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Effects of zeolite type and acidic properties on

the catalytic cracking performance of dodecane
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State Key Laboratory of Heavy Oil Processing, School of Chemistry and Chemical Engineering, China University of Petroleum
(East China), Qingdao 266580, China
Abstract: Catalytic cracking of gasoline and diesel to produce olefins is crucial for the high-value utilization of surplus fuels. This process
typically employs zeolite catalysts. In order to reveal the effects of zeolite type and acidic properties on the catalytic cracking performance
for the diesel model compound dodecane, SAPO-34, ZSM-5-38 (Si0,/Al,0; ratio of 38, the same below), ZSM-5-85, ZSM-5-200 and USY
were taken as research subjects. These zeolites were characterized by X-ray diffraction, scanning electron microscope, N, physical
adsorption, NH;-temperature programmed desorption and pyridine adsorption Fourier-transform infrared spectroscopy, and their catalytic
cracking performance was systematically evaluated on a fixed-bed reactor. Results indicated that the zeolite type was the primary
determinant of dodecane conversion and product distribution. SAPO-34, with a 0.38 nm pore size, exhibited low catalytic activity, achieving
a dodecane conversion of 24.33% and nearly zero BTX aromatics yield. Although SAPO-34 showed high light olefins selectivity, severe
coking occurred on its external surface. In contrast, ZSM-5-38, with a moderate pore size and acid amounts, demonstrated excellent catalytic
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activity, achieving nearly 100% dodecane conversion. Its liquid products were predominantly BTX aromatics, with the relatively highest
light olefins yield of 18.40% and minimal coke yield of 0.18% among the three different zeolites. USY, featuring the largest pore size, also
fully converted dodecane but primarily produced light alkanes and coke. Secondly, based on the identified zeolite type, adjusting the acidic
properties could further refine product distribution. Experimental data indicated that the number of acid sites in ZSM-5, especially the
Brensted acid sites, decreased as the SiO,/Al,0; ratio increased. Among ZSM-5 with different acidic properties, ZSM-5-200 showed superior
catalytic cracking performance for dodecane, achieving a total gas product yield nearing 65% and a conversion of 97.79%. Additionally, the
yields of ethylene, propylene and butene rose to 11.11%, 20.33% and 10.49% respectively, while maintaining a low coke yield of 0.43%.
Finally, based on the above findings, the reaction pathway and regulation mechanism of dodecane catalytic cracking were proposed,
including cracking, hydrogen transfer, oligomerization, aromatization and coking. The zeolite type and its acidic properties significantly
influenced the conversion and product distribution by modulating the relative strength of these reactions. This study elucidates the structure-

activity relationship between zeolite type, acidic properties and catalytic performance, enhances the understanding of catalytic reaction

mechanisms and guides the optimization of gasoline and diesel catalytic cracking processes toward olefins production.
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(a): SAPO-34; (b): ZSM-5-38; (c): ZSM-5-85;
(d): ZSM-5-200; (e): USY.

&2 RIEGF iR B SEM IR
Fig. 2 SEM images of different zeolite catalysts
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Fig. 3 N, adsorption-desorption isotherms (a) and DFT pore size distribution (b) of different zeolite catalysts
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Table 1 Textural properties of different zeolite catalysts

. 2 -1
Sample Specific surface area/(m -g )

3 -1
Pore volume/(cm’™g ) Pore diameter/nm

total micro meso total micro meso
SAPO-34 752 735 17 0.29 0.27 0.02 0.38
ZSM-5-38 360 300 60 0.18 0.12 0.06 0.55
ZSM-5-85 403 353 50 0.22 0.15 0.07 0.55
ZSM-5-200 412 360 52 0.19 0.14 0.05 0.55
Usy 467 402 65 0.24 0.16 0.08 0.73
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Fig. 4 NH;-TPD (a) and Py-FTIR patterns (b) of different zeolite catalysts
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Table 2 Acidic properties of different zeolite catalysts

Acidity by NH,-TPD/(umol-g )

Acidity by Py-FTIR/(umol~g71)

Sample
total acid weak acid strong acid S/w? Bronsted acid Lewis acid ]3/Lb
SAPO-34 425 166 259 1.6 - - -
ZSM-5-38 181 115 66 0.6 140 41 3.1
ZSM-5-85 108 46 62 1.3 66 42 1.6
ZSM-5-200 54 18 36 2.0 25 29 0.9
USYy 285 191 94 0.5 193 92 2.1

% 8/W = Number of strong acid sites / Number of weak acid sites
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R3I TR FHEXT L+ ZRELRB=UDH

Table 3 Product distribution by dodecane catalytic cracking over different zeolite catalysts

yil%
Sample x /% — — - -
total gas dry gas liquid gas total liquid gasoline diesel coke
Silica 16.27 10.93 4.88 6.05 5.32 3.92 1.40 0.03
SAPO-34 24.33 17.34 7.06 10.28 5.10 3.60 1.50 1.89
ZSM-5-38 99.32 58.14 22.66 35.48 41.00 40.88 0.12 0.18
USY 99.31 63.17 24.60 38.57 23.24 22.40 0.84 12.90
Reaction conditions: m (catalyst) = 3.6 g; p = 101.325 kPa; t = 600 “C; WHSV = 14 h_l; reaction cycle = 1.
10 30
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Fig. 5 Yields of dry gas (a), liquid gas (b), BTX aromatics (c) and HTI (d) by dodecane catalytic cracking over different zeolite
catalysts (HTI = y; (propane + butane) / y; (propylene + butene))
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Table 4 Product distribution by dodecane catalytic cracking over ZSM-5 with different SiO,/Al,0; ratios

Yil%
Sample x /% — — - -
total gas dry gas liquid gas total liquid gasoline diesel coke
ZSM-5-38 99.32 58.14 22.66 35.48 41.00 40.88 0.12 0.18
ZSM-5-85 99.84 64.64 20.70 43.93 35.00 34.50 0.51 0.20
ZSM-5-200 97.79 64.99 16.37 48.61 32.37 31.84 0.54 0.43
Reaction conditions: m (catalyst) = 3.6 g; p = 101.325 kPa; t = 600 °C; WHSV = 14 hil; reaction cycle = 1.
14 30
I Hydrogen (a) I Propane (b)
12+ M Methane 25 | [ Propylene
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e 8t 5
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g o E
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0
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g =
g 15+ E
ﬁ 10 | 1r
a
= s/
ZSM-5-38 ZSM-5-85 ZSM-5-200 ZSM-5-38 ZSM-5-85 ZSM-5-200

Ko ANFEEFRLL ZSM-5 b+ —hefi 24 T (a) . AL (b) . BTX JFlios (o) Ma R F 15 40(d)
Fig. 6 Yields of dry gas (a), liquid gas (b), BTX aromatics (c) and HTI (d) by dodecane catalytic cracking over ZSM-5 with
different SiO,/Al,0; ratios
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Fig. 7 TG (a) and DTG (b) curves of different zeolite catalysts after reaction
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Fig. 8 Raman spectra (a) and Ip//; ratio (b) of different zeolite catalysts after reaction
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Fig. 9 Conversion (a) and yield of light olefins (b) with time on stream by dodecane catalytic cracking over different zeolite catalysts
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Fig. 10 The reaction pathways and regulatory mechanisms of dodecane catalytic cracking over different zeolite catalysts
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