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Up-to-date fluid catalytic cracking catalysts for large-tonnage refining processes work
under extremely hard conditions and need to have a high stability to the thermal and
steam treatment. Therefore, the purpose of this work was to compare the effect of lanthanum
and zirconium additives on the porous characteristics and catalytic activity of the
microspherical cracking catalysts in fresh and steamed form that were synthesized based
on the Ukrainian kaolin. The synthesized initial sample contained 30% Y zeolite that was
transferred to the H-form before the modification by lanthanum and zirconium. The
modification led to some decrease in BET surface and samples microporosity, which was
substantially intensified after steaming. In the case of zirconium, such a decrease was less
than for lanthanum. The effect of the catalysts modification on the vibrations of the
structural components of the zeolite lattice was investigated by FTIR spectroscopy. The
observed shifts of absorbance frequencies of the bond at 1070 cm™', which correspond to
the asymmetric vibrations of tetrahedra after corresponding modifications, indicated the
isomorphic substitution of the aluminum atoms by zirconium ones. The steamed samples
with the zirconium content of 6.5% demonstrated the highest conversion of cumene
cracking (an increase by 20—30% as compared with the unmodified sample). Therefore,
the modification of fluid catalytic cracking catalysts by zirconium affects both on the
adsorption and on the catalytic properties of the steamed samples.
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Introduction

Catalytic cracking is a well-known and
important refining process that aims to increase the
yield of gasoline products [1—4]. Zeolite catalysts,
especially their acidic forms that display
carboniogenic activity, belong to the most important
groups of modern catalysts for petroleum processing
and petrochemistry. Zeolite Y or ZSM-5 is
traditionally used as an active phase of the fluid
catalytic cracking (FCC) catalysts. However, the
extremely hard conditions of catalyst life cycle in
reactor (450°C, 1—3 s) and regenerator (750°C, 20—
30 min) significantly decrease its activity and stability.
Matrix phase in a certain way reduces this negative
impact [5]. The effect of the matrix is particularly
substantial in the case of in situ synthesis of zeolite
on the basis of natural kaolin [6,7]. It is known that

the presence of lanthanum in the zeolite structure
improves Lewis acidity and thermostability of zeolites
[5,8—10]. Therefore, the search for new stabilizers
of the zeolite phase is an urgent task.

The purpose of this work was to compare the
effect of lanthanum and zirconium additives on the
porous characteristics and catalytic activity of the
FCC catalysts in fresh and steamed form that were
synthesized based on the Ukrainian kaolin.

Experimental

Catalyst synthesis

Y zeolite-containing microspheres (ZCM) were
synthesized in situ by a method similar to that
described elsewhere [6—8,11] on the basis of the
Ukrainian kaolin (Prosyana, Dnipropetrovs’k region).
Kaolin microspheres (40—100 um) were fabricated
by spray drying of the kaolin-water slurry. The last
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were divided into two parts, each being calcined at
700 and 950—980°C for 2 h to convert the parent
kaolin into metakaolin and a mixture of reactive silica
with an aluminium silicate spinel. Both parts were
used for zeolite synthesis in aqueous solution of
NaOH. As a result, zeolite phase was synthesized
only on the surface of microspheres. The main part
of them consists of unconverted metakaolin and
alumosilicate spinel.

The hydrogen form (H-FCC) was prepared by
four-fold ion exchange of native sodium cations for
ammonium ones using ammonium nitrate solution
(3 mol dm3) with intermediate calcinations at 550°C
for 2 hours. Lanthanum and zirconium were
introduced by ion exchange using aqueous solution
of 1 mol dm™ lanthanum nitrate (HLa-FCC) and
0.04 (H4Zr-FCC) or 0.06 (H6Zr-FCC) mol dm™3
zirconil oxynitrate, respectively.

Catalyst characterization

Porous characteristics of the synthesized
samples were investigated via low-temperature
(—196°C) nitrogen adsorption/desorption isotherms
measured using Nova 1200e (Quantochrome)
porometer. The specific surface areas (Sgpr) were
calculated according to the BET method utilizing
the nitrogen adsorption data at P/P, values of 0.06
to 0.2. The micropores volumes (V') and
micropores surface areas (S',,;..,) were estimated using
the de Boer t-plot method.

X-ray diffraction study was performed by using
a DRON-4-07 diffractometer with the Ni filtered
CuK, radiation in a reflected beam at the Bragg-
Brentano focus geometry in the range 20=5—35° with
an exposure step of 0.05 or 1 s.

X-ray fluorescence analysis was used in
investigation of chemical compositions of the
samples.

Modeling of the sample stabilization process
in the FCC reactor-regenerator system was carried
out by catalyst treating in pure water vapor at a high
temperature. Steaming was performed in a set-up
[11], in which the catalyst steamer was capable of
providing a temperature as high as 1000°C in a pure
steam flow at a pressure of 0.1 MPa. The catalyst
steamer was supplied with two control thermocouples.
A flash water boiler also formed a part of the set-up,
being interlocked with the steamer by a steam conduit
and supplied with its own electrical heater to achieve
the temperature of 200°C. The superheated steam
passed into the steamer with the catalyst bed from a
bottom and then removed from the open top part of
the cylinder. The samples after steaming at 800°C
during 2 hours are designated as TWT.

Catalytic tests

Catalytic properties of FCC catalysts were
studied in cumene cracking utilizing micro pulse set-
up based on gas chromatograph which was equipped
with a flame ionization detector [7,11]. Catalyst
sample (0.1 g) was dehydrated firstly in a in a helium
flow (0.5 L h™!") with increasing (20°C min™') reactor
temperature up to 500°C, followed by exposure of
the sample to this temperature for 1 h. The
temperature was then decreased to its operational
value. The reaction was studied at 320°C for fresh
samples and at 400°C for steamed samples. High purity
helium was used as a carrier gas (10 mL min™').
Cumene was injected by pulses of 1 uLL using micro
syringe in the helium stream. The products were
collected and cooled by liquid nitrogen trap (—196°C)
and further analyzed online using flame ionization
detector after vaporizing by thermal impulse of 200°C.
Packing column with an internal diameter of 3 mm
and a length of 2 m was used with a stationary phase
«Inerton AW-10-dimethylchlorosilane» (fraction of
0.2—0.25 mm) impregnated by 5 wt.% of an active
phase XE-60.

Propane and benzene were the main cracking
products, admixtures of toluene, ethylbenzene and
unconverted cumene were also detected. The number
of pulses used for testing of each sample was 8.

Results and discussion

According to the XRD data, the crystalline
zeolite phase of samples is Y zeolite. Fourteen
characteristics peaks for faujsite zeolite Y were
identified (20=10.1, 11.8, 15.6, 18.6, 20.3, 22.7, 23.6,
25.7, 26.9, 29.5, 30.6, 31.3, 32.4, and 33.9°). XRD
results revealed the zeolite phase content in the fresh
H-FCC sample of about 30% (Fig. 1). After steaming,
the H-FCC-TWT sample contains 10% of zeolite,
whereas HLa-FCC-TWT and zirconium-containing
samples contain 12% and 15%, respectively.

XRF analysis of the H-FCC sample showed
73% SiO, and 27% Al,O,. Lanthanum content in
the sample HLa-FCC was 4%, while zirconium-
containing samples revealed slightly more lanthanum:
5.5% and 6.5% in H4Zr-FCC and H6Zr-FCC
samples, respectively.

Figure 2 shows the data on the low temperature
nitrogen adsorption/desorption isotherms of fresh and
steamed zeolite-containing samples. The isotherms
for FCC catalysts demonstrate the existence of
equilibrium Langmuir branches at low P/P, values
and hysteresis loops over higher values, i.e. in the
mesopore range. Such isotherms are typical of zeolite
particles embedded in a matrix phase [7]. The
isotherms belong to IVa type with H4 hysteresis loop
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Fig. 1. XRD patterns of catalyst samples:
1 — H-FCC, 2 — steamed zirconium-containing samples,
and 3 — H-FCC-TW1T

according to the IUPAC classification [12]. The
presence of the hysteresis loops demonstrates the
implementation of capillary condensation in the
pores.

Porous characteristics are summarized in Table.
A decrease in the BET surface for fresh samples
after modification is not critical and amounts to 13—
37 m? g7'. Then after water vapor treatment, one
can see an essential decrease in the BET surface and
micropores surface of the catalyst samples. Moreover,
the addition of zirconium significantly affects the
adsorption characteristics, whereas the modification
by lanthanum has only a little effect on these
parameters.

The modification by zirconium contributes to
the preservation of a larger fraction of the BET surface
after TWT (157 and 134 m? g~! versus 121 m? g'),
while the modification by lanthanum, on the contrary,
causes a decrease in the surface to 106 m? g! with
the same micropore content as in the H-FCC-TWT
sample. After modifying the fresh samples, the
average pore radius decreases slightly. Apparently,
this is due to the introduction of cations larger than
the proton size. As a result, both modifiers contribute
to a smaller expansion of the medium pore radius
after steaming than for an unmodified hydrogen-
form sample. Moreover, this size is a bit smaller for
zirconium than for lanthanum.

Therefore, in addition to XRD results, nitrogen
adsorption data confirmed a smaller destruction of

zeolite phase during TWT treatment for the
Zr-containing samples.

Porous characteristics of the fresh and steamed FCC

catalysts
Sample SBETa Stmicro: Vtotala V[micr()a R,

m’ g |m g’1 cm’ g1 cm’ g | nm
H-FCC 275 | 135 0.41 0.059 | 2.95
H-FCC-TWT 121 [ 293 | 0.30 | 0.012 | 4.99
HLa-FCC 238 | 125 0.34 | 0.054 | 2.82
HLa-FCC-TWT | 106 | 28.0 | 0.24 | 0.012 | 4.54
H4Zr-FCC 266 | 130 0.37 | 0.054 | 2.82
H4Zr-FCC-TWT| 157 [ 314 | 0.30 | 0.013 | 4.48
H6Zr-FCC 262 | 128 0.36 | 0.055 | 2.70
H6Zr-FCC-TWT| 134 | 333 | 0.35 0.014 | 446

The IR spectra of the synthesized catalysts are
shown in Fig. 3. Vibrations of the frameworks of
zeolites give rise to typical bands [10]. Sample
H-FCC demonstrate an intensive band at 1070 cm™!
both in fresh and in TWT form, which corresponds
to the internal asymmetric vibrations of TO,
tetrahedra, where T is aluminium or silicon [13].
Modification by La or Zr leads to the shift of this
band to the lower frequency region (1030—1060 cm™),
which indicates the formation of La—O—Si (Al) or
Zr—0—Si (Al) bonds. The presence of the latter is
also confirmed by the shoulder at 1200—1150 cm™'
in the zeolite spectra as the result of asymmetric
stretching vibrations of the external linkages of the
primary zeolite structural units. In the case of
lanthanum, the shift of 1070 cm™' bond is
significantly more sensitive (40 cm™"), whereas for
zirconium it is 10 and 20 cm™' only (greater
displacement in the case of higher zirconium
content).

After the TWT treatment, the lanthanum-
containing sample is only partially turning towards
the high-frequency region showing a band at 1040 cm™,
whereas almost complete return to the frequency at
1070 cm™' takes place for zirconium-containing
samples. This may be due to distortions resulting
from the overlap of a 1089 cm™' band, which is
intrinsic to ZrO,. In addition, the transition to a
high-frequency region may be due to an increase of
zeolite Si/Al ratio. This can happen only through
aluminium removing. The latter may indicate that
zirconium, being a four-coordinated isomorphic
substitute of the aluminium atoms during steaming
of samples, increases the zeolite Si/Al ratio and,
accordingly, its thermal stability. The possibility of
the existence of gallium, germanium, tin and
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Fig. 2. Low temperature nitrogen adsorption/desorption isotherms for the fresh (a, b) and steamed (c, d) samples:
1 — H-FCC, 2 — HLa-FCC, 3 — H4Zr-FCC, and 4 — H6Zr-FCC

Awnh=

Absorbance
o o

T T T T
900 1000 1100 1200
Wavenumber, cm™

Fig. 3. FTIR spectra of the synthesized fresh (1 — H-FCC,
2 — HLa-FCC, 3 — H4Zr-FCC, and 4 — H6Zr-FCC) and
steamed (5 — H-FCC-TWT, 6 — HLa-FCC-TWT,

7 — H4Zr-FCC-TWT, and 8 — H6Zr-FCC-TWT) FCC
samples

zirconium-containing zeolites was shown previously
[14,15]. In the case of lanthanum, its entry into the
zeolite lattice obviously does not occur.

Fresh and steamed catalysts were investigated
in a test reaction of cumene cracking. Fresh samples
in the pulse cumene cracking showed a high activity
in the whole diapason (Fig. 4,a). Cumene conversion
was 70—100%, the highest was observed for the fresh
H-FCC sample and the lowest was detected for the
HLa-FCC one. Samples modified by zirconium
showed lower activity than H-FCC. After TWT
treatment, a considerable decrease in activity
occurred (Fig. 4,b). However, Zr-containing samples
retained their activity better than pure hydrogen-
containing form H-FCC-TWT and La-containing
HLa-FCC-TWT samples. The conversion of cumene
for the HZr-FCC-TWT sample was by 20—30%
higher than that for the H-FCC-TWT sample. It
seems that zirconium, in addition to the stabilizing
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Fig. 4. Cumene conversion (X) over fresh samples (a) and
steamed ones (b) as a function of pulse number: 1 — H-FCC,
2 — HLa-FCC, 3 — H4Zr-FCC, 4 — H6Zr-FCC

effect of the kaolin matrix [6,7], enhances the
thermostability of the zeolite phase.

Conclusions

The addition of lanthanum and zirconium to
the FCC catalyst was evaluated from the point of
view of porous characteristics of the synthesized
samples and their activity and stability.

XRD results and low temperature nitrogen
adsorption/desorption data confirmed a smaller
destruction of zeolite phase during TWT treatment
for Zr-containing samples than for La-containing
ones. Modification of both elements led to a decrease
in BET and micropores surface, but zirconium
promoted the stability of zeolite phase after thermal-
water treatment and, as a consequence, an average
radius of the samples become smaller.

Zirconium stabilizing effect was treated by its
isomorphous exchange of aluminium lattice with an
increase in Si/Al ratio.

FCC catalyst with 6.5% of Zr demonstrated
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the highest activity among stabilized samples. The
conversion of cumene was 50—85% for this catalyst,
whereas it was only 25—50% for the unmodified
sample.
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BIIJIUB MOJAU®IKAIIIT Zr TA La HA TIOPUCTI
XAPAKTEPUCTUKU TA KATAJIITUYHY AKTUBHICTb
CHUHTE30BAHUX IN SITUMIKPOC®EPUYHUX
KATAJII3ATOPIB KPEKIHI'Y

JI.K. Ilampuask, O.I1. Ilepmxo, B.A. Ilosaxcuuil,
0.B. Meavnuuyx

Cyuacni mikpocghepuuni kamanizamopu kpekiney ois 6aea-
MOMOHHANCHUX npoyecie HagpmonepepoObKu npayrioms npu Hao-
36UMALIHO 8AJICKUX YMOBAX, A MOMY NOBUHHI MAMU HANEIHCHY
cmabinbuicms do Oii eucokux memnepamyp ma 600sHoi napu. Me-
moro danoi pobomu 6y10 NOpieHAHHA 8nauU8y MoougiKysanus Jlau-
manom ma Llupkoniem Ha nopucmi xapaKkmepucmuku ma Kamani-
MuuHy aKmMUGHiCMb C8iNc020 ma napoobpodaerHo2o0 MiKkpocgepuy-
HUX Kamanizamopie KpeKiHzy, CUHMe308aHUX HA OCHOBI YKDPAiH-
cvk0eo kaoniny. Cunmesoganut euxionuti 3pazox micmue 30% ye-
onimy muny Y, akuil 6yao nepeeedeno y H-gpopmy neped eéseden-
uam Janmany ma Hupkoniro. Mooughixauyis npuszeesa do deskoeo
nadinus nogepxti 3a BET ma mikponopucmocmi 3paskie, uio cym-
meeo inmeHcugikysanocs nicas napoobpobaenns. Y eunadky Iup-
KOHit0 make nadinHs 6yn0 menwum. Bniue mooughixyeanns kama-
Ni3amopie HA KOAUBAHHA CIMPYKMYPHUX eAeMeHmMI8 UeOoaimHoi pe-
wimku docaioxcysanu memooom 14-cnexmpockonii 3 yp’e nepe-
meopennsm. CnocmepedceHuil 3cye Yacmomu NOAUHAHHS CMyeU NPU
1070 cm™, wo sionosidac acumempuuHUM KOAUBAHHAM Mempa-
edpie nicas 6i0nogioHux modughixauiil, ceiouumes npo izomopgHe
3amiujenHs amomie Arrominiro vomupukoopouroeanum llupxoriem.
Ilapoobpobaenuii 3pazok 3 6,5% emicmom Llupkonito demoncmpye
Hallguuy KOHEepcCito Kymony, 3a KO0 6iH nepesajicae Hemoougi-
Koeanutl 3pazok Ha 20—30%. Taxum uunom, moougpikauis cunme-
306anux kamanizamopie kpekiney Llupkoniem no3umugHo eniueac
K Ha adcopOyiini, max i Ha kamanimu4Hi 6A1acmueocmi napooo-
pobaenux 3paskis.

KurouoBi ciioBa: MikpocheprnuHMiA KaTaizaTop KpeKiHTy,
Lupkoniit, JlaHTaH, MOPUCTI XapakTepPUCTUKU, KaTaJiTUUYHA
AKTUBHICTb.
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Up-to-date fluid catalytic cracking catalysts for large-tonnage
refining processes work under extremely hard conditions and need to
have a high stability to the thermal and steam treatment. Therefore,
the purpose of this work was to compare the effect of lanthanum and
zirconium additives on the porous characteristics and catalytic activity
of the microspherical cracking catalysts in fresh and steamed form
that were synthesized based on the Ukrainian kaolin. The synthesized
initial sample contained 30% Y zeolite that was transferred to the
H-form before the modification by lanthanum and zirconium. The
modification led to some decrease in BET surface and samples
microporosity, which was substantially intensified after steaming. In
the case of zirconium, such a decrease was less than for lanthanum.
The effect of the catalysts modification on the vibrations of the
structural components of the zeolite lattice was investigated by FTIR
spectroscopy. The observed shifts of absorbance frequencies of the
bond at 1070 cm™', which correspond to the asymmetric vibrations
of tetrahedra after corresponding modifications, indicated the
isomorphic substitution of the aluminum atoms by zirconium ones.
The steamed samples with the zirconium content of 6.5% demonstrated
the highest conversion of cumene cracking (an increase by 20—30%
as compared with the unmodified sample). Therefore, the modification
of fluid catalytic cracking catalysts by zirconium affects both on the
adsorption and on the catalytic properties of the steamed samples.

Keywords: fluid catalytic cracking catalyst; zirconium,;
lanthanum; porous characteristics; catalytic activity.
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