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Abstract: Dry reforming of methane (DRM) has been emerging as a viable solution to achieving carbon neutrality
enhanced by the Paris Agreement as it converts the greenhouse gases of CO, and CH, into industrially useful syngas.
However, there have been limited studies on the DRM catalyst under mild operating conditions with a high dilution gas
ratio due to their deactivation from carbon coking and metal sintering. Herein, we apply the triple-phase boundary
(TPB) concept to DRM catalyst via exsolution phenomenon that can secure elongated TPB by controlling the Fe-doping
ratio in perovskite oxide. Remarkably, the exsolved catalyst with prolongated TPB shows exceptional CO, and CH,
conversion rates of 95.9 % and 91.6 %, respectively, stable for 1000 hours under a dilution-free system. DFT calculations
confirm that the Lewis acid of support and Lewis base of metal at the TPB promote the adsorption of reactants, resulting

\in lowering the overall CO, dissociation and CH, dehydrogenation energy. )
Introduction suitable H,/CO ratio for Fischer-Tropsch (FT) synthesis.’™

Moreover, DRM enables an industry-wide loop by produc-
As the Paris Agreement obliges almost all countries to ing syngas feedstock for synthesizing a variety of
mitigate greenhouse gas emissions from 2021, diverse chemicals.[®")

reduction and utilization measures have extensively emerged
over the past few years.'™ Dry reforming of methane
(DRM) can be a revolutionary solution in terms of utilizing
the top two greenhouse gases of CO, and CH, at the same
time and producing syngas (a mixture of H, and CO) with a

[*] J. Oh,*S. Joo," Prof. G. Kim
School of Energy and Chemical Engineering
Ulsan National Institute of Science and Technology (UNIST)
Ulsan, 44919 (Republic of Korea)
E-mail: gtkim@unist.ac.kr

C. Lim, H. ). Kim, Prof. J. W. Han

Department of Chemical Engineering

Pohang University of Science and Technology (POSTECH)
Pohang, 37673 (Republic of Korea)

E-mail: jwhan@postech.ac.kr

F. Ciucci

Department of Chemical and Biological Engineering
The Hong Kong University of Science and Technology
Clear Water Bay, Hong Kong (China)

J.-Q. Wang

Key Laboratory of Interfacial Physics and Technology
Shanghai Institute of Applied Physics

Chinese Academy of Sciences

Shanghai 201800 (China)

['] These authors contributed equally to this work.

 © 2022 The Authors. Angewandte Chemie International Edition
published by Wiley-VCH GmbH. This is an open access article under
the terms of the Creative Commons Attribution Non-Commercial
NoDerivs License, which permits use and distribution in any med-
ium, provided the original work is properly cited, the use is non-
commercial and no modifications or adaptations are made.

Angew. Chem. Int. Ed. 2022, 61, €202204990 (1 of 10)

However, the limitations of the catalyst from metal
sintering and carbon coking under the operating condition
have confined its utilization to the industrial level.>'*'
Some catalysts have been reported to have high conversion
rates, but in most cases dilution gases (e.g., nitrogen or inert
gas) still need to be added to the reactants for higher
catalytic activity and stability.®® The process requiring
dilution gases is very inefficient when considering extra
addition and separation processes, consequently increasing
overall maintenance cost. The focus of DRM research,
therefore, is shifting towards searching for highly active and
durable catalysts without any dilution gases.!'**

Meanwhile, triple-phase boundary (TPB) as the inter-
facial active site where a gaseous reactant, electronic
conductor, and ionic conductor intersect has been studied
extensively in the field of electrochemistry (for example,
O,(g), electron, and O*" for oxygen reduction reaction in
conducting oxide energy system, such as solid oxide fuel
cells),l> but it has not been fully studied in other fields
such as thermochemistry. In the DRM thermochemical
reaction, for example, both CO, and CH, undergo the
adsorption followed by dissociation steps, and it is known
that each step occurs mainly on support and metal,
respectively.l'®! That is, the interface between support and
metal in DRM can be interpreted as TPB (reactant gases,
dissociation promoting metal, and adsorption promoting
support). Thus, TPB could be envisaged as a measurable
parameter of the materials for devising active and stable
catalysts towards DRM, given that the interfacial site

© 2022 The Authors. Angewandte Chemie International Edition published by Wiley-VCH GmbH


http://orcid.org/0000-0001-5676-5844
http://orcid.org/0000-0002-5167-0982
https://doi.org/10.1002/anie.202204990
https://doi.org/10.1002/ange.202204990

GDCh
~~

between support oxide and metal particle plays an important
role besides the metallic site in DRM.>*?!]

In this context, exsolution may provide a reasonable tool
to prepare supported metal nanocatalysts to obtain extended
TPB. This exsolution method allows the formation of
nanocatalysts by spontaneous phase separation of metal
particles on nanoscale near the surface,”” which provides a
very unique interface between the two phases of the
embedded nanoparticles and the parent oxide.” This
unique interface distinguishes the exsolved nanocatalysts
from classical supported metal catalysts forming relatively
shallow interfaces with the oxide support.””! Therefore,
understanding and manipulating the interfacial site at the
perimeter of the exsolved nanoparticles is of great signifi-
cance, taking into account that it acts as TPBs, thereby
substantially influencing the activity and stability of the
catalyst.

Herein, we report a highly active and stable catalyst for
DRM under a dilution-free system by achieving the utmost
interfacial properties driven by exsolution. The Fe-doped
lanthanum calcium nickelate is chosen for this case study
because it displays the delicate interfacial nature between
the bulk-nano composite catalyst and the exsolved nano-
catalyst under reducing conditions. For example, in the case
of LaNiO;_,, it is separated by La,O; support oxides and
metallic Ni as pO, decreases. Until now, LaNiO;_; catalysts
have been employed as Ni metal deposited on La,0;
support,?* and thus it still retains the limitations of
stability due to the particle agglomeration as a conventional
supported metal catalyst. Conversely, we incorporate Fe
into Ca-doped LaNiO;; to induce a phase transition from
bulk-nano composite catalyst to exsolved nanocatalyst. In
this way, exsolved Ni nanoparticles on perovskite oxide
support can manifest the characteristic of exsolution, secur-
ing the utmost interfacial properties of exsolution. The most
prolonged interfacial perimeter around the as-exsolved
particles shows more than 91.6 % of CH, conversion and
95.9 % of CO, conversions for 1000 hours at 850°C with no
dilution gas as the best-in-class DRM performance. Our
theoretical analysis also confirms that the robust catalytic
activity of the interfacial site of the exsolved nanoparticles
originates from the coexistence of Lewis base (exsolved
nanoparticle) and Lewis acid (support). The coexistence of
Lewis base and Lewis acid mediates the strong chemisorp-
tion of CO, in the form of CO5*" through the easy electron
transfer from exsolved nanoparticle to the support. It also
facilitates CH, dehydrogenation by providing both the
dehydrogenation site (Lewis acid) and adsorption site
(Lewis base) of the methyl radical. As a result, the more
elongated TPB is secured, the better catalytic activity in the
DRM field can be obtained.

Results and Discussion

In this study, we design the exsolved catalysts for DRM with
different degrees of the interface between the exsolved
metal and the perovskite oxide support by varying the Fe
ratio, which in turn provides controllable TPB in the

Angew. Chem. Int. Ed. 2022, 61, €202204990 (2 of 10)

Research Articles

Angewandte

intemationaldition’y) Chemie

thermochemistry field. As a case study to induce a phase
transition from the bulk-nano composite to exsolution
securing TPBs, we choose La;yCa,;NiO;_; as a starting
catalyst that forms bulk-nano composite under reducing
conditions. By doping Fe to the catalyst, we assume that the
phases can be conceptually classified into three zones: a
bulk-nano composite zone in which Ni in the lattice is
separated to become bulk Ni particles [Eq. (1)], a mixed
phase zone where lattice Ni is partially separated and begins
to coexist with exsolved Ni particles at the Fe-doping ratio
of x [Eq. (2)], and an exsolution zone where a single phase
of perovskite exists with Ni particles anchored on the surface
of the perovskite oxide at a higher Fe-doping ratio of y

[Eq. (3)]-
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According to Equation (2), the introduction of Fe
contributes to suppressing perovskite phase
decomposition,®*! resulting in a phase transition to the
mixed phase zone. Moreover, when the Fe ratio exceeds a
specific value of y, the phase is further shifted towards the
exsolution zone where all the metal particles are embedded
on the surface of the parent perovskite oxide [Eq. (3)].

To induce different degrees of exsolution, we synthe-
sized different Fe ratios of perovskite structure samples,
La,,Ca,,Fe Ni;_O;_; (x=0, 0.4, 0.5, 0.6, and 0.7) sintered at
950°C in air (Figure S1). The main peak is shifted to a lower
20 angle with an increasing amount of Fe due to a larger
ionic radius of Fe ions compared to Ni ions,* resulting in
an increased unit cell volume of the perovskite structure
(Table S1). At a Ni-rich composition of air-sintered
Lay,Ca,;Fe,3Niy;05_; (x=0.3), NiO peak is detected due to
the limited solubility of B-site cations in the lattice (Fig-
ure S2). As a result, an exsolution system with a Fe content
of less than 0.4 is investigated to induce the three zones
mentioned above. The samples are abbreviated to represent
each composition and are summarized in Table 1.
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Table 1: Chemical compositions and abbreviations of the samples. To verify the TPB length varied with the degree of

— exsolution, the correlation between the interfacial perimeter
Compound Abbreviations of exsolved nanoparticles and Fe-doping ratio is investigated
Reduced LagsCag;NiO;_g LCN through scanning electron microscopy (SEM) and trans-
Reduced Lag sCagFeosNigsO;_5 LCFN46 mission electron microscopy (TEM). The SEM images in
Reduced LaysCag;FeosNiosOs. LCFNS55 Figure 1a reveal that various Fe-doping (Fe=0.4-0.7) in-
2:332:3 t:“g:m E:O-GE:OASS*" tgmg; duces different sizes and populations of exsolved particles.
Reduced LaZ::CaZ:: Fe&,sj =0 LCF At the Fe ratio of LCFN46, exsolved particles are formed

but still coexist with decomposed phases (Figure S3). With
the increased Fe ratio to LCFNS55, the size of the exsolved

LCFN55

 LCFN46 LCFN55 LCFN64

(um?) (nm) (%) (nm pm?)
1000 28 100 0.350
300 24 . 0.300
20 0.250
600 16 60 0.200
400 12 40 0.150
8 0.100
200 4 20 0.050
0 0.000
Population Particle average Exposed particle Interfacial perimeter
density diameter area ratio of particles
| ® LCN ® LCFN46 ® LCFN55 ® LCFN64 ©® LCFN73
d
g Bulk-nano Mixed phase Exsolution zone
T 5 composite zone ¢
3 8 zone
25
g2
83
< —_—
Sm
[
skE
=
'_

LCFN46 LCFN55 LCFN64

Negligible.

Figure 1. Particle characteristics varied with Fe-doping. a) SEM images and b) TEM images of Fe-doped samples; scale bars are 200 nm and 5 nm,
respectively. c) Sample characterization graphs based on SEM and TEM images.
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particles decreases, and the number of the exsolved particles
increase significantly without any decomposed phases.
However, a higher Fe dopant ratio (Fe>0.5) appears to
deteriorate the formation of nanoparticles given the
decreased population and size of the exsolved particles in
LCFN64 and LCFN73. Interestingly, TEM analysis shows
that increasing the Fe dopant makes the particles more
immersed in the support (Figure 1b). These results suggest
that the amount of Fe dopant can affect the control
parameters of nanoparticles, such as population, size, and
anchorage, which are closely related to the TPB length.

For a more precise investigation of the TPB on each
sample, the nanoparticles in a specific area are quantitatively
analyzed with ImageJ software. LCN is additionally ana-
lyzed for a comparison with the Fe-doped samples (Fig-
ure S4), and its particle interfacial perimeter is assumed to
be near zero as the deposited particles are mobile and form
shallow interfaces with support.”® Figure 1c shows the
particle characteristics of LCFN46 are not much deviated
from those of LCN, yet at LCFNSS5, the number of the
particle increases rapidly up to 980 particlesum™ with
largely reduced particle size and anchorage degree (calcu-
lated from exposed particle area ratio). This implies that the
phase has been shifted to the exsolution zone from LCFNS5S5.
On the other hand, the population, size, and anchorage
decrease from LCFN64, resulting in the longest particle
interfacial perimeter of 0.328 nmum™ at LCFN55. That is,
the most elongated TPB is obtained at LCFN55.

Figure 1d depicts the volcano-like trend of the TPB with
respect to the Fe-doping ratio: the length of TPB increases
and then decreases with increasing the amount of Fe. The
interfacial perimeter (e.g., interfacial perimeter=popula-
tion x average particle perimeter) reaches a maximum at
LCFNS5S5 by phase-shifting from bulk-nano composite zone
to exsolution zone. As illustrated below, the depth of a
single particle becomes deeper as Fe increases, and thus the
interface varying with depth increases. However, when the
Fe-doping ratio exceeds that of LCFNS5S5, the length of TPB
starts to decrease, implying that it can be controlled and
maximized by altering the exsolution degree.

The LCFNSS sample with the longest TPB length was
characterized in comparison with the conventional support
catalyst of LCN. The air-sintered La,,Ca,,Fe;sNijs0;_; and
LayoCa,;NiO;_; samples are analyzed with in situ X-ray
diffraction (in situ XRD) with a 25°C interval from 700°C
to 850°C in humidified H, conditions. As shown in Fig-
ure 2a—d, the diffraction pattern of perovskite is shown for
each sample at 30°C. However, different phase properties
appear under reducing conditions as below;

LayoCayNiO;_s —
0.9La,0; 4+ 0.1CaO + Ni (mobile bulk)

LayoCay,FeqsNipsO;_s —
La,,Ca,,FegsNiys_,0;_y + aNi (exsolved)

4)

®)

According to Equation (4) and (5), the secondary phase
peak of La,O; can be a key indicator for determining the
degree of phase transition and the presence of TPB active
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sites. The La,O; peak of air-sintered La,yCa,;NiO;_; starts
to be detected clearly from 700°C and increases rapidly so
that the perovskite phase almost disappears at 850°C (see
the main peak at 20=32°), suggesting that the undoped
sample (LCN) tends to undergo phase decomposition more
easily and thus hardly retain TPB as shown in Figure 2a and
b. In contrast, air-sintered Laj,Caj;Fe,sNi;sO;_; starts to
have a La,0; peak at 775°C and its peak remains very small
up to 850°C (Figure 2c and d), implying that LCFNS55 has a
higher resistance against the phase decomposition. In
addition, since the exsolution is known to be promoted with
increasing temperature, the maximized TPB active site is
obtained at 750 °C without any La,O; peaks.

The property to secure TPB is also analyzed through the
reduction property analysis of temperature-programmed
reduction with H, (H,-TPR). As shown in Figure SSa,
La,yCa,;NiO;_s follows three reduction pathways, yet four
for Lay,Ca,;FesNijsO;5_. Below 600°C, for
Lay,Ca,;FesNiysO;_; three peaks are associated with the
reduction of Ni’* to Ni*" and Fe*" to Fe>* when considering
the peaks at LagoCag;NiO; ! and La,,Ca, FeO; ;>
respectively (Figure S5a and S6). Near 800°C, the a peaks
can be ascribed as the reduction of Ni’* to Ni mainly as it is
absent from the reduced samples in Figure S5b where the
peak attributed to bulk (near 1000°C) exists only. Here, it is
worth noting that the a peak of LCFNS5S is shifted towards a
higher temperature, implying that structural stability is
enhanced to maintain perovskite oxide with exsolved nano-
particles, which is consistent with in situ XRD data.

X-ray photoelectron spectroscopy (XPS) was conducted
to analyze the surface oxidation state of Ni species of
LCFNS5 compared to LCN (Figure 2e and f). As the La 3d;,
, and Ni 2p;, spectra overlap at high binding energy, the Ni
3ps, spectra at around 67 eV are analyzed.’*! The atomic
ratio of Ni metal to total Ni species of LCN is over 90 %,
implying that most of the Ni species in LCN are segregated
from the perovskite lattice to mainly exist as supported
catalysts. LCFNSS5, on the other hand, has a relatively lower
Ni metal ratio of 37.5 %, indicating that LCFNS55 is more
likely to maintain mainly the ABO; perovskite framework
with exsolved metal particles.

The surfaces of the samples are more precisely analyzed
through scanning transmission electron microscopy with
energy-dispersive X-ray spectroscopy (STEM-EDS) elemen-
tal map. Figure 2g,h show the contrasting status of Ni metal
on the surface: The Ni metals in the LCN sample are
deposited on the surface with a size of around 30 nm,
whereas those in the LCFNS55 sample are socketed with a
uniform distribution on the support with a size of around
15 nm. Most of the Ni from the B-site of LCN is segregated
out of the support to form Ni deposited on La,O; (Figure 2g
and i), consistent with the XPS data. On the other hand, for
the case of LCFNS55 only partial Ni has been exsolved from
the lattice and anchored on the surface of support, and La,
Ca, Fe, Ni, and O elements are detected evenly throughout
the parent oxide (Figure 2h and j), implying the mainte-
nance of the perovskite oxide phase. Overall, these results
highlight that exsolution phenomena can promote TPB

© 2022 The Authors. Angewandte Chemie International Edition published by Wiley-VCH GmbH
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Figure 2. Characterizations of LCN and LCFN55 using in situ XRD, H,-TPR, and STEM. In situ XRD and its enlarged plots of a),b) LCN and

c),d) LCFNS55 from 700°C to 850°C under reducing conditions. XPS of €) LCN and f) LCFN55. STEM-HADDF images of g) LCN and h) LCFN55;
scale bars are 15 nm. STEM-HADDF images and EDS elemental map of i) LCN and j) LCFN55; scale bars are 250 nm and 25 nm, respectively. The
STEM-HADDF image of LCN was magnified in the sky-blue box in (i); scale bar is 25 nm.

active site formation by securing immobile nanoparticles on
perovskite support.

To verify the DRM catalytic performance of the
LCFNS55 compared to the undoped sample of the LCN, the
catalytic activities of the samples were tested in the temper-
ature range of 600°C to 750°C under a gas hourly space

Angew. Chem. Int. Ed. 2022, 61, €202204990 (5 of 10)

velocity (GHSV) of 30000 mLg 'hour™ with the gas
mixture of CO,, CH,, and He of 20, 20, and 60 mLmin,
respectively. About 60 vol % of dilution gas is introduced to
identify the initial active site while minimizing the degrada-
tion of the catalyst by carbon coking. Since the dilution gas
lowers the concentration of the overall reactant gases, it can
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be assumed that the reactants can participate in the reaction
without any other factors that lower the activity, allowing to
analyze the original active site of the catalyst. The CO, and
CH, conversions are calculated by dividing the concentra-
tion of the consumed reactants by that of the injected
reactants. As shown in Figure 3a and b, the CO, and CH,
conversion rates of the LCFNS55 with the most elongated
TPB improve over the entire temperature range compared
to the LCN, so it is presumed that TPB plays a key role in
the catalytic activity. To identify this presumption, the
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catalytic activity of the NiO sample without any TPB sites
was evaluated towards DRM. As shown in Figure S7, the
catalytic activity of NiO is the lowest over the entire
temperature range among the samples, indicating that TPB
contributes to high catalytic activity. LCN is decomposed
into La,0; and Ni to form coalescence-prone mobile Ni
particles that limit the metal active site [Eq. (4)]. On the
other hand, embedded Ni particles on the surface of the
perovskite oxide of the LCFN55 [Eq. (5)] suppress particle
agglomeration and contribute to securing the TPB. Further-

a b - C
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Figure 3. Catalytic activity of LCFN55 compared with LCN. DRM catalytic activity of a) LCN and b) LCFN55. ¢) Activation energy to produce H, and
CO for LCN and LCFN55 in the temperature range of 600°C to 750°C. d) Continuous DRM operation comparison of LCN and LCFN55 at 750°C
without dilution gas. e) TGA-DSC of LCN and LCFNS5S after stability test at 750°C for 130 hours and 500 hours, respectively. f) Continuous DRM
operation of LCFNS55 at 850 °C without dilution gas. g) Comparison of long-term stability at 850 °C from the present work to other studies; the inset
shows the LCFN55 sample in quartz tube after the continuous DRM reaction at 850°C for 1000 hours and its TEM image; scale bar is 20 nm.
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more, considering that the activation energies of H, and CO
are lower in LCFNS55 than LCN (Figure 3c), it can be
deduced that H, and CO are produced more favorably at
TPB active site than the metal site.

A long-term continuous DRM measurement was per-
formed under a non-diluted gas system with a mixture of the
CH, and CO, ratio of 50:50 at 750°C to confirm the effect
of carbon coking and particle agglomeration with time. In
the absence of dilution gases, the degradation of catalytic
performance due to the carbon coking and thus particle
agglomeration can occur more predominantly. As shown in
Figure 3d, the CO, and CH, conversions of the LCFNS55
continue to increase over 500 hours, reaching 77 % and
72 %, respectively, while the conversion values of the LCN
decline sharply after 100 hours and those of the LCFN73 are
significantly low from the initial stage. Thermogravimetric
analysis (TGA) and differential scanning calorimetry (DSC)
were carried out to determine the presence of carbon
formation in the samples after continuous DRM operations.
The curve on the left axis of Figure 3e represents the weight
change of the samples after the long-term stability test with
increasing temperature in air. The LCN sample experiences
a large weight reduction of 43.8 wt % with an exothermic
DSC peak,” indicating the presence of large carbon coking
in the LCN after DRM test. The LCFN55 sample, on the
other hand, shows negligible weight loss with no exothermic
DSC curve, confirming that the secured TPB with exsolution
catalyst can suppress carbon coking and maintain high
conversion rates even under the non-diluted DRM system.
Besides, an energy dispersive spectroscopy (EDS) line
profile for LCFNS5 confirms that Ni nanoparticles are
strongly anchored on the surface of the perovskite oxide
after 500 hours of continuous DRM operation (Figure S8).

We further investigated the continuous DRM operation
for the LCFNS55 sample without any dilution gases at an
elevated temperature of 850°C. As illustrated in Figure 3f,
CH, and CO, conversions of LCFNS55 almost approach the
thermodynamic equilibrium of 943 % and 97.2% with
91.6 % and 95.9 %, respectively, with H,/CO ratio close to
unity. Remarkably, the conversions last for more than
1000 hours without deactivation, an unprecedented world
record. Some recent studies have been conducted to
approach high conversion rates without dilution gases, but
they have only been able to operate for a short period of
time (<100hours) and some suffer from severe
deactivations"**! (Figure 3g). After the long-term stability
test, the presence of carbon coking and particle agglomer-
ation is analyzed with TGA-DSC and EDS. As shown in
Figure 3g, the glass fiber wool surrounding the sample in the
fixed-bed tube is clean and no weight loss in TGA-DSC
(Figure S9a) was observed, suggesting that no carbon coking
occurs. Also, immobile nanoparticles embedded in the
perovskite oxide support in Figure 3g and S9b confirm the
higher resistance to metal particle agglomeration and
secured TPB over the long operation time to maintain the
incredibly high conversion rates. Overall, the LCFNS5 with
elongated TPB is proven to be highly active and durable
without carbon coking and metal particle agglomeration.
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To reveal the enhanced catalytic activity of the elongated
TPB in DRM reaction, DFT calculations were performed.
The major elementary steps of DRM reaction (CO, and
CH, adsorption and dissociation) are compared at the active
sites constituting exsolved nanocatalyst; metal and interface
(Figure 4a,b and Table 2). As shown in Figure 4a, the CO,
dissociation is more favorable at the interface than on metal
due to the largely reduced CO, adsorption energy. In
contrast to metal forming weak physisorption (E,=0.01 eV),
the interface forms stronger chemisorption with CO, (E,=
—0.62 eV) in CO;*". To elucidate the origin of the enhanced
CO, adsorption ability of the interface, the effective Bader
charge analysis was performed to quantify electron transfer
during adsorption. As illustrated in Figure S10a, electrons
are accumulated (red region) at lattice oxygen, while
electrons are depleted (blue region) at the adjacent exsolved
Ni nanoparticle and CO, molecule. Besides exsolved Ni
nanoparticle facilitating CO,*~ formation by donating elec-
trons to the oxygens of CO,, lattice oxygen from oxide
support functions as strong Lewis acid by accepting
electrons from adsorbed CO, (Figure S10b). That is, due to
the coexistence of Lewis base of metal and Lewis acid of
support, CO, adsorption is more favorable at TPB than
metal only with Lewis base, resulting in the most active site
for CO, overall dissociation reaction. Therefore, the longer
the TPB length is guaranteed, the higher the CO, conversion
rate can be obtained.

Figure 4b shows the reaction energies of the CH,
dehydrogenation including a series of five reaction steps at
metal and the interface. The entire CH, dehydrogenation
reaction (CH,—CH;—CH,—CH—C) is observed to be
more favorable at the interface than at metal. The origin of
the enhanced CH, dehydrogenation ability of the interface
lies in the largely reduced first dehydrogenation step of CH,
(E,=-0.85¢V, denoted as 12), which is the lowest of all
dehydrogenation energies. The first dehydrogenated CHj;
can be regarded as the actual adsorption site for CH,
dehydrogenation as it forms chemisorption, in contrast to
CH, forming weak physisorption. That is, the reduced entire
CH, dehydrogenation energy at the interface stems from
improved adsorption ability. For the case of the metal,
electrons are transferred from the Ni metal to adsorbed CHj;
(0.27¢) and H (0.26 ¢), namely metal functions as Lewis
base (Figure 4c and d). Meanwhile, at the interface electron
is mainly transferred from exsolved nanoparticle to ad-

Table 2: Adsorption and dissociation energies of CO, and CH, at metal
and interface.

Reaction Reaction energy [eV]
Metal Interface

CO, (g)—*CO, 0.01 —0.62
*CO,—*0+*CO —1.05 —0.67
CH, (g)—*CH, 0.06 —0.01
*CH,—*CH;+*H —0.14 —0.85
*CH;4+*H—*CH,+*2H —0.07 —0.24
*CH,+*2H—*CH+*3H —0.42 —0.30
*CH+4*3H—*C+*4H 0.49 0.26
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Figure 4. Reaction energy profile of a) CO, dissociation and b) CH, dehydrogenation at metal and interface. The colour for each atom in the model

is white, grey, yellow, blue, and red for La, Ni, C, H, and O atoms, respectively. Grey and blue octahedrons are NiOg and FeO, octahedrons,
respectively. ¢) Charge density difference upon the H and CHj; (adsorption site of CH,) at metal and interface. Orange and navy-blue regions
indicate electron accumulation and depletion, respectively. Charge transfer upon the adsorbed H and CH; at d) metal and e) interface. Density of
states of f) Ni metal, g) interface, and h) perovskite oxide support. The Fermi level is set to zero.

sorbed CH; (0.29 e) and from H to lattice oxygen (0.79 e),
respectively (Figure 4c and e). Notably, besides exsolved Ni
nanoparticle acting as Lewis base, lattice oxygen from
support acts as strong Lewis acid, resulting in stronger H
adsorption with lattice oxygen. Since more electrons con-
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tributing to the adsorption are accumulated at the interface
in the first dehydrogenation step of CH,, the interface is
more likely to generate the CH, dehydrogenation site of
CH;. Also, more electrons participate in the chemisorption
of CH; with the exsolved Ni nanoparticle at the interface
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than at the metal site. Likewise, the interface is confirmed to
function as the most powerful active site of TPB for CH,
dehydrogenation as it enhances the adsorption ability of
CH, by promoting CH; formation and adsorption at the
interface.

Furthermore, the dissociation ability of TPB is inves-
tigated by comparing the electron structure of metal and
support, constituting TPB. Since the d-band center of
exsolved Ni nanoparticle (—1.50 eV) is similar to the d-band
center of Ni metal (—1.20eV) (Figure 4f and g), it can be
deduced that the interface has excellent CO, dissociation
and CH,; dehydrogenation ability as metal. Also, as
illustrated in Figure 4g and h, the O p-band center of the
interface (—3.36 eV) is downshifted compared to that of
support (—2.27 eV). The downshift of DOS on the interface
is caused by the upshift of Fermi level (support: —0.01 eV,
interface: 1.15 eV) due to the oxygen defect at the interfacial
site,! resulting in the reduced CO, dissociation energy.

Conclusion

In summary, we have extended the TPB concept from the
electrochemical field to the thermochemical field by demon-
strating exsolved nanocatalyst for DRM. The TPB is
controlled by varying the exsolution degree with the Fe-
doping ratio of perovskite oxide. LCFN55 with the most
elongated TPB results in the unprecedented CO, and CH,
conversion of 95% and 91 %, respectively, stable for
1000 hours under a non-diluted system without any deactiva-
tion. The TPB is calculated to be the most active site in
DRM reaction as it lowers adsorption energy of CO, and
CH, with Lewis base nature (exsolved metal) and Lewis
acid nature (support), inducing more charges to participate
during adsorption. Establishing the TPB concept in DRM
with the exsolved nanocatalyst opens up a new perspective
in designing highly active and durable metal-supported
catalysts in the thermochemistry field, which goes beyond
the study on exsolution.
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