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Light aromatic compounds (BTX: benzene, toluene and xylenes) represent an important class of building
blocks in the chemical industry. Currently, light aromatics are obtained exclusively from fossil feedstock,
whose utilization is associated with serious environmental concerns. Developing new routes for a more
sustainable BTX production is, therefore, of high importance. In this work, aromatization of ethylene over
well-defined metal-modified HZSM-5 zeolite catalysts is examined. The results show that modification of
zeolite with gallium, zinc and silver leads to a significant increase in aromatics production. Metal species
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are responsible for catalysing dehydrogenation pathways with Ga being the most efficient for BTX
production. Increasing temperature and ethylene partial pressure facilitate ethylene aromatization.
Employing a combination of isotope labelling with a thorough characterization of zeolite-entrapped

DOI: 10.1039/c9cy02108f
species by means of IR and MAS NMR spectroscopy provides evidence for the involvement of intra-zeolite
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1. Introduction

Aromatics constitute an important class of chemical building
blocks. Especially, benzene, toluene and xylenes (BTX) are
pivotal for the manufacture of many plastics and fine
chemicals. Currently, BTX are mainly obtained as by-products
of naphtha cracking to light olefins. The abundance of cheap
natural gas feedstock, which usually contains an appreciable
amount of ethane, prompts chemical producers to change the
feed of crackers from naphtha to ethane, which leads to a
decreased aromatics supply from the traditional naphtha
cracking route."” As a consequence, there is a growing need
to convert light paraffins to aromatics via catalytic
dehydrogenation processes.

Over the last decades, zeolites have evolved as workhorses
of the chemical industry, widely used in various hydrocarbon
transformations.”™ Zeolite ZSM-5 (MFI) is the preferred solid
acid for the aromatization of ethane, propane and other
short-chain hydrocarbons.®” Typically, ZSM-5-based catalysts
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aromatic hydrocarbon species in the catalytic cycle.

are modified with metals to promote the alkane
dehydrogenation. The most active and extensively
investigated catalysts are ZSM-5 zeolites modified with
zine,*® gallium and silver,"* whose catalytic behaviour has

been the subject of numerous experimental and
computational studies published in the last few
decades.®'** Most of the works focused on unravelling the

C-H activation mechanism"*'® and the associated promotion

of the dehydrogenation function by metals, whereas the
subsequent aromatization steps were studied to a much
lesser extent. It is commonly assumed that the overall
process proceeds through a bifunctional mechanism, where
the transition metal species are responsible for the
dehydrogenation of alkanes to produce olefins, which are
then converted to aromatics over the Breonsted acid sites
(BAS)."” Although experimental findings point to an
important role of the transition metal cations in the
secondary conversion of unsaturated hydrocarbons,'® the role
in the aromatization network is much less understood. The
aromatization involves a complex networks of elementary
processes such as the oligomerization to higher olefins and
their cracking, cyclization and further dehydrogenation to
produce aromatic compounds.”> Such a bifunctional
mechanism has been supported by several detailed kinetic
studies on HZSM-5 (ref. 19) and Zn/HZSM-5 (ref. 20)
catalysts.

Most current mechanistic proposals discuss the role of the
zeolite in terms of the BAS and dispersed (cationic) metal
species inside the zeolite pores. Recently, an alternative

This journal is © The Royal Society of Chemistry 2020
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picture emphasizing the importance of confined reactive
organic intermediates for different zeolite-catalyzed
conversion processes has been gaining growing experimental
and theoretical support.?** Such processes as the MTO
(methanol-to-olefins),”® dehydroaromatization of methane®®
and the aromatization of furanics®” are thought to proceed
via a hydrocarbon pool-type mechanism.*® Similar proposals
involving radical- and carbocation-type polyaromatic species
as the catalytic sites have also been put forward for ethanol
dehydration/aromatization reaction over HZSM-5.*°' The
formation of the hydrocarbon pool species in these processes
is commonly associated with the intermediate formation and
subsequent oligomerization and dehydrocyclization of
unsaturated intermediates. One can therefore propose that
similar mechanisms can manifest themselves during the
dehydroaromatization of light alkanes over metal-exchanged
zeolites.

This work reports a detailed catalytic and mechanistic
analysis of ethylene aromatization by HZSM-5 zeolites
modified with Ag, Ga and Zn. The influence of metal loading,
ethylene partial pressure and temperature were investigated.
The addition of a metal function leads to an increased
aromatics selectivity, although it also causes a more rapid
catalyst deactivation due to enhanced coke deposition rate.
The differences in catalytic performance of promoted zeolites
can be associated with changes in the rate of
dehydrogenation. The dehydrogenation activity increases in
the order Ga < Zn < Ag. Ga-Modified HZSM-5 catalysts were
found to be preferred for ethylene aromatization. The
dehydrogenation and  hydrogen transfer reactions
demonstrate a strong dependence on the reaction conditions
such as reactant partial pressure and temperature.
Temperature-programmed IR and ">C MAS NMR spectroscopy
studies together with the isotopic labelling results suggest
that zeolite-entrapped aromatic hydrocarbon species are
involved in the catalytic cycle.

2. Experimental
2.1. Catalyst preparation

The proton form of zeolite ZSM-5 was obtained by calcining
commercial NH,ZSM-5 zeolite (Si/Al = 20, Alfa Aesar) at 550
°C for 5 h. HZSM-5 supported gallium, zinc and silver
catalysts were prepared via incipient wetness impregnation of
the proton form of ZSM-5 zeolite with aqueous solutions of
Ga(NO3); (Alfa Aesar, 99.9% metal based), Zn(NOs), (Merck,
99.9% metal based) and AgNO; (Merck, =99.0%),
respectively. The concentration was adjusted to achieve metal
loadings of 1.4 wt% Ga, 1.3 wt% Zn and 2.2 wt% Ag. This
corresponds to an atomic M/AI ratio of 0.25. Additional Ga
samples were prepared with Ga/Al ratios of 0.1 and 0.5. The
exact loading of the metal precursors used in the preparation
are summarized in Table S1.f As-prepared samples were dried
overnight at 110 °C and calcined at 550 °C for 5 h under
static air. Then the zeolites were sieved to obtain a fraction
with a particle size in a range of 250-500 pm.

This journal is © The Royal Society of Chemistry 2020
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To promote solid-state ion exchange, Ga/HZSM-5 and Zn/
HZSM-5 samples were subjected to a reductive treatment in
hydrogen following a procedure described elsewhere.*> The
sieved catalyst was loaded into a quartz tube, and then
reduced in a fixed bed reactor at 550 °C for 5 h in a flow of
33 vol% H, in He.

The resulting samples are denoted as xM/HZSM-5, where
M represents the metal loaded onto the zeolite and x - the
atomic M/AI ratio. For example, 0.25Ga/ZSM-5 stands for Ga-
containing HZSM-5 with a Ga/Al ratio of 0.25.

2.2. Catalyst characterization

The elemental composition (Si/Al ratio and metal content) of
the zeolite catalysts was determined by ICP-OES (Spectro
CIROS CCD ICP optical emission spectrometer). Prior to
analysis, the zeolite samples were dissolved in a 1:1:1 (by
weight) mixture of HF (Merck, 40% for trace analysis), HNO;
(Merck, 65% for trace analysis) and H,O (18.2 MQ cm).

The crystallinity of the zeolite samples was determined by
powder X-ray diffraction (XRD). XRD measurements were
performed on a Bruker D2 powder diffraction system (Cu Ko
radiation, scan speed 0.01° s™', 26 range 5-60°). The relative
crystallinity was normalized to the same weight of a parent
HZSM-5 by comparing the integral areas of the reflections
(Miller indices in parentheses) at 23.1° (051), 23.3° (501),
23.7° (511), 24.0° (033), and 24.4° (313).

'H magic angle spinning nuclear magnetic resonance
(MAS NMR) spectra were measured using a 11.7 Tesla Bruker
DMX500 NMR spectrometer operating at 500 MHz. The
experiments were performed using a Bruker Triple Channel 4
mm MAS probe head spinning at 10 kHz. 'H MAS NMR
spectra were recorded with a Hahn-echo pulse sequence
pl-t1-p2-12-aq with a 90° pulse p1 = 5 us and a 180° pulse
p2 = 10 ps. The inter-scan delay was set to 120 s for
quantitative measurements. Quantitative *C MAS NMR
spectra were measured with a high power proton decoupling
Hahn-echo pulse sequence p1-t1-p2-72-aq with a 90° pulse
p1 =5 ps and a 180° pulse p2 = 10 ps with an interscan delay
of 20 s. One-dimensional *C{'H} cross-polarization (CP) MAS
and two-dimensional "H-"*C{'H} heteronuclear correlation
(HETCOR) spectra were recorded with a ramped contact pulse
of 3 ms and an interscan delay of 3 s. During the acquisition
the "H heteronuclear decoupling was applied using the
spinal-64 pulse scheme.

Adsorption capacity and textural properties of the zeolites
were evaluated by Ar porosimetry at -186 °C using a
Micromeritics ASAP2020 machine. Prior to measurements,
the samples were degassed at 500 °C under evacuation. The
micropore volume was determined by the ¢-plot method in a
thickness range from 3.5 A to 4.5 A.

The coke content and the combustion properties of the
coke in used catalysts were determined using a Mettler
Toledo TGA/DSC 1 instrument. Typically, an amount of 15
mg of catalyst was placed in an alumina crucible and heated
to 750 °C at a rate of 10 °C min™* in an O,/He flow. The coke

Catal. Sci. Technol., 2020, 10, 2774-2785 | 2775
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content (g g... ') was calculated as the weight loss in the
range 450-750 °C normalized by the original weight of the
sample.

2.3. Catalytic activity measurements

Catalytic activity measurements were carried out in a fixed-
bed quartz reactor (i.d. 3 mm) operated at atmospheric
pressure. In a typical experiment, the sieved catalyst (100 mg)
was charged into the reactor and heated in an O, flow (20
vol% in He) to 550 °C at a rate of 5 °C min~'. After the
pretreatment, the temperature of the reactor was set to the
desired target value and the reactor was purged with He. The
gases were metered into the reactor using mass flow
controllers (Brooks® Instruments). For activity measurements
at different ethylene partial pressures, the ethylene flow was
varied whilst keeping the total gas flow constant. The reactor
outlet was connected to a gas chromatograph (GC, Thermo
Trace 1300) and mass spectrometer (MS, Pfeiffer Omnistar
GSD 301 T3) system via a heated transfer line. The GC was
equipped with two columns and detectors. A TCD with an
RT-Q-Bond column (length 20 m; id. 0.32 mm; film
thickness 10 pm) was used for the analysis of the light
reaction products. Light aromatics and heavier products,
including substituted naphthalenes, were analysed on a
Stabilwax-DB column (length 30 m; id. 0.25 mm; film
thickness 0.25 pm) coupled with an FID.

Ethylene conversion and carbon selectivity to each product
are defined as follows:

inlet

poutlet
Ethylene conversion(%) = | 1- =22 | x 100%
CyHy

n-
Pe » 100%

> n-pc,

Selectivity to each product(%) =

Herein, n and p denote the number of carbon atoms and

partial pressure of the hydrocarbons, respectively. Analysed
products include CH,, C,H,4, Cj, C, Cs, benzene, toluene,
ethylbenzene, xylenes, naphthalene and methylnaphthalene.

2.4. IR and TPR-IR experiments

IR spectroscopy of adsorbed species was carried out using a
Bruker Vertex 70v Fourier-Transform IR spectrometer in the
4000-1000 cm™" range. First, a zeolite sample was pressed
into a self-supporting wafer (5-10 mg, diameter 13 mm),
which was then placed in an environmental transmission IR
cell. Samples were first pre-treated in an O,/N, flow at 550 °C
(heating rate 5 °C min™"), followed by cooling in dynamic
vacuum of ca. 10~> mbar.

For IR spectroscopy of adsorbed ethylene, the sample was
cooled to 50 °C. Then, an ethylene flow (10 kPa in He) was
admitted to the IR cell, whilst recording IR spectra. For the in
situ temperature programmed IR (TPR-IR) experiment, the
sample was held in an ethylene flow for 60 min followed by
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heating to 550 °C at a rate of 5 °C min™" in the closed cell. IR
spectra were recorded every 2 min.

2.5. Isotope labelling experiments

3C-Ethylene (**C,H,, Eurisotop, 98%; 99% '*C) was used for
isotope reaction experiments. Prior to these experiments, the
zeolite catalyst was pre-calcined at 550 °C in a flow of 20
vol% O, in He. The aromatization reaction was run for 30
min at 500 °C in 4 different modes: (i) in pure ">C-ethylene,
(ii) in "C-ethylene followed by a switch to '*C-ethylene, (iii)
in *C-ethylene followed by a switch to '*C-ethylene and (iv)
in pure *C ethylene. In modes (ii) and (iii), the switches were
done after 15 min on stream. To minimize the gas-phase
hold-up in the system, the reactor was filled with SiC and all
connections were made of 1/16" stainless-steel capillaries.
The dead time of the system was monitored by adding an Ar
tracer (5 vol%) to the feed gas mixture. Additional isotopic
labelling experiments were carried out in an equimolar
mixture of *C- and "C-ethylene at different temperatures
(300 °C, 400 °C and 500 °C) maintaining a total partial
pressure of ethylene of 10 kPa. The isotopic composition of
the reaction products was followed with an online MS system
(Pfeiffer Omnistar GSD 301 T3) connected to the reaction
outlet via a heated transfer line. To estimate the *C/*’C
exchange degree between ethylene isotopologues, the
corresponding m/z signals at 28, 29 and 30 were analysed and
compared to the reaction runs under the same conditions
with pure >C and '3C ethylene feeds.

3. Results and discussion

3.1. Catalyst characterization

To compare the effect of different metals on the catalytic
performance, we prepared samples with an equal molar
amount of metal (M = Ag, Ga, Zn) with respect to the Al
content (M/Al 0.25). Different methods were used to
introduce the metals into the zeolites. For Ag, we employed
incipient wetness impregnation."’ In this way, a large
fraction of BAS can be replaced by Ag* ions. Solvated Zn**
and Ga®' ions cannot enter the micropores of zeolite ZSM-5
because of their large ionic radii. Therefore, incipient
wetness impregnation followed by a reductive treatment in
H, was applied. Such treatment results in Zn and Ga species
dispersed inside the zeolite pores.***® The catalyst
characterization data are summarized in Table 1.

ICP elemental analysis show that the obtained metal
content corresponds to the targeted loading for all samples.
According to XRD, the main phase present in the modified
zeolites was ZSM-5 zeolite without indication of aggregated
forms of the added metals or metal oxides (XRD data are
shown in Fig. S1T). Ar physisorption results show that all
metal-modified zeolites remain highly microporous and
exhibit only minor changes in textural properties with respect
to the parent zeolite (physisorption isotherms in Fig. S27). A
decrease in the microporous volume is noted for the samples
with higher Ga loading.

This journal is © The Royal Society of Chemistry 2020
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Table 1 Physico-chemical properties of zeolite catalysts

Stotal Smicroy Sexternaly Vinicro Metal amount, pmol M/Al molar Exchange Exchanged
Catalyst m? g_1 m? g‘1 m? g'1 cm? g‘1 g'1 ratio degree,” % M/BAS
HZSM-5 398 322 76 0.12 0 0 0 0
0.1Ga/HZSM-5 347 297 50 0.11 83 0.09 35 0.32
0.25Ga/HZSM-5 227 192 34 0.07 181 0.21 44 0.56
0.5Ga/HZSM-5 250 211 39 0.08 385 0.44 59 0.91
0.25Zn/HZSM-5 368 323 45 0.12 198 0.24 45 0.45
0.25Ag/HZSM-5 376 331 45 0.12 190 0.24 47 0.53

“ Determined by the fractional occupation of initial BAS by metal ions as probed by 'H NMR spectroscopy (BASinitial — BAS)/BASinitial-
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Fig. 1 'H MAS NMR spectra of a) parent HZSM-5; b) xGa/HZSM-5 and c) 0.25Ga/HZSM-5, 0.25Zn/HZSM-5 and 0.25Ag/HZSM-5 as compared to
the parent HZSM-5 zeolite. The peaks with a chemical shift of 3.8 ppm and 5.4 ppm correspond to isolated and H-bonded bridged Si-O(H)-Al
respectively. The signals at 2.5 ppm and 1.6 ppm are assigned to extra-framework Al-OH and Si-OH groups, respectively.

Zeolite samples were further characterized by solid-state
"H MAS NMR spectroscopy. Fig. 1a shows the '"H MAS NMR
spectrum of the parent HZSM-5 zeolite. A signal at 1.6 ppm is
attributed to silanol Si-OH groups, a weak signal at 2.5 ppm
to AlI-OH groups to extra-framework aluminium species,
while a signal at 3.8 ppm and a broad signal at 5.4 ppm are
related to bridged Si-O(H)-Al groups, which are either
isolated or interact with neighbouring hydroxyl groups or
framework oxygen atoms, respectively.**

Zeolite modification with more Ga resulted in a gradual
decrease in BAS concentration ("H MAS NMR spectra are
shown on Fig. 1b). The ratio of the amount of Ga atom per
BAS exchanged varies with Ga content and increases from
0.32 for 0.1Ga/HZSM-5 to 0.56 for 0.25Ga/HZSM-5 and 0.91
for 0.5Ga/HZSM-5. This trend can be ascribed to the
formation of different cationic Ga-oxo complexes as earlier
reported.*” The data show that the BAS exchange degree was
found to be almost the same for all 0.25 M/HZSM-5 samples
(Fig. 1c). For all three metals, about two equivalents of BAS
were exchanged by one metal atom, indicative of the
formation of extra-framework cationic species with a “+2”
charge. This stoichiometry is typical for Zn- and Ga-modified
HZSM-5. It has been reported that Zn tends to form Zn*"
species stabilized by two bridged hydroxyls, which are in
close proximity. The formation of Zn** species is therefore
favoured at relatively low Zn loading (M/Al < 0.5) and low Si/
Al ratio of zeolite.>® For Ga, formation of clustered species of
(Ga,0),,>" stoichiometry is anticipated.*****” However, the
obtained exchange value is not the typically expected one for

This journal is © The Royal Society of Chemistry 2020

Ag, for which formation of single atom Ag’ sites is most
likely.*® The latter discrepancy might be explained by the
partial removal of framework Al followed by formation of
extra-framework Al species as indicated by the increasing 'H
NMR signal at 2.5 ppm. This could influence the observed
BAS concentration. Thus, Ga-modified ZSM-5 with a loading
in the Ga/Al = 0.1-0.5 range and Ag- and Zn-modified ZSM-5
with a metal loading of M/Al = 0.25 were successfully
prepared. Importantly, the BAS exchange degree for different
metals is similar (ca. 45%) at the M/AI ratio of 0.25, which
makes a direct comparison in ethylene aromatization

possible.

3.2. Influence of metal promotion on ethylene aromatization

Ethylene aromatization was carried out at 500 °C and the
ethylene partial pressure was set at 10 kPa (WHSV 3.75 g
gear - h™"). The conversion of ethylene and the product
distribution profiles are shown in Fig. 2. In all cases, the
catalysts deactivate due to coke deposition. For the parent
HZSM-5 zeolite, the ethylene conversion, which was initially
43%, decreased nearly linearly over the course of the
reaction, reaching 30% after 20 h. For Ag-, Zn- and Ga-
modified zeolite, the initial ethylene conversions were 10%,
55% and 85%, respectively. Both Zn and Ga -catalysts
deactivate faster than HZSM-5. Although Ag-modified ZSM-5
exhibited a significantly lower activity (initially 10% ethylene
conversion), it became inactive already after 2 h on stream.
For all catalysts, ethylene was predominantly converted to a

Catal. Sci. Technol,, 2020, 10, 2774-2785 | 2777
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Fig. 2 (a) Conversion of ethylene as a function of time-on-stream; (b) the initial product distribution in the reaction of ethylene on parent and
metal-modified 0.25 M/HZSM-5 zeolites measured after 15 min time-on-stream; (c) total coke content in used catalyst samples measured with
TGA (reaction conditions: 500 °C, atmospheric pressure; ethylene partial pressure 10 kPa; carrier flow 50 mL min™* He, WHSV = 3.75 h™%).

mixture of aromatic and aliphatic hydrocarbons. The product
distribution is shown in Fig. 2b. HZSM-5 produces mostly
propylene and C,—Cs hydrocarbons. In contrast, the fraction
of aromatic products is significantly increased for the 0.25 M/
HZSM-5 zeolites. The highest aromatic selectivity of 80% is
achieved with the Ga-modified catalyst.

The carbonaceous deposits on the used catalysts were
then characterized using thermogravimetric analysis (TGA
and DTG profiles shown in Fig. S31). Despite the differences
in the rates of deactivation, the coke content and its
combustion properties (a single peak at 600 °C in the DTG
profile) were similar for all 0.25 M/HZSM-5 catalysts. The
lower coke content of used HZSM-5 is in line with the lower
rate of deactivation of this sample.>® The peak at 150 °C is
associated with water desorption. It is important to note that
the overall coke selectivity for Zn/HZSM-5 and Ag/HZSM-5 are
much higher than on Ga/HZSM-5 and HZSM-5. These results
suggest that under the applied conditions coke is much
faster deposited on Zn/HZSM-5 and Ag/HZSM-5 than on Ga/
HZSM-5.

To further elucidate the effect of Ga modification, the
influence of Ga content on the catalytic performance was
investigated. The data in Fig. 3 demonstrate that the rate of
deactivation increased with Ga content. Extrapolated initial
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deactivation rates expressed as the rate at which the
conversion decreased ranged from 0.8% Cjgss h™* for HZSM-5
to 7, 12 and 25% Cyess h™* for the Ga/HZSM-5 samples with
increasing Ga loading. Despite this substantial impact of Ga
content on the deactivation rate, the changes observed in the
reaction product distribution for the catalysts are relatively
small (Fig. 3b).

The modification of zeolite with Ag, Zn and Ga resulted in
a significant increase in the aromatic selectivity, which
suggests that these species play an important role in ethylene
conversion. While the formation of higher olefins can be
attributed to the oligomerization of ethylene catalysed by
BAS, formation of paraffins and aromatics (including coke) is
related to dehydrogenation and hydrogen transfer
processes.’”*’ The low yield of saturated hydrocarbons
indicates that the main pathway to form aromatics is
dehydrogenation. Dehydrogenation can be catalysed by both
BAS and Lewis acidic sites."® However, the activity of BAS in
ethylene activation is not so high (Fig. 2(a)), presumable
because it involves formation of a primary carbenium cation
resulting in a less stable activation state. The overall
dehydrogenation activity increases in the order H < Ga < Zn
< Ag, where Ga demonstrates the highest activity for the
production of aromatics.

0.1Ga/HZSM-5  (0.25Ga/HZSM-5 (0.5Ga/HZSM-5 [ ] BTEX

[_lcs

[ _Jca

| Propane
[ Propylene
[ | Ethane
[ Methane

1 3 1 3 1 3
Time-on-stream (h)

Fig. 3 (a) Ethylene conversion as a function of time-on-stream and (b) initial product selectivity in ethylene aromatization reaction on the various
Ga/HZSM-5 zeolites. The initial deactivation rates are given as % conversion loss per h (%(C) h™) (reaction conditions: 500 °C; atmospheric
pressure; ethylene partial pressure 10 kPa; carrier flow 50 mL min™* He, WHSV = 3.75 h™%).
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3.3. Influence of temperature

To better understand the mechanistic details of ethylene
aromatization reaction, the influence of the reaction temperature
(300-650 °C) on the catalytic performance of HZSM-5 and
0.25Ga/HZSM-5 was compared. Ethylene conversion and the
reaction products distribution are shown in Fig. 4.

Ga/HZSM-5 displays substantially higher aromatics
selectivity than HZSM-5 in a wide temperature range. While
HZSM-5 is mostly selective to propylene and C,-Cs olefins
below 550 °C, the BTX selectivity is already close to 50% at
400 °C for Ga/HZSM-5. At higher temperatures, high
dehydrogenation rates are manifested in a substantial
increase in aromatics formation. The reaction pathways
involving hydrogen transfer are also enhanced at increased
temperature as follows from an increased production of
saturated products such as ethane. However, the relatively
low amount of these saturated products indicates that the
contribution of this pathway is limited. Nearly identical
conversion rates and product distributions observed for the
two catalysts at 300 °C suggest that Ga-species are not active
below 350 °C. For both catalysts, the conversion increased
from 300 °C to 400 °C and then gradually decreased. The
decreasing conversion at higher temperature can be
understood within the framework of an oligomerization/
cracking mechanism. The lower pore occupancy with
ethylene at higher temperature results in a decreased rate of
formation of oligomers and subsequent reaction products.
An alternative explanation is that the reaction involves a set
of aromatic intermediates, as previously demonstrated for
methanol and ethanol conversion on zeolites.>'>**' In such
a case, the apparent ethylene conversion would involve
alkylation/dealkylation  processes of the intermediate
aromatic species.>*%** This hypothesis was evaluated by (i)
studying the influence of ethylene partial pressure and (ii)
performing isotope labelling experiments to follow the
intrinsic activation of ethylene molecules.

The influence of ethylene partial pressure was studied for
HZSM-5 at 500 °C for different ethylene feed compositions
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= [ _lcs
£ 809 [Ccs
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2 604 [ Propylene
a Y Ethane
c (o Methane
c 407 —O— Conversion
o 20
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o — == T T
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Fig. 4
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(Pethylene = 10 kPa, 20 kPa and 30 kPa corresponding to WHSV
values of 3.75 h™, 7.5 h™, and 11.25 h™"). The catalytic
results summarized in Fig. 5 reveal a strong influence of the
ethylene partial pressure on the conversion and the product
distribution.

The initial ethylene conversion increased from 43% at 10
kPa of ethylene to 80% and 85% at 20 kPa and 30 kPa,
respectively. Besides an increase in ethylene conversion, we
observed a difference in the deactivation behaviour.
Deactivation rates increased at higher ethylene partial
pressure. Especially at longer reaction times, a strong
deactivation rate was observed after ~17 h for the 20 kPa
experiment and after ~4 h for the 30 kPa experiment. We
explain these differences by a higher rate of (bimolecular)
hydrogen transfer reactions at higher reactant partial
pressure, as also evidenced by the substantial increase in the
propane selectivity. In contrast, at lower reactant partial
pressure the dominant pathway is ethylene oligomerization
followed by cracking. Overall, the conversion of ethylene over
HZSM-5 has a positive order with respect to ethylene.
Therefore, a lower pore occupancy (due to a decrease in
adsorption) of ethylene with increasing temperature can
explain the decreasing conversion (Fig. 5).

Next, isotope labelling experiments were carried out,
where a feed composed of an equimolar mixture of **C- and
2C-ethylene was used. The rate of isotope exchange resulting
in the formation of a mixed H,"?*C=">CH, ethylene can be
directly related to C=C bond cleavage in ethylene and
recombination. The results of these scrambling experiments
show that the isotope exchange rate between '*C- and '*C-
ethylene feeds significantly increased when the temperature
was raised from 300 °C to 500 °C (MS data and estimated
carbon isotope exchange rate shown in Fig. 6). This is a clear
indication that the intrinsic activation of ethylene is
enhanced at higher temperature, while the apparent
conversion is lower due to a higher ethylene selectivity of
hydrocarbon pool processes.

The results obtained suggest that hydrogen transfer
reactions during ethylene conversion are catalysed exclusively

b) :\;100 ] [ ]BTEX

: O-] ‘:,CS
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Influence of temperature on the initial ethylene conversion (measured after 15 min time-on-stream) and the product distribution during

ethylene conversion over (a) HZSM-5 and (b) 0.25Ga/HZSM-5 zeolites (reaction conditions: 500 °C; atmospheric pressure; ethylene partial pressure

10 kPa; carrier flow 50 mL min™ He, WHSV = 3.75 h™%).
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Fig. 5 Influence of ethylene partial pressure on (a) ethylene conversion and (b) initial product distribution for ethylene conversion over HZSM-5
measured after 15 minutes time-on-stream (reaction conditions: T = 500 °C; atmospheric pressure; carrier flow 50 mL min™ He).

by BAS and enhanced by higher temperature. The observation
that the apparent conversion of ethylene decreases with
temperature can be explained to a decreasing ethylene
occupancy of the zeolite pores and an increasing selectivity of
hydrocarbon pool processes in which intermediates are
converted to ethylene, as indicated by the positive ethylene
reaction order and faster rate of isotope recombination,
respectively. With respect to the involvement of a pool of
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Fig. 6 Influence of temperature on ethylene isotope exchange rate
during ethylene conversion on HZSM-5: (a) MS signal at mass numbers
corresponding to ethylene isotopologues (?C,H, - m/z 28;
H,12C-13CH, - m/z 29; ¥C,Hs - m/z 30); (b) estimated isotope
exchange degree calculated as 100 x H,>C-**CH,/0.5 x (H,*?C-'2CH,
+ H,2C-BCH, + H,3C-'3CH,) (reaction conditions: atmospheric
pressure; total ethylene partial pressure 10 kPa; “*C,H4/*2C,H, ratio 1;
carrier flow 50 mL min™ He).
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hydrocarbon intermediates, we investigated their formation
and evolution by IR and "*C NMR spectroscopy.

3.4. Structure and role of intra-zeolite species

To determine the structure of intra-zeolitic hydrocarbon
species formed during the ethylene conversion reaction, in
situ TPD-IR measurements were performed. Pre-calcined
HZSM-5 and 0.25Ga/HZSM-5 zeolites were exposed to 10 kPa
of ethylene in He at a temperature of 50 °C. Fig. 7 shows the
evolution of IR spectra in time upon the interaction of the
catalysts with ethylene during the adsorption at 50 °C. Then,
the IR cell was closed and heated to 500 °C at a rate of 5 °C
min™' in this atmosphere, while recording IR spectra at
regular intervals. The TPD-IR profiles are shown in Fig. 8.
During the adsorption step, a gradual disappearance of the
band at 3610 cm " related to BAS can be observed for both
catalysts. Interaction of the adsorbed species with BAS is
manifested in the formation of a broad band of disturbed
BAS at around 3300-3600 cm™'. Unfortunately, due to the
high zeolite framework absorbance at ~1100 em™" (due to
v(Si-0) vibrations) it was not possible to directly observe the
alkoxy-species. Such species would give rise to stretching v(C-
0) vibrations in the 1055-1175 em™" range. New bands are
visible in the C-H stretching (3200-2800 cm™) and C-H
bending (1800-1300 cm™) regions. Other bands due to
ethylene in the gas phase, Z.e. 3104 cm™" (VasymCH,) and 2990
em ' (vymCH,), were also observed. Upon adsorption, only
minor differences are observed for the HZSM-5 and 0.25Ga/
HZSM-5 samples. There are small differences in the
intensities in the C-H stretching region (features at 2937
em™ and 2935 cm™') and C-H bending regions (1469 cm ™,
1444 em™ and 1419 em™'). As the wavenumbers of these
bands are not affected by the presence of Ga, these changes
can be ascribed to slight differences in the structure of
oligomeric species, such as the length of oligomers and the
degree of branching.

The decomposition of the occluded oligomeric species
was followed by in situ TPD-IR experiments. The assignment
of the IR bands observed is collected in Table 2. A gradual

This journal is © The Royal Society of Chemistry 2020
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disappearance of IR bands in the 2935-2858 cm™ range and
at 1470 cm™ followed by formation of new features at 1504
em ™', 1466 cm™' and 1444 cm™' was observed. These bands
can be assigned to C-H bending vibrations of hydrogen-
deficient aromatic species. The formation of features at 1504

This journal is © The Royal Society of Chemistry 2020

em™ and 1466 cm™ is shifted to higher temperature for
0.25Ga/HZSM-5 samples as compared with HZSM-5
(Fig. 8b and d). Another distinct band at 1504 cm™ appears
below 250 °C for HZSM-5, while it is observed at ca. 300 °C
for Ga/HZSM-5. However, the increase in the intensity of
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these two bands is more pronounced for HZSM-5. Most of
these features disappear at 475 °C and 425 °C for Ga/HZSM-5
and HZSM-5, respectively. This difference in aromatics
desorption suggests that the interaction of aromatic
hydrocarbon intermediates was stronger in Ga/HZSM-5
(Fig. 8b and d). Although the structure of intra-zeolitic
species formed at high temperature is nearly identical, there
is a certain correlation between the influence of temperature
on the formation of bands at 1504 cm™' and 1466 cm ' and
the reaction performance discussed above (see temperature
dependence data in Fig. 4). Indeed, the ethylene conversion
was similar at 300 °C for both Ga/HZSM-5 and HZSM-5
samples, while at elevated temperatures the activity of HZSM-
5 was lower than that of Ga/HZSM-5. The correlation with the
IR spectra suggests that the observed adsorbate species are
involved in the catalytic process.

To further examine the structure and involvement of
hydrocarbon reaction intermediates in the zeolite pores,
reactions involving switches between pure *C- and 'C-
ethylene feeds were carried out. The distribution of *C and "*C
atoms in ethylene, propylene, benzene and toluene after
switching from '*C- to *C-ethylene is shown in Fig. S5/ The
MS data shows that “C-ethylene present in the gas phase and
adsorbed on the zeolite was quickly removed from the reactor
after the switch (~5 s), while *C-enriched products (benzene
and toluene) were being formed for a longer time. The
concentration of *C in aromatic products slowly decreased
and reached the natural abundance level after ~60 s. These
observations show that the deposited intra-zeolitic hydrocarbon
species are involved in the ethylene conversion reaction.>**°

The catalyst samples after the reaction involving a switch
from '*C- to '*C-ethylene were then analysed by *C MAS
NMR spectroscopy. The **C direct excitation (DE) and *C{'H}
CP NMR spectra are shown in Fig. 9 and S6.f The sample
exposed to pure '*C-ethylene exhibits two signals. A broad
signal at 130 ppm corresponds to sp> carbon and can be
assigned to highly unsaturated polyaromatic species inside
the zeolite.>*"® A sharp signal at 20 ppm can be attributed to
aliphatic sp® carbon species.®> When "C-ethylene was
switched to '*>C-ethylene, the feature at 20 ppm disappeared,

Table 2 Assignment of the observed IR bands

Wavenumber (cm™) Assignment

3745 v(SiO-H) of silanols***?

3610 V(SiO-(H)Al) of BAS***3

3300-3600 Disturbed v(SiO-(H)AI)***?

3104 Olefinic v*C—=C-H of the gas phase
ethylene®*

2957 Vasym(C-H) in ~CH; of oligomers**

2935 Vasym(C-H) in ~CH,~ of oligomers™**

2858 Vsym(C-H) in ~CH,- of oligomers/ve,,C-H in
-CH; of oligomers™*

1610 d(C-H) of hydrogen-deficient polyaromatic
species®>*®

1540-1538 Substituted naphthalenes®>*®

1494-1504 Highly unsaturated (C=C=C) species">"*®

1600, 1590, 1480-1466, Light substituted aromatics*”"*®
1380-1360

2782 | Catal. Sci. Technol., 2020, 10, 2774-2785
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while the polyaromatic peak was retained. In contrast, when
2C-ethylene was switched to a "C-ethylene feed, the initially
absent feature at 20 ppm appeared. These changes can be
explained by the fact that during the reaction both aliphatic
and aromatic species are formed and retained by the zeolite.
This is in good agreement with the IR data, which showed
the formation of alkylated aromatic species, and also
confirms the results of isotope switch experiments. An
important observation is that especially the aliphatic part of
the intra-zeolite species shows a dynamic response to
isotopic switching of the ethylene feed, while the aromatic
species retain their isotope composition.

To summarize, the obtained results point to the catalytic
role of hydrocarbon deposits occluded in the pores of
transition-metal modified ZSM-5 for the transformations of
ethylene to aromatic products. The spectroscopic data
indicate that the presence of alkylated (poly)aromatic species
occluded in the zeolite pores. Isotope labelling experiments
and *C MAS NMR characterization show that ethylene can
reversibly react with aromatics to form alkylaromatics. The
direct involvement of confined aromatic intermediates in the
catalytic conversion of ethylene is supported by the
correlation between their concentration as judged from in
situ IR and the catalytic performance. We propose that the
mechanism of ethylene conversion by zeolites shares
similarities with the dual-cycle hydrocarbon pool mechanism
previously  postulated  for  methanol  conversion.*
Conventionally, ethylene conversion is thought to proceed
through oligomerization of ethylene and cracking of higher
olefins, followed by dehydrogenation and cyclization on BAS
of the zeolite (Scheme 1a). The oligomerization stage in this
reaction scheme resembles the alkene cycle of the MTO
process, which opens a pathway towards the formation of
aromatic products and the arene cycle in the dual-cycle
hydrocarbon pool mechanism (Scheme 1b). We show that the
intermediate aromatic species retained in the zeolite
micropores can contribute to the activation of ethylene via
their alkylation. The alkylated aromatic compounds can then
undergo a cascade of trans-alkylation, isomerization and
dealkylation processes. The isotope labelling experiments
demonstrated that ethylene is a product of dealkylation. For
the overall ethylene conversion reaction, the formation of
propylene, which is also a part of the dual-cycle hydrocarbon
pool mechanism in methanol conversion, is relevant. Olefin
oligomerization reactions required to obtain aromatics occur
at higher rates for propylene involving secondary carbenium
ions than for ethylene, which is converted via very unstable
primary carbenium ions. Thus, we suggest a facile pathway
from ethylene to propylene via the arene cycle as a
contribution to a high overall reaction rate.

Introduction of a metal like Ga  promotes
dehydrogenation, resulting amongst others in a higher rate
of aromatics formation. In the concept of the dual-cycle
hydrocarbon pool mechanism, this implies a shift to the
arene cycle and can explain the higher overall ethylene
conversion rate. Another aspect of increased hydrogen

This journal is © The Royal Society of Chemistry 2020
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transfer rate is a higher rate of deactivation due to the
deposition of more coke, usually in the form of polyaromatic
deposits. On the other hand, we cannot exclude the
possibility of intra-zeolitic Lewis acidic Ga* species playing a
role in ethylene dimerization as postulated before.”® Further
dedicated characterization, mechanistic and theoretical
studies are required to unravel the nature and role of the
occluded hydrocarbon intermediates, zeolite BAS and extra-
framework cations as well as their involvement in the
complex reaction network underlying the catalytic conversion
of ethylene by transition-metal modified zeolites.

4. Conclusions

This work presents a detailed study of ethylene aromatization
catalysed by zeolites. Ag-, Zn- and Ga-modified HZSM-5

This journal is © The Royal Society of Chemistry 2020

zeolites with similar concentration of remaining BAS were
prepared and characterized. The catalytic results revealed a
strong influence of metal promotion on the dehydrogenation
activity of the catalyst. It ranges from an extreme for Ag
leading to a rapid catalyst deactivation and highest coke
selectivity to Zn and then to Ga, the latter one providing an
optimal dehydrogenation and aromatization activity and the
lowest coking selectivity. Nevertheless, the rate of
deactivation for Ga/HZSM-5 is higher than that of HZSM-5.
Furthermore, it was found that dehydrogenation activity and
aromatics selectivity are enhanced by working at higher
temperatures, while an increase in the ethylene partial
pressure facilitates hydrogen transfer processes. Isotopic
scrambling experiments reveal that, despite a lower apparent
ethylene conversion with increasing temperature, the
intrinsic rate of activation of ethylene is enhanced. Further

Catal Sci. Technol.,, 2020, 10, 2774-2785 | 2783
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isotope labelling experiments in combination with *C MAS
NMR points to the importance of intra-zeolite aromatic
hydrocarbon species for ethylene conversion on HZSM-5. The
data suggests that alkylation of aromatic intermediates
provide a facile pathway to the formation of higher olefins.
Further investigations are needed to verify the importance of
such a mechanism for metal-promoted HZSM-5. The present
findings provide strong indications that hydrocarbon pool
type processes might play an important role in ethylene
conversion on zeolites.
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