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Bare La,Oz in non-oxidative propane
dehydrogenation: in situ decoration of active sites
for enhanced catalyst performance
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To replace toxic or expensive CrO,- or Pt-based catalysts currently used in large-scale production of
propene through non-oxidative dehydrogenation of propane, ecologically friendly and cost-effective
alternatives are needed. In this context, we introduce La,Oz as a promising catalyst for this reaction. Our
characterization and catalytic experiments as well as density functional theory calculations revealed that
coordinatively unsaturated La®* cations (Lac,s) possess high activity to the cleavage of the C-H bond in
propane. However, they strongly adsorb propene and hydrogen atoms formed from propane, favoring the
formation of coke but hindering their recovery by H, desorption. Lac,s can, however, be decorated with
hydrogen species in the presence of gas-phase H,. These new species show high activity for propane
activation but low ability to adsorb propene and open a more energetically favorable pathway for H,
formation. La,O3z does not obviously differ from an industrial analogue of K-CrO,/Al,Os in terms of propene
selectivity up to 60% equilibrium propane conversion at 600 °C using a feed with 40 vol% CsHg and 30 vol%
H, in N,. The effect of hydrogen on the PDH performance of La,Os may inspire other researchers involved

rsc.li/catalysis

Introduction

The production of propene, the second most important
building block in the chemical industry after ethylene, has
received considerable attention in recent years." This
chemical is applied for the manufacture of polypropylene,
acrolein, acrylonitrile, propylene oxide, acetone, and other
chemicals. Despite its wide range of applications, propene is
still mostly produced as a by-product of cracking processes
based on crude oil. Moreover, these processes cannot longer
meet the increasing demand for propene. Therefore, on-
purpose propene production technologies have been
developed and commercialized.”

Non-oxidative propane dehydrogenation to propene (PDH)
is the main on-purpose technology.>® CrO,- or Pt-containing
catalysts applied for this process demonstrate high activity,
propene selectivity and durability. However, they suffer from
the high price of Pt and the environmental issues caused by
Cr(vi) compounds. Consequently, many efforts have been
made to develop alternative catalysts free from such
drawbacks. Generally, catalysts composed of a thermally
stable support material and catalytically active metal-oxide
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in the development of alternative catalysts, which are typically tested in the absence of hydrogen.

supported species (VO,,” ZnO,,'°™** C00,,"”™® GaO,,"" >
Sn0,,**> FeO, (ref. 23 and 24)) are the most promising
candidates. Their performance is largely determined by the
structure of the supported species, which is not always easy
to control and to stabilize under severe reaction conditions.

In view of the above shortcomings, we have originally
introduced a novel concept for the design of bulk catalysts
based on Zr0,.*>*® Surface defects, ie., coordinatively
unsaturated zirconium cations (Zr.,s), were concluded to be
the active sites. This concept is attracting more and more
attention and has led to the development of novel bulk
catalysts based on Ti0,>*° Al,0;,°'* Eu,0;* and
Gd,0;.>° The focus of such studies has mainly been to
identify ways of increasing the concentration of surface
defect sites through catalyst preparation or treatment to
control catalyst activity.>****%3” 1t is also worth noting that
such materials form a relatively new class of PDH catalysts.
Thus, their potential remains unexplored.

Here we present La,O; as a potential PDH catalyst whose
performance is unusually changed in the presence of co-fed
hydrogen compared to the metal-oxide catalysts mentioned
above. Both activity and propene selectivity increase with
increasing partial pressure of H, due to in situ decoration of
coordinatively unsaturated La®" (La.,s) with hydrogen species.
DFT calculations predict that the decorated La.,s sites open a
new pathway for the activation of the C-H bond in propane
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and the formation of gas-phase H,, and show a lower ability
to adsorb propene in comparison with their undecorated
counterparts. To benchmark La,0; we compared its PDH
performance with that of a commercial analogue of K-CrO,/
Al,O; tested in parallel under industrially relevant conditions in
a broad range of propane conversion degrees.

Results and discussion
Catalytic performance in propane dehydrogenation

Hydroxycarbonates/carbonates formed from La,O; under
ambient conditions due to its hygroscopicity and basicity®***°
(Fig. S1-S3) were found to negatively influence the rate of
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propene formation (black solid data in Fig. 1(a)). They can be
practically completely decomposed (trace amounts of
carbonates are still present) after sequential treatment of
La,0; in oxidizing and reducing atmospheres at 600 °C (Fig.
S4-S6 and the corresponding discussion below them, Table
S1). The treated catalyst, called as La,O; oxidized-reduced,
contains oxygen vacancies detected by EPR (Fig. 1(b)) and
accordingly La.,s sites.**™** It showed high initial (after 5 min
on stream) rate of propene formation (blue data in Fig. 1(a))
implying that the surface defects formed during the reductive
treatment are crucial for catalyst activity. However, the rate of
propene formation gradually decreased with increasing time
on stream due to coke formation. When La,O; oxidized-

—— La, 0, oxidized
—— La,0, oxidized-reduced
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(@) Temporal changes in the rate of propene formation determined at 600 °C over differently treated La,Oz samples. Test conditions: mc,¢

= 50 mg, 40 vol% CsHg in N, feed flow = 20 mL min™%, T = 600 °C. The rate of propene formation over inert SiC related to the gas-phase non-
catalytic reaction is shown with grey color with open circles. (b) Electron paramagnetic resonance spectra of La,Os after oxidative treatment (black
line) and after reductive treatment followed by evacuation (red line). The spectra were recorded at -168 °C. The value of g = 2.003 is a
characteristic feature of free electrons in an oxygen vacancy.**** (c) Dependence of selectivity to propene on propane conversion determined for
defective La,Os (black symbols) and K-CrO,/Al,O3 (grey symbols) using 40%C3Hg-60%N, (®, ©), 40%C3sHg-10%H,-50%N, (4, +), and 40%CsHg-
30%H>-30%N, (m, =) reaction feeds at 600 °C. (d) Proposed scheme of product formation in propane dehydrogenation.
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reduced was reoxidized before starting the PDH reaction, its
initial activity was similar to that of the non-treated catalyst but
increased with increasing time on stream and passed a
maximum after 15 min. The increase should be related to the
formation of La., sites in situ. We have also evaluated the
blind (non-catalytic) activity at 600 °C, as indicated by the open
symbols in Fig. 1(a). This activity is significantly lower than that
of La,0; samples free from hydroxycarbonates and carbonates
(LayO3 oxidized-reduced or La,O; oxidized-reduced-reoxidized
in Fig. 1(a)). Therefore, we can confidently conclude that the
product formation in our experiments predominantly occurs
through heterogeneous catalytic pathways.

Primary and secondary reaction pathways in the course of
propane dehydrogenation at 600 °C over La,O; oxidized-
reduced were identified by analyzing the selectivity-
conversion plots of propene, C;-C, hydrocarbons and carbon
deposits, which were constructed based on catalytic tests
carried out at different contact times (Fig. 1(c) and S7(a and
b)) For comparative purposes, the corresponding
relationships were determined for an analogue of the
industrial K-CrO,/Al,O; catalyst. The selectivity to propene
decreases with increasing propane conversion over both
samples due to consecutive transformations of this olefin
(Fig. 1(c)). However, the strength of the decrease is larger for
La,0; than for K-CrO,/Al,0;. The selectivity to C;-C,
hydrocarbons over these catalysts increases with increasing
propane conversion starting from a non-zero value (nearly
5%) at zero conversion (Fig. S7(a)) implying that these
products are formed from both propane and propene. The
selectivity-conversion  relationships  for coke  differ
significantly for La,O; and K-CrO,/Al,O;. The selectivity to
coke increases with increasing propane conversion starting
from zero value at zero conversion (Fig. S7(b)) and reaching
values of 16% and 3% for La,O; and K-CrO,/Al,O4
respectively at 26% propane conversion. This dependence
suggests that propene primarily formed from propane
undergoes consecutive transformation to carbon deposits,
with this reaction having a stronger impact on La,O3.

In contrast to K-CrO,/Al,O;, the selectivity to propene over
La,O; in a broad range of propane conversions was
significantly improved when the PDH reaction was performed
with co-fed hydrogen (Fig. 1(c)). Noticeably, when using the
reaction feed consisting of 40 vol% C;Hg and 30 vol% H, in
N,, La,0; and K-CrO,/Al,O; performed very similarly in terms
of selectivity to propene; 87% selectivity was achieved at 26%
propane conversion over both catalysts. The increase in the
selectivity to propene is due to the suppression of the
formation of carbon deposits (Fig. S7(b)). The selectivity to
C;-C, hydrocarbons over La,0; was hardly affected by co-fed
hydrogen but increased over K-CrO,/Al,O; (Fig. S7(a)).

On the basis of the obtained selectivity-conversion
relationships, the overall reaction pathways leading to different
reaction products in the PDH reaction are similar for La,O;
and K-CrO,/Al,O; (Fig. 1(d)). Propene and C,;-C, hydrocarbons
are formed from gas-phase propane as primary products. The
undesired hydrocarbons are additionally formed from propene.

This journal is © The Royal Society of Chemistry 2025
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Coke originates exclusively through consecutive
transformations of propene. However, the catalysts differ in the
effect of H, on the pathways that contribute to the loss of
propene selectivity. The primary (extrapolated to zero propane
conversion) selectivity to C;-C, hydrocarbons over K-CrO,/
Al O; increases with increasing feed content of H,, while a
decrease was found for La,O;. For both catalysts, the increase
in this selectivity with increasing propane conversion is not
obviously affected by H,. Based on these results, we can
conclude that this reactant does not influence the propene
cracking to C;-C, hydrocarbons over both catalysts but
positively affects the propane cracking over K-CrO,/Al,O;. This
reaction is partially hindered over La,O;. Thus, the selectivity
to propene over the latter catalyst is significantly improved.
Based on the hindering hydrogen effect on coke formation we
assume that the desired dehydrogenation reaction and side
reactions involving gas-phase propene may proceed on
different sites. The unselective ones seem to competitively
adsorb hydrogen and propene. It cannot be completely
excluded that propene adsorbed on the unselective sites is
further hydrogenated to propane. For both options, the
coverage by adsorbed propene species should decrease with an
increase in H, partial pressure resulting in hindered coke
formation. It is worth mentioning that the strong positive effect
of H, on the selectivity to propene was not previously reported
for bulk ZrO,-** or supported Pt-based*® catalysts, although it
is well-known that the formation of coke over Pt-based*’*° and
ZrO,-based® catalysts is hindered in the presence of H,. The
H,-mediated improvement of propene selectivity over
supported GaO,-based catalysts was ascribed to the formation
of metastable gallium hydride species promoting C-H bond
activation in propane but inhibiting deep dehydrogenation of
propene.®® A recent study on the H,-mediated activity
improvement of an iron-containing catalyst based on
dealuminated BEA zeolite has shown that the enhancing effect
is related to the increased strength of propane adsorption.’" To
provide an understanding of the effect of H, on the PDH
reaction over La,O;, DFT calculations were performed. The
obtained results are presented and discussed below.

Molecular-level details on propene dehydrogenation over
defective La,0;

We firstly analyzed possible reaction pathways over the clean
def-La,05(001) surface in the absence of H,. Considering the
EPR results in Fig. 1(b), the constructed surface contains an
anion vacancy. Different sites for dissociative propane
adsorption were considered (Fig. S8). Based on the obtained
energy values, we assume that the first C-H bond cleavage in
adsorbed C3;Hg proceeds with the participation of three La.,s
cations (Fig. S8(a) and (b)). The resulting hydrogen atom is in
the oxygen vacancy surrounded by these sites. The co-formed
C;H; intermediate is in a bridging position between two Lac,s
sites. The C-H bond cleavage on the La.,s—O pair (Fig. S8(d),
(h) and (i)) or with the participation of non-defective La
cations located far from the anion vacancy (Fig. S8(c), (f) and
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(g)) is thermodynamically less favored. The energy required
to form n-C;H, (methyl C-H bond activation, Fig. S8(e)) is
slightly lower (by 0.09 eV) than that to form iso-C3H,
(methylene C-H bond activation, Fig. S8(a)). The formation
of n-C3H, is also kinetically more favorable since the
corresponding energy barrier is lower than that required for
the formation of iso-C3;H, (0.17 eV vs. 0.31 eV, Fig. 2(a) vs.
Fig. S9(a), and Fig. 2(c) vs. Fig. S9(c) (corresponding
structures for the transition state TS1)). The abstraction of
hydrogen from n-C;H; or iso-C;H; leads to the formation of
adsorbed propene and another hydrogen atom located
between two Lag,s sites (structure “surf + C;H¥ 4+ 2H*” in
Fig. 2(c) or S9(c)). The corresponding activation energies are
equal to 0.74 eV (TS2 in Fig. 2(c) and S9(c)). The sequential
recombination of two hydrogen atoms to form one H,
molecule is endothermic by 1.91 eV (Fig. 2(a) and (c)). This
step requires the highest energy to overcome along the entire
reaction path. It is worth mentioning that the dissociative
adsorption of gas-phase H,, ie., the reverse reaction, is
barrierless and leads to the formation of La.,s decorated with
adsorbed hydrogen species (def-La,03(001)-2H).

Based on the proposed reaction pathways, we also
calculated the Gibbs free energies along the reaction
coordinate in PDH over def-La,03(001) at 600 °C (Fig. 2(b) and
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S9(b)). The thermodynamic corrections applied for this
temperature led to some changes in the energy diagram
compared to that obtained at 0 K. The propane adsorption
became less favorable, propene desorption became more
favorable, and the energy required for the recombination of
hydrogen atoms over def-La,05(001) decreased (Gibbs energy
of 1.39 eV). Nevertheless, the latter step still requires the
highest energy and therefore can be considered as the rate-
limiting step. The theoretical conclusion about the rate-
limiting step in PDH over defective La,O; was further validated
by transient experiments in the TAP reactor (Fig. S10).

Given previous DFT studies on the molecular aspects of
the PDH reaction over ZrO, and TiO, with catalytically active
Zr.,s and Ti; sites, respectively, we attempted to identify the
similarities and differences between these metal oxides and
La,O;. Fig. S11 shows the most favorable PDH pathways
proposed for the defective h-La,05(001) (this work), m-
Zr0,(111),%° and a-Ti0,(101).>® The PDH reaction over all
catalysts proceeds through a stepwise mechanism, which
involves the sequential abstraction of hydrogen atoms from
the propane molecule. However, the dissociation of C-H
bonds proceeds on different sites depending on the kind of
catalyst. Thus, the first and second hydrogen abstraction
steps on the defective h-La,03(001) involve the participation

. TS1
surf+C,;H, Ea=0'17 eV
-0.33 eV

1 surf+C;Hg(9)
0.0 aMg(g

Energy / eV

-15

20 surf+C,H,"+H*

E,=0.74 eV

surf+C,Hg(g)+H," +

+1.22 eV surf+C;Hg(g)
+Hy(g)

TS2 -0.69 eV

surf+C,Ha(g)+2H*

surf+C;Hg"+2H*

2.0 - (b)

1 TS1
surf+C,Hy* Es=0.29eV
+1.00 eV

1.5 <

surf+CoHy(0) surf+C,H,* +H*
3' 57

Gibbs energy / eV

surf+C,Hg(g)+H,"

+Hy(9)

-0.78 eV

Reaction

coordinate

(c)

surf+C,Hy* TSt

surf+C,H,"+H*

TS2

surf+C,Hg* +2H*

surf+2H* surf+H,*

Fig. 2 The calculated (a) energy profile along the pathways of propane dehydrogenation to propene over def-La,0s(001) proceeding through the

methyl C-H bond activation, and (b) the corresponding Gibbs free energy
intermediates and transition states. Color scheme: La - aqua, O -red, C-g
in the section “Optimized fractional coordinates” in the SI.
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profile at 873 K and ambient pressure. (c) The optimized structures of
rey, H - white. The coordinates of the illustrated structures are provided
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of three and two La.,s sites respectively. Contrarily, these
processes involve two and one Zr., sites on the defective m-
ZrO,(111) surface, and the Ti.,,~O" pair and three Ti., sites
on the defective a-TiO,(101) surface. It is however worth
mentioning that for all proposed pathways, the
recombination of hydrogen atoms to hydrogen molecules was
identified as the rate-limiting step. Since coordinatively
unsaturated cations tend to increase their saturation, they
form strong bonds with hydrogen atoms introduced into the
vacancy, which makes hydrogen recombination difficult. The
recovery of the clean defective surface in the end of the
catalytic cycle seems to be a general challenging problem of
PDH catalysts based on bulk metal oxides with coordinatively
unsaturated cations acting as active sites. Considering the H,-
mediated improvements in propene selectivity (Fig. 1(c and d)
and 6) and inspired by the recent work on the PDH reaction
over gallium hydride,>® we analyzed if La., decorated with
adsorbed hydrogen species can play a role in the PDH
reaction. Such hydrogen-decorated La.,s sites can be formed
in situ in the presence of hydrogen as explained below.

Hydrogen-decorated La,,s as active sites for propane
dehydrogenation

The presence of oxygen vacancy on the surface of
La,03(001) leads to the charge redistribution for each La
atom located near this vacancy. Thus, according to Bader
charge analysis, the average valence state of surface La in
stoichiometric La,05(001) is 2.0le (Fig. 3(a)), while this
value decreases to 1.6le for La.s in def-La,05(001)
(Fig. 3(b)). To compensate for the lack of surface oxygen,
La.,s sites form very strong bonds with adsorbates. Under
H, atmosphere, hydrogen can bond to La.,s sites to form
def-La,05(001)-H and def-La,05(001)-2H. The surface
energies of def-La,03(001), def-La,05(001)-H, and def-

(b) def-Lay,O4
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La,0;(001)-2H were calculated to evaluate their relative
stability at different H, partial pressures at 600 °C (Fig.
S12). Our findings suggest that the def-La,03(001) surface
can interact with H, to form def-La,05(001)-H and def-
La,05(001)-2H at very low H, pressures. The introduction of
hydrogen to the oxygen vacancy causes the charge
compensation to the La.,s sites and electron redistribution
with a charge accumulation over H atom(s) (Fig. 3(c)-(f))-
Comparing the average Bader net atomic charge values for
La on different surfaces (Fig. 3(a)-(d)), we can conclude that
the concentration of electron density at La cations decreases
in the following order: def-La,0;(001) > def-La,03(001)-H >
def-La,05(001)-2H > La,05(001). For the stoichiometric
La,05(001), all surface La cations have the same valence
state (2.01e), while for other surfaces, the La cations located
near to the vacancy (empty or decorated with hydrogen)
have a lower valence state than the cations located far from
the vacancy. Accordingly, La cations bonded to H on def-
La,0;3(001)-H and def-La,05(001)-2H surfaces are more
coordinatively saturated than the La., surrounding oxygen
vacancies, but still can be considered as “defect sites” since
they have higher electron density than the non-defective La
cations on the surface of the stoichiometric La,O3(001).
Based on the above discussion we analyzed possible
reaction pathways leading to C;H¢ and H, from C;Hg over
def-La,05(001)-2H (Fig. 4). The latter species formed as a
result of hydrogen dissociation on defective La,03(001) has
one hydrogen atom located deep in the oxygen vacancy and
another one located in the bridge position between two Lac,s
sites. While the first H atom is hardly accessible, the second
H atom can interact with the H atom from the propane
molecule leading to its extraction and the formation of H,.
This step has an energy barrier of 1.01 eV, which is the
highest along the entire reaction path (Fig. 4(a)). After
hydrogen desorption, the second hydrogen abstraction from

(d) def-La,0,-2H

(c) def-La,05-H

Fig. 3 The optimized structures of (a) stoichiometric La,03(001), (b) def-La,03(001), (c) def-La,03(001)-H, and (d) def-La,0+(001)-2H with Bader
net atomic charge of each element (6 = ZVAL - Bader population). Charge density difference isosurfaces (top and side views) obtained upon
introduction of (e) one and (f) two H into def-La,O3(001). Isosurface level = 0.002. The yellow and blue isosurfaces represent accumulation and

depletion of electrons, respectively.
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Fig. 4 The calculated (a) energy profile along the pathways of propane dehydrogenation to propene over def-La,03(001)-2H proceeding through
the methyl C-H bond activation and (b) the corresponding Gibbs free energy profile at 873 K and ambient pressure. (c) The optimized structures of
intermediates and transition states. Color scheme: La - aqua, O - red, C - grey, H - white. The coordinates of the illustrated structures are provided

in the section “Optimized fractional coordinates” in the SI.

the remaining n-C;H; located in a bridging position between
two La.,s sites leads to the formation of adsorbed propene
and H atom, which replenishes the missing H atoms on the
catalyst surface. This step has a barrier of 0.74 eV and
involves the same intermediates and transition state
proposed for def-La,03(001). The corresponding Gibbs free
energy profile was calculated based on the proposed reaction

(a) PDH over def-La,0,(001) surface:

CHs
CHs H,C=CH
HsC—CH, Hzc‘Cﬁ:'S H-H
Lalv-o la— La oo la—>Lla.._ I !Ta — La‘,‘,»(vc;),,_.»La
e : : /,H b e
La La La’ La
(b) PDH over def-La,0,(001)-2H surface:
CHs CH CH.
HsC-CH, H;CjCHz N HzC:C’H 2
La.. _-la La la la.. la
. H , HH . H
La” La La”

Fig. 5 Schematic illustration of the propane dehydrogenation
mechanism over (a) bare def-La,0z(001) and (b) def-La,Oz(001)-2H.
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pathway (Fig. 4(b)). Since the highest energy is required for
the first breakage of the C-H bond, this step can be
considered as the rate-limiting one. For comparison, we
schematically illustrated the propane dehydrogenation
mechanism over bare def-La,05(001) and def-La,03(001)-2H
surfaces in Fig. 5(a) and (b) respectively.

Coke formation and catalyst deactivation/regeneration ability

Since coke formation is the main reason for the catalyst
deactivation, we also analyzed which species can be
responsible for this undesired side reaction and why it is
suppressed by co-fed hydrogen. According to Fig. 1(c and d)
and S7(b), coke is formed through sequential reactions
involving gas-phase propene, which must be adsorbed. We
can assume that the higher the propene adsorption, the
higher the possibility of its participation in such reactions.
To analyze the strength of propene adsorption, we created
models for adsorbed propene on each surface (def-
La,0;(001), def-La,0;(001)-H, def-La,05(001)-2H, and
La,0;(001)) and calculated the corresponding values of
energy of propene adsorption E,q5(C3Hg) (Fig. 6). The lowest

This journal is © The Royal Society of Chemistry 2025
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Fig. 6 The optimized structures (top and side views) of adsorbed CsHg species on (a) def-La,03(001), (b) def-La,03(001)-H, (c) def-La,03(001)-2H,
and (d) La,0O3(001). (e) The corresponding values of the energy of CsHe adsorption.

E.qs(C3Hg) value was obtained for def-La,05(001), confirming
that the presence of highly unsaturated La cations
significantly enhances the strength of adsorption. By
decorating these sites with hydrogen, they become more
saturated, and the E,q5(C3Hg) value becomes less negative
indicating a decrease in the adsorption strength. The E,q5(Cs-
H¢) value for the def-La,03(001)-2H surface is very close to
that of stoichiometric La,05;(001) (-0.53 eV versus —0.42 €eV).
Accordingly, although def-La,05(001) demonstrated quite low
activation energy for the first C-H bond cleavage in C3;Hg
(Fig. 2) implying high dehydrogenation ability of this surface,
low coordination of active La.,s sites makes this surface also
vulnerable to coking. On the other hand, def-La,05(001)-2H
is characterized by higher E, value for the first C-H bond
cleavage in C3;Hg, however it possesses increased resistance
to coke formation.

Finally, we investigated the durability of defective La,O; in
a series of 10 PDH/regeneration cycles at 600 °C under

This journal is © The Royal Society of Chemistry 2025

industrially relevant conditions (propane conversion and
reaction feed). Since the usage of H,-containing feed is
favorable for achieving high propene selectivity, we used the
reaction mixture with 40 vol% C;Hg and 30 vol% H, in N,.
The time on stream profiles of propane conversion and
propene selectivity determined in each PDH cycle are shown
in Fig. S13(a) and (b) respectively. The conversion decreased
with increasing time on stream within the first PDH cycle. In
the second PDH cycle, the oxidized-reduced catalyst
demonstrated about 20% higher initial activity, which
decreased stronger with time on stream than in the first PDH
cycle. The performance of the catalyst in the following PDH
cycles did not change significantly from cycle to cycle. Thus,
coke deposits, which were formed during PDH and led to
catalyst deactivation, could be completely removed during
catalyst oxidative regeneration. It is however worth
mentioning that we cannot exclude some irreversible
structural changes caused by high temperature since the

Catal. Sci. Technol., 2025, 15, 5737-5746 | 5743
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Fig. 7 (a) Temporal changes in the propene yield over La,Os at 600 °C in PDH stages using feeds with 40 vol% CsHg and different amounts of H,

(0, 10, or 30 vol%) in N,. Dependence of H, content in the reaction mixture on (b) the apparent deactivation constant and (c) the initial (after 5 min
on CzHg stream) selectivity to propene. Test conditions: mc, = 300 mg, the total feed flow = 20 mL min™ . UV-vis spectra (F(R,e)) of La,O3 after
different times on PDH stream at 600 °C (d) in the absence of H, and (e) in the presence of 30 vol% H,. (f) Temporal changes in F(R,) at 700 nm

during PDH and reoxidation stages at 600 °C.

initial propane conversion slightly decreased from cycle to
cycle. The selectivity to propene was about 90%. As side
products, C;-C, alkanes, coke, and C,H, were formed.

To check if the presence of hydrogen influences catalyst
on-stream stability, the catalyst used for 10 PDH/regeneration
cycles was regenerated and tested using reaction feeds
containing 40 vol% of C3;Hg and different amounts of H, in
N,. Obviously, the catalyst showed higher stability when the
reaction was performed in the presence of co-fed hydrogen
(Fig. 7(a)). The apparent deactivation rate constant decreased
from 4.8 to 4.1 h™! with an increase in H, content from 0 to
30 vol%, respectively (Fig. 7(b)). This is due to the decrease in
the formation of coke. The selectivity to propene increased,
accordingly (Fig. 7(c)). The suppression of coke formation in
the presence of co-fed H, was confirmed by the results of in
situ UV-vis experiments (Fig. 7(d-f) and Note S1). Therefore,
it is advantageous for the La,O; catalyst to be used in PDH
with co-fed hydrogen, both from selectivity and stability
points of view.

Conclusions

In summary, we have demonstrated the potential of defective
La,O; for the non-oxidative dehydrogenation of propane to
propene. Its activity is related to the presence of coordinatively
unsaturated La®* (Lac,s) sites which are responsible for the

5744 | Catal Sci. Technol., 2025, 15, 5737-5746

sequential cleavage of two C-H bonds in propane to form
propene. Like for other bulk catalysts such as defective ZrO, or
TiO,, the recombination of surface hydrogen atoms formed
during the catalytic cycle over defective La,O; requires the
highest energy and can be defined as the rate-limiting step.
Although La. sites are highly reactive for the cleavage of C-H
bond, they suffer from severe deactivation due to the coke
formed through the sequential reaction from propene. In situ
decoration of La.,s sites with hydrogen can regulate charge
density of these sites decreasing the energy of adsorption of
propene and thus improving the resistance of the catalyst to
coke formation. Moreover, the hydrogen-decorated La.,s sites
open another reaction path for propane dehydrogenation
differing from that proposed for bare La.,s sites. Owing to the
strong positive effect of co-fed hydrogen, the formation of coke
over La,O; could be reduced and the selectivity to propene
reached the level of K-CrO,/Al,O; at about 60% equilibrium
conversion.
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