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production of olefins using a dual functional ZSM-5
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Investigation of the current industrial processes, such as methanol to olefin (MTO) and hexane to olefin
(HTO), in terms of green and sustainable chemistry approaches in order to design the process, catalyst

and reactor from the beginning in such a way as to minimize environmental pollution is compulsory.
Therefore, the synthesis of a group of multifunctional catalysts, which can be used simultaneously in

both industrial processes to produce a variety of products, was studied. The effect of incorporation of
different metals (Fe, Mn, Zn, Ga and Al) on the strengthening of each of the products was also studied.
The investigation of reactor productivity (WHSVro = 25) in HTO showed that the production efficiency
of propylene in microchannels is higher than the ideal value for all samples, which is a significant

improvement for sustainable approaches in future technologies. Considering the overall performances,
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Ga-ZM showed the best performance in both processes due to the high P/E ratio. The significant effect

of Ga on the increasing of propylene was confirmed in MTO at 400 °C (P/E = ), which indicated the
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1. Introduction

Light olefins, which form more than 60% of the total produc-
tion of the petrochemical industry (400 million tonnes), are
considered the most important basic building blocks of various
chemical products from polymers to pharmaceutical
compounds.™ Traditional processes such as ethane/propane
cracking and other processes such as methanol to olefin
conversion (MTO) and naphtha cracking (hexane, as model
compound, to olefin (HTO)) have become a threat to the envi-
ronment despite the production of desirable products; espe-
cially propylene, due to the generation of solid and liquid
wastes, high energy consumption, low P/E ratio and emission of
greenhouse gases; especially methane, as the second most
important greenhouse gas.>” It is the time to adopt alternative
routes to reduce the consumption and production of waste and
toxic compounds from their inception to prevent environmental
pollution, due to the enormous value of the chemical industry.
Therefore, for the production and processing of light olefins,
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dramatic effect of this metal in directing the reaction mechanism to an olefin-based cycle by converting
almost all ethylene to propylene by methylation.

the needs for novel catalysts and processes, enhanced energy
efficiency and identification of renewable feedstocks are
felt.’>** According to the metrics of sustainable performance,
environmental pollution in catalytic processes can be mini-
mized whenever the criteria of waste production, selectivity,
reactor productivity (RP), product concentration, and catalyst
consumption (CC) prevail during the catalytic process.*?
Otherwise, the implementation of a catalytic process, even if the
desirable products are formed, is not environmentally friendly
and will lead to pollution.**

By synthesizing catalysts, which can perform optimally in
several reactions (multifunctional catalysts) and performing the
processes under milder conditions by modern technologies,
propylene can be produced by both MTO and naphtha cracking
processes through a sustainable approach.® Zeolites with
different topologies, acidic properties and morphologies facili-
tate the production of desirable products based on the type of
reactants and the operating conditions in various processes. In
fact, the framework of zeolites can be optimized based on the
purpose.'**® Meanwhile, ZSM-5 zeolite with microporous
structure is a versatile catalyst with a great impact on catalytic
applications due to its shape selectivity. It should be noted that
ZSM-5 typically suffers from simple microporous structure, long
diffusion paths, and strong additional acid sites, which ulti-
mately leads to low catalytic activity in both MTO and HTO
processes.”?' Improving the proper methods of ZSM-5
synthesis makes it possible to overcome the limitations while

© 2023 The Author(s). Published by the Royal Society of Chemistry
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maintaining its ability to produce the desired products. In other
words, proper synthesis allows the growth of nanoscale crystal
structures, hierarchically with different pore types without
using additional chemicals.?*** Simultaneously, the limitations
preventing the using of ZSM-5 in both MTO and HTO processes
can be minimized by altering the acidic properties.***
Changing the pore structure and acidity of ZSM-5 enhances its
catalytic activity and selectivity to light olefins, making it a key
catalyst in the chemical industry. ZSM-5 catalysts can achieve
the goals of green chemistry when the desired structural prop-
erties are formed by using environmentally friendly conditions
and compound in addition to increasing the production of the
desired product.

Generally, catalytic reactions are limited due to the poor heat
and mass transfer performance; therefore, the catalyst effi-
ciency and lifetime are minimized. The high surface area-to-
volume (SAV) ratio (typically about 10-100 times more than
conventional reactors) in microchannel reactors enhance the
catalyst efficiency in comparison with fixed- and fluidized-bed
reactors. The correction of temperature fluctuations in micro-
channels, which prevents the formation of hot spots along the
catalytic bed during exothermic processes as well as enhancing
the proper conduction of heat along the catalytic bed during the
endothermic processes, is immediately possible. Microchannel
technology is a modern approach, which minimizes the nega-
tive environmental impacts on a wide range of chemical prod-
ucts. According to the principles of green chemistry,
microchannels can play an essential role in achieving sustain-
able catalytic processes.”**!

In the present study, for the first time, sustainable chemistry
approaches based on the metrics recently proposed by Shell
have been given first priority. Therefore, the feed flow was
increased compared to the two recent reports by this group to
investigate the effect of various incorporated metals in MTO
and HTO processes, using microchannels. Additionally, the
effect of temperature was studied in MTO to reduce energy
consumption in the performance of incorporated zeolites. The
synthesized zeolites were obtained under milder conditions
(less template consumption, lower crystallization temperature,
using non-templating method to achieve hierarchical zeolites,
and less crystallization time) compared to our previous works in
order to obtain cleaner products in terms of green and
sustainable chemistry. Furthermore, the effect of metal substi-
tution on the textural and acidic properties as well as the
performance in two industrial processes in order to achieve
multifunctional catalysts was studied.

2. Experimental

2.1. Catalyst preparation

Zeolites were obtained by sol-gel method using aluminum
sulphate (Al,(SO,)3-18H,0, Merck Chemical Co.) and Colloidal
Silica (40 wt% SiO,, Aldrich Chemical Co.) as Al and Si sources,
respectively. The molar composition of the synthesized zeolites
was 100Si0,: 0.125Al,05: 0.125M,0;: 0.1TPAOH: 0.19Na,O:
0.205NH,F: 32H,0 (M = Fe, Mn, Zn, Ga and Al) and Si/(Al + M)
= 200 for all samples. The zeolites were crystalized dynamically

© 2023 The Author(s). Published by the Royal Society of Chemistry
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at 160 °C for 40 h followed by drying and calcination in the
temperature range of 120-550 °C for 14 h to avoid forming
defects and large crystals. H-ZSM-5 was obtained by ion-
exchanging the powder with NH,NO; (1 M) at 80 °C two
times, followed by calcination at 600 °C following the same
temperature programming.

2.2. Characterization

An Inel EQUINOX 3000 X-ray diffractometer with Cu Ka radia-
tion at 40 kv and 100 mA was used to obtain XRD (X-ray
diffraction) patterns in the 26 = 7-60° range with a step size
of 0.02°. A Zeiss Sigma VP field emission scanning electron
microscope (FE-SEM) was used to acquire SEM (Scanning
Electron Microscopy) images and EDX (Energy Dispersive X-ray
analysis) maps. The N, adsorption-desorption isotherms,
surface areas and pore volumes were obtained at —196 °C using
a Micromeritics instrument after evacuation for 7 h. NH;
temperature-programmed desorption (NH3;-TPD) and H,
temperature-programmed reduction (H,-TPR) were carried out
on a Micromeritics TPR/TPD 2900 chemisorption analyzer.
Inductively coupled plasma-optical emission spectroscopy (ICP-
OES) analysis was employed to determine the percentage of
metals in the composite using a Varian VISTA-PRO analyzer. A
Bruker Vertex80 spectrophotometer was used to record the FTIR
(Fourier transform infrared) spectra of the synthesized catalysts
in the 400-4000 cm ' range. UV-Visible Diffuse Reflectance
Spectra (UV-Vis DRS) analysis of synthesized sample was
recorded on Shimadzu UV-2600i spectrophotometer at room
temperature and ambient atmosphere. Since its wavelength
range can easily be expanded to the near-infrared region of
1400 nm using the optional integrating sphere the wavelength
was set in the absorption range of 190 to 1100.

2.3. Catalytic performance

The performance of the synthesized catalysts was evaluated in
the catalytic cracking of n-hexane (naphtha model feed) and
methanol to olefin reactions. A 5-channel microreactor, each
channel with dimensions of 50 x 1 x 1 mm, was operated to
perform the catalytic tests. Catalytic cracking of n-hexane was
performed at 600 °C and atmospheric pressure under N, flow as
the carrier gas. The catalyst was initially activated in situ by
heating at 550 °C for 2 h in a 30 mL min~"' N, flow. MTO was
investigated at 450 and 400 °C to study the effect of tempera-
ture. The activation step in MTO was the same except the
temperature which was reduced to 500 °C. 0.125 g of meshed
zeolite (sieve fraction 150-250 um) was packed in the micro-
channels in each of the reactions. The outlet gas was analyzed
every 2 hours. The products were analyzed by an online gas
chromatograph (Shimadzu 2010 Plus GC) equipped with
a flame ionization detector (FID) with HP-PLOT Al,O; capillary
column.

2.4. Catalytic performance calculations based on the
sustainable metrics

The data for the sustainable metrics were obtained from the
following calculations:
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Catalyst consumption = kg, /tonnage, ..

tOnnagepmduct

Rector productivity = -
reacto volume .3 X reactiony,

RH = required hours of stability to decrease the catalyst
consumption to the ideal value.

3. Results and discussion

3.1. Structural, textural and acidic properties

Fig. 1 demonstrates the XRD patterns of ZSM-5 zeolites incor-
porated with various metals. The formation of uniform nano-
crystals is clear in the corresponding pattern due to the clear
distinctions in the peak range of 21-27°. A closer investigation
of the peaks above 26 = 25° shows the absence of the peaks
related to the metal oxides, which proves the symmetrical
distribution and/or incorporation of metals into the structure of
zeolites.

The SEM images (Fig. 2) of the incorporated zeolites illus-
trated the formation of uniform nanocrystals (<100 nm) due to
optimal synthesis conditions and fluoride environment. In
addition, all zeolites, except Zn-ZM, demonstrated almost the
same particle size due to the low amounts of substituted metals.
Furthermore, the lack of extra-structural species was proved by
the surface clarity of the formed particles, which was in line
with the XRD profiles. The compounds used in the synthesis as
well as the operated synthesis method in the preparation of the
catalysts, which were incorporated with the various metals,
showed no accumulation of elements and a significantly
uniform distribution of the elements in the mapping images
(Fig. 3), which also confirmed the incorporation of metals into
the structure and/or uniform dispersion in the cavities and
surfaces of catalysts.?*>

Fig. 4 shows the N, adsorption—-desorption isotherms of BET
for the incorporated zeolites. The formation of type IV isotherm
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Fig.1 XRD patterns of incorporated zeolites.
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Fig. 2 FE-SEM images of zeolites.

was quite evident in the study of the relevant isotherms, which
indicated the formation of mesopores in zeolites incorporated
with different metals. Mesoporous structures enhance the
transfer of products from the catalytic bed and ultimately
increase their activity and stability. The obtained pore size
distribution profiles (Fig. 5) also showed that all samples had
pores in the range of 1-6 nm, which indicated the formation of
narrow mesopore structures and super-uniform nanocrystals.
All the incorporated catalysts showed a combination of types
H,, H; and H, hysteresis loops due to a sharp increase of the
slope in the range of P/P, > 0.4, with capillary condensation.
This combination indicated the formation of interconnected
mesopores, which confirmed the homogeneous nanocrystalline

© 2023 The Author(s). Published by the Royal Society of Chemistry
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EDS Layered Image 4

Fig. 3 EDX maps of zeolites.

structures in SEM images. In addition, the hysteresis loop in the
range of P/P, > 0.9 indicated the presence of wider and larger
mesopores in all samples, which was carefully in line with pore
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size distribution curves. According to Table 1, high external
surface area was also formed in all samples, which is in agree-
ment with the formation of mesoporous structures.**-**
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Fig. 4 N, adsorption—desorption isotherms of samples.
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Fig. 5 Pore size distribution curves.

Table 1 Textural properties of incorporated zeolites

CatalySt SBETa Sextb Sext/SBET Vtc Vmicd Vmese df

Fe-ZM 340 200 0.59 0.18 0.06 0.12 2.17
Zn-ZM 385 250 0.65 0.21 0.06 0.15 2.23
Al-ZM 364 251 0.69 0.22 0.06 0.16 2.37
Mn-ZM 340 197 0.58 0.20 0.07 0.13 2.38
Ga-ZM 361 220 0.61 0.19 0.05 0.14 2.10

“ The specific surface area (m* g ). ? The external surface area (m? g~ ?).
° The total pore volume (cm® g~?). ¢ The micropore volume (cm?® g~).
¢ The mesopore volume (cm® g~1)./ The average pore diameter (nm).

Fig. 6 shows the results of ammonia desorption analysis for
the substituted samples. The investigate of NH;-TPD data
showed that the incorporation of Mn and Ga metals had no
effect on the total number of acid sites. However, the presence
of Zn in the structure of the synthesized catalysts caused a slight
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Fig. 6 NH3-TPD plots of synthesized H-ZSM-5 catalysts.
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increase in the number of available sites. This phenomenon was
probably due to the reaction of Zn with the structural Al and the
enhancement of the formation of internal acid sites and partial
extra-structural species. According to Table 2, the decrease of
the acid strength in both weak and strong acid sites was
observed in all substituted samples with different metals
because the peaks of weak and strong acid sites, in the
temperature range of 150-250 °C and 375-500 °C, respectively,
shifted to lower temperatures. Mn-ZM and Fe-ZM showed
a more severe peak displacement in the area corresponding to
the weak acid sites, due to the severe attenuation of these active
sites, which play the major role in the production of light
olefins.

H,-TPR analysis (Fig. 7) of Ga-ZM and Fe-ZM showed that the
synthetic samples lacked extra-structural species because no
indicator peak was observed in the range of iron and gallium
oxides. Therefore, in confirming the XRD and SEM results, it
can be concluded that almost all metals were incorporated in
the tetrahedral structure of synthetic zeolites, which results in
minimizing the number of Lewis acid sites.

FT-IR analysis (Fig. 8) was used to identify the structural
vibrations, relative intensities of Brgnsted and Lewis acid sites,
and surface silanol groups of the synthesized samples. FT-IR
spectra of incorporated zeolites were taken in the range of
400-4000 cm™'. Characteristic peaks of MFI structure were
observed for all catalytic samples. The spectra in the wave-
lengths of 450, 550, 800, 1080 and 1250 cm ' express the
vibrations of the Si-O and Al-O bonds in the internal quadri-
lateral units of the SiO, and AlO,, the vibrations within the
networks of dual five-membered rings in the intermittent and
repetitive structure of MFI, symmetric tensions of external
bonds, the internal asymmetric tensile vibrations of Si-O-Si
and Si-O-Al bonds and the vibrations of four branched five-
membered rings in MFI structure, respectively. A very weak
signal was seen in the range of 3650 to 3800 cm™ " for all
samples. This signal indicates the vibrations of the O-H bond in
can be assign to the Si-OH-Al groups (Brensted acid sites,
3600 cm 1), extra-framework Al-OH groups (3660 cm™*), and
internal and external silanol sites (3700-3750 cm™'), respec-
tively. Moreover, the low intensity of peak is the confirmation of
low amount of Brensted acid sites in the structure of incorpo-
rated zeolites.***°

UV-vis analysis (Fig. 9) examines the coordination states of
zeolites which indicates whether oxidation of metal ions is
located in zeolite structure or not? UV-visible analysis of Fe-ZM
sample showed the absorption range of 190 to 1100 nm. The
specific peak of Fe-ZM (230 nm) was seen clearly which is
related to the charge transferring from oxygen to Fe and it can
be concluded that Fe ions exist in the tetrahedral coordination
structure of inner framework of zeolite.*

3.2. Catalytic cracking performance

The investigation of the performance of the incorporated
zeolites in the catalytic cracking of hexane to olefin (HTO)
showed significant differences in the activity and selectivity of
the synthetic samples. Considering the fact that this process

© 2023 The Author(s). Published by the Royal Society of Chemistry
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Table 2 Concentration of weak and strong acid site according to NHz-TPD
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Total acid

Weak acid

Strong acid

Catalyst (mmol g~ " x10) (mmol g~ " x10) (mmol g x10) Tw” (°C) Ts? (°C) Ww/s Si/M¢
Fe-ZM 0.41 0.29 0.12 140 380 2.41 385
Zn-ZM 0.70 0.54 0.16 180 420 3.37 379
Al-ZM 0.63 0.42 0.21 197 437 2.00 391
Mn-ZM 0.65 0.52 0.13 133 408 4.00 386
Ga-ZM 0.63 0.42 0.21 188 400 2.00 391

% The temperature related to weak acidity zone. ” The temperature related to strong acidity zone. ° Obtained from ICP-OES.
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Fig. 7 H,-TPR curves of Fe-ZM and Ga-ZM.
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Fig. 8 FT-IR spectra of incorporated zeolites.

was performed in WHSVyro = 25, which was much higher than
the conventional amounts in fixed- and fluidized-bed reactors
(lab scale), their high performance in 10 h was remarkable.
There was no sign of deactivation and coke deposition in the
samples because the selectivity of light olefins as well as cata-
lytic activity did not decrease significantly, mainly due to the
role of the modifications performed and micro-meso-

© 2023 The Author(s). Published by the Royal Society of Chemistry

macroporous system in improving the transfer phenomena,
which prevents the formation of coke precursors (BTX) by
quickly removing the intermediates and products from catalytic
bed (Fig. 10). According to the Zn-ZM sample, the role of the
micro-meso-macroporous system can be confirmed because
heavy products, even BTX, do not lead to side reactions and
blockage of the mesopores, as the main sites in the transfer of
intermediates and products by rapidly exiting the catalytic bed.
The high activity (100%) as well as high selectivity of BTX
compared to other samples indicated the presence of minor
extra-structural species in this sample because H,-TPR analysis
showed that the low amount of substituted metals and modi-
fications minimized the presence of extra-structural species.
Partial extra-structural species, as Lewis acid sites, enhanced
the production of aromatics by promoting hexane
dehydrogenation.

According to Tables 2 and 3, AI-ZM produced the highest P/E
ratio in HTO, which showed that strong and weak acid sites
played the most important role in increasing the production of
propylene in the catalytic cracking processes. Total olefin yield
(TOY) and the selectivity of light olefins in Fe-ZM from the 6th
hour of reaction onwards showed a clear decrease, indicating
the blockage of some acid sites. In fact, Fe forms moderate acid
sites, which enhance the production of propylene but limit the

Absorbance (a.u)

I y I ' I $ I ’ 1
200 400 600 800 1000

Wavelength (nm)

Fig. 9 UV-visible diffuse reflectance spectrum (DRS).

RSC Adv, 2023, 13, 7514-7523 | 7519


http://creativecommons.org/licenses/by-nc/3.0/
http://creativecommons.org/licenses/by-nc/3.0/
https://doi.org/10.1039/d3ra00037k

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

Open Access Article. Published on 08 March 2023. Downloaded on 6/10/2026 11:01:17 PM.

(cc)

RSC Advances

HTO

~0— FeZM —Q— MnZM
-Q@- ZnZM —0=— GaZM
&

S Al-ZM

<

TOS (h)

60 F(b) MTO(450 °C)

[ e ——"

= 55 /———\."
&\/ L
n
" 50 =
+ L
[}
UN 45 =
wn L
a0 b —Q— Fe-ZM =@~ Mn-ZM
Q= Zn-ZM =_= Ga-ZM
i Al-ZM
KR) of 1 " 1 " 1 " 1
2 6 10
TOS (h)
58 (c) MTO(400 °C)
56
<°\ b
S 54 f
(S 3 \
“'*' 2k ~N
(.)r | \
A s b
| =9~ Fe-ZM =@~ Mn-ZM
48 | -0 Zn-ZM == GazM B
- Al-ZM
4() | A L A L A Il A Il
2 6 10
TOS (h)

View Article Online

Paper
@ 1O
-9 Fe-ZM =Q— Mn-ZM
65 I -0~ ZnZM —0— Ga-ZM
A ALZM
~ »\ e
Q\:’ “I \
; s /
Ossh
50

6
TOS (h)

© R —
80 >

b= (A —

S
N
S 60
=
50l =9~ Fe-ZM —Q— Mn-ZM
-Q— Zn-ZM == Ga-ZM
i Al-ZM
40 1 " 1 " 1 N 1 N 1
2 4 6 10
TOS (h)

(f)  MTO(400 °C)

9 b -Q= Fe-ZM =Q—~ Mn-ZM
Q- Zn-ZM == Ga-ZM
| Al-ZM
= 0\0\0/0_’—0
SE 85
> /
o
E_ -

80 -

6
TOS (h)

Fig. 10 TOS distribution of incorporated zeolites (WHSVuto = 30 h~! and WHSVyro = 25 h™9).

production of other olefins,*>** as evidenced by the high P/E
ratio of Fe-ZM after Al-ZM. The highest TOY was also related to
Al-ZM and Ga-ZM samples (Fig. 11). Therefore, to increase the
production of propylene in the cracking processes in high
WHSV using a green and sustainable catalyst, Al-ZM was
introduced, which had the highest P/E ratio and TOY.

3.3. Methanol to olefins performance

For the first time, MTO process was carried out in micro-
channels with high feed flow, which showed impressive results.
All samples showed acceptable stability with activity nearly
100% methanol conversion in a 10 h reaction at 400 and 450 °C,
which can be definitely much higher in microchannels due to
their inherent properties. The catalytic activity of the samples
showed that the micro-meso-macroporous system consisting of
microchannels and hierarchical nanocrystals (synthesized

7520 | RSC Adv, 2023, 13, 7514-7523

without additional template) in this process also improved the
transfer phenomena and increased the activity of the incorpo-
rated catalysts.

The investigation of the performance of the samples at 450 °C
showed that over time, the selectivity of light olefins and TOY
increased, which was the most obvious in Zn-ZM. Considering
the performance of this sample in HTO and the presence of
minor extra-structural species, this species facilitated the
conversion of methanol to olefins over time by strengthening the
olefin-based cycle. However, the lower ratio of P/E in comparison
with other samples showed that much more ethylene was
produced which confirmed the results of HTO. Indeed, the more
production of ethylene and arenes is a sign of the dominance
arene based cycle in MTO.**** Therefore, in the micro-meso-
macroporous system, by preventing over reactions in MTO, the
production of aromatics (which was significant in HTO) was

© 2023 The Author(s). Published by the Royal Society of Chemistry
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Table 3 Product distribution of incorporated samples in MTO and HTO processes after 10 hours

Conv. (%) S(Alkanes) (%) S(sz) (%) & S(sz) (0/0) S(C;) (%) S(BTX) ((VO) TOY (0/0) PIE
HTO Fe-ZM 88.8 24 16.25, 35.75 6.2 17.8 49.6 2.2
Mn-ZM 81.8 29.3 17.76, 35.54 12.2 5.2 53.6 2
Zn-ZM 100 18 18.74, 31.86 3.9 27.4 54.5 1.7
Ga-ZM 90.5 27.8 17.96, 37.73 10.4 6.2 59.8 2.1
Al-ZM 87.9 30.2 14.91, 38.78 15.3 0.9 60.6 2.6
MTO (450 °C) Fe-ZM 100 22.2 5.50, 50.1 22.6 <0.1 78.2 9.1
Mn-ZM 100 22.3 4.71, 48 25.6 <0.1 78.4 10.2
Zn-ZM 100 39.2 10.5, 33.6 13.9 4.3 58 3.2
Ga-ZM 100 16.9 9.78, 46.01 27.1 0.5 82.9 4.7
Al-ZM 100 20.3 13.23, 42.36 23.5 0.6 79.1 3.2
MTO (400 °C) Fe-ZM 100 13 4.59, 51.4 30.8 <0.1 86.8 11.2
Mn-ZM 100 15.3 4.91, 48.18 30.5 0.2 83.6 9.8
Zn-ZM 100 16.2 11.59, 42.9 25.5 3.3 80 3.7
Ga-ZM 100 14.7 0, 50.5 33.2 0.3 83.7 00
Al-ZM 100 18.6 11.02, 40.77 28.6 0.6 80.4 3.7

limited, and instead ethylene was produced. On the other hand,
the reduction of temperature in the study of Zn-ZM showed that
from the 6th hour onwards, TOY and the selectivity of light
olefins decreased, which is a sign of the obstruction of active
acid sites in the production of light olefins. Reducing the
temperature in the MTO also lead to the strengthening of the
arene based cycle, which in general leads to the production of
aromatics (as the precursors of coke formation) and ethylene,
and thus the beginning of mesoporous occlusion. The dramatic
increase of TOY at 400 °C compared to 450 °C (80% vs. 58%) also
proved the claim of strengthening the arene based cycle. In fact,

(a) SCz= +C5” (%)
58
56
54
52
50
48
46
44
02
40 4 + } v v i
Fe-ZM  Mn-ZM  Zn-ZM  Ga-ZM  Al-zM
“HTO =MTO@S50°C) = MTO(00°C)
(c) TOY (%)
9%
85
80
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65
60
55
50
45 4 } Z v 2 ¥
Fe-ZM  Mn-ZM  Zn-ZM  Ga-ZM  Al-ZM
SHTO =MTO@S0°C) = MTO(400°C)

lowering the temperature had the highest impact on the
increasing of TOY and the selectivity of light olefins. The high
production of alkanes in Zn-ZM seemed to be due to the pres-
ence of Lewis acid sites, which convert more ethylenic and
aromatic intermediates to alkanes by enhancing the elimination
of hydrogen from the system. The decreasing of reaction
temperature in all samples increased TOY and the selectivity of
light olefins, which indicated the tremendous effect of micro-
meso-macroporous system in removing the products as quickly
as possible, because more aromatic intermediates are produced,
which turn into aromatics if the reaction continues, with the

(b)
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Fig. 11 P/E ratio, TOY, and selectivity of Alkanes and Light Olefins in HTO and MTO.
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decrease of temperature and energy in the catalytic bed.
However, the rapid exit and moderate acidity of samples lead to
the production of olefins. All samples, except Mn-ZM, showed
increased P/E ratio by decreasing the temperature, probably due
to the greater conversion of aromatic intermediates to propylene.
At 400 °C in Al-ZM and Ga-ZM, the passage of reaction time
reduced the selectivity of light olefins, but the impressive
performance of Ga-ZM showed that the longer the reaction time,
the more propylene was produced, which reached P/E = o« at
10th hour. In addition, TOY in these two samples did not obvi-
ously change during 10 hours. In MTO, Ga-ZM was introduced to
produce more propene at 400 °C using a system that has the
ability to run at high flow rates. The low production BTX in all
samples also confirm rapid exit of products in this system.

3.4. Reactor productivity and catalyst consumption

Table 4 indicates the RP of the incorporated catalysts in the first
2 hours as well as the CC for HTO in microchannels and fixed-
bed reactor. Due to the small amount of CO,, CO and H, in the
catalytic cracking processes at high temperatures, their amount
has been disregarded in the calculations. All samples showed
RP >3 for propylene as the preferred primary product, which is
much higher than the ideal value (>0.5) based on sustainable
metrics. The calculation of RP for the Al-ZM in the fixed-bed
reactor, which was investigated in the previous study, showed
that the RP for propylene was 0.06, which was even lower than
the minimum required value for sustainable catalysis. Given the
fact that the scaling-up of microchannels can be achieved by
increasing the number of channels, which is called numbering-
up, the significance of using microchannels on the industrial
scales is inevitable.**** Indeed, the reactor performance of
synthesized catalysts has been investigated on a laboratory
scale, and similar performance in higher scales can be achieved
with the numbering-up.

The calculation of CC in 10 h showed that in order to achieve
the ideal value of sustainable catalysis, at least AI-ZM must show
1180 h of stability in order to be introduced as an environ-
mentally friendly catalyst. By contrast, the required stability for
the same catalyst in the fixed-bed reactor is approximately 11
300 h.

Table 4 Calculated reactor productivity and catalyst consumption for
incorporated zeolites (10th hour)

Catalyst consumption
ideal value (0.1>)

Reactor productivity
ideal value (>0.5)

Catalyst sample P P+E Y olefins Propylene RH*
Ga-ZMpicro 4 53 7 12.6 1260
Fe-ZMysicro 33 43 56 15.1 1510
Mn-ZMyicro 31 43 6 15.9 1590
Zn-ZMysicro 32 45 5 15.7 1570
Al-ZMyicro 42 53 7.9 11.8 1180
Al-ZMgiredbea->  0.06 0.07  0.11 11.3 11300

“ Required stability hours to observe ideal value for the catalyst
consumption.*?
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4. Conclusions

The investigation of the performance of the incorporated
zeolites in HTO using microchannels showed that modern
reactors have the ability to significantly increase RP and
decrease CC compared to fixed-bed reactors. In fact, the
importance of using microchannels, due to the much easier
scale-up with a slight decrease in efficiency by numbering up
method, becomes more valuable. Microchannels showed
promising results in C-C coupling and cracking processes,
which is also in line with green and sustainable chemistry
approaches. The micro-meso-macroporous system using hier-
archical multifunctional catalysts and microchannels, which
can be implemented in several processes, clearly showed its
importance. A group of synthetic catalysts can be used accord-
ing to the desired product:

Al-ZM: for the purpose of propene and olefin production in
HTO

Ga-ZM: for the purpose of propene production at 400 °C, and
olefin production at 450 °C in MTO

Mn-ZM: for the purpose of propene production at 450 °C in
MTO

Fe-ZM: for the purpose of olefin production at 400 °C in MTO
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