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of Chemistry Entropy during the dynamic structural evolution of catalysts has a non-trivial influence on chemical

reactions. Confinement significantly affects the catalyst dynamics and thus impacts the reactivity.
However, a full understanding has not been clearly established. To investigate catalyst dynamics under
confinement, we utilize the active learning scheme to effectively train machine learning potentials for
computing free energies of catalytic reactions. The scheme enables us to compute the reaction free
energies and entropies of O, dissociation on Pt clusters with different sizes confined inside a carbon
nanotube (CNT) at the timescale of tens of nanoseconds while keeping ab initio accuracy. We observe
an entropic effect owing to liquid-to-solid phase transitions of clusters at finite temperatures. More

importantly, the confinement effect enhances the structural dynamics of the cluster and leads to a lower
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Accepted 14th October 2024 melting temperature than those of the bare cluster and cluster outside the CNT, consequently facilitating
the reaction to occur at lower temperatures and preventing the catalyst from forming unfavorable

DOI: 10.1039/d4sc05399% oxides. Our work reveals the important influence of confinement on structural dynamics, providing
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Introduction

The concept of active sites in heterogeneous catalysis was
proposed nearly a century ago;' many experimental and theo-
retical studies have been devoted to exploring the nature of
active sites and the origin of catalytic reactivity and selectivity.>*
The active sites are often regarded as certain fixed structures
with special atomic arrangements, and thus in literature the
few, most stable configuration of a catalytic site due to its
abundance, or a low abundance coordination site with high
activity, is commonly considered in theoretical treatment to
understand catalytic reactions. In recent years, more and more
studies, both experimental and theoretical, have turned to
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useful insight into entropy in dynamic catalysis.

elucidating the dynamic nature of catalytic sites under reaction
conditions,** and found that dynamic interconversion between
catalyst configurations may produce some metastable struc-
tures that are more active in catalyzing the chemical
reactions.””

Generally speaking, it is challenging to observe the catalyst
dynamics at high temperatures and pressures experimentally,
and even harder to obtain the thermodynamic and Kkinetic
information of elementary catalytic reactions. The latter is
essential to obtain quantitative understanding on entropic
effects of structural dynamics on catalysis. Computation with ab
initio accuracy and efficient statistical sampling of configura-
tional space, on the other hand, can provide a feasible means to
investigate the underlying mechanisms of dynamic catalysis
and obtain detailed thermodynamic data on elementary steps.*

For complex supported catalysts such as metal nanoparticles
confined in porous frameworks (e.g., carbon nanotube (CNT),
zeolite, and metal-organic framework), the channels pose
restraints on the morphology and structural dynamics of cata-
lysts,"»** which, in turn, may result in non-trivial entropic
effects. Many theoretical studies have shown that spatial
confinement can modify the catalytic performances due to the
geometric and electronic effects.'®'* However, prevalent works
have searched for the most stable structures using static
geometry optimization,'>'® and very few have considered the
structural dynamics of confined systems under reaction
conditions and the corresponding entropic effects. Recently,
Sautet and coworkers have considered different isomers of sub-
nanometer cluster catalysts using the global optimization
method, whereas reaction calculations were still carried out for
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given stable structures of catalysts.®*'” Notably, Cheng and
coworkers have used ab initio molecular dynamics (AIMD) and
free energy calculation method to study the dynamic behaviors
of sub-nanometer metal cluster catalysts and rigorously
compute the reaction free energies and entropies of dynamic
surface reactions, fully accounting for the contributions of
metastable cluster isomers with sufficient statistical
sampling.'*?° It is interesting that anomalous non-linear, peak-
shaped relationships of reaction entropy with temperature have
been discovered, and they are attributable to the adsorption-
induced phase transitions of clusters along the reaction path-
ways, which can facilitate the chemical reactions. A similar non-
linear temperature dependence of free energy for N, dissocia-
tion on Fe(111) has been subsequently reported by Parrinello
et al®

It is evident that AIMD that combines electronic structure
calculation and configurational sampling is essential to treat
catalyst dynamics. However, the time scale and the model size
affordable by AIMD is often limited to tens of pico-seconds (ps)
and hundreds of atoms, respectively.”** Thus, it is insufficient
to study the dynamic processes of large-sized models of rele-
vance to catalysis at realistic conditions. The classical force field
methods can be used for large-scale simulations and have been
used to study dynamic behaviors of metal nanoparticles.”*>¢
However, classical force fields are generally not suitable for
treating chemical reactions. Thus, one of the main challenges
for modeling catalyst dynamics is to develop an efficient
approach that allows for computation of catalytic processes at
much greater sizes and time scales while keeping ab initio
accuracy. Machine learning potentials (MLPs) utilize datasets
generated by density functional theory (DFT) to train ML
models that inherit the accuracy of DFT with a very small frac-
tion of its computational cost,*”*® and have become an effective
computational tool to study complex chemistries such as
surface reaction networks.>*

In this work, we develop a MLP based reaction free energy
calculation workflow to simulate O, dissociation on sub-
nanometer Pt;; and Pt,; clusters confined within a CNT
channel, which is a synthetic catalytic system found in appli-
cations in oxygen reduction®**** and hydrocarbon oxidation
reactions.***® The reason for choosing Pt,5 and Pt,; is that their
global minimum structures in the gas phase are characterized
as magic number clusters.’”?*® The Pt,5 is representative of
clusters without core atoms, and the Pt,, has the most popular
one-atom core structures. Since the gas phase clusters have
been well studied using the traditional static geometry optimi-
zation, they can serve as a good initial reference for comparison
with the case under confinement. We calculate the reaction free
energies (barriers) at various temperatures, and compare them
with those at the bare cluster as well as the cluster outside the
CNT. Our results show that these catalysts undergo liquid-to-
solid phase transitions at certain intermediate temperatures,
which gives rise to a reverse peak-shaped entropy curve. More
importantly, the confinement imposed by the CNT substrate
increases the structural dynamics of clusters, while the support
effect to the cluster outside the CNT decreases the catalyst
dynamics. Consequently, dynamic confinement effectively
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shifts the transitions of free energy and entropy to lower
temperature ranges, thus facilitating the reaction to occur
under milder conditions. Our work provides a computationally
affordable approach to investigate the influence of entropy
arising from structural dynamics of realistic confined catalysts
on reactions, and offers a new dimension to understanding the
dynamic confinement effect in catalysis.

Results and discussion

Automated workflow for ML-accelerated free energy
calculation

Fig. 1A shows the automated workflow for free energy calcula-
tion, incorporating the concurrent learning and potential of
mean force (PMF) method.** Our workflow involves three steps:
initialization, training, and free energy calculation. First, the
initial structures are randomly selected from AIMD trajectories
and calculated using density functional theory (DFT). In the
training step, four MLPs are trained, followed by a series of
restrained MD simulations along the predefined reaction
coordinate at different temperatures to enhance sampling. For
the studied O, dissociation reaction in this work, the collective
variable is chosen as O-O distance. According to the obtained
model deviation at a given O-O distance, an error indicator
proposed by Zhang et al.,**** those candidate structures falling
within the defined bounds are added to the training datasets to
obtain MLPs with improved performance. This iterative process
continues until the accuracy of the MLP at each O-O distance
along the reaction coordinate reaches the trusted level, i.e., no
candidate structures are generated, resulting in a MLP that
accurately predicts free energy surfaces. Finally, the reaction
free energies and barriers are computed by integrating the
mean force along the reaction coordinate using the converged
MLP.

To evaluate the validity of the obtained MLP, we selected over
~4000 structures from the simulated trajectories along the O-O
bond lengths at various temperatures for DFT calculations. The
root-mean-squared-error (RMSE) and mean-absolute-error
(MAE) of predicted energies by MLP are about ~0.01 eV per
atom, and the RMSE and MAE of predicted atomic forces are
about ~0.2 eV A~ for all 0-O bond lengths. These results
indicate that both forces and energies fitted by our MLP have ab
initio level accuracy, thus confirming the reliability of our con-
structed MLP (Fig. 1B, C and S1-S3 in the ESI}). With this
accurate MLP, we proceed to determine the free energy profile
of O, dissociation on the Pt;5 cluster and compare the results
with those obtained from AIMD simulations. At the same time
scale of ~5 ps, the mean forces derived from machine learning
accelerated molecular dynamics (MLMD) and AIMD exhibit
good agreement, further demonstrating that our MLP is very
reliable (see inset in Fig. S4A in the ESI}). However, when
extending to the longer time scale, the mean forces obtained by
MLMD converge to a different value (Fig. S4B and C in the ESIT),
indicating the insufficient timescale of AIMD for describing
structural dynamics and highlighting the importance and
necessity of MLMD. It should be emphasized that in our works,
to guarantee the convergence of the average force and free

© 2024 The Author(s). Published by the Royal Society of Chemistry
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(A) Schematic illustration of the workflow of the MLP-accelerated free energy calculation method. The comparison between the atomic

forces (B) and energies (C) along the O—-0O bond length at different temperatures predicted by the generated MLP model and those calculated

from DFT. The insets represent the errors towards atomic forces (unit: eV A~

energy, we sample a total of about ~thirty million configura-
tions in MLMD trajectories of each catalytic system (Fig. S5 in
the ESIY).

Entropy in catalyst dynamics

To unveil the effect of structural dynamics on catalytic reaction,
we calculate the free energies of O, dissociation on a bare Pt;5
cluster at varying temperatures using the obtained MLP. To
ensure the reliability of our result, we further estimate the
statistical errors of mean forces and energies at each con-
strained O-O bond length (Fig. S6 in the ESI}). The statistical
errors of mean forces and free energies are less than 0.3 eV A™*
and 0.08 eV, respectively. Our results show that the barrier (AG*)
exhibits minimal dependence on temperature, while the reac-
tion free energy (A.G) displays a non-linear relationship with
increasing temperature (Fig. S7A in the ESI{). Notably, there
exists a steep increase at an intermediate temperate range,
suggesting that it is inappropriate to extrapolate the catalytic
performance from experiment and theory at low temperatures
to high temperature conditions. Furthermore, entropy, which
plays an important role in catalyst dynamics, can be rigorously
computed by the temperature derivative of free energy. We
notice that the reaction entropy changes (A.S) show a reverse
peak in the temperature range of 450-700 K, while the activa-
tion entropies (AS*) are not so sensitive to temperature (Fig. S7B
in the ESIY).

To study catalyst dynamics under confinement, we calculate
the free energy profiles of O, dissociation on a confined Pt;s
cluster in a CNT (Pt;s@CNT) at different temperatures using

© 2024 The Author(s). Published by the Royal Society of Chemistry

%) and energies (unit: eV) for validation data.

MLMD. Fig. 2A gives a representative snapshot of the Pt;;@CNT
from the MLMD trajectory. For comparison, we also investigate
the O, dissociation on the Pt;5 cluster supported outside the
CNT (Pt,5/CNT) (Fig. 2B). It is worth noting that the temperature

Pt,s@CNT Pt,s/CNT

(side wew)

(top view)

-1.0
<— Pt CNT —&— Bare Ptys 200 — P CNT —— Bare Pt;s

-1.5{ —®— Ptis/CNT T —— Pt15/CNT
3 I
- b 2\
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@ - -200
5 55 =
Y 2
2 £-400
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Fig. 2 Free energies of O, dissociation on Pt;s@CNT, bare Pt;s and
Pt;5/CNT calculated from MLMD. Representative snapshots of struc-
tures for O, adsorbed on Pt;s@CNT (A) and Pt;5/CNT (B). The silver and
red balls are Pt and O atoms. (C) The reaction free energies (A,G) of O,
dissociation on Pt;s@CNT, bare Pt;s, and Pt;s/CNT as a function of
temperature. The solid lines are fitted curves. (D) The reaction entropy
changes (A,S) of O, dissociation on the Pt;s@CNT, bare Ptys, and Pt;s/
CNT as a function of temperature.
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dependence of the A.G and A,S for the confined and supported
clusters are very similar to those for the bare Pt;5 cluster
(Fig. 2C, D and S8-S12 in the ESIt), in which significant
increases in A,G and reverse peaks in A.S are observed in the
intermediate temperature range for all three systems.

Considering that the catalytic activity is dramatically sensi-
tive to catalyst size, we further investigate the dynamic effect of
Pt clusters with different sizes confined inside the CNT. We
herein calculate the reaction free energy and entropy of the
Pt,;@CNT (Fig. S13 in the ESI}). The trends in the change of
A;G and A.S with temperature on the Pt,;@CNT are similar to
those of the Pt;s@CNT (Fig. 3), showing the generality of the
unusual entropy changes under confinement. A similar
temperature dependence has recently been reported for the CO,
dissociation on Cu clusters and attributed to the phase transi-
tions of clusters during the reaction."

We, therefore, analyze the phase transition behaviors of
clusters at the initial (IS), transition (TS), and final states (FS) by
monitoring their root-mean-squared bond length fluctuation
(6:ms)- It is a sensitive descriptor used to illustrate the phase
transition behaviors of small clusters.*>** The CNT substrate
significantly influences the melting temperatures (Tper) of
clusters. The Pt;s@CNT exhibits the lowest melting tempera-
ture, followed by the bare Pt;s cluster, while the Pt;5/CNT has
the highest melting temperature (Fig. 4A and B). Also, for the
larger-sized Pt,; and Pt; clusters, their melting temperatures
decrease when they are confined inside the CNT channel
(Fig. 5). It is shown that the decrease in melting temperature
due to the confinement effect does not occur only in specific
sizes but in all sizes of clusters.

The reverse peak in reaction entropy change of bare Pt;5 can
be justified by the difference in phase transitions between the IS
and the FS, with the corresponding mechanism shown in
Fig. S14A in the ESL.T In the low temperature range, the IS and

A Pt,;@CNT
side view) (top view)

—

B -1.0

— P - Bare Pty;

Free Energy / eV

I
-
o
=3
=]

-3.0 200 400 600 800 1000 —2000 200 400 600 800

Temperature / K Temperature / K

1000

Fig. 3 (A) Representative snapshots of structures for O, adsorbed on
Pto;@QCNT. The silver and red balls are Pt and O atoms. (B) The reaction
free energies (A,G) of O, dissociation on Pt,;@CNT and bare Pty; as
a function of temperature. The solid lines are fitted curves. (C) The
reaction entropy changes (A,S) of O, dissociation on the Pt,;@CNT
and bare Pt,; as a function of temperature.
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Fig. 4 Phase transition behaviors of Pt;s@CNT, Pt;s/CNT, and bare
Ptys at the IS (A) and FS (B). The calculated values are represented by
points, and the corresponding fitted curves are shown by lines. (C) The
probability density of RMSD of Pt atomic position at the FS for the
Pt;s@QCNT, bare Ptis, and Pt;s/CNT at different temperatures. The
RMSD of Pt atomic positions is calculated along the MD trajectories
with respect to the first frame.

FS are solid-like states, and their structures do not change
much. As a result, the entropies of the two states can be largely
canceled, leading to a minor change in the A.S. However, in the
intermediate temperature range, the structures of the IS and FS
appear to differ markedly; the IS first enters the coexistent
region, in which the entropy of the IS suddenly increases,
causing a decrease in the A.S. When the FS also moves into the
coexistent region, the entropy of the FS then starts to compen-
sate for the entropy of the IS. As a consequence, the A.S starts to
increase with temperature. In contrast, the AS* remains
constant with increasing temperature due to the almost similar

0.5

A o2 -@- Pt,;@CN C

9 + Pt3s@CNT
0.4{ —&— Bare Pt;; - 0.4
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0.3 0.3
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Fig.5 Phase transition behaviors of Pt,7 and Ptzg inside CNT as well as
bare clusters at the IS (A and C) and FS (B and D). The calculated values
are represented by points, and the corresponding fitted curves are
shown by lines.
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phase transition behaviors between the IS and the TS (Fig. S14B
in the ESIf). Similarly, the reverse peaks observed in the
Pt;s@CNT, Pt,;@CNT, and Pt;5;/CNT can be attributed to the
different melting temperatures of the IS and FS, indicating that
such abnormal entropic effect may happen on realistic confined
and supported catalysts (Fig. S15-S17 in the ESI{). It is worth
noting that the observed reverse peak in the A.S curve indicates
that the O, dissociation on Pt clusters is more likely to occur at
lower temperatures. In contrast, its reverse reaction perfor-
mance can be facilitated through the phase transitions of
catalysts. By understanding how phase transitions affect the
catalytic properties, researchers can explore strategies to either
leverage the positive effects or mitigate the negative ones.

Dynamic effect under confinement

Upon comparing the A.G curves of the confined, supported, and
bare Pt;5 cluster catalysts, it can be seen that the A,G on Pt;5/
CNT is lower than that of Pt;s;@CNT and bare Pt;5 in the low
and medium temperature ranges, suggesting that O, dissocia-
tion on supported Pt;s more easily occurs than that on confined
and bare Pt,5 (Fig. 2C). The reason for the difference is that the
local environments in cluster structures are quite different in
these temperature ranges, where the Pt;5/CNT with a low Pt-Pt
coordination number has a stronger O binding energy (Fig. S18
in the ESIf), causing the final state to be stabilized. It is
consistent with the static calculated results; the adsorption
energy of O on the supported Pt;5 cluster is —5 eV, which is
higher than that on the confined Pt;5 cluster of —4.6 eV (Table
S1 in the ESIT). This implies that the cluster supported on the
carbon surface is more likely to be oxidized to form a stable
oxide, causing the deactivation of the catalyst. On the other
hand, the confinement imposed by the CNT protects the Pt
cluster from being oxidized, which is consistent with some
experimental evidence obtained from in situ EXAFS of Pt cata-
lysts during toluene oxidation.** Interestingly, at high temper-
atures, the reaction free energies for the three catalysts are close
to each other. Note that the Pt clusters have already melted,
suggesting the structural dynamics of the catalysts outweighs
the support effects as a primary factor affecting the activity in
the high temperature range.

Furthermore, comparison of the A.S curves shows that the
temperature at peak position (Ts) of the Pt;s@CNT shifts to
a lower temperature (~500 K) compared to that of the bare Pt;5
(~550 K), while the T; of the Pt;5/CNT is the highest (~700 K)
(Fig. 2D and S19 in the ESIt). Similarly, the Pt,,@CNT also has
a lower T than bare Pt,, (Fig. 3C). One wonders what caused
this change in temperature. We speculate that the influence of
the CNT substrate on the phase transition behaviors of the
clusters, as mentioned before, may be the key. We further
investigate this by examining the correlation between T and the
melting temperature Tp,e.. The result demonstrates that this
trend in the Ty is consistent with their corresponding Tei
(Fig. S20 in the ESI}), suggesting that the confinement can
increase the entropic contribution to the reaction free energy at
lower temperatures because the confined Pt clusters have the
lowest melting temperature. In contrast, for Pt clusters sitting

© 2024 The Author(s). Published by the Royal Society of Chemistry
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outside the CNT, the support effect increases the melting
temperature of the cluster, and a higher temperature is required
to trigger the favorable entropic response from phase
transition.

In order to understand how the CNT changes the melting
temperature of the cluster, we further analyze the dynamic
fluctuation of bond length of each Pt atom in the three types of
Pt;5 systems. We notice that the strong binding of two oxygen
atoms on the Pt;; cluster outside the CNT leads to formation of
a rigid Pt;0, unit that anchors the cluster surface and signifi-
cantly reduces the dynamic behavior of the cluster, as indicated
by the lower 6., of the three Pt atoms bound to two oxygen
atoms rather than other Pt atoms (Fig. S21 in the ESIt). The
rigid unit is not observed on the confined and bare clusters
because of weaker adsorption of oxygen (Fig. S22 and S23 in the
ESIt). Thus, the oxygen atoms are capable of facile diffusion on
the surface, rendering the cluster structure more dynamic. This
is consistent with the previous work on other metal clusters, e.g.
Au, Ag, and Cu.™** Furthermore, compared to the supported
Pt,5, when the cluster is confined within the CNT channel, all Pt
atoms can interact with C atoms, showing a higher Pt-C coor-
dination number (Fig. S24 in the ESI}). As a result, the
confinement imposed by the CNT enables the cluster to change
its configuration more easily, as can be seen from the d,,¢ of
each Pt atom (Fig. S23 in the ESIT). In other words, the confined
cluster can have access to a larger configurational space and
thus has greater entropic contribution to surface catalysis. To
further understand the structural dynamics of the cluster, we
analyze the probability distribution of the root-mean-square
deviation (RMSD) of Pt atomic position. At temperatures
below 400 K, all Pt clusters in the Pt;;@CNT, bare Pt;s, and Pt; s/
CNT show very narrow distributions, indicating the solid-like
structures. While at 500 K, the Pt;s@CNT shows significantly
broader distributions compared to the Pt;5/CNT and bare Pt;;
(Fig. 4C). A similar trend is observed in the initial state (Fig. S25
and S26 in the ESIt). These structural analyses indicate that the
Pt cluster inside the CNT generally shows higher structural
dynamics.

There are plenty of experimental studies showing that
dynamic structural changes of confined catalysts can affect
catalytic performances. For example, Corma et al.** investigated
the structural evolution of the PtSn cluster within the zeolite
framework using in situ spectroscopic techniques and observed
that the subtle changes in the cluster structure can have
significant impact on the catalytic activity for propane dehy-
drogenation. Bao et al.*® showed that the dynamic confinement
of SAPO-17 cages can enhance the ethylene selectivity in syngas
conversion. These studies highlight the importance of the
confinement of the porous frameworks on the structural
dynamics of nanosized catalysts and their performances.
However, a connection between catalyst dynamics under
confinement and catalytic performances has yet to be
established.

Our results show that confinement enhances the structural
dynamics and lowers the melting temperatures of metal clus-
ters, which can promote catalytic reactions to occur under
milder conditions. There is some experimental evidence in the
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literature that hints at the correlation between the activity and
melting temperature of a catalyst. For example, methane
dissociation on the Cu(111) surface occurs at a temperature
close to the melting temperature of the Cu surface.*” Interest-
ingly, a similar behavior can also be found in enzyme catalysis,
where the glycosylation reaction reaches the optimum rate
when operated at the melting point of mesophilic a-amylase.*®
In view that the confined metal cluster has a lower melting
temperature, we suggest that confinement can help lower the
optimal working temperature of the catalytic reaction. This is
supported by a recent study showing that the toluene oxidation
catalyzed by Pt nanoclusters within the CNT channels occurs at
a temperature of ~420 K, which is close to our calculated
melting temperature.® Thus, it is conceivable that there may
exist a connection between the optimal reaction temperature
and the melting temperature of the catalyst, which may be used
as a guideline for finding the optimum temperatures for some
specific catalytic reactions, and help optimize catalysts more
efficiently. Considering the complexity in catalysis, the melting
temperature may be a potential descriptor influencing reac-
tivity, rather than the sole factor. Further investigation into the
specific mechanisms of reactions and the influence of phase
transitions is necessary to fully understand their impact on
catalytic activity.

Conclusions

To summarize, we investigate the confinement effect on
dynamic catalysis by using machine learning molecular
dynamics and free energy calculation. Through detailed anal-
yses on free energies, entropies, and structural dynamics, we
demonstrate for the first time how entropy in catalyst dynamics
under confinement can affect the activity and how the structural
dynamics and melting temperatures of confined catalysts may
connect to the optimal reaction temperatures. Our work opens
up a new perspective to the understanding of the dynamic
confinement effect, and would inspire future investigations on
microscopic mechanisms of dynamic catalysis under
confinement.
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