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Hierarchical H-ZSM5 zeolites based 
on natural kaolinite as a high-
performance catalyst for methanol 
to aromatic hydrocarbons 
conversion
Ahmad Asghari1*, Mohammadreza Khanmohammadi Khorrami1 & Sayed Habib Kazemi2,3

The present work introduces a good prospect for the development of hierarchical catalysts with 
excellent catalytic performance in the methanol to aromatic hydrocarbons conversion (MTA) process. 
Hierarchical H-ZSM5 zeolites, with a tailored pore size and different Si/Al ratios, were synthesized 
directly using natural kaolin clay as a low-cost silica and aluminium resource. Further explored for the 
direct synthesis of hierarchical HZSM-5 structures was the steam assisted conversion (SAC) with a cost-
effective and green affordable saccharide source of high fructose corn syrup (HFCS), as a secondary 
mesopore agent. The fabricated zeolites exhibiting good crystallinity, 2D and 3D nanostructures, high 
specific surface area, tailored pore size, and tunable acidity. Finally, the catalyst performance in the 
conversion of methanol to aromatic hydrocarbons was tested in a fixed bed reactor. The synthesized 
H-ZSM5 catalysts exhibited superior methanol conversion (over 100 h up to 90%) and selectivity (over 
85%) in the methanol conversion to aromatic hydrocarbon products.

Zeolites are materials with versatile applications in ion-exchange membranes1, chemical separation2, gas sorp-
tion3, and catalysis4. They are composed of aluminosilicate structures in which tetrahedral T atoms (T = Si, Al, 
etc.) are connected to oxygen atoms, constituting a porous framework structure5,6. Among the zeolite materials, 
ZSM-5 has attracted particular attention owing to its tunable acidity, high specific surface area, as well as excellent 
ion-exchange ability and shape selectivity7,8. Owing to such recognizable features, ZSM-5 is an efficient catalyst 
in the methanol to hydrocarbon conversion process (MTH). MTH process on zeolite catalysts is a well-known 
industrial process first discovered by Mobil company in 1979. MTH products are essential raw materials for 
downstream petrochemical industries such as oil and polymers8,9. A current problem in MTH process with con-
ventional ZSM-5 catalyst is the fast deactivation of ZSM-5 due to the rapid coke deposition on Bronsted acidic 
sites and diffusion limitation in the microporous structure of ZSM-510. In this regard, designing zeolites with 
pores larger than micropores and reducing crystal size in order to shorten the diffusion length could be good 
strategies to developing more efficient catalysts. In particular, creating a secondary pore system consisting of mes-
opores (2–50 nm) inside the microporous zeolite crystals is a good approach to fabricating materials with efficient 
transport pathways for molecules11. In recent years, many researchers have focused on hierarchical zeolites that, 
owing to their joint micro and mesopore structure, possess high stability and selectivity12. So far, hierarchization 
has been mostly based on dieselization13 and dealumination14, introducing hard15 and soft16 templating methods 
or some combination thereof17,18. Nevertheless, dealumination and desilication are destructive synthesis methods 
which can damage the ZSM-5 zeolite structure19. Moreover, large scale production of hierarchical ZSM-5 zeolites 
for MTH application is still a challenging task because high quantities of organic mesopore-directing templating 
agents need to be used, entailing high manufacturing costs. More importantly, considering HSE (health, safety, 
and environment) upon template removal, it is necessary to vacate the porosity of the final material20. Clays are 
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a good natural resource of aluminium and silica in the economical synthesis of ZSM-5 for catalytic applica-
tion21. Although there are many reports on the use of clays as Al/Si precursor, there has been little progress in 
directly producing the hieratical H form of ZSM-5 zeolites from costless natural resources such as kaolinite. In 
addition, various mesopore agents have been used for the construction of hierarchical ZSM-5 structures, among 
which monosaccharides and disaccharides such as glucose and sucrose are low-cost mesoporogens which can 
be adapted into a green approach to introducing secondary mesopores in the zeolite structure22,23. Furthermore, 
nano/microsized ZSM-5 has been fabricated by several hydrothermal methods such as organic solvent system24,25, 
or without a solvent15,26 using aluminosilicate gel as the raw precursor material in the Na+–Tetra Propyl ammo-
nium hydroxide system. In this system, Na+ ions are maintained in the framework of zeolites for charge com-
pensation20. For most applications in which ZSM-5 is used as a solid acid catalyst, the H-form of the zeolite is 
favorable, hence the necessity for NaZSM-5 to be exchanged with the ammonium salt in order to obtain HZSM-5 
catalysts. However, the ion exchange process suffers from several problems such as high cost, reduced production 
efficiency, and significant energy consumption. Accordingly, the direct synthesis of H-ZSM-5 using ammonium 
hydroxide to replace alkali metal cations and eliminate the ion exchange process can be advantageous over the 
conventional methods. Bibby et al. successfully synthesized HZSM-5 in a NH4

+-TPA system without using any 
alkali metal cations27. In another work, Xuchen Lu et al. directly synthesized highly crystalline HZSM-5 zeolite 
materials by a steam-assisted conversion (SAC) method without alkali metal ions. They used kaolin as the precur-
sor material, and the catalyst was used in methanol to olefin conversion (MTO)28. More recently, Lin-Bing Sun 
et al. reported on the direct synthesis of a ZSM-5 zeolite through SAC method using a natural clay, attapulgite 
(ATP)29.

In this work, the steam assisted conversion (SAC) was used as a facile and scalable synthesis method for the 
direct synthesis of hierarchical H-ZSM5 from natural kaolin clay as a low-cost silica and aluminium resource. 
Furthermore, for the first time, high fructose corn syrup was used as a green, abundant, and inexpensive mate-
rial to introduce secondary pores (mesopore agent) to the system. High fructose corn syrup is a clear aqueous 
solution of saccharides and can be considered as a good and inexpensive source of sugar. Finally tested was the 
performance of H-ZSM5 as a catalyst in methanol to hydrocarbon process. The catalytic results illustrated excep-
tional stability and selectivity to aromatic compounds.

Results and Discussion
TGA/DTG profile of kaolin sample are shown in Fig. 1a. The total weight loss according to the TG curve was 
14.8%. The slight weight loss observed in the temperature range of 40–180 °C can be attributed to the loss of 
adsorbed water. The significant mass loss in the temperature range of 400–700 °C is associated to dehydroxylation 
of the structural Al-OH groups resulting from kaolin to metakaolin conversion. Moreover, no obvious mass loss 

Figure 1. (a) TG/DTG plot of purified kaolinite. (b) FT-IR spectra of kaolin, metakaolin and zeolite H-ZSM5. 
(c) XRD patterns of raw kaolinite and purified meta-kaolinite. (d) XRD comparison of synthesized zeolites.
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can be observed in the temperature range of 750–850 °C. The process of the thermal metakaolinization of kaolin 
is represented by the following reaction30,31;

 →  . +
° − °

Al Si O (OH) Al O SiO 2H O(g) (1)
C C

2 2 5 4
400 750

2 3 2 2

FT- IR spectroscopy is a powerful method for identifying characteristic structural bonds in zeolite materials 
such as ZSM-532. Figure 1b shows the FT-IR spectra of kaolin, metakaolin, and H-ZM5 Zeolites. The characteris-
tic bands for kaolin, including hydroxyl bands (3492–3672 cm−1), Al-O-Al (870–913 cm−1), SiO2 (471, 1032 and 
1062 cm−1), and Si-O-H (539 cm−1), were observed. More precisely, the bands at 3672 and 3621 cm−1 are related 
to stretching vibrations of the inner-surface hydroxyl (Al-OH) groups and the stretching vibration of the inner 
hydroxyl groups33,34. For metakaolin, the band at 798 cm−1 is due to the conversion of Al3+ octahedral kaolin 
to tetrahedral metakaolin coordination35. In addition, there are no sharp bands in the hydroxyl region (3492–
3672 cm−1) indicating the formation of metakaolin. The spectrum of H-ZSM5 shows bands at (1085−1100 cm−1) 
and (798−810 cm−1) from the zeolite framework, i.e., the asymmetric and symmetric vibration modes of T−O−T 
(T = Si and Al) groups. The broad but distinct vibration band at (542−552 cm−1) is attributed to the asymmetric 
stretching mode of the double-five ring in ZSM-5. The band at 444−452 cm−1 is ascribed to the tetrahedral Si−O 
bending mode29. Also, the broad band at 3413 cm−1 and the sharp peak at 1635 cm−1 are attributed to the struc-
tural hydroxyl groups and bending mode of physically adsorbed water, respectively. Figure 1c compares the XRD 
patterns of raw kaolinite and purified meta stable metakaolinite phase. The raw kaolinite shows a typical diffrac-
tion pattern with a characteristic d001 value of 0.71 nm. As we can see, the kaolin peaks not be seen in XRD pattern 
of metakaolin, this phenomenon shows the conversion of the crystalline structure of kaolinite phase to amorph 
metakaolinite phase. Also, the peaks at 2Ɵ of 27, 34.47, 49.35 and 68.95° are related to trace amount of quartz 
impurity in metakaolin sample. For further investigation, the percentage of chemical composition in impure raw 
kaolinite and purified kaolinite is given in Table S1. Also, XRD pattern of synthesizes zeolites are shown in Fig. 1d. 
Two characteristic peaks at 2Ɵ of 7–10 and 23–25° (JCPDS Card No. 01–079–2401) confirm the formation of 
H-ZSM536. Scherrer equation was used to calculate the crystal size from the high-intensity peaks at 2Ɵ of 7.93° 
with characteristic d101 value of 1.12 nm. The average crystal sizes of 47.4, 36.1, and 37.4 nm were estimated for 
HZC, HZ55, and HZ42, respectively. Figure 2 shows the structure and morphology of the optimized H-ZSM5 
zeolites with different magnifications recorded by FE-SEM. HZC appears as aggregated crystals (Fig. 2a,b) and 
HZ55 (Fig. 2c,d) shows a nano-spherical particle approximately 11 to 40 nm connected each other to make larger 
spherical morphology (Fig. S1a). The HZ42 shows rod shapes supporting each other to make oriented nanorod 
aggregated structures (Fig. 2e,f). The diameter of each rod is 26 to 45 nm for HZ42 (see supplementary Fig. S1b 
online). The TEM images of the synthesized samples are shown in Fig. 3 (a-b for HZC, c-d for HZ55 and e-f for 
HZ55). As we can see, all three samples show clearly a porous structure. The N2 physisorption measurements in 
Fig. 4a show a specific surface area of 283.5, 389.6, and 345 m2/g for HZC, HZ55, and HZ42, respectively. The 
increase at P/Po < 0.05 and a hysteresis at P/Po = 0.4–0.9 seen in the three synthesized samples reveal the exist-
ence of both micro and mesopores in the samples; however, IV type isotherm curve with a significant uptake at P/

Figure 2. FE-SEM images of synthesized zeolites at two different magnifications. (a–b) HZC. (c–d) HZ55. (e–f) 
HZ42.

https://doi.org/10.1038/s41598-019-54089-y


4Scientific RepoRtS |         (2019) 9:17526  | https://doi.org/10.1038/s41598-019-54089-y

www.nature.com/scientificreportswww.nature.com/scientificreports/

Po = 0.8 to 1 demonstrates the presence of developed mesopores in the sample HZ55. The t-plot method was used 
to distinguish micro- and meso-porosity. With the introduction of HFCS (HFCS55 and HFCS42, respectively) 
agent and the increase in the Si/Al ratio, the N2 physisorption specific surface areas, total pore volume (Vtotal) and 
mesopore volume increased dramatically concerning HZ55 and HZ42 (see Table 1). The Barrett-Joyner-Halenda 
(BJH) method was used to assess pore size distribution, which showed an average size of 4.5, 6.9, and 9.8 nm for 
HZC, HZ55, and HZ42 samples, respectively (Fig. 4b). NH3-TPD test was carried out to determine the density 

Figure 3. TEM images of synthesized catalysts. (a–b) HZC. (c–d) HZ55. (e–f) HZ42.

Figure 4. (a) N2 adsorption/desorption isotherms of hierarchical zeolite HZC, HZ55 and HZ42. (b) BJH plot 
for HZC, HZ55, and HZ42. (c) NH3-TPD analysis of catalyst samples.

Sample
Si/Ala 
ratios

SBET
b 

(cm3/gr)
Smicro 
(cm3/gr)

Sext
c 

(cm3/g)
Vtotal 
(cm3/gr)

Vmicro 
(cm3/gr)

Vmeso
d 

(cm3/gr) dp (nm)
Average crystal 
size (nm)

HZC 36.8 283 191 92 0.16 0.12 0.04 4.5 47.4

HZ55 41.6 389 203 186 0.6 0.37 0.23 6.9 36.1

HZ42 48.1 345 216 129 0.51 0.3 0.21 9.8 37.4

Table 1. Textural properties of synthesized H-ZSM5 samples. aDetermined by XRF. bCalculated with the BET 
model. cDetermined by the t-plot method, Sext = SBET − Smicro. dDetermined by the t-plot method, Vmeso = Vtotal 
− Vmicro.
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and strength of acid sites (as shown in Fig. 4c). Two obvious desorption peaks around 200–300 C and 400–500 C 
are attributed to weak and strong acid sites, respectively23,37. With the increase in Si/Al ratio and decrease in crys-
tal size, a reduction occurred in general acidity comprised of weak and strong acid sites. However, the high acidity 
of microporous H-ZSM5 zeolite (HZC) is due to the large amount of acid sites incorporated in micropores28. 
More quantitative information regarding weak and strong acid sites is given in supplementary Table S2 online. As 
a result, introducing HFCS as a directing agent in gel composition, improve the mesopore volume with a larger 
pore size as regards HZ55 and HZ42 in comparison with HZC. Moreover, moderate total acidity was obtained 
through increasing Si/Al ratio, reducing crystal size (increasing amorphous nature) and augmenting mesoporous 
area. To obtain the catalytic activities, the methanol conversion was calculated for the tests based on the following 
equation:

Methanol Conversion M M
M

(%) 100
(2)

in out

in
=

−
×

where Min and Mout are the amounts of pumped methanol in the reactor and unconverted methanol in aqueous 
samples, respectively.

The selectivity to the main product was calculated from Eq. 3:

Selectivity H
H

(%) 100
(3)

i

t
= ×

Hi is the amount of the product of interest and Ht is the total amount of hydrocarbon products calculated by GC/
MS instrumental analysis. For further efficiency evaluation, the yielded percentage as a total liquid organic phase 
in the product can be quantitatively calculated using the following equation:

=
+

×Yield
M

M M
(%) 100

(4)
org

org aq

where Morg and Maq are the weight of liquid organic and aqueous phase respectively.
Figure 5a illustrates the methanol conversion against time of stream for the three different synthesized zeolites. 

In the first 15 h period, the conversion efficiency is about 100% for all catalysts. If we consider that catalyst deac-
tivation occurs when the methanol conversion efficiency is below 90%, HZC deactivates during the first 50 hours 
before deactivation of the other two catalysts. This phenomenon could be due to the large number of micropores, 
large crystal size compared to the mesopores in the structure of HZC, so that the micropores encompass most 
of the acidic sites. Furthermore, HZ55 and HZ42 remained active for methanol conversion over considerably 
longer periods. HZ55 showed an activity period of 100 hours, which could be due to a large number of mesopores, 
moderate total acidity and lowest crystal size compared to conventional zeolite (HZC). Another interesting point 
is that, in HZ55 the fraction of meso and micropores is balanced, which is very desirable for high-performance 
zeolite catalysts. On the other hand, catalyst deactivation is related to coke or products adsorption, smaller crystal 
size improve diffusion, thus decrease deactivation by coke. Another possibility is the concentration (and distri-
bution) of acid sites that should contribute to tertiary reaction leads to more coke formation. Figure 5b shows the 
product distribution of hierarchical Zeolite samples. HZC, in comparison with HZ55 and HZ42, showed more 
selectivity to C5+ alkene (27%) and paraffin (18%). For HZ55 and HZ42, product distribution shifted from C5+ 
alkene and alkane toward larger aromatic and poly aromatic hydrocarbons with the increase in the pore size from 
4.2 nm to 6.9, 9.8 nm and also with the increase in the Si/Al ratio. This is because relatively large molecules are 
involved in aromatization and cyclization reactions; hence requiring larger pore for their diffusion38. Moreover, 
the relative increase in larger isomerized aromatic and poly aromatic hydrocarbons for HZ55 and HZ42 (Table 2) 
arises from major active sites confined inside the mesopores, hence the good change of side reactions before 
cracking large molecules or blocking the cavities.

Figure 5c shows that the amounts of coke formed in the samples decreased significantly in HZ55 and HZ42 
among the samples, indicating that stronger acidic sites of the catalyst make the coke formation happen more 
quickly. The higher stability of HZ55 and HZ42 catalysts can be ascribed to their moderate acid density and 
high mesoporous volume with a tailored pore size that results in a smoother catalytic reaction; therefore, there 
is lower diffusion resistance due to lower coke formation, and the coke formed inside the micropores can easily 
exit the pores due to the short diffusion path lengths. The net result is less coke accumulation inside the micro-
pores, which is in accordance with TGA thermograms. In microporous catalysts such as HZC, the migration of 
coke precursors is not facile, and deposition of coke will occur inside the micropores, destroying the catalyst by 
blocking the micropores39,40. The coke formation process also increased by the higher acid density in the HZC 
catalyst. These two parameters are mostly responsible for lowering the catalyst life time. Figure 5d indicates the 
yield of liquid organic products in the methanol conversion process for the three synthesized zeolites. The maxi-
mum yields for HZC, HZ55, and HZ42 were 28%, 31%, and 30% respectively. By comparison, after 40 h, the yield 
of the mentioned zeolites was reduced down to 16, 30, and 21% from their highest yield point, corroborating the 
better catalytic efficiency of HZ55 and HZ42. Table 3 shows the superior performance of the synthesized catalyst 
(HZ55) and compares their structures in this wok with previously reported works in literature. In comparison 
with the reported ZSM-5 catalysts22,41–44, the hierarchical H-ZSM5 catalyst (HZ55) in the present research showed 
improved catalytic activity over an extended period due to moderate acidity, high specific surface area, tailored 
pore size which is comparable with catalysts reported in the previous literature. In addition, the synthesized cata-
lysts showed high selectivity of around 79% (for HZ55) and 85% (for HZ42) regarding aromatic compounds. The 
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Figure 5. (a) Methanol Conversion for HZC, HZ55, and HZ42. (b) Selectivity to hydrocarbons for each 
catalyst. (c) TGA analysis of coke deposited on catalysts following MTH reaction. (d) The yield of liquid organic 
products for HZC, HZ55, and HZ42.

Sample Benzene Xylene
Other larger isomerized 
aromatic and poly aromatics

HZC 0.3 14 40.7

HZ55 0.5 18.8 59.7

HZ42 0.3 16 68.7

Table 2. Percentage of some aromatic in organic products determined by GC/Massa. aReaction conditions: 
Time on stream 10 h, 390 °C, 1 atm, WHSV = 10 h−1.

Sample SBET Vmeso

Total 
acidity

Weak 
acidity

Strong 
acidity

Deactivation time 
(Me conversion 
under 90%)

Selectivity to 
aromatics Reference

ZSM-5 272.2 0.06 1.19 0.48 0.71 42 72.5 22

ZSM-5 332.7 0.1 1.11 0.54 0.57 98 75.1 22

ZSM-5 365 0.56 0.4 0.06 0.22 — 30 39

ZSM-5 378 0.09 0.779 0.392 0.387 40 86 40

ZSM-5 321 0.12 1.34 0.5 0.84 70 66.9 41

Zn/ZSM-5 331 0.2 0.56 0.209 0.182 98 48 42

ZSM-5 389 0.23 0.727 0.427 0.3 100 79 Present work

ZSM-5 345 0.21 0.856 0.48 0.376 60 85 Present work

Table 3. Comparison of present work with other reported ZSM-5 catalysts.
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catalytic results revealed that the hierarchical H-ZM5 can be used as an efficient catalyst for methanol to aromatic 
hydrocarbon process.

Conclusions
In summary, a facile SAC route was used in the direct synthesis of hierarchical H-ZSM5 zeolites from natural clay. 
High fructose corn syrup was used as a green and efficient secondary meso pore agent in a gel composition. The 
zeolites were used as efficient catalysts in the MTH process. The hierarchical H-ZSM5 catalyst showed improved 
catalytic activity with the decrease in the coking rate over an extended period, compared to conventional zeolite. 
Furthermore, the synthesized zeolites exhibited enhanced selectivity of around 85% for aromatic compounds. 
Our approach to the facile and scalable fabrication of hierarchical H-ZM5 zeolites has a great potential for use in 
the logical design of many industrial catalytic applications.

Methods
The chemical reagents used in the study include: methanol (HPLC grade), tetra propylammonium hydrox-
ide (40% in water), tetraethyl orthosilicate (TEOS, reagent grade, 98%), and ammonium hydroxide (NH4OH, 
25%) from Merck Company (Germany) without any further treatment; high fructose corn syrup (HFCS55 with 
Fructose = 55%, Glucose = 42%, maltose, and other oligosaccharide = 3% and HFCS42 with Fructose = 42%, 
Glucose = 52%, maltose, and other oligosaccharide = 6%) was prepared from Glucosan Company (Iran), and 
Iranian natural kaolinite clay was used as Al and Si source.

The nanocrystalline Hierarchical ZSM-5 zeolites were synthesized using Iranian kaolin clay as Si and 
Al precursors. The Iranian natural kaolin was first heated at 800 °C for 3 h to obtain metakaolin which was 
de-aluminated by leaching in sulfuric acid solution with a ratio of 1:5 solid to acid. After the mixture was stirred 
for 5,6, and 7 h, it was filtered, washed by distilled water, and finally dried. The dealuminated metakaolin with a 
ratio of Si/Al 36.8, 41.6, and 48.1 was used in the preparation of the gel composite of 1SiO2: 0.039–0.0135 Al2O3: 
0.08 TPAOH: 5H2O with 2 g HFCS55 (HZ55) and HFCS42(HZ42). Next, the gel was transferred into 50 ml auto-
clave (in which ammonia was underneath) for steam-assisted crystallization at 180 °C under autogenous pressure 
for 24 h. The obtained zeolites were finally calcinated at 550 °C for 6 h to remove the template. For comparison, a 
conventional microporous zeolite with a Si/Al ratio of 36.8 was used, named HZC. The HZC zeolite synthesized 
by same procedure but without HFCS. Figure S2 shows the typical autoclave for the steam assisted synthesis 
procedure.

The kaolin and H-ZSM5 samples were characterized by X-ray fluorescence (XRF) conducted on a Bruker S4 
Explorer instrument in order to determine their chemical compositions. FTIR measurements were performed on 
a Bruker Vertex 80 in the range of 400 to 4000 cm−1 with a resolution of 4 cm−1. Samples were made into trans-
parent pellets by mixing in appropriate amounts of KBr.The morphology of the hierarchical H-ZSM5 zeolites 
was investigated by a Field-Emission Scanning Electron Microscope (MIRA3TESCAN-XMU, Zeiss Sigma). The 
crystal structure of the synthesized H-ZSM5 was studied by their XRD patterns recorded with a PW1730 Philips 
instrument (the Netherlands) with Cu Ka radiation (40 kV, 30 mA). Nitrogen gas adsorption measurements were 
carried out at −196 °C on a BELSORP-MINI II gas/vapor adsorption instrument (BEL Co, JAPAN). The sam-
ples were vacuumed at 300 °C for 6 h before conducting the adsorption measurements. NH3-TPD analysis was 
recorded by a Micromeritics Chemisorb 2720 with a thermal conductivity detector. About 200 mg of the sample 
was used for all samples. NH3 adsorption measurements were recorded at 25 °C under an atmosphere of 5% 
NH3–He, and their desorption measurements were recorded from a temperature of 150 °C to 650 °C at a heating 
rate of 10 °C min−1 in He atmosphere.

The liquid organic samples were analysed by 7890B Gas Chromatography (GC, Agilent Co, USA) connected 
to 5977B Mass Spectroscopy (MS) and equipped with a split/splitless. GC-MS analysis was carried out on a 
HP-5MS capillary column with a dimension of 30 m × 0.25 mm and a film thickness of 0.25 µm. The mass spec-
trometer was operated in the electron impact ionization mode with an ionizing energy of 70 eV. The interface and 
ion source temperatures were set at 300 °C. The aqueous phases of the products were analysed by GC Younglin 
(model 6500) with a FID detector and bonded polystyrene-divinylbenzene (DVB) PLOT-Q Megabore column 
(30 m × 0.53 mm) with a film thickness of 40 µm. The total amount of coke residue following the reaction was 
measured by Thermogravimetric analyser (TG, Model Q600, TA Co, USA) from a temperature of 30 to 1000 °C 
under air flow with a heating rate of 10 °C min−1.

The catalytic performance of the catalysts was evaluated in a fixed bed reactor with a 12 mm inner diam-
eter. Typically, 1 g of the prepared catalyst (mesh 20–30) was used in the centre of the reactor. The N2 flow 
(88 mL min−1, inlet pressure 5 bar) passed into the reactor at 300 °C for 2 h; catalytic reaction was then carried out 
with methanol feeding 0.2 ml.min−1 at 390 °C for 100 h after which, the reactor outlet was withdrawn. It consisted 
of organic, aqueous and gaseous samples which were separated. The organic phase was then analysed by GC/MS 
chromatography, and the aqueous phase was analysed by a gas chromatograph equipped with a FID detector and 
PLOT-Q capillary column, respectively.

Data availability
The datasets generated during and/or analyzed in the current study are available from the corresponding author 
on reasonable request.

Received: 17 May 2019; Accepted: 9 November 2019;
Published: xx xx xxxx

https://doi.org/10.1038/s41598-019-54089-y


8Scientific RepoRtS |         (2019) 9:17526  | https://doi.org/10.1038/s41598-019-54089-y

www.nature.com/scientificreportswww.nature.com/scientificreports/

References
 1. Rangnekar, N., Mittal, N., Elyassi, B., Caro, J. & Tsapatsis, M. Zeolite membranes – a review and comparison with MOFs. Chemical 

Society Reviews 44, 7128–7154, https://doi.org/10.1039/C5CS00292C (2015).
 2. Saepurahman Singaravel, G. P. & Hashaikeh, R. Fabrication of electrospun LTL zeolite fibers and their application for dye removal. 

Journal of Materials Science 51, 1133–1141, https://doi.org/10.1007/s10853-015-9444-8 (2016).
 3. Vermesse, J., Vidal, D. & Malbrunot, P. Gas Adsorption on Zeolites at High Pressure. Langmuir 12, 4190–4196, https://doi.

org/10.1021/la950283m (1996).
 4. Čejka, J., Morris, R. E. & Serrano, D. P. Catalysis on Zeolites – Catalysis Science & Technology. Catalysis Science &. Technology 6, 

2465–2466, https://doi.org/10.1039/C6CY90042A (2016).
 5. Ghorbanpour, A., Gumidyala, A., Grabow, L. C., Crossley, S. P. & Rimer, J. D. Epitaxial Growth of ZSM-5@Silicalite-1: A Core–Shell 

Zeolite Designed with Passivated Surface Acidity. ACS Nano 9, 4006–4016, https://doi.org/10.1021/acsnano.5b01308 (2015).
 6. Larsen, S. C. Nanocrystalline Zeolites and Zeolite Structures:  Synthesis, Characterization, and Applications. The Journal of Physical 

Chemistry C 111, 18464–18474, https://doi.org/10.1021/jp074980m (2007).
 7. Fu, D. et al. Highly Oriented Growth of Catalytically Active Zeolite ZSM-5 Films with a Broad Range of Si/Al Ratios. Angewandte 

Chemie International Edition 56, 11217–11221, https://doi.org/10.1002/anie.201704846 (2017).
 8. Olsbye, U. et al. Conversion of Methanol to Hydrocarbons: How Zeolite Cavity and Pore Size Controls Product Selectivity. 

Angewandte Chemie International Edition 51, 5810–5831, https://doi.org/10.1002/anie.201103657 (2012).
 9. Svelle, S. et al. Conversion of Methanol into Hydrocarbons over Zeolite H-ZSM-5:  Ethene Formation Is Mechanistically Separated 

from the Formation of Higher Alkenes. Journal of the American Chemical Society 128, 14770–14771, https://doi.org/10.1021/
ja065810a (2006).

 10. Rojo-Gama, D. et al. Deactivation of Zeolite Catalyst H-ZSM-5 during Conversion of Methanol to Gasoline: Operando Time- and 
Space-Resolved X-ray Diffraction. The Journal of Physical Chemistry Letters 9, 1324–1328, https://doi.org/10.1021/acs.
jpclett.8b00094 (2018).

 11. Chal, R., Gérardin, C., Bulut, M. & van Donk, S. Overview and Industrial Assessment of Synthesis Strategies towards Zeolites with 
Mesopores. ChemCatChem 3, 67–81, https://doi.org/10.1002/cctc.201000158 (2011).

 12. Hartmann, M. Hierarchical Zeolites: A Proven Strategy to Combine Shape Selectivity with Efficient Mass Transport. Angewandte 
Chemie International Edition 43, 5880–5882, https://doi.org/10.1002/anie.200460644 (2004).

 13. Ma, T. et al. A comparative synthesis of ZSM-5 with ethanol or TPABr template: distinction of Brønsted/Lewis acidity ratio and its 
impact on n-hexane cracking. Catalysis Science & Technology 8, 1923–1935, https://doi.org/10.1039/C7CY02418E (2018).

 14. Meng, F., Wang, Y. & Wang, S. Methanol to gasoline over zeolite ZSM-5: improved catalyst performance by treatment with HF. RSC 
Advances 6, 58586–58593, https://doi.org/10.1039/C6RA14513B (2016).

 15. Liu, Z. et al. Facile one-pot solvent-free synthesis of hierarchical ZSM-5 for methanol to gasoline conversion. RSC Advances 6, 
15816–15820, https://doi.org/10.1039/C6RA00247A (2016).

 16. Meng, L., Mezari, B., Goesten, M. G. & Hensen, E. J. M. One-Step Synthesis of Hierarchical ZSM-5 Using Cetyltrimethylammonium 
as Mesoporogen and Structure-Directing Agent. Chemistry of Materials 29, 4091–4096, https://doi.org/10.1021/acs.
chemmater.7b00913 (2017).

 17. Feng, R. et al. Hierarchical ZSM-5 zeolite designed by combining desilication and dealumination with related study of n-heptane 
cracking performance. Journal of Porous Materials 25, 1743–1756, https://doi.org/10.1007/s10934-018-0587-2 (2018).

 18. Wang, J. et al. Successive desilication and dealumination of HZSM-5 in catalytic conversion of waste cooking oil to produce 
aromatics. Energy Conversion and Management 147, 100–107, https://doi.org/10.1016/j.enconman.2017.05.050 (2017).

 19. Huang, L. et al. Hierarchical ZSM-5 Zeolite Synthesized by an Ultrasound-Assisted Method as a Long-Life Catalyst for Dehydration 
of Glycerol to Acrolein. Industrial & Engineering Chemistry Research 55, 7318–7327, https://doi.org/10.1021/acs.iecr.6b01140 
(2016).

 20. Verboekend, D. & Pérez-Ramírez, J. Design of hierarchical zeolite catalysts by desilication. Catalysis Science &. Technology 1, 
879–890, https://doi.org/10.1039/C1CY00150G (2011).

 21. Lafi, A. A.-hF., Matam, S. K. & Hodali, H. A. New Synthesis of ZSM-5 from High-Silica Kaolinite and Its Use in Vapor-Phase 
Conversion of 1-Phenylethanol to Styrene. Industrial & Engineering Chemistry Research 54, 3754–3760, https://doi.org/10.1021/
ie505004k (2015).

 22. Noor, P., Khanmohammadi, M., Roozbehani, B., Yaripour, F. & Bagheri Garmarudi, A. Introduction of table sugar as a soft second 
template in ZSM-5 nanocatalyst and its effect on product distribution and catalyst lifetime in methanol to gasoline conversion. 
Journal of Energy Chemistry 27, 582–590, https://doi.org/10.1016/j.jechem.2017.10.031 (2018).

 23. Nandan, D., Saxena, S. K. & Viswanadham, N. Synthesis of hierarchical ZSM-5 using glucose as a templating precursor. Journal of 
Materials Chemistry A 2, 1054–1059, https://doi.org/10.1039/C3TA13904B (2014).

 24. Beerthuis, R. et al. Facile Synthesis of a Novel Hierarchical ZSM-5 Zeolite: A Stable Acid Catalyst for Dehydrating Glycerol to 
Acrolein. ChemCatChem 10, 211–221, https://doi.org/10.1002/cctc.201700663 (2018).

 25. Yu, D.-k et al. One-step synthesis of hierarchical-structured ZSM-5 zeolite. Journal of Fuel Chemistry and Technology 44, 1363–1369, 
https://doi.org/10.1016/S1872-5813(16)30059-7 (2016).

 26. Rutkowska, M. et al. Hierarchically structured ZSM-5 obtained by optimized mesotemplate-free method as active catalyst for 
methanol to DME conversion. Catalysis Science & Technology 6, 4849–4862, https://doi.org/10.1039/C6CY00040A (2016).

 27. Bibby, D. M., Milestone, N. B. & Aldridge, L. P. NH4
+-tetraalkyl ammonium systems in the synthesis of zeolites. Nature 285, 30, 

https://doi.org/10.1038/285030a0 (1980).
 28. Pan, F. et al. Direct synthesis of HZSM-5 from natural clay. Journal of Materials Chemistry A 3, 4058–4066, https://doi.org/10.1039/

C4TA05791K (2015).
 29. Li, X.-Y. et al. Direct Synthesis of Zeolites from a Natural Clay, Attapulgite. ACS Sustainable Chemistry & Engineering 5, 6124–6130, 

https://doi.org/10.1021/acssuschemeng.7b01001 (2017).
 30. Sperinck, S., Raiteri, P., Marks, N. & Wright, K. Dehydroxylation of kaolinite to metakaolin—a molecular dynamics study. Journal of 

Materials Chemistry 21, 2118–2125, https://doi.org/10.1039/C0JM01748E (2011).
 31. Irfan Khan, M. et al. The pyrolysis kinetics of the conversion of Malaysian kaolin to metakaolin. Applied Clay Science 146, 152–161, 

https://doi.org/10.1016/j.clay.2017.05.017 (2017).
 32. Amani, S., Garmarudi, A. B., Khanmohammadi, M. & Yaripour, F. Application of diffuse reflectance near-infrared spectrometry and 

chemometrics in characterization of micro and mesoporous ZSM-5 zeolites. RSC Advances 8, 34830–34837, https://doi.org/10.1039/
C8RA03244K (2018).

 33. Yang, S.-q et al. Effect of reaction temperature on grafting of γ-aminopropyl triethoxysilane (APTES) onto kaolinite. Applied Clay 
Science 62-63, 8–14, https://doi.org/10.1016/j.clay.2012.04.006 (2012).

 34. Tan, D., Yuan, P., Annabi-Bergaya, F., Liu, D. & He, H. Methoxy-modified kaolinite as a novel carrier for high-capacity loading and 
controlled-release of the herbicide amitrole. Scientific Reports 5, 8870, https://doi.org/10.1038/srep08870 (2015).

 35. PERCIVAL, H. J., DUNCAN, J. F. & FOSTER, P. K. Interpretation of the Kaolinite-Mullite Reaction Sequence from Infrared 
Absorption Spectra. Journal of the American Ceramic Society 57, 57–61, https://doi.org/10.1111/j.1151-2916.1974.tb10813.x (1974).

 36. Xue, T., Wang, Y. M. & He, M.-Y. Facile synthesis of nano-sized NH4-ZSM-5 zeolites. Microporous and Mesoporous Materials 156, 
29–35, https://doi.org/10.1016/j.micromeso.2012.02.014 (2012).

https://doi.org/10.1038/s41598-019-54089-y
https://doi.org/10.1039/C5CS00292C
https://doi.org/10.1007/s10853-015-9444-8
https://doi.org/10.1021/la950283m
https://doi.org/10.1021/la950283m
https://doi.org/10.1039/C6CY90042A
https://doi.org/10.1021/acsnano.5b01308
https://doi.org/10.1021/jp074980m
https://doi.org/10.1002/anie.201704846
https://doi.org/10.1002/anie.201103657
https://doi.org/10.1021/ja065810a
https://doi.org/10.1021/ja065810a
https://doi.org/10.1021/acs.jpclett.8b00094
https://doi.org/10.1021/acs.jpclett.8b00094
https://doi.org/10.1002/cctc.201000158
https://doi.org/10.1002/anie.200460644
https://doi.org/10.1039/C7CY02418E
https://doi.org/10.1039/C6RA14513B
https://doi.org/10.1039/C6RA00247A
https://doi.org/10.1021/acs.chemmater.7b00913
https://doi.org/10.1021/acs.chemmater.7b00913
https://doi.org/10.1007/s10934-018-0587-2
https://doi.org/10.1016/j.enconman.2017.05.050
https://doi.org/10.1021/acs.iecr.6b01140
https://doi.org/10.1039/C1CY00150G
https://doi.org/10.1021/ie505004k
https://doi.org/10.1021/ie505004k
https://doi.org/10.1016/j.jechem.2017.10.031
https://doi.org/10.1039/C3TA13904B
https://doi.org/10.1002/cctc.201700663
https://doi.org/10.1016/S1872-5813(16)30059-7
https://doi.org/10.1039/C6CY00040A
https://doi.org/10.1038/285030a0
https://doi.org/10.1039/C4TA05791K
https://doi.org/10.1039/C4TA05791K
https://doi.org/10.1021/acssuschemeng.7b01001
https://doi.org/10.1039/C0JM01748E
https://doi.org/10.1016/j.clay.2017.05.017
https://doi.org/10.1039/C8RA03244K
https://doi.org/10.1039/C8RA03244K
https://doi.org/10.1016/j.clay.2012.04.006
https://doi.org/10.1038/srep08870
https://doi.org/10.1111/j.1151-2916.1974.tb10813.x
https://doi.org/10.1016/j.micromeso.2012.02.014


9Scientific RepoRtS |         (2019) 9:17526  | https://doi.org/10.1038/s41598-019-54089-y

www.nature.com/scientificreportswww.nature.com/scientificreports/

 37. Niwa, M. & Katada, N. Measurements of acidic property of zeolites by temperature programmed desorption of ammonia. Catalysis 
Surveys from Asia 1, 215–226, https://doi.org/10.1023/A:1019033115091 (1997).

 38. Wan, Z., Wu, W., Chen, W., Yang, H. & Zhang, D. Direct Synthesis of Hierarchical ZSM-5 Zeolite and Its Performance in Catalyzing 
Methanol to Gasoline Conversion. Industrial & Engineering Chemistry Research 53, 19471–19478, https://doi.org/10.1021/ie5036308 
(2014).

 39. Noor, P. & Khanmohammadi, M. Introduction of table sugar as a soft second template in ZSM-5 nano catalyst and its effect on 
product distribution and catalyst lifetime in methanol to gasoline conversion. Journal of Energy Chemistry 27, 582–590 (2018).

 40. Wei, Z. et al. Steam-assisted transformation of natural kaolin to hierarchical ZSM-11 using tetrabutylphosphonium hydroxide as 
structure-directing agent: synthesis, structural characterization and catalytic performance in the methanol-to-aromatics reaction. 
RSC Advances 7, 24015–24021, https://doi.org/10.1039/C7RA03141F (2017).

 41. Zhou, F., Gao, Y., Wu, G., Ma, F. & Liu, C. Improved catalytic performance and decreased coke formation in post-treated ZSM-5 
zeolites for methanol aromatization. Microporous and Mesoporous Materials 240, 96–107, https://doi.org/10.1016/j.
micromeso.2016.11.014 (2017).

 42. Niu, X. et al. Influence of crystal size on the catalytic performance of H-ZSM-5 and Zn/H-ZSM-5 in the conversion of methanol to 
aromatics. Fuel Processing Technology 157, 99–107, https://doi.org/10.1016/j.fuproc.2016.12.006 (2017).

 43. Gao, Y., Zheng, B., Wu, G., Ma, F. & Liu, C. Effect of the Si/Al ratio on the performance of hierarchical ZSM-5 zeolites for methanol 
aromatization. RSC Advances 6, 83581–83588, https://doi.org/10.1039/C6RA17084F (2016).

 44. Conte, M. et al. Modified zeolite ZSM-5 for the methanol to aromatics reaction. Catalysis Science & Technology 2, 105–112, https://
doi.org/10.1039/C1CY00299F (2012).

Acknowledgements
The second author of this paper gratefully acknowledges the support from the Department of Food Science and 
Agricultural Chemistry, Macdonld Campus, McGill University, and special thanks go to Dr. Ashraf Ismail for 
providing research facilities.

Author contributions
All authors have made contributions to this paper. This work was proposed and started by A. Asghari and M. 
Khanmohammadi Khorrami. A. Asghari conducted the experiments and wrote this paper. M. Khanmohammadi 
and S.H. Kazemi revised the paper. All authors discussed the results.

Competing interests
The authors declare no competing interests.

Additional information
Supplementary information is available for this paper at https://doi.org/10.1038/s41598-019-54089-y.
Correspondence and requests for materials should be addressed to A.A.
Reprints and permissions information is available at www.nature.com/reprints.
Publisher’s note Springer Nature remains neutral with regard to jurisdictional claims in published maps and 
institutional affiliations.

Open Access This article is licensed under a Creative Commons Attribution 4.0 International 
License, which permits use, sharing, adaptation, distribution and reproduction in any medium or 

format, as long as you give appropriate credit to the original author(s) and the source, provide a link to the Cre-
ative Commons license, and indicate if changes were made. The images or other third party material in this 
article are included in the article’s Creative Commons license, unless indicated otherwise in a credit line to the 
material. If material is not included in the article’s Creative Commons license and your intended use is not per-
mitted by statutory regulation or exceeds the permitted use, you will need to obtain permission directly from the 
copyright holder. To view a copy of this license, visit http://creativecommons.org/licenses/by/4.0/.
 
© The Author(s) 2019

https://doi.org/10.1038/s41598-019-54089-y
https://doi.org/10.1023/A:1019033115091
https://doi.org/10.1021/ie5036308
https://doi.org/10.1039/C7RA03141F
https://doi.org/10.1016/j.micromeso.2016.11.014
https://doi.org/10.1016/j.micromeso.2016.11.014
https://doi.org/10.1016/j.fuproc.2016.12.006
https://doi.org/10.1039/C6RA17084F
https://doi.org/10.1039/C1CY00299F
https://doi.org/10.1039/C1CY00299F
https://doi.org/10.1038/s41598-019-54089-y
http://www.nature.com/reprints
http://creativecommons.org/licenses/by/4.0/

	Hierarchical H-ZSM5 zeolites based on natural kaolinite as a high-performance catalyst for methanol to aromatic hydrocarbon ...
	Results and Discussion
	Conclusions
	Methods
	Acknowledgements
	Figure 1 (a) TG/DTG plot of purified kaolinite.
	Figure 2 FE-SEM images of synthesized zeolites at two different magnifications.
	Figure 3 TEM images of synthesized catalysts.
	Figure 4 (a) N2 adsorption/desorption isotherms of hierarchical zeolite HZC, HZ55 and HZ42.
	Figure 5 (a) Methanol Conversion for HZC, HZ55, and HZ42.
	Table 1 Textural properties of synthesized H-ZSM5 samples.
	Table 2 Percentage of some aromatic in organic products determined by GC/Massa.
	Table 3 Comparison of present work with other reported ZSM-5 catalysts.




