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Universal descriptors for zeolite topology and
acidity to predict the stability of butene cracking
intermediatest

Pieter Cnudde, © Michel Waroquier and Veronique Van Speybroeck (iD}d

The influence of pore topology and acid strength on the adsorption of (iso)butene in Brensted acid zeolites
is investigated using a combination of static calculations and ab initio molecular dynamics simulations at
operating conditions. The nature and lifetime of the adsorbed intermediates - a physisorbed alkene, a
chemisorbed carbenium ion or an alkoxide - is assessed for a series of one-dimensional and three-
dimensional zeolite topologies as well as metal substituted aluminophosphates with varying acid site
strength. While alkoxides are elusive intermediates at high temperature, irrespective of the pore dimensions
or acidity, the carbenium ion stabilization is highly correlated with the zeolite confinement and acid site
strength. The impact of both topology and acidity can be nicely predicted by identifying universal
descriptors such as the dispersion component of the isobutene adsorption energy (topology) and the
ammonia adsorption energy (acidity). It is shown that the isobutene adsorption energies and protonation
barriers follow clear linear correlations with these descriptors. Our findings yield essential insight into the
reactivity differences for frameworks with a different topology and acidity. The activity of a zeolite for
alkene conversion can for a large part be ascribed to variations in adsorption strength and its protonation

rsc.li/catalysis ability.

1. Introduction

The catalytic transformation of alkenes in acid zeolites plays
a predominant role in both traditional chemical processes
and emerging alternatives for light olefin production such as
catalytic ~ cracking, biomass upgrading, methanol-to-
hydrocarbons (MTH) or CO, valorization."® The conversion
of C,, alkenes occurs through a complex mechanism
involving isomerization, alkylation, B-scission, etc.””*° Prior to
the actual transformations, alkenes need to diffuse into the
zeolite pores, adsorb at active sites and form reactive species.
Due to the highly elusive nature of alkene intermediates,
tracking the prevailing species experimentally remains
challenging.""* Nevertheless, the performance of a zeolite
framework hinges on its ability to properly accommodate and
activate the alkenes. Molecular modeling techniques are
ideally suited to evaluate the stability of adsorbed alkene
intermediates in different zeolites and to predict trends in
reactivity by constructing structure-property
relationships."**?
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Upon interaction of butene with the Breonsted acid site of
the catalyst, four different adsorption states can be formed
(see Scheme 1). If the alkene interacts with the zeolite wall
solely via dispersion interactions, a physisorbed van der
Waals (vdW) complex is formed. A physisorbed n-complex is
characterized by interaction of the alkene double bond with
the acid proton. The acid site can protonate the alkene,
resulting in a chemisorbed carbenium ion, which in turn can
covalently bind to a framework oxygen of the active site,
forming an alkoxide.

The true nature of the chemisorbed intermediates remains
a point of discussion.”*'* Alkoxides have been identified as
stable intermediates by a series of NMR'®'” and FT-IR'®"
spectroscopy studies at relatively low temperatures.
Combining IR spectroscopy and calorimetry, Schallmoser
et al. provided a full description of pentene adsorption in
ZSM-5 and suggested that stable pentene alkoxides will be
formed via a carbenium ion transition state.”® Static DFT
calculations on cluster models also pointed to the existence
of alkoxide species.>* These observations led to the
conclusion that carbenium ions should rather be seen as
activated species for the interconversion between two stable
states. However, the employed small cluster models -
consisting of just a few T atoms - were unable to properly
describe the long-range non-covalent interactions with the

zeolite environment. Furthermore, the influence of

Catal Sci. Technol., 2023,13, 4857-4872 | 4857


http://crossmark.crossref.org/dialog/?doi=10.1039/d3cy00642e&domain=pdf&date_stamp=2023-08-08
http://orcid.org/0000-0002-6735-0078
http://orcid.org/0000-0003-2206-178X
https://doi.org/10.1039/d3cy00642e
https://doi.org/10.1039/d3cy00642e
http://creativecommons.org/licenses/by-nc/3.0/
http://creativecommons.org/licenses/by-nc/3.0/
https://doi.org/10.1039/d3cy00642e
https://pubs.rsc.org/en/journals/journal/CY
https://pubs.rsc.org/en/journals/journal/CY?issueid=CY013016

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

Open Access Article. Published on 26 2566. Downloaded on 21/2/2569 15:20:42.

(cc)

View Article Online

Paper Catalysis Science & Technology
PHYSISORPTION CHEMISORPTION
NAN e Sd Y
! +
H }ili )
<__> é N - '~ 7 > - ~, ’
—‘Si’o\N/ Osi -‘Si’O\A|/ Ossiz Si O\A|/ © Sic 3si O\A|/° Sit
4 77N N 4 VN N 77N N
2-butene 2-butene Z-b.utyl. 2-butoxide
vdW-complex zw-complex carbenium ion

A

H
|
0. Oin?r — o G
SsiT Na1” Si- i O\A|/O Sic
‘ 7N ~ ‘ 7N N
isobutene isobutene
vdW-complex m-complex

b A

Scheme 1 Different intermediates formed upon 2-butene and isobutene adsorption.

temperature and entropy effects was often ignored. Due to
the large entropic penalty, alkoxide stability decreases while
carbenium ion stability increases with temperature. De Moor
et al. showed that the entropy loss upon alkene adsorption is
notably larger for chemisorbed alkoxides.>**® Carbenium
ions have a higher mobility compared to alkoxy species and
are stabilized by long-range van der Waals interactions with
the surrounding zeolite wall and electrostatic interactions
between the positively charged alkyl carbocation and the
negatively charged framework. Although direct experimental
observation of small alkyl carbenium ions has not been
successful to date, computational  studies
demonstrated the plausible existence of alkyl carbenium ions
as true intermediates in the zeolite pores.>” >’

The particular case of isobutene
received a lot of attention in computational studies.
Sauer and coworkers performed accurate hybrid MP2:PBE-
D + CCSD(T) calculations on isobutene in H-FER.”> While
a physisorbed isobutene m-complex was still identified as
the most stable intermediate at 623 K, the tert-butyl
carbenium ion was also found to become more stabilized
than the tertiary butoxide. Nguyen et al. predicted that
the tert-butyl carbenium ion will become more stable than
the alkoxide at temperatures around 500 K in H-ZSM-5.%
Dai et al combined DFT -calculations with NMR
spectroscopy to find evidence for the existence of the
tert-butyl carbenium ion in H-ZSM-5 by capturing it with
ammonia.*>*® The current authors also investigated the
nature of linear and branched C,-Cg intermediates in H-
ZSM-5 at cracking conditions (773 K) using ab initio
molecular dynamics simulations.*®*”  Herein, linear,
secondary carbenium ions were found to be metastable
states, yet, tertiary carbenium ions were identified as

several
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38-47

4858 | Catal. Sci. Technol., 2023,13, 4857-4872

A ol T .0 Oia?
si O~ Osi 3siT A si-
7N N 4 /N N
|sob'utyl. isobutoxide
carbenium ion
A\ 5
) ’ p—— 7z
-:Si’O\A|/O‘Si- - —:Si'O\A|/O\Si-
/N N /N N
ten-Puty! tert-butoxide
carbenium ion
stable intermediates. Irrespective of the applied
methodology, these studies clearly demonstrated the

necessity of including finite temperature and entropy
effects to properly model the stability and lifetime of the
butene intermediates at actual process conditions.

Next to operating conditions, the zeolite pore structure
and composition will have a critical impact on the nature of
the intermediates. Ramirez et al. discovered that different
frameworks may show a varying reactivity for alkene
protonation while screening bifunctional catalysts for CO,
conversion.*® The influence of pore size on alkene adsorption
is governed by a compensation effect between the adsorption
enthalpy on the one hand and the entropy loss upon
adsorption on the other hand.*>*° The zeolite confinement is
particularly important to facilitate the formation of
carbenium ions.’*>> DFT calculations demonstrated that
bulkier carbocations may fit well within large-pore zeolites,
while smaller carbocations such as the tert-butyl carbenium
ion experience a more optimal fit in narrow-pore zeolites.**>*
Sarazen and Iglesia have shown that the pore shape and

framework flexibility also play a vital role in the
accommodation of alkoxides through local lattice
deformations.’>®> These observations have important

repercussions on the alkene reactivity as zeolite topologies
closely resembling the adsorbate size were found to show the
best catalytic performance.*”>%675

Furthermore, the zeolite acidity also has a significant
effect on the stability of alkene intermediates.”®®" The
stability of ion pair structures is highly sensitive to the zeolite
acid strength. Fang et al concluded from static DFT
calculations that the stability of carbenium ions relative to
alkoxides and m-complexes increases for more acidic
materials.®? Iglesia et al. confirmed the increase in stability

This journal is © The Royal Society of Chemistry 2023
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of ion pair structures with increasing acid strength® and
suggested the alkoxide stability to be insensitive to the acid
strength due to the predominantly covalent nature of these
intermediates.”

Interestingly, the product selectivity of alkene conversions
can be tuned by altering the zeolite topology or by modifying
the zeolite acidity.*®®*®” Several researchers also established
structure-activity relations in zeolite catalysis to predict
reactivity trends with either acidity descriptors®®”7* or
topological ~ descriptors.”®”*%*  Given its  ubiquitous
application, a fundamental wunderstanding of alkene
adsorption is essential to select or design an optimal catalyst.
Nevertheless, a comprehensive study of the influence of
zeolite topology and acidity on the stability of alkoxides and
carbenium ions at operating conditions is still lacking.

1-DIMENSIONAL

10-ring
channel

ZSM-5 B
MFI BEA

STRONG BR@NSTED ACID SITES

Al(+11) substitution
by X (+11)

ACID STRENGTH

-~
8 3-DIMENSIONAL
(@) 10-ring channel 12-ring channel 12-ring channel 8-ri 12-ring
= 5.6x53 A 7.3x7.14 5.6x5.6 A winrtlir:)gw spherical window
- cage
3,8.43-!:’

elliptical
12-ring cage ( )

channel

View Article Online

Paper

In this study, we aim to identify universal descriptors which
can predict the stability and sensitivity of the (iso)butene
intermediates for the zeolite pore architecture and acid site
strength. The adsorption characteristics of the intermediates
are evaluated in various one- and multi-dimensional
framework topologies (see Fig. 1) at room temperature
(323 K) and typical cracking conditions (773 K). Furthermore,
to address the influence of the acid site strength, we
consider a series of metal substituted aluminophosphates
(see Fig. 1), where the nature of the metal dopant results in
a varying Brensted acidity. This paper is organized as
follows: After outlining the computational details, the results
section consists of two parts. First, the influence of the
zeolite topology and secondly, the influence of the acid
strength on the adsorption properties of (iso)butene is

2-DIMENSIONAL

channel i

57x2.6 A g==

s;a)p:)d-ap!s

/(. D

S§8Z-13 Y
CHA FAU

WEAK BR@NSTED ACID SITES

P(+V) substitution
by X (+IV)

Fig. 1 Schematic representation of the investigated zeolite topologies. The channel/cage dimensions are taken from the database of the

International Zeolite Association (IZA).%3
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discussed. In both parts, we assess the relative stability of
the C, intermediates in the different materials by a multi-
level approach with the aim to propose structure-activity
relations. Static DFT calculations are performed to quantify
adsorption energies and ab initio molecular dynamics
simulations, combined with enhanced sampling techniques,
are carried out to evaluate the lifetime of the intermediates
at operating conditions and to reconstruct free energy
profiles for isobutene protonation. To the best of our
knowledge, it is shown for the first time that highly accurate
structure-activity relations with elementary descriptors for
the zeolite topology and acidity can be derived from ab initio
molecular dynamics simulations.

2. Computational methodology
2.1. Zeolite models

All calculations in this study are performed on fully periodic
models of the zeolite catalysts to properly account for the
confinement induced by the multi-dimensional zeolite pore
architecture. The influence of the pore structure is
investigated by considering eight different zeolite topologies.
These topologies have a broad variation in pore size and
include both zeolites with a one-dimensional channel system
(zSM-22 and SSZ-24) or a multi-dimensional channel system
(FER, MOR, ZSM-5 and f) as well as zeolites that are
composed of cages connected by smaller windows (SSZ-13
and Y). Each zeolite framework contains a single Brensted
acid site per unit cell, which is created by substitution of a Si
atom by an Al atom and adding a charge-compensating
proton. The influence of the Bregnsted acid site strength is
studied by considering ten metal substituted AIPO-5 zeotype
frameworks with Mg, Sr, Zn, Co, Ni, Si, Ge, Ti, Zr or Mn as
metal substituents. This way, a series of isostructural
frameworks with the same AFI topology, but with varying acid
site strength are created. A complete overview of the
employed zeolite models is shown in Fig. 1. Detailed
information on the models and acid site positions can be
found in section S1 of the ESL}

2.2. Static DFT calculations

Static geometry optimizations are conducted with the Vienna
Ab Initio Simulation package (VASP 5.4),*"® using the
Projector Augmented Wave (PAW) method®®®’ and the PBE
functional®® as level of theory. Dispersion corrections are
added by the Grimme D3 formalism.”* A plane wave basis set
with kinetic energy cutoff of 600 eV and the recommended
GW PAW potentials are used.”” Sampling of the Brillouin
zone is restricted to the I'-point only. The ionic and electronic
convergence criteria are set at 10™* eV and 107 eV
respectively for all relaxations. The local minima of the
adsorption states are optimized with the conjugate gradient
algorithm. The cell shape and volume are kept fixed during
the optimization. A normal mode analysis is carried out to
verify the true nature of the stationary states. The vibrational
modes are obtained by applying a partial Hessian vibrational

4860 | Catal Sci. Technol., 2023, 13, 4857-4872
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analysis (PHVA)*™®> on the adsorbate and an 8T cluster of
the zeolite framework, centered around the acid site. Thermal
corrections and thermodynamic quantities at finite
temperature are estimated based on the harmonic oscillator
(HO) approximation using the in-house developed TAMkin
package.”® Within this study, we mainly want to show a
proof-of-concept for the possibilities of ab initio calculations
to construct structure-activity relations. In this sense, the
PBE-D3 level of theory is chosen, albeit being less performant
in predicting accurate adsorption energies compared to high-
level methods such as MP2.°” Nevertheless, executing all
calculations in this work at the MP2 level of theory is
computationally unfeasible.

2.3. Molecular dynamics simulations

Ab initio molecular dynamics simulations have been
performed with the CP2K software package.’® All simulations
employ the revPBE functional®”®® with additional Grimme
D3 dispersion corrections.”® To approximate the interaction
of valence electrons with the atomic cores, GTH
pseudopotentials are applied.’®®'®" A combination of a
double zeta valence polarized (DZVP) Gaussian functions and
plane wave functions with an energy cutoff of 320 Ry
(GPW)'*'9 are used as basis set."® The self-consistent field
convergence criterion was set at 10"° Ha. The MD simulations
are carried out in the canonical ensemble at a temperature of
323 K or 773 K, which is controlled by a chain of 5 Nosé-
Hoover thermostats.'®>'® The system is equilibrated for 5
ps, before starting a production run of 100 ps with a time
step of 0.5 fs for integrating the Newtonian equations of
motion.

2.4. Umbrella sampling

Umbrella sampling (US) simulations'®”'%® are carried out to

construct free energy profiles for isobutene protonation.
Within the US technique, the reaction coordinate or collective
variable (CV) is divided into a number of equidistant
windows, for which individual MD simulations are carried
out in parallel to ensure that each point along the reaction
coordinate is sampled equally well. A harmonic bias potential
is employed to restrict the sampling to a specific window
along the reaction coordinate only. To describe the
protonation of isobutene, a one-dimensional CV is selected,
defined as the CN between the oxygen atoms of the acid site
and all hydrogen atoms of the alkene (¢f. Fig. S27).

All US simulations have been performed with the CP2K
software package interfaced with the PLUMED module.”®'%°
Simulations are carried out at the revPBE-D3 level of
theory®®°"%? with a triple zeta valence polarized (TZVP) basis
set for improved accuracy of the host-guest interactions.'®*
For a proper quantitative comparison, this is essential as the
DZVP basis set may overestimate the stability of charged
species like carbenium ions and is therefore less accurate.
The free energy surface is reconstructed by combining the
sampling distributions of all windows via the in-house

This journal is © The Royal Society of Chemistry 2023
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developed  ThermoLib  software.'’®  Phenomenological
protonation free energy barriers are calculated according to
the procedure described by Buc¢ko et al''’ and Bailleul
et al.,"** which takes into account the particular shape of the
free energy valleys. By combining the intrinsic protonation
barriers with the statically determined adsorption free
energies of isobutene, a rough estimate of the apparent
protonation barriers is obtained. Detailed information on the
computational methods can be found in section S2 of ESLf

3. Results and discussion
3.1. Influence of zeolite topology

In this section, we focus on the role of the zeolite framework
topology and micropore dimensions on the adsorption of C,
alkenes. A number of framework topologies are included
which all exhibit a distinctly different pore architecture,
hence it may result in a pronounced influence on the stability
of the isobutene intermediates. The latter will be governed by
an interplay of both enthalpic and entropic effects, such as
stabilizing dispersion interactions with the zeolite walls,
electrostatic interactions with the acid sites, destabilizing
framework repulsion, constraints in the conformational
freedom of the adsorbates,... An additional complicating
factor is the presence of acid sites at different framework
positions, potentially experiencing different interactions with
the local zeolite environment.

Identifying a universal descriptor, capable of capturing
these intricate effects for all intermediates is far from trivial.
While seminal work on scaling relations has been performed
in the context of catalysis on metal surfaces, defining a
suitable descriptor for zeolite catalysts, which can cover a
broad range of cage and/or channel based topologies has
proven to be less trivial. Previously, structural parameters
(e.g., pore-limiting diameter, hydrogen affinity,...) or
thermodynamic  quantities (e.g;, adsorption/reaction
entropies or free energies,...) have been suggested, some of
which were also tested for the current problem, as illustrated
in section S7 of ESL} Furthermore, van der Waals
contributions have been shown to yield linear correlations
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with transition state energies for small alkene conversions in
different zeolite frameworks.”*”® Despite the broad range of
suggestions, quantifying these descriptors for various
frameworks is often difficult or computationally expensive.
Given the major importance of van der Waals interactions in
the stabilization of the weakly bound physisorbed and
chemisorbed butene species, we suggest using the dispersion
component of the isobutene adsorption energy as a
descriptor for the topology. This relatively straightforward
and easily accessible descriptor allows to distinguish between
highly confined topologies (such as ZSM-22, ZSM-5 and FER),
moderately confined topologies (such as MOR and SSZ-13)
and large pore topologies (such as SSZ-24,  and Y). Note that
this descriptor is computed by averaging the D3 dispersion
contributions to the isobutene adsorption energies from 10
significantly different adsorbate conformations that are
extracted from regular MD simulations (see section S7 of
ESIY).

3.1.1. Static calculations of isobutene adsorption. To
assess the relative stability of the butene intermediates in the
different framework topologies, static DFT calculations have
been carried out. In Fig. 2a, the adsorption energies of the
isobutene m-complex and tert-butyl carbenium ion are plotted
as a function of the dispersion energy descriptor, AEgisp.ps.
The adsorption energy of the isobutene n-complex shows
some correlation with the dispersion energy, which in itself
forms the main contribution to the total isobutene
adsorption energy. The slope m of 0.65 for the linear fit
points to a high dependency of the isobutene adsorption
strength on the pore dimensions. Furthermore, also the
tert-butyl carbenium ion correlates with the dispersion energy
with a slope m of 0.99 for the linear fit. The higher slope
indicates that the carbenium ion stability is much more
sensitive to the zeolite confinement compared to the
physisorbed n-complex. Consequently, dispersion
interactions with the surrounding zeolite wall will play a
more important role in the stabilization of carbocation
intermediates and the relative stability between both
intermediates will thus be significantly influenced by the
framework topology.
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Fig. 2 Linear scaling relations between the isobutene adsorption dispersion energies and static adsorption electronic energies for (a) the
isobutene n-complex and tert-butyl carbenium ion; (b) the tert-butoxide and isobutoxide intermediates in the various topologies.
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In clear contrast, no reliable linear correlation with the
dispersion energy descriptor can be established for the
alkoxide intermediates (see Fig. 2b). The zeolite topology has
no evident influence on the adsorption strength of the
isobutoxide or tert-butoxide. The lack of a distinct trend
might be understood by considering that the dispersion
descriptor is mainly targeted to the enthalpic interactions of
weakly adsorbed species. The stability of alkoxides, however,
is also governed by more local effects such as the framework
repulsion by close interaction with the alkoxy species and
local framework deformation to form an optimal C-O
covalent bond distance. These specific features are not only
influenced by the pore dimensions but also by the curvature
and shape of the pores, as well as the framework flexibility
around the acid sites, which may not be properly captured in
this single descriptor.

It can be noticed that the linear correlation for the
isobutene m-complex and tert-butyl carbenium ion adsorption
energies are not perfect with R*> values of 0.75 and 0.83
respectively. Next to dispersion and the energetic
contributions, also the configurational freedom of the
adsorbates and the entropic contributions will play a role in
the stabilization of the intermediates. Naturally, the varying
confinement and pore architecture of the frameworks is
expected to have a major impact on the adsorption entropy
components. Since the conformational freedom and entropy
of the adsorbates are also linked to the pore dimensions, it
can be anticipated that the dispersion energy is still a
functional descriptor for the relation between the pore
topology and the stability of physisorbed alkenes and
carbenium ions at finite temperature.

A complete overview of all thermodynamic quantities for
isobutene adsorption can be found in section S3 of the ESL}
Due to the variations in mobility and configurational
freedom between the isobutene m-complex and tert-butyl

View Article Online
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carbenium ion, the adsorption entropies of both species will
be different and the established topology correlations will
therefore have a pronounced temperature dependency. The
isobutene adsorption free energies are expected to yield even
improved linear correlations with the dispersion energy
descriptor. However, estimating adsorption entropies using a
static approach is far from trivial and often results in
substantial error bars. Indeed, counterintuitively, the
adsorption entropies of the isobutene intermediates vary only
slightly among the different framework topologies (c¢f section
S3t). Consequently, the correlation of the adsorption free
energies with the dispersion descriptor shows no
improvement compared to the electronic adsorption energies.
To obtain more accurate estimates for the entropy and free
energy of the adsorbed intermediates, one would need to rely
on MD simulations (vide infra).

Independent of the specific zeolite topology, it is predicted
that a physisorbed isobutene m-complex is the most strongly
adsorbed intermediate at cracking temperature (773 K), in
agreement with previous findings.***” In Fig. 3, the
optimized isobutene n-complex geometries are shown in the
various topologies, highlighting the different degree of
confinement for the frameworks. The alkoxide intermediates
suffer from the highest entropic penalty of all intermediates
(¢f section S3t) due to the covalent bond formation with the
framework. As a result, at 773 K, alkoxides will experience a
much lower stability compared to the physisorbed isobutene
or the tert-butyl carbenium ion, which can retain a
considerable degree of conformational freedom and mobility.
In the most confined framework, ZSM-22, the one-
dimensional 10-ring channels provide the most optimal fit
for the tert-butyl carbenium ion, resulting in a free energy
difference of only 16 kJ mol™ at 773 K between the
carbenium ion and the n-complex. The slightly more spacious
ZSM-5 (free energy difference of 18 kJ mol™ at 773 K) and

Z5M-22 $52-24 MOR (T1) MOR (T2)
AE igp-p3 AE igp-p3 AEigpp3t AEigp-p3t
-75.8 ki.mol? -52.9 kJ.mol? -72.8 ki.mol* -59.8 kJ.mol?

ZSM-5
AE igp-p3 AEigpp3
-73.3 kl.mol? -55.7 ki.mol?
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Fig. 3 Optimized geometries of the isobutene n-complex adsorbed in the different framework topologies.
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FER (free energy difference of 14 kJ mol™ at 773 K)
topologies can accommodate adsorbates at the intersection
of two narrow channels, resulting in a slightly lower
confinement but still with a relatively high carbenium ion
stability. In MOR, the presence of side pockets allows
partially for strong interactions with the zeolite walls and
therefore leads to moderate adsorption energies of the
physisorbed isobutene and tert-butyl carbenium ion. The
weakest adsorption strength is found inside the large 12-ring
channels of SSZ-24 or B, with a free energy difference
between the isobutene m-complex and tert-butyl carbenium
ion of 33 k] mol™ and 25 kJ mol™ respectively, and inside
the supercages of zeolite Y.

Finally, note that the applied level of theory and the
choice of dispersion scheme may have a significant influence
on the absolute values of the adsorption energies and on the
sensitivity of the intermediate stabilities for the pore
topologies. For example, it has been argued that the PBE-D3
level of theory may systematically overestimate the stability of
ion pair intermediates compared to high-level coupled cluster
calculations.'™**%” On the other hand, it was also shown
that these DFT functionals are capable to accurately predict
trends among different catalysts, thus supporting their use
for a computational screening.""”

3.1.2. MD analysis of the isobutene intermediates. A major
shortcoming of the static approach is the limited exploration
of the energy surface which typically exhibits multiple, often
nearly-isoenergetic local minima and maxima for zeolite
host-guest systems.**** Typically only a small number of
configurations are taken into account despite the high
dependency of the adsorption free energies on the specific
orientation of the adsorbates in the =zeolite pore
system.***>'1®  Furthermore, the a posteriori entropy
correction to the free energy, based on the harmonic
oscillator approximation, may result in significant error bars
for the adsorption free energies. Especially the stability of
weakly bound species such as carbenium ions may be
significantly underestimated.*®*”** Indeed, the confinement
and molecular fitting inside the zeolite pores forms a major
contribution in the stabilization of cationic intermediates.
Therefore, to fully account for the configurational freedom at
finite temperature, ab initio MD simulations are performed
on the C, intermediates adsorbed in the different zeolite
topologies. A complete analysis of the MD simulations can be
found in section S4 in ESL}

In the course of the MD simulations, regular transitions
between the intermediates can take place. The lifetime
and sampling probability of each intermediate are related
to its stability, provided each state is sampled sufficiently
long to achieve ergodicity. In reality, due to finite
simulation lengths, equivalent simulations often result in
a different sampling distribution of the intermediates.
Reaching converged values for the sampling probability is

difficult, hence the MD analysis rather presents a
qualitative insight into the relative stability of the
intermediates.

This journal is © The Royal Society of Chemistry 2023
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Fig. 4 Sampling probability of the isobutene n-complex, isobutene
vdW-complex and tert-butyl carbenium ion intermediates during MD
simulations in different zeolite topologies at 323 K and 773 K.

The sampling probabilities in the various framework
topologies are displayed for isobutene in Fig. 4 and for
2-butene in Fig. S7§ Note that the displayed results are
averaged from two regular MD simulations with either the
n-complex or carbenium ion as starting configuration to
reduce the dependency of the sampling probability on the
initial state of the MD simulations (¢f section S4 in ESI}).
Also note that the sampling fractions should solely be
regarded as a qualitative comparison as the employed double
zeta basis set tends to somewhat overestimate the stability of
carbenium ions.

While the influence of the zeolite pore dimensions on the
stability of the physisorbed 2-butene n-complex and the
chemisorbed 2-butoxide is rather limited, the sampling
probabilities of the isobutene intermediates are highly
dependent on the zeolite topology. For linear butene, the
framework effect is rather subtle but most pronounced when
comparing the 10-ring channel zeolite, ZSM-22, and the 12-
ring channel zeolite, SSZ-24, which form an interesting case
study since they both are composed only of one-dimensional
straight channels with different radii. In the narrow ZSM-22
channels, the 2-butene m-complex exists as a very stable
intermediate, with a sampling probability of around 40% at
773 K, however, in the large SSZ-24 channels, the freely
adsorbed 2-butene vdW-complex is significantly more favored
with a sampling probability of more than 90% at 773 K. This
trend can be explained by the combination of a greater
enthalpic stabilization in the higher confinement of ZSM-22,
and simultaneously, the entropy loss upon formation of a
physisorbed n-complex will be much lower in ZSM-22 than in
the spacious channels of SSZ-24, thus explaining the higher
preference for a 2-butene vdW-complex in the latter. In
contrast to n-butene, isobutene can get easily protonated in
the course of the simulations thanks to the higher stability of
the tertiary carbocation. A large variation in the sampling
probability of the tert-butyl carbenium ion can be
distinguished with a sampling fraction between 90 and 100%
in ZSM-22 while in the SSZ-24 topology this is reduced to
about 70% at 773 K. Since van der Waals interactions with
the surrounding zeolite wall are crucial for the stabilization
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of ion pair intermediates, the tert-butyl carbenium ion
evidently experiences a greater adsorption strength in the
more confined 10-ring channels of ZSM-22 than in the large
12-ring channels of SSZ-24.

Similar trends can be observed when comparing the
multi-dimensional channel zeolites ZSM-5 and MOR. At 773
K, the tert-butyl carbenium ion sampling in ZSM-5 amounts
to ca. 90%, slightly lower than in the one-dimensional ZSM-
22 topology. Although the strongly stabilizing interactions are
also present in ZSM-5, the tert-butyl carbenium ion is
somewhat less common which can be attributed to the
dimensionality of the zeolite pore system. The 1D straight
channels of ZSM-22 provide an optimal confinement as the
carbocation is entirely surrounded by the zeolite wall, while
the straight and sinusoidal channel intersections of ZSM-5
result in a slightly more spacious environment. Also in the
encapsulating 1D 12-ring channels of SSZ-24, the tert-butyl
carbenium ion intermediates are markedly more stable than
in the channel intersections of MOR. Note that for zeolite
MOR, the location of the Bregnsted acid site has a large
influence on the sampling of the carbenium ion. For the T2
site, the proximity of the 8-ring side pocket provides a partial
confinement which allows for an enhanced stabilization of
the carbocations compared to the large 12-ring channel
environment of the T1 position.

Finally, in the cage topologies, SSZ-13 and Y, the tert-butyl
carbenium ion is clearly the prevailing intermediate in SSZ-
13 (sampling probability around 85% at 773 K), while it is
much less prominent in Y (sampling probability around 30%
at 773 K). Next to the large difference in free pore volume of
both zeolites, this variation might also be related to the
specific shape of the cages. The SSZ-13 elliptical cages
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provide better dispersion interactions with the zeolite walls
due to the high curvature of the cages, while the large
spherical cages of Y, on the other hand, exhibit a wide
curvature, resulting in the lowest confinement of all
investigated zeolites. Therefore, the carbenium ion will
experience less stabilizing dispersion interactions with the
zeolite wall, as evidenced by the lowest tert-butyl carbenium
ion sampling probabilities of all topologies.

3.1.3. Free energy profiles for isobutene protonation.
While regular MD simulations present some interesting
qualitative insight into the relative stability of physisorbed
and protonated isobutene in different frameworks,
quantitative trends can hardly be discerned. Therefore, to
assess reactivity differences for the various topologies, the
protonation of isobutene into a tert-butyl carbenium ion is
quantified by performing umbrella sampling simulations,
which will allow to deduce protonation barriers and free
energies of protonation at cracking conditions. Furthermore,
it allows to check if the previously identified topology
descriptors are indeed capable to reliably predict reactivity
trends for reaction free energies determined from accurate
MD simulation techniques.

Fig. 5 shows the isobutene protonation free energy profiles
at 773 K for the different topologies, also including the
preliminary isobutene adsorption step from static
calculations. In agreement with the pore dimensions, the
lowest intrinsic protonation barriers are found for ZSM-22
(25 kJ mol™), ZSM-5 (31 kJ mol™") and FER (34 k] mol™). The
multi-dimensional channel system and intersections of ZSM-
5 and FER apparently result in a slightly lower stabilization
of the protonation transition state. Other topologies are
characterized by considerably higher intrinsic barriers. The
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Fig. 5 Free energy profile for the adsorption (from static PBE-D3 calculations) and protonation (from Al-US simulations) of an isobutene
n-complex into a tert-butyl carbenium ion at 773 K in (a) the one- and two-dimensional zeolite topologies; (b) the three-dimensional zeolite
topologies, with reference to the empty framework and isobutene in gas phase.
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lowest barrier for the 12-ring channel and cage zeolites is
observed for MOR (43 k] mol ') where the partial
confinement of the side pocket clearly enhances interactions
with the zeolite wall and aids in the stabilization of the
protonation transition state and carbenium ion products.
The one-dimensional 12-ring channel zeolite SSZ-24 (53 KJ
mol™) has a slightly higher barrier than the three-
dimensional zeolite B (49 k] mol™), in agreement with its
slightly larger channel diameter. It is also noteworthy that
the activation barrier is lower for zeolite Y (42 k] mol™") than
for SSZ-13 (51 kJ mol™") despite the much more voluminous
cages of the former. This curiosity might be a consequence of
the large degree of conformational freedom of the
protonation transition state in the supercages of H-Y, thus
resulting in a greater entropic stabilization.

To fully assess the ability of the zeolite framework to
protonate isobutene, also the adsorption strength should be
considered. In Fig. 5, the adsorption data from the static
PBE-D3 calculations are combined with the free energy
profiles from umbrella sampling to compute apparent
protonation barriers. Notice however that these are rough
estimates for the apparent barriers as the free energy levels
for the n-complex are not directly comparable since they are
extracted using two different methods, static calculations and
MD simulations. The static adsorption free energy relies on a
single conformation of the adsorbate, while the free energy
level from MD actually entails a whole ensemble of
n-complex configurations and can therefore be considered to
be more accurate. Nevertheless, it becomes quite clear that
the apparent barriers will be even more sensitive to the pore
topology and that the distinction between the different
zeolites is even further magnified.

The reaction free energy of isobutene protonation, i.e., the
free energy difference between physisorbed isobutene and
the tert-butyl carbenium ion is also highly sensitive to the
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Fig. 6 Linear scaling relations between the isobutene adsorption
dispersion energies and the isobutene protonation free energy barriers
or reaction free energies (ie., the free energy difference between
physisorbed isobutene and the tert-butyl carbenium ion) at 773 K in
the different framework topologies, obtained from umbrella sampling
simulations.
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pore structure and dimensions. In the 10-ring channel
zeolites (ZSM-22 and ZSM-5), the tert-butyl carbenium ion
stability is on par with the stability of physisorbed isobutene,
as evidenced by a free energy difference of -2 k] mol™ and
+3 kJ mol™" respectively. In the more spacious 12-ring
channel zeolites (SSZ-24, MOR and @), the free energy
difference increases to about 18-28 kJ mol™". The tert-butyl
carbenium ion is clearly more stabilized with respect to
physisorbed isobutene in the narrow pore topologies which
provide a high degree of confinement and dispersion
stabilization for the carbocation intermediates. As a result,
the tert-butyl carbenium ion will on average interact more
closely with the zeolite walls than in large pore zeolites,
resulting in a greater enthalpic stabilization and hence
explaining also their high sampling probability in regular
MD simulations for these topologies.

The question remains whether the correlation with the
dispersion energy descriptor holds true for the free
energies, obtained from molecular dynamics simulations
which properly account for adsorbate mobility and finite
temperature effects. In Fig. 6, the correlation of the
isobutene protonation barriers and reaction free energies
are plotted as a function of the dispersion descriptor. A
perfect linear trend with the topology descriptor can be
distinguished for all frameworks, except for zeolite Y.
Although a specific reason for this outlier is hard to
identify, it may be explained by the size of the supercages
in the FAU topology which induces important effects on
the adsorption entropy that may not be properly captured
by the dispersion descriptor. To validate this hypothesis,
two additional large-pore frameworks were included in the
data set, namely the IFR topology (ITQ-4) exhibiting one-
dimensional 12-ring channels with slightly smaller channel
dimensions (dmax 7.24 A) compared to SSZ-24 and the DON
topology, exhibiting one-dimensional 14-ring channels with
significantly larger channel dimensions (dmax 8.79 A)
compared to SSZ-24. While ITQ-4 still follows the linear
trend, zeolite DON does not obey the trend anymore. A
comparison of the translational entropy — as a measure for
the mobility - of the reactant and transition states yields
further insight (see Table S24 in ESI}). The reduction in
translational entropy going from the adsorbed isobutene
reactant state to the protonation transition state is
significantly higher for zeolite Y (35 ] mol™ K™) and DON
(33 J mol™ K™) compared to all other frameworks (< 20 J
mol™ K™). These observations demonstrate that for the
zeolite topologies consisting of extra-large pores, the effect
of adsorbate mobility and entropy on the stabilization of
the intermediates becomes considerably more important. A
one-dimensional descriptor based on only dispersion
interactions seems therefore insufficient to properly
describe and predict trends in the stability of alkene
intermediates inside these topologies.

The linear fit for the protonation barriers (Fig. 6) is
characterized by a slope m of 1.09, which is higher than both
the static isobutene and ter¢-butyl carbenium ion adsorption
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energies, suggesting an even higher topology sensitivity for
activation than for adsorption of alkenes. Furthermore, the
relative stability of physisorbed isobutene and the ter¢t-butyl
carbenium ion also correlates well with the dispersion energy
descriptor. The slope m of 1.16 for the linear fit is very
similar to the slope of the protonation barriers, suggesting
that the effect of the pore environment is similar for both the
stabilization of the protonation transition state and the
carbenium ion product. Consequently, the barriers for
deprotonation of the carbenium ion will be rather
independent on the pore topology. Again, note that the
chosen level of theory will have a major influence on the
absolute protonation barriers and that the PBE-D3 level of
theory may likely underestimate these barriers significantly.
Nevertheless a similar offset can be expected for all
topologies and therefore the predicted trends are still
reliable.'*

The sensitivity of the alkene adsorption and
protonation for the zeolite pore dimensions is a crucial
element in the selection of a framework topology as
carbenium ions are key intermediates in many zeolite-
catalyzed conversions. The stability of guest species is
governed by the balance between the stabilizing enthalpic
interactions with smaller pore dimensions and the
stabilizing entropic contributions with increasing pore
dimensions. Our results demonstrate that the enthalpic
effects are the dominant factor in the ultimate carbenium
ion stability. The more confined 10-ring channel zeolites
seem particularly well suited for isobutene protonation
and conversion, especially compared to the large 12-ring
channel zeolites. Note, however, that this will not
necessarily result in a more effective catalyst, as the
dimensionality of the pore system will also have a
considerable impact on product diffusion and pore
blocking or deactivation by large aromatics.>”""771%°
Finally, it should be mentioned that the stability of larger
and bulkier carbenium ions is expected to improve in the
more spacious topologies, ie., when the pore dimensions
provide an optimal fit for the guest species.’®>"8*121
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3.2. Influence of zeolite acid site strength

Next to the topology, the zeolite acidity may also have a
pronounced influence on the stability of the alkene
intermediates and protonation barriers. The acidity of the
framework encompasses multiple factors such as the
individual acid site strength, acid site density and acid site
proximity."**'** Herein, we focus on the role of the Bronsted
acid site strength by considering a series of isostructural
metal substituted AIPO-5 frameworks (AFI topology) with
different elemental compositions, resulting in a varying acid
site strength (see Fig. 1). For comparison, the aluminosilicate
SSZ-24, also exhibiting the AFI topology, is included as well.

Since all metal substituted AIPO-5 frameworks exhibit the
same structural topology, it can reasonably be assumed that
the entropic contributions upon butene adsorption are
similar for all materials and that any variation in the
adsorption thermodynamics can solely be attributed to the
enthalpic stabilization of the guest species and its interaction
with the acid site. This assumption appears valid as the
adsorption entropies at 773 K lie in general within a relatively
narrow range for most materials (¢f. Table S177).

The strength of isolated acid sites is defined as the
deprotonation energy of the framework. However, this
measure is highly dependent on the computational method
and ignores solvation effects caused by the zeolite
framework.®>'** Therefore, to establish acidity trends in
zeolites, the adsorption energies of basic probe molecules
like ammonia or pyridine are commonly wused as
descriptors.'*® Previous studies demonstrated that well-fitted
linear correlations can be derived between the ammonia
adsorption energy and activation energies in the context of
the methanol-to-olefins process.”®”"7%12¢

3.2.1. Static calculations of butene adsorption. In Fig. 7,
the static adsorption energies of the 2-butene and isobutene
intermediates in the isostructural AFI frameworks with
different acidities are plotted as a function of the ammonia
adsorption energy descriptor. Note that the 2-butyl
carbenium ion could not be localized statically in any of the
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Fig. 7 Linear scaling relations between the ammonia adsorption energies and (a) the static 2-butene n-complex and 2-butoxide adsorption
electronic energies; (b) the static isobutene n-complex, tert-butyl carbenium ion, tert-butoxide and isobutoxide adsorption electronic energies in

the metal substituted H-MeAlPO-5 frameworks and zeolite H-SSZ-24.
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considered materials and that the tert-butyl carbenium ion
could not be localized for the weakly acidic frameworks (with
a lower acid strength than SAPO-5). Only electronic energies
are reported in the discussion below to eliminate the
uncertainty on the static thermal corrections within the HO
approximation. For the complete data set of the butene
adsorption thermodynamics at 773 K the reader is referred to
section S3 of the ESL{

Unsurprisingly, the strongest adsorption for all
intermediates is found in the most acidic material, MgAIPO-
5, and the weakest adsorption in the framework with the
lowest acid strength, MnAIPO-5. Due to the strong covalent
interaction with the framework, the 2-butoxide is slightly
stronger adsorbed than the 2-butene n-complex which has
only a weaker n-H interaction. The adsorption energies of
the butene intermediates nicely correlate with the acid
strength. The formation of the alkene n-complexes and
alkoxides is only slightly sensitive to the acid site strength, as
confirmed by the low slopes for the linear fit of these species.
The slopes m of the linear fit of the butene n-complexes and
butoxides are nearly equal, varying between 0.14 and 0.18,
indicating a similar dependency on the acidity of the
framework. The relative stability of the alkene m-complexes
and alkoxides remains therefore unaltered in all materials
and appears to be invariant for the acid strength.

Interestingly, on the other hand, the tert-butyl carbenium
ion adsorption energy is significantly more influenced by the
acidity, as evidenced by the slope of 0.86 for the linear fit.
Clearly, the difference in stability between the isobutene
n-complex and the tert-butyl carbenium ion has a very high
sensitivity for the acid site strength. For MgAIPO-5, the
tert-butyl carbenium ion adsorption energy is predicted to be
on par with the tert-butoxide and only 15 k] mol™ higher in
energy than the isobutene n-complex, while for SAPO-5, it is
predicted to be 38 kJ mol™ higher in energy than the
n-complex. At cracking conditions, finite temperature and
entropy effects will become determining for the adsorption
free energies of the intermediates. For example, the stability
of the tert-butyl carbenium ion will significantly increase and
the stability of the alkoxide intermediates will significantly
decrease relative to the physisorbed isobutene. Nevertheless,
the entropic effects are expected to be similar for all
materials and hence the acidity correlation of the
intermediates adsorption free energy will be nearly invariant
for temperature.

Finally, it can be remarked that the aluminosilicate SSZ-24
obeys the same linear trends with acidity as the
aluminophosphates materials despite their different
chemical composition. Compared to SAPO-5, the slightly
more acidic SSZ-24 zeolite clearly results in stronger
adsorption of the isobutene intermediates. Furthermore, the
higher stability of the tert-butyl carbenium ion in SSZ-24
implies a higher tendency for alkene activation and cracking,
in agreement with previous findings.”>'*” The -current
observation indicates that for materials with identical
topologies and similar pore dimensions, the same acidity

This journal is © The Royal Society of Chemistry 2023
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Fig. 8 Sampling probability of the isobutene n-complex and vdW-
complex and the tert-butyl carbenium ion intermediates during MD
simulations at 323 K and 773 K in the H-MgAIPO-5, H-SSZ-24, H-
SAPO-5 and H-ZrAlPO-5 zeolites.

correlation for alkene adsorption can be applied, irrespective
of the constituting framework elements.

3.2.2. MD analysis of the butene intermediates. While
static calculations yield interesting insight into the role of
acid strength on the adsorption energy of the (iso)butene
intermediates, the thermal corrections and hence adsorption
free energies for zeolite host-guest systems are known to be
highly dependent on the specific orientation of the
adsorbates, possibly resulting in relatively large errors.*®''®
Indeed, counterintuitively, the static free energy differences
between the isobutene n-complex and tert-butyl carbenium
ion (¢f section S31) show far from a clear correlation with the
Brgnsted acidity. Therefore, ab initio MD simulations are
performed for the butene intermediates in MgAIPO-5, SAPO-
5, ZrAIPO-5 and SSZ-24 at 323 K and 773 K. Section S4 in
ESIt summarizes the most important results from the
analysis of these MD simulations.

The acidity effect is quite pronounced for the branched
intermediates. Fig. 8 shows the sampling fractions of the
isobutene m-complex, vdW-complex and tert-butyl carbenium
ion for the four materials at 323 K and 773 K. The sampled
tert-butyl carbenium ion fractions show a clear correlation
with the acid strength. While the tertiary carbocation is
stable throughout the entire simulation on MgAIPO-5, its
sampling probability is reduced to about 70% in SSZ-24 at
cracking temperatures, and on the weaker acidic SAPO-5 and
ZrAlIPO-5 frameworks, the tert-butyl carbenium ion is only
rarely observed and will readily deprotonate into isobutene.
Clearly, the carbocation intermediates can interact more
tightly with strong acid sites, resulting in lower adsorption
enthalpies. Also notice that the tert-butoxide is stable
throughout the entire simulation in ZrAlIPO-5 at 323 K,
indicating that the alkoxide intermediates may also
experience enhanced stabilization in the less acidic materials
(¢f- section S47).

In contrast, the effect of acidity on the linear 2-butene
intermediates in the AFI materials (Fig. S8 in ESIf) is
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Fig. 9 Free energy profile for the adsorption (from static PBE-D3
calculations) and protonation (from Al-US simulations) of an isobutene
n-complex into a tert-butyl carbenium ion in the zeolite topologies
with different acid strength at 773 K with reference to the empty
framework and isobutene in gas phase.

negligible. At low temperature, both the 2-butoxide and
2-butene m-complex are stable intermediates, while at high
temperature, these intermediates become entropically
unfavored and the 2-butene van der Waals-complex is the
most sampled intermediate in all frameworks. The only
noticeable trend with acid strength is the sampling
probability of the 2-butene m-complex at low temperature.
Due to a stronger attraction, physisorbed alkenes will bind
more tightly to the more acidic sites. As a result, the butene
n-complex configuration is sampled to a greater extent on the
strongly acidic MgAIPO-5 compared to the weakly acidic
ZrAIPO-5. At high temperature, this effect is erased since
entropy contributions will become prevailing, thus favoring a
more freely adsorbed conformation.

3.2.3. Free energy profiles for isobutene protonation. To
quantitatively assess the impact of acid strength on the
reactivity at cracking conditions, again umbrella sampling
simulations for isobutene protonation are performed. Fig. 9
shows the reconstructed free energy profiles at 773 K for the
four materials, also including the preceding isobutene
adsorption step from static calculations. The influence of the
acid strength is not only apparent on the isobutene adsorption
energy but also on the intrinsic protonation barrier which
increases from 35 kJ mol™ for MgAIPO-5 to 73 kJ mol™ for
ZrAlIPO-5. Since the entropy barriers are expected to be similar
for the isostructural frameworks, it can be concluded that the
acid strength mainly affects the enthalpy barriers and the
interaction of the transition state with the acid site. Taking into
account the adsorption strength of isobutene as well, the
apparent protonation barriers (with respect to gas phase
reactants) will even be more sensitive to the zeolite acidity.

4868 | Catal Sci. Technol., 2023, 13, 4857-4872

View Article Online

Catalysis Science & Technology

The intrinsic protonation barriers and protonation free
energies (the relative stability of physisorbed isobutene and
the tert-butyl carbenium ion), as displayed in Fig. 10,
follow a perfect linear trend with the ammonia adsorption
energy as acid strength descriptor. The slope m of 0.68 for
the linear correlation point to a high impact of the acid
site strength on the protonation barrier. Also the free
energy difference between the neutral isobutene and the
tert-butyl carbenium ion has a very high dependency on
the acid strength, as evidenced by the slope of 1.17 for the
linear fit. There exists a clear positive correlation between
the barrier height and the reaction free energy difference,
since the most acidic material (Mg) with the lowest
protonation barrier also exhibits the lowest free energy
difference between the tert-butyl carbenium ion and the
physisorbed isobutene, which corroborates the observation
from regular MD simulations that carbenium ions have a
higher sampling probability in zeolites with a higher
acidity. The free energy difference between both states
decreases from 67 k] mol™* for ZrAIPO-5 to only 5 kJ mol™"
for MgAIPO-5. The trend is even more pronounced than
suggested by the static results (slope of 0.70), which might
be due to the rather weak description of carbocation
intermediates with static calculations. The current
observation also reflects Hammond's postulate of early
transition states, resembling more closely the reactant state
for exergonic reactions and late transition states,
resembling more closely the product states for endergonic
reactions, which is confirmed by the location (CV value) of
the transition state along the reaction profile for these
materials (¢f Fig. S12 in ESIT).

In ZrAlPO-5, the protonation barrier and free energy
difference approach similar values, indicating that
carbenium ions will likely be unable to form in these weakly
acidic materials. The high sensitivity of the carbenium ion
stability for the acid strength is in particular important for
the reactivity of alkene conversions in zeolites such as

80
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Free Energy [k).mol"]

=O~= Protonation reaction barrier

=0O= Protonation reaction free energy
0 2 H
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Fig. 10 Linear scaling relations between the ammonia adsorption
energies and the isobutene protonation free energy barriers or
reaction free energies (ie., the free energy difference between
physisorbed isobutene and the tert-butyl carbenium ion) at 773 K in
the metal substituted H-MeAlPO-5 frameworks and zeolite H-SSZ-24,
obtained from umbrella sampling simulations.
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catalytic cracking since carbenium ions are crucial
intermediates in the activation and transformation of
alkenes. Our results confirm that a higher acidity will lead to
an increase in the reactivity of the catalyst for alkene
conversion. Note, however, that this will not necessarily result
in higher product selectivities as side reactions or catalyst
deactivation might also be enhanced by a higher acid
strength.'>%"?°

4. Conclusion

Understanding the influence of the zeolite pore topology and
acidity on the stability of alkene intermediates is essential to
design or select a proper catalyst for alkene conversions with
an optimal lifetime and selectivity. The adsorption of
n-butene and isobutene, as model components for alkene
cracking, has been studied on a number of zeolite materials
with varying pore topologies and acid strengths by a
combination of static DFT calculations and ab initio
molecular dynamics simulations, coupled with umbrella
sampling to quantify the isobutene protonation barriers at
operating temperature. Static calculations may lead to an
underestimation of the conformational freedom of weakly
bound species, like carbenium ions, especially at high
temperature. Therefore, MD simulations might be better
suited to explain the subtle trends of alkene conversion with
pore size and acid strength at actual reaction conditions.
Universal descriptors have been identified which are capable
to predict the link between the stability of the physisorbed
and chemisorbed alkene intermediates as a function of the
pore topology or the zeolite acidity in a broad set of
materials. Our results show that these elementary descriptors
can accurately predict trends in protonation barriers and
protonation free energies that are extracted from MD
simulations.

The role of the zeolite topology on the stability of butene
intermediates was established by considering a set of
frameworks  with  varying pore dimensions and
dimensionality. The stability of adsorbed isobutene in these
topologies is governed by the balance between counteracting
enthalpic and entropic stabilization and is therefore
temperature dependent. At high temperature, the entropic
penalty of the covalent framework bond renders alkoxides
unstable. We demonstrated that the tert-butyl carbenium ion
stability is critically determined by the dispersion
stabilization with the zeolite wall and therefore highly
dependent on the pore dimensions. The dispersion
component of the isobutene adsorption energy can serve as a
proper descriptor for the pore dimensions. The dispersion
energy correlates generally well with the isobutene adsorption
free energies and protonation barriers, with the exception for
frameworks with very large pores, such as zeolite Y, for which
configurational freedom and entropy contributions become
of much higher importance.

The role of the zeolite acid strength on the stability of
butene intermediates was established by considering a

This journal is © The Royal Society of Chemistry 2023
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series of metal substituted aluminophosphates materials,
H-MeAlIPO-5, leading to catalysts exhibiting the same one-
dimensional AFI topology but with markedly different acid
site strengths. Thanks to their isostructural frameworks, the
stability of the adsorbed isobutene intermediates in these
materials is solely governed by the enthalpy effects and the
guest interactions with the acid sites. While the alkoxide
and m-complex intermediates are both only slightly sensitive
to the acid site strength, the isobutene protonation barrier
and tert-butyl carbenium ions are largely affected by the
acidity. Strong acid sites lead to lower protonation barriers
and higher carbenium ion lifetimes. The tendency to form
carbenium ions will thus be much higher in more acidic
materials. The ammonia adsorption energy is proven to be
a wuseful descriptor to assess and predict the relative
stability of all isobutene intermediates as function of acid
site strength.

The ability to protonate isobutene and form tert-butyl
carbenium ion products is highly sensitive to both the zeolite
pore dimensions and the acidity. The current investigation
highlights how carbenium ion stability is mainly governed by
electrostatic and van der Waals interactions with the
surrounding zeolite wall and only to a smaller extent by the
configurational freedom and mobility of the guest species.
Our results suggest that highly confined frameworks
containing strong acid sites provide an optimal fit for the
carbocation intermediates. Such frameworks appear to be
efficient zeolites for the activation and conversion of
isobutene, an observation that can likely be extended to other
alkenes as well. Exploiting the clear correlations for the
influence of the zeolite topology and acidity may therefore be
an interesting element to aid in the prediction or design of
efficient catalysts with improved selectivity.
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