis and oxygenated compounds
through well-established industrial processes.” However, the
RWGS reaction is endothermic (AHsq; = 41.2 kJ mol~!). There-
fore, the activity is constrained heavily by thermodynamic
equilibria. As a matter of fact, achieving 50% conversion
requires extremely high temperatures of over 1000 K.

CO, +Hy; — CO +H,0, AHy =412kJmol™! (1)
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In recent years, unconventional catalytic reaction processes such
as electrocatalysis,'® photocatalysis,"* chemical looping,"* and
plasma application™® have been attempted for CO, conversion
under milder conditions. We succeeded in the enhancement of
some catalytic reactions in lower-temperature regions by applica-
tion of an electric field to catalysts. In the system, a weak direct
current is imposed on the catalyst bed. The activated surface
proton migration induces a new reaction pathway that differs
from that of the conventional thermal catalytic reaction: the
Langmuir-Hinshelwood mechanism. For example, during CH,
steam reforming,"* ammonia synthesis'> and the dehydrogenation
of methylcyclohexane,'® proton hopping via surface hydroxyl
species derived from H,O or H, is promoted in an electric field.
The dissociation of solid bonds such as C-H and N-N bonds is
assisted by H' collision at the metal-support interface.

As earlier work, we have applied electric fields for several
reactions including carbon dioxide activation (RWGS,"” dry
reforming of methane,'®"'? oxidative coupling of methane using
carbon dioxide,*® and CO, methanation®"). Nevertheless, how CO,
is activated in catalytic reactions with an electric field remains
unclear. Moreover, in our latest study of CO, methanation in an
electric field, kinetic analysis and spectroscopic measurements
revealed that this reaction pathway included CO formation via
RWGS, which is the rate-determining step. In addition, this
reaction exhibited structural sensitivity in which Ru catalysts with
a lower loading weight were favorable for the formation of CO,
regarded as the by-product in this system. These findings suggest
that the smaller Ru-particle-supported (highly dispersed) catalysts
are rather suitable for the RWGS reaction. Tuning selectivity for
CO, hydrogenation has been examined in earlier studies, particu-
larly addressing the necessity of sufficient sites for CO hydrogena-
tion on the active metal surface and modification of the
morphology or the electronic state of the metal associated with
the stability of intermediates of the reaction.”*>®

In this work, we aimed to use an electric field for the selective
RWGS reaction to achieve high activity at lower temperatures and
to shed light on the reaction mechanism of catalytic CO, activation
in the electric field. The catalysts appropriate for this reaction were
prepared via the synthesis of colloidal Ru nanoparticles using the
chemical reduction method and deposition on the supports
because the conventional impregnation method produces large
particle size distributions unless the Ru loading weight is
decreased drastically. After confirming the structure of the synthe-
sized Ru nanoparticles through characterizations, these catalysts
were shown to exhibit high RWGS selectivity (>90%) in the low-
temperature region of less than 423 K with the electric field.
Furthermore, we evaluated the role of the electric field in the
catalytic RWGS reaction through a comparative study of the activity
behavior with conventional heated catalysis.

Experimental
Catalyst preparation

The catalyst supports were prepared using a complex polymer-
ization method that includes the use of citric acid and ethylene
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glycol. Following the addition of citric acid and ethylene glycol
to purified water, appropriate metal precursors were mixed
with this solution. All reagents were obtained from Kanto
Chemical Co. Inc. The precursors are presented in Table S1
(ESIT). The solution was stirred at 343 K for 18 h and then
heated with a hot stirrer at 673 K to evaporate the water. The
obtained resin was calcined at 673 K for 2 h with pre-
calcination and then at 1073 K for 10 h to remove the residual
carbons completely.

In an attempt to prepare highly dispersed Ru catalysts, Ru
nanoparticles were synthesized via colloidal synthesis using the
liquid-phase reduction by ethylene glycol as described in sev-
eral reports,””>° but with slight modifications. First, tris(acetyl-
acetonato)ruthenium(m) (Ru(acac);, Tanaka Holdings Co., Ltd)
was dissolved in 100 mL of ethylene glycol, which served as a
reducing agent and solvent. After the addition of 10 mL of 1 M
NaOH (Kanto Chemical Co. Inc.) aqueous solution to promote
reduction, it was heated to 473 K and stirred for 2 h. The
obtained colloidal solution of Ru nanoparticles was separated
by centrifugation, washed thoroughly with ethanol, and dried
at room temperature overnight. These colloidal nanoparticles
were then re-dispersed in purified water. Subsequently, after
this colloidal solution was mixed with supports and stirred for
5 h at room temperature, the suspension was filtered and dried
at 393 K overnight. Finally, the resulting powder was treated
under a reducing atmosphere (50% H, flow) at 723 K for 2 h.

Catalyst preparation using a typical impregnation method
was conducted to compare the activity among catalysts with
different Ru dispersions. First, the Ru precursor (Ru(acac);) was
dissolved in acetone. Then the support was added to this
solution. After being stirred at room temperature for 2 h, this
slurry was heated to evaporate the acetone. It was then dried at
393 K overnight. The obtained powder was reduced in the gas
flow of H, (50 SCCM) and Ar (50 SCCM) for 2 h.

Activity tests

Activity tests were conducted using a fixed bed flow-type reactor
equipped with a quartz tube (8.0 mm o.d., 6.0 mm i.d.), as
shown in Fig. S1 (ESIt). The catalyst (100 mg) was pre-reduced
at 723 K for 2 h under a flow of H, : Ar = 1:3 (100 SCCM). When
the electric field was imposed, two stainless steel electrodes
were attached to the top and bottom of the catalyst bed. Then
direct current was applied using a DC power supply. The
response voltage was monitored using an oscilloscope (TDS
3052B; Tektronix Inc.). It was stable (0.2-0.4 kV), not forming
discharge/plasma during the reaction. The overall actual
catalyst bed temperature was measured using a thermocouple
inserted into the bottom of the catalyst bed, the local catalyst
surface temperature was measured using an NIR camera, and
the atomic temperature was measured by evaluating the Debye-
Waller (DW) factor (coherent neutron scattering caused by
thermal motion) using EXAFS measurements,'® and the effect
of Joule heat caused by the electric field imposed was negligible
in the promotion of the catalytic activity, selectivity to products,
in this case. After removal of the produced H,O using a cold-
trap, the outlet gases including CO, CH,, and CO, were

© 2023 The Author(s). Published by the Royal Society of Chemistry
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analyzed using a GC-FID (GC-14B; Shimadzu Corp.) equipped
with a Porapak N packed column and a methanizer (Ru/Al,O;
catalyst). The respective calculation formulae for CO, conver-
sion, CO selectivity and CO, consumption rate are
shown below.

CO, conversion (%) = (Fco,out + Fen,out)/Fco,,in X 100
(2)
CO selectivity (%) = Foo,out/(Fco,out + For,out) X 100
(3)
Carbon balance (%)

_ Carbon moles of output compounds (CO, CHy, and CO)
a Carbon moles of input CO,

4)

In these equations, F,, represents the product formation rate
and F;, denotes the supply rate of the reactant feed gas. Carbon
balances were calculated as almost 100% for all reactions. Only
CO and CH, were detected as carbon-containing products,
indicating carbon deposition as negligible for all cases in
this work.

The reactant feed gas consisted of CO,, H,, and Ar (CO,:
H,:Ar = 1:1:2, total flow rate: 100 SCCM) in the catalytic
activity tests for comparison among catalysts synthesized with
different methods or various supports, testing at various tem-
peratures, and the evaluation of reaction stability with or with-
out the electric field. In activity tests for evaluation of the
H,/CO, ratio in the feed gas on the RWGS activity, the reactant
feed gases at various H,/CO, ratios were arranged to the total
flow rate of 50 SCCM and were diluted by Ar (50 SCCM). In
activity tests for the evaluation of the contact time (W/F), the
total flow rates changed to 20-200 SCCM with the CO,: H,: Ar
ratio fixed at 1:1:2. The CO formation rate denoted as r is
assumed according to the following equation using the partial
pressures of CO, and H,.

r=kPto P} (5)

Characterization of catalysts

The actual Ru loading weight of the catalysts was quantified
from inductively coupled plasma optical emission spectrometry
(ICP-OES, 5100 ICP-OES; Agilent Technologies Inc.). Using
about 50 mg of the catalyst, supported Ru was dissolved in
sodium hypochlorite (Kanto Chemical Co. Inc.). The supports
were then separated by filtration. The measurement was con-
ducted using these solutions based on calibration curves
recorded in Ru solutions ranging from approximately 0 to
5 ppm. Later, the residual supports were melted using lithium
tetraborate (Kanto Chemical Co. Inc.) at 1273 K and dissolved
in nitric acid. However, no Ru was detected in samples derived
from residues.

The catalyst surface morphology and the Ru particle size of
the prepared catalysts were evaluated using a field emission
transmission electron microscope (FE-TEM) equipped with an

© 2023 The Author(s). Published by the Royal Society of Chemistry
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energy dispersive X-ray (EDX) spectrometer (JEM-2100F; JEOL
Ltd). Each sample was dispersed ultrasonically in ethanol. Then
the suspension was dropped onto a Cu micro-grid (NP-C15;
Okenshoji Co. Ltd). The Ru particle size was found by calculat-
ing the mean values of more than 100 particles treated as
spherical objects.

In situ diffuse reflectance infrared Fourier transform
spectroscopy (DRIFTS) measurements were conducted using
an FT-IR spectrophotometer (FT/IR-6200; Jasco Corp.) equipped
with an MCT-M detector and a ZnSe window. For the applica-
tion of the electric field, the DRIFTS cell was made of Teflon
with pinholes to insert electrodes, as shown in Fig. S2 (ESIf).
The sieved Ru/ZrTiO, catalysts (about 120 mg) were used as a
sample. Before measurements, the catalyst was reduced at
573 K in an H, flow for 2 h. It was then purged in Ar flow for
1 h. First, background spectra were measured under Ar
(40 SCCM) flow at 373 K (without the electric field) and 423 K
(with the electric field). Then, after supplying the reactant gas
(COy:H,:Ar = 1:1:2, total flow rate: 40 SCCM), the measure-
ment began at 373-673 K (without the electric field) and 423-
573 K (with the electric field). When applying the electric field,
1 mA of direct current was imposed to minimize spectral
distortion. All spectra from measurements were recorded with
4 em™ " resolution and 100 scans.

To confirm the redox phenomena on the catalyst surface,
H,-TPR (temperature programmed reduction) was performed
in a dilute hydrogen atmosphere with and without the electric
field. In the experiments, the catalyst was loaded into a reaction
tube, then it was pre-treated at 523 K in a hydrogen atmosphere
for 1 h. At this temperature, only Ru was thermally reduced.
Then, after purging the gas, the temperature was controlled
from 523 K to 773 K at a ramping rate of 5 K min~" while
observing the hydrogen consumption (m/z = 2) and the for-
mation of water (m/z = 18) using a Q-Mass (OmniStar/Thermo-
Star GSD350; Pfeiffer Vacuum Co. Ltd) with/without the electric
field. Also, the transient response of the electric field applica-
tion was observed at a constant temperature of 423 K immedi-
ately after the field was applied.

Results and discussion

After initial screening tests, we have chosen 1.5 wt% Ru-
supported catalysts for this purpose (see Table S2, ESI{). Also,
we prepared two 1.5 wt% Ru-supported catalysts: one is pre-
pared by the Ru-colloid supporting method and the other is an
impregnation method. The comparison between these two
catalysts in the electric field is presented in Table 1. The CO
selectivity over the impregnated catalyst was only 24.7%, but
the colloidal nanoparticle deposited catalyst showed high
RWGS selectivity (95.9%) with a similar CO, conversion in a
kinetic region (11.2% for the colloidal Ru-catalyst and 9.7% for
the impregnated Ru-catalyst, respectively). As a result of the
TEM measurement (see Fig. S3, ESIt), the colloidal nanoparti-
cle supported catalyst showed a fine dispersion of Ru, and the
average Ru particle size was 2.37 nm; on the other hand, the

EES Catal., 2023,1,125-133 | 127
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Table 1 Comparison of the RWGS activity over Ru catalysts with different Ru particle sizes in the electric field

particle size/nm temperature/K voltage/V conversion/% CO selectivity/%

CO formation
rate per input
power/mmol k] ' TOF-s”/s™! TOF-p‘/s "

Average Ru Catalyst-bed  Response CO,
Catalysts
1.5 wt% Ru/ZrTiO,* 2.37 511 274
(Ru colloids supported)
1.5 wt% Ru/ZrTiO, 7.97 510 262 9.7

(impregnation method)

11.2

95.9 1.30 0.617 0.369

24.7 0.303 5.85 11.8

CO,:H,:Ar=1:1:2; 100 SCCM total flow rate; 100 mg catalyst weight; 5.0 mA imposed current. “ The Ru loading weight was evaluated from the
ICP-OES measurement. ” TOF-s means the turnover frequency determined by the surface area of the metal particles. © TOF-p means the turnover

frequency determined by the periphery of the metal particles.

impregnated catalyst showed a 7.97 nm particle size. The
colloidal nanoparticle supported catalyst after the reaction with
the electric field was also observed and the average Ru particle
size was calculated to be 2.28 nm (Fig. S4, ESIf), which
indicates that the Ru nanoparticles were not agglomerated in
the reaction even with the application of the electric field. From
these results, the highly dispersed Ru catalyst is appropriate for
the selective RWGS reaction in the electric field. Therefore, for
further investigation, we chose the colloidal nanoparticle sup-
ported Ru/ZrTiO, catalyst (hereafter denoted as the Ru(col)/
ZrTiO, catalyst) as the best catalyst for RWGS in the electric
field at a low temperature.

The electric field effects on the catalytic activity were inves-
tigated through activity tests conducted with and without the
electric field at various temperatures (Fig. 1). Results indicated
that the reaction proceeded even at a low temperature of 423 K,
at which no activity was observed in the conventional RWGS
reaction without the electric field, and that the selectivity was
maintained higher than 90%. Furthermore, Arrhenius plots
based on these tests (Fig. 2) showed that the apparent activa-
tion energy (6.74 k] mol™") with the electric field was much
lower than that without the electric field (64.5 kJ mol™"),
suggesting that the RWGS reaction with the electric field is
promoted by a different mechanism from that of the

—@—CO, conv. (without EF)  ~ - CO sel. (without EF)

+CO2conv. (with EF) -l - CO sel. (with EF)

35 - ¢1oo
EREEEE - Bgg B
. oL Sl
30 -
180
< 25| » 9
S 160 @
8 20+ 0]
g !
c <
§ 151 Ja0 &
Q" 10 x
o L
420
5L
1 1 Il Il 1 Il

0 0
400 450 500 550 600 650 700 750
Temperature / K

Fig. 1 Temperature dependence of CO, conversion and CO selectivity in
the RWGS reaction with/without the electric field (EF) over the Ru(col)/
ZrTiO4 catalyst; CO,:H,:Ar = 1:1:2; 100 SCCM total flow rate; 100 mg
catalyst weight; 0 or 5.0 mA imposed current.
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conventional catalytic reaction without the electric field. The
RWAGS activity in the electric field was also evaluated by chan-
ging the imposed current. The results of the RWGS activity and
the response voltage are shown in Fig. S5-S7, ESL{ In fact, the
CO, conversion increased in proportion to the imposed current
(power), whereas the CO selectivity remained almost constant
at more than 90%, irrespective of the imposed current.

Next, the reaction stability was evaluated with and without
the electric field. The results are summarized in Fig. 3. The
activity without the electric field decreased gradually over time:
56.6% decrease of the initial activity in 24 hours. On the other
hand, the activity when subjected to an electric field was almost
stable for the next 50 hours, although it dropped a little at the
beginning. After reaction for 120 min in the case of the test
with/without the electric field, the catalyst was purged with
each component of the feed gas (Ar, H,, and CO,), then the
activity was evaluated. As depicted in Fig. S8 - left in the ESI,¥
the RWGS activity without the electric field decreased and
recovered by the greatest degree when purged with H,, which
can be attributed to the removal of the CO,-derived adsorbates.
On the other hand, it was found that the catalyst could easily
recover from the initial slight decrease in activity when purged
with any of the gases (Fig. S8 - right in the ESIt). We believe
that this initial slight decrease in activity is due to weak
adsorption, and that this weak adsorption of intermediates is

~ .\.\M
o
= With EF
£ 6.74 kJ/mol
€
s 4r
€
£
= Without EF
£ 3r 64.5 kJ/mol
2 1 1
1.5 2
1000/ T /K™

Fig. 2 Arrhenius plots for the RWGS reaction over the Ru(col)/ZrTiO4
catalyst with and without the electric field; CO,:Hy:Ar = 1:1:2;
100 SCCM total flow rate; 100 mg catalyst weight; 0 or 5.0 mA imposed
current.

© 2023 The Author(s). Published by the Royal Society of Chemistry
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Fig. 3 Catalytic stability during the RWGS reaction over the Ru(col)/
ZrTiO4 catalyst with/without the electric field (5 mA); CO,:H,:Ar =
1:1:2; total flow rate: 100 SCCM; 100 mg catalyst weight.

the reason why the catalyst can maintain stable and high
catalytic performance thereafter.

Next, the effects of the H,/CO, ratio of the reactant gas on
CO and CH, formation rates were examined (Fig. 4). In the
conventional RWGS reaction system, as the H, concentration of
the feedstock gas increased, CH, formation proceeded dom-
inantly and the CO, consumption rate (CO formation rate +
CH, formation rate) decreased gradually with increasing CO,
concentration. However, in the system with the electric field,
high RWGS selectivity was achieved even in the H,-rich condi-
tion. Moreover, the total CO, consumption rate increased
concomitantly in the CO,-rich condition, in contrast to the
behavior observed without the electric field. These results
revealed that the application of the electric field can suppress
the side reaction (CO, methanation).

To clarify the influence of CH, formation, the influence of
the contact time (W/F) on the catalytic activity was assessed (see
Fig. S9, ESIt). In the thermal reaction system, the CO selectivity
decreased considerably with increasing contact time. In the
electric field, however, it is noteworthy that the CO selectivity
remained higher than 90%, even in the high contact-time
region. According to earlier reports,***' the dependence
between the contact time and CO (or CH,) selectivity indicates

(A) Without the electric field (593 K) (B) With the electric field (423 K)

1500 — 1500
O cH

OcH

4 fl

@ co

-

@ co

glal

=)
3
3

1000

Lol il

0% 8%  70% 60%  50% 70%  60% 50%
H2 / (CO2 + H2) ratio H2 / (CO2 + Hz) ratio

a
=1
3

Formation rate / mmol min™' gm"
@
2
3

Formation rate / mmol min

Fig. 4 CO and CH,4 formation rate over the Ru(col)/ZrTiO4 catalyst under
various H,/CO; ratios (A) without the electric field at 593 K and (B) with the
electric field (5 mA) at 423 K; 100 SCCM total flow rate; 100 mg catalyst
weight.
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that the reaction path of CO, methanation goes through CO
intermediates, i.e., the hydrogenation of CO on the Ru surface
is the factor of the CH, byproduct in RWGS.

The results presented above imply that the imposed electric
field contributed to suppression of CO hydrogenation on the
Ru surface. We can propose that this enhancement of selectiv-
ity is attributable to the surface protonics induced by the
electric field, which facilitates hydrogen migration from the
Ru surface to the support. A part of dissociatively adsorbed
hydrogen is generally known to be transferred to the support.
However, residual dissociated H atoms on the active metal can
react with CO to form CH,. Considering another effect of the
excess hydrogen on the Ru surface, it is claimed that electrons
transfer from the hydrogen adsorbed onto Ru to the adsorbed
CO via the metal. In this case, the Ru-C bond becomes stronger
because of back-donation effects, making it more difficult to
desorb.?* A recent study has revealed that CO, hydrogenation
using catalysts with high and low hydrogen-spillover ability
dominates CO formation and CH, formation, respectively.*®
However, in the system with the electric field, as reported from
experiments conducted with several systems of electric field
promoted reactions, the induced surface proton conduction
enables fast transfer of hydrogen on the catalyst surface.**° In
our recent study, surface proton conduction over metal oxides
has been observed even under an H,-dry atmosphere using
electrochemical impedance spectroscopy.®® Indeed, it was also
found that when applying the electric field to ammonia synth-
esis using Ru catalysts, hydrogen poisoning on the active metal
surface, which is regarded as the main cause of the degradation
of the activity in conventional thermal reactions, is
eliminated." In general, hydrogen spillover accompanies elec-
tron transfer such as strong metal-support interaction (SMSI).
Some room exists for the investigation of electric field effects,
as discussed in the next section.

To elucidate the RWGS reaction mechanism in the electric
field, in situ DRIFTS measurements were performed for com-
parison. First, DRIFTS spectra were measured without an
electric field under the reaction atmosphere at 373-673 K. As
shown in Fig. 5 and Fig. S10 in the ESI, the IR feature
developed after introduction of the reactant feed gas. Regarding
carbonaceous species, CO adsorbed linearly (2012 em™") or
bridged (1885 cm™') on Ru was observed, whereas no band of
gas-phase CO was detectable.*>™” Furthermore, the bands at
1357 cm ' and 1601 cm™ " represent different vibrational modes
of formates,*®*° which are most pronounced in the range of
1300-1700 cm ™" and which are found to be the main adsorbed
species on the surface in this temperature region. The bands at
1669 cm ' were assigned to bicarbonate species,*****! but their
intensity decreased considerably as the temperature increased
from 373 K to 473 K. When the temperature exceeded 573 K, the
formate band intensity decreased gradually, which corresponded
to the increasing intensity of gaseous CO bands, indicating that
the formate species are the main intermediates in the reaction.

In earlier reports on the conventional RWGS reaction,
mainly two mechanisms have been proposed: the associative
mechanism and the redox mechanism.”” In the associative

EES Catal, 2023,1,125-133 | 129
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Fig. 5 In situ DRIFTS spectra under the RWGS reaction atmosphere over

the Ru(col)/ZrTiO4 catalyst without the electric field at 373-673 K; CO5:
H,:Ar =1:1:2; 40 SCCM total flow rate.

mechanism, CO is produced via the decomposition of CO,-
derived intermediates such as formate and carbonate species,
which are formed in the reaction with the hydrogen species on
the supports.*>** In the redox mechanism, CO, is dissociated
into CO using oxygen vacancies in metal oxides. These vacancies
are regenerated by H, as a reducing agent.”>*® On a support
with less reducibility, which makes it difficult for oxygen vacan-
cies to be generated, formate species are known to form
preferentially; the associative path becomes predominant.*?
Moreover, formate species can stably present on the surface,
which often accumulates on the surface and sometimes causes
poisoning of the catalyst.””*® Accordingly, one can infer that
degradation of the activity over time without the electric field, as
described above, can be attributed to the strong adsorption of
formate species over the catalyst surface or CO species on the Ru
surface. In earlier work, the activation energy barrier involving
the formation and decomposition of formate species has been
estimated to be about 50-70 kJ mol™*,*****® which is close to
our experimental value calculated with the Arrhenius plot.

In situ DRIFTS measurements were conducted by applying
the electric field at various temperatures (Fig. 6). We were able
to observe a marked change in adsorbed species after imposing
the electric field: the formate peak intensity decreased drasti-
cally, whereas the gas CO band developed and some carbonac-
eous bands newly appeared. The bands at 1560 cm ' and
1689 cm™ " were assigned, respectively, to bidentate carbonate®’>
and carboxylate species.*** Additionally, the DRIFTS spectrum
when the imposed current was increased up to 10 mA, was
measured (Fig. S11, ESIt) and the increase of gaseous CO species
was observed corresponding to the evolution of the carboxylate and
bidentate carbonate species. Considering the enhancement of the
RWGS activity with the value of the imposed current (Fig. S5-S7,
ESIY), this result suggests that carboxylate and carbonate species
can be responsible for the CO formation in the electric field. These
species were reported to form preferentially in the presence of
oxygen vacancies and, especially, the carboxylate species was
reported to be more reactive than formate species.”***** In earlier
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Fig. 6 In situ DRIFTS spectra under the RWGS reaction atmosphere over
the Ru(col)/ZrTiO4 catalyst recorded before/during application of the
electric field (EF) at 423-573 K; CO,:H,:Ar=1:1:2; 40 SCCM total flow
rate.

studies of electrically assisted catalytic reactions, the electric field
can activate surface lattice oxygens in metal oxides, which play an
important role in the reaction with reactants at low temperatures.>®
The findings obtained from this study also provide insight into the
possibility that an electric field can promote the generation of
oxygen vacancies and contribute to CO, activation.

To ensure the reaction mechanism in the electric field, the
ESR measurements were conducted using samples before and
after applying the electric field (Fig. S12, ESIt). In both samples,
sharp signals at g = 2.002 attributed to the surface-embedded
Ti*" sites®®® were detected. In general, the formation of V,
(oxygen vacancy) requires the reduction of metal cations adja-
cent to the lattice oxygen (e.g. Ti*" — Ti*"), so these sites are
combined with the oxygen vacancy in the bulk. In addition, a
broad signal assigned to surface-exposed Ti** sites was also
observed only on catalyst treated in H, flow with the electric
field.>*®* According to a previous report,” the presence of
surface oxygen vacancies, which can play a role in the surface
catalytic reaction, can be accompanied by the manifestation of
this peak. Therefore, this result suggests that the electric field
can efficiently introduce oxygen vacancies preferentially at the
surface rather than the bulk under the reaction conditions
through promoting the reduction of surface metal cations.

To confirm these phenomena, H,-TPR was performed in a
dilute hydrogen atmosphere with and without the electric field.
In the experiments, the catalyst was pre-reduced at 523 K in a
hydrogen atmosphere, so only Ru was thermally reduced.
Results are shown in Fig. S13 in the ESIL;{ for the TPR without
the electric field, hydrogen was consumed and reacted with
lattice oxygen to form water only above 623 K. On the other
hand, as shown in Fig. S14 in the ESL for the TPR with the
electric field, the results show that hydrogen is consumed and
reacts with the lattice oxygen of the catalyst support to form
water and lattice vacancies after the application of the electric
field, even at a low temperature of 423 K. The surface oxygen
consumption and vacancy formation corresponded to about
five layers of surface oxygen in ZrTiO,. Thus, it was experimen-
tally confirmed that the lattice oxygen reacts and forms lattice
defects even at low temperatures in the electric field.

© 2023 The Author(s). Published by the Royal Society of Chemistry
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Without EF

Fig. 7 The schematic illustration of the proposed mechanism in the
RWGS reaction with or without the electric field over the Ru(col)/ZrTiO4
catalyst.

Discussion

Based on these results, we considered the reaction mechanism
with and without an electric field in RWGS. Fig. 7 presents the
proposed RWGS mechanism with/without the electric field over
the Ru/ZrTiO, catalyst. In the conventional thermal RWGS
reaction (Fig. 7: left), CO, initially reacts with the hydroxyl
species on the ZrTiO, surface, resulting in the formation of
bicarbonate, which transforms into formate. This reaction
path, however, proceeds quickly, considering the limited
presence of bicarbonate species at low temperatures in DRIFTS
spectra. Finally, these formate species decompose to CO at
temperatures higher than 573 K. Generally, formate species at
the metal-support interface can be involved in the series of
reactions, whereas other species far from the support lack
reactivity.”® On the other hand, in the system with the electric
field (Fig. 7: right), CO, adsorbs on the support in the form of
carboxylate species using an oxygen vacancy. The vacancy could
be formed mainly at the metal-support interface due to the
modification of the electronic band structure (the Schottky
junction).®? Subsequently, this intermediate dissociates into
CO, followed by the release of water through the protonation
of the surface lattice oxygen, leading to oxygen vacancy
regeneration.

Specifically for the electron acceptance and donation in the
redox system of this reaction, the proposed reaction pathway is
found to comprise the following elementary reaction steps:

H, —» 2H' + 2e” (6)
2HY + M* — O~ — M* 4 2e”
— H,0 + M — Vg - M 7)

CO, + M*" — Vg —M** — CO+M* -0, —M*" (8)

Initially, the hydrogen dissociatively adsorbed onto the Ru
surface migrates to the ZrTiO, support as H' (oxidative part:
eqn (6)). These H' species react with the surface lattice oxygens
to form vacancies (V,), accompanied by the reduction of
adjacent metal cations (M; Zr or Ti) in the support (reductive
part: eqn (7)). Finally, CO, is converted into CO entering into
oxygen vacancies (eqn (8)). It was reported that defect sites
could be introduced into the catalyst under the condition in
which surface hydrogen migration occurred. Yamazaki et al.
explained the mechanism of the formation of the oxygen
vacancy assisted by hydrogen spillover based on the electron
transfer between the band gaps. When the dissociated H atoms
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spill over onto the metal oxide to form hydroxyl species,
electrons derived from H atoms are donated to the conduction
band and some of these electrons are transferred to the mid-
gap states. Subsequently, the oxygen vacancy can be formed
when the electrons further trap into the defect level below the
mid-gap states.>® As described above, the oxidation part (sur-
face protonics) improves CO selectivity; the reduction part is
associated with the CO, activation. Therefore, both reaction
parts are connected with factors that are important for the
promotion of the RWGS activity.

Many methods of applying an electric field to the reaction
tube itself or to the catalyst layer have been reported
recently,®* ® but these are promoted by heating by Joule heat,
and the reaction mechanism is the same as that of an ordinary
heated catalyst. On the other hand, in the case shown in this
paper where a DC electric field is applied to a catalyst with a
semiconductor as a support and a fine metal, the reaction
mechanism is different from that of a catalyst heated as
described above. Although Joule heat is generated to some
extent by the application of the electric field, its contribution
to the reaction activity, selectivity, and mechanism is very
small. As for the effect of temperature, the overall catalyst layer
temperature was measured using a thermocouple, the local
catalyst surface temperature was measured using a NIR camera,
and the atomic temperature was measured by evaluating the
DW factor (coherent neutron scattering caused by thermal
motion) using EXAFS measurements.

Therefore, we conclude that the electric field accelerates this
charge transfer (6 & 7), which contributes to the achievement of
high activity at low temperatures.

Conclusions

This study revealed that highly dispersed Ru catalysts exhibit
high RWGS activity with the application of an electric field in
the low-temperature region, where no activity was observed in
the conventional heated catalytic RWGS reaction. In contrast to
catalysts with larger Ru particles, the highly dispersed Ru
catalysts showed high CO selectivity. Moreover, in the electric
field, the catalyst maintained high CO selectivity under high H,
concentration or short contact time. This finding can be
explained by surface protonics: fast hydrogen migration to
the support restrains the side reaction of CO with residual
hydrogen species on the Ru surface. Regarding the reaction
mechanism, the RWGS reaction without the electric field
proceeds through the formate-mediated path, followed by
decomposition to CO. In the case of the reaction with the
electric field, the main reaction path shifts to the redox
mechanism, through which the generated oxygen vacancies
can participate in CO, activation at low temperatures. Conse-
quently, the electric field promotes both the surface hydrogen
migration and redox reaction using lattice oxygen vacancies,
resulting in high RWGS activity and selectivity even at low
temperatures and in a stoichiometric condition.
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