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CONTINUOUS HYDROGENATION OF BENZENE
ON PROMOTED SKELETARY NICKEL CATALYSTS

Abstract. The aim of this work is to study the physicochemical properties of skeletal nickel catalysts modified
by ferroalloys, and to develop a technology for the continuous hydrogenation of benzene. A series of new samples of
modified alloyed alumina-nickel catalysts for hydrogenation of benzene to cyclohexane synthesized. Their phase and
granulometric compositions, the porous structure of the skeletal nickel catalysts promoted by ferroalloys are studied.
Highly active stationary alloy alumina-nickel catalysts with additives as modifiers, technologies for their preparation
and activation is developed. The optimal conditions for the process of continuous hydrogenation of benzene under
hydrogen pressure are determined. A method developed for the preparation of cyclohexane in the presence of nickel
catalysts promoted by ferroalloys, which ensures a high total yield of the desired product.

Keywords: benzol, promoted nickel catalysts, phase composition of the catalyst, porous structure, granulo-
metric composition, cyclohexane, continuous hydrogenation.

Introduction. One of the promising areas of chemical processing of aromatic compounds, which is
catalytic hydrogenation, the synthesis products of this process are in great demand in the pharmaceutical,
chemical, petrochemical, medicine and other industries. Currently, the world production of caprolactam
the volume of production, as well as improving the synthesis of intermediates for the production of
various synthetic fibers and resins are very relevant.It is also known [1, 2] that the problem of reducing the
content of aromatic hydrocarbons in motor fuels can be solved in many ways, including derivation by
adsorption or extraction, and by conversion to other, less harmful compounds.An effective method of
improving the operational properties of fuels, in particular gasoline, is their de-aromatization, which
consists in the process of hydrogenation of aromatic hydrocarbons in the presence of catalysts. Aromatic
hydrocarbons, especially polycyclic, contribute to the formation of carbon deposits in internal combustion
engines, which in turn leads to an increase in the NO, content of the exhaust gases. In the Republic of
Kazakhstan, there are practically no processes for the de-aromatization of light fractions of oil. The reason
for this are, firstly, low productivity and a short service life of industrial catalysts used, and secondly, an
inadequate range of industrially important contacts and technologies. Catalytic reduction of benzene
shows great practical importance, since reaction products have long attracted the attention of researchers
as the starting objects for the synthesis of new compounds. Cyclohexane, obtained by catalytic
hydrogenation of benzene used for the production of caprolactam, adipic acid and hexamethylenediamine,
1. is a raw material for the production of synthetic fibers, as well as various resins. Thus, cyclohexane,
obtained from local raw materials, creates the opportunity of import substitution in industry, and the
products obtained during its processing open up new prospects for the domestic production of synthetic
fibers and resins.
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A review of the principle technological schemes of hydrogenation of benzene [3-7] shows that in
many cases hydrogenation is carried out in the vapor phase at temperatures of 250-325°C and a hydrogen
pressure of 10.0-27.0MPa. Platinumoids also used as catalysts. Naturally, under these conditions,
isomerization and cleavage products observed in the catalyst, which reduces the quality of the desired
product, cyclohexane.

New methods for increasing the activity, stability and mechanical strength of nickel catalysts, adding
additives of other metals into the alloy, discovered at the time of their preparation [8-11]. As a result,
effective catalysts found to accelerate the hydrogenation reaction of benzene. Hydrogenation of aromatic
hydrocarbons carried out in the reactor with a periodic effect at the temperature range 20-200°C and
hydrogen pressure 0.1-15.0MPa.

On an industrial scale, co-precipitated copper-chromite oxide catalysts also found wide application in
the production of cyclohexane [12, 13], although they are not devoid of significant disadvantages in
catalytic and operational properties in hydrogenation processes. In connection with these, the researchers
proposed numerous modified Ni, Cu, Co-alloy catalysts [14-18], which have not yet acquired industrial
application in these industries. Therefore, it is important to improve these catalysts by modifying them, in
order further improve their selectivity, operational and catalytic properties in the hydrogenation of
aromatic hydrocarbons in the liquid phase.

Methods. The main reactor is a high-pressure flow column. The process is carried out at the
temperature range 473-523°K and hydrogen pressures at 10.0-27.0MPa. In the course of the studies, the
solution of the unsaturated compound injected at a hydrogen module of 10 and the feed rate of the starting
materials is 200-250 ml/h. Initial alloys were prepared according to known technology in a high-frequency
melting furnace. The specificity of the preparation of the Ni-Al system is the possibility of using alumino-
thermy in various furnaces. The temperature of the molten aluminum adjusted to 1000°C. When the
exothermic reaction (aluminothermy) between nickel (ornickel oxide) and aluminum, the melt temperature
increases to 1800°C During the experiments, 100 g of skeletal catalyst with lincar dimensions of 3-5 mm
are loaded into the column and the leaching process carried out with a solution of NaOH in the reactor.
Initially, up to 10% of aluminum removed, after the catalyst rinsed for several hours with distilled water at
a high water feed rate and several hours at low.

Activation of the catalyst was carried out directly in the reactor itself. In this case, a granular alloy
with linear dimensions of 2-4 mm (100 g) was placed in a special glass attached to the bottom of the reac-
tor and the leaching was carried out with a 10% aqueous solution of sodium hydroxide.

During the leaching with the help of a dosing pump NDV-1000, the reactor initially filled with
distilled water, and then an alkali solution fed from the "measuring tank". The degree of aluminum
removal controlled by the evolution of hydrogen, the amount of which changed by the gas counter of the
GSB-400.After the calculated amount of hydrogen was isolated to the leached catalyst, water supplied
from the "measuring tank" to stop the leaching process and wash the catalyst from alkali residues to pH-7.
The amount of aluminum removed from the consistency was about 10-15%.

Results and discussion. In this paper, we present the results of a study of the hydrogenation of ben-
zene to cyclohexane on promoted skeletal nickel catalysts modified with ferroalloys (ferroalloys) (ferro-
manganese), ferrochrome silicon (FCS), and calcium ferosilicone (CFS).

The granulometric composition of skeleton nickel catalysts with addition of FSH, FSK and ferro-
alloys studied. The data of microscopic and electron microscopic examination of the granulometric com-
position of skeleton nickel catalysts are given in table 1. All the catalysts are dominated by particles with
R = 0-2 pm, which concentration reaches 75-89%. Table 1 shows that, as the amount of additives in alloys
increases from 3 to 9% by weight, the concentration of particles with R = 0-2 um in different catalysts
decreases within the limits of 89-75% depending on the nature of the alloying metals. In addition, the
modifying additives also increase the concentration of particles with R=2-4um. The results of optical
microscopy show that practically all the investigated skeletal nickel catalysts are enriched by 90-99%
particles with R;.x= 1-5 um.

The results of the granulometric analysis using optical microscopy and ¢lectron microscopy confirm
the enrichment of skeleton nickel catalysts with particles with Ry, = 1 pm. Modifying metals increase the
proportion of particles with a size of 0-6um.




H3zeecmua Hayuonanvroti akademuu Hayx Pecnybnuxu Kasaxcman

Table 1 — Results of microscopic and electron microscopic examination of skeleton nickel catalysts

Distribution of particles of % on the sizes R, microns
Catalyst
0-2 2-4 4-6 6-8 >8 T
Ni (50%A1) 77 8 6 2 7 0.12
Ni-3-10% FaTi 78 8 8 4 2 0.45
Ni-3-10% FaMo 85 6 5 2 1 0.35
Ni-3-10% FaCr 83 6 6 3 1 0.36

We studied [2] the porous structure of skeletal nickel catalysts with additives of ferroalloys. Argon
sorption isotherms show that the forms of hysteresis loops for the majority of modified nickel catalysts are
characterized by the parallel arrangement of adsorption and desorption branches in the middle region of
relative pressure and according to the de Boer classification are A type, which indicates the predominance
of cylindrical pores [3].

Table 2 shows the parameters of the porous structure of skeleton nickel (50% Al) catalysts with
addition of ferroalloys. It can be seen that modifying ferroalloys mainly increase Sggr, Scuw, respectively,
to 110-130.5 and 85-98 m*/g; the volume of pores - in 1.1-1.4 times; the effective radius of the pore Rggr
is 1.06-1.5 times. A simultancous increase in the specific surface area and in the pore volume with re-
latively high effective radii is apparently due to the dispersion of the nickel phase of the catalysts with
modifying metals.

Table 2 — Parameters of the porous structure of skeleton alumino-nickel catalysts with additives of ferroalloys

Catalyst SB%T*, SCUgA* * Spar—Scunr - 100% Vot hg)les, R Isotherm
m/g m/g - cm’/g Exx** type
Ni (50% Al) 105 75 28.5 0.105 30 A
Ni - 3-10% FaMo 110 85 227 0.120 34 A
Ni-3-10% FaTi 130.5 98 24.9 0.138 36 A
Ni—3-10% FaCr 1237 92 23.9 0.148 36 A
*Bayer Emmet Taylor; **cumulative; ***angstrom.

We previously determined the structure and adsorption properties of the obtained alloys and catalysts.
Further, these catalysts tested in the process of continuous hydrogenation of benzene in a column-type
flow installation. During the experiments, the alloys activated by a 10% solution of sodium hydroxide. At
the first leaching, 30% of aluminum removed, the catalyst saturation carried out in a stream of hydrogen
for 18 hours at a process temperature of 160°C and a pressure of 0.5MPa. The rate of benzene supply
varied from 60 to 120 ml/h. An increase in the hydrogen pressure from 5 to 8MPa revealed that with
increasing hydrogen pressure up to 6MPa, the degree of conversion of benzene increases, and further
increase in pressure does not affect the activity of the catalyst.

Table 4 shows that stationary ferroalloy catalysts exhibit absolute cyclohexane activity and their
activity is higher than that of the industrial nickel-titanium catalyst. The values of the contact loads,
annealed by 30% in aluminum Ni- FaMo catalysts at 120 © C and 10MPa, reach respectively 0.70 h-1,
which is 2.3 times higher than that of industrial nickel-titanium contacts. The results of the tests showed
that the Cu-Al- FaMo catalyst is 1.9 times higher in productivity, and 2.0 times higher in stability than the
industrial nickel-titanium contact.

The Ni-Al-FaMo catalyst recommended for the implementation into production of the production of
cyclohexane from benzene [3].

Thus, a systematic study of the activity of stationary catalysts with additives of ferroalloys in the
reaction of continuous catalytic hydrogenation of benzene with a wide variation in the parameters of the
process carried out.
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Table 4 — Results of continuous hydrogenation of benzene in a column-type flow installation

Catalyst OTC’ Composition of catalyst i Relatfive duration
cyclohexane benzene ol process
Ni-Al 90-100 78-85 15-22 0.12-0.21
110-120 81-92 8-19 0.26-0.28 210
130-140 87-98 -13 0.31-0.35
Ni -Al- CFS 110-120 94-98 2-6 0.50-0.64 254
90-100 94-97 3-6 0.42-0.63
110-120 96-99.8 0-4 0.53-0.70 410
130-140 98-99.8 0-2 0.69-0.87
Ni -Al- FSC 90-100 96-99 1-4 0.47-0.72
Ni-Al- FaMo 90-100 96-98 4-2 0.48-0.7 420
110-120 99-99.8 1-0.1 0.65-0.82
130-140 99.5-99.8 0.5-0.1 0.94-1.2
Ni-Tiindustrial 90-100 84-96 10-16 0.40-0.44
40-120 84-95 5-16 0.47-0.50 202
130-140 98-99.8 0-10 0.50-0.60

Conclusion. A series of new samples of modified alloy alumina-nickel catalysts for hydrogenation of
benzene to cyclohexane synthesized. Their phase and granulometric compositions, the porous structure of
the skeletal nickel catalysts promoted by ferroalloys studied. The kinetic regularities of the hydrogenation
process on modified nickel catalysts are established. Depending on the temperature and pressure of
hydrogen, the optimal conditions for the realization of the technological process for the synthesis of
cyclohexane are established. The promoting effects of ferroalloys (FaMo, FMo, FMnMo and FTi), on the
physicochemical and adsorption properties of alloyed alumina-nickel catalysts studied. The kinetic
regularities of the hydrogenation of benzene on samples of promoted catalysts established. It is expe-
rimentally determined that on the developed promoted skeletal catalysts, the rate of selective hydroge-
nation of benzene increased by a factor of 1.0-1.6 times, than without modifying additives. The optimal
compositions of modified alloy catalysts, the conditions for their preparation, activation and hydroge-
nation processes in their presence identified.
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BEH30J11bl BIHTAJTAHJABIPBIJIFAH KAHKAJIbI
HUKEJDb MATTINAHJATKBIIITA Y3AIKCI3 THAPJIEY

Annortamust. JKyMBICTBIH MakcaTbl TeMip OanKbIMaTapbIMEH MOJH(DHIMPICHICH KAHKAJIBI HHUKCTBIl Imarm-
MIAHAATKBIITAPABIH (PU3HKA-XUMISUIBIK KAaCHETTEPIH 3€PTTEY, COHBIMEH Karap O€30J1bI OCHI IMANIIAHAATKBIITHIH
KOMETIMEH Y3IKCI3 THAPICY TEXHOJOTHACHIH >KAcall IIbFapy OOIBIT TaObLIaabl. ATFOMO-HUKEIBAl OATKbIMA IIAT-
IIAHAATKBIITAPABIH MOAM(DUIIMPICHICH KaHA CEpUsUIaphl OCH30JIAbI IUKIOTCKCAHFA ACHIH THAPICY YIUNIH CHHTE3-
genreH. OmapasH (pa3anmblk >KOHE TPAHYIOMETPHSAIBIK KYpaMAaphl, TeMip OaNKbIMAIapbIMCH BIHTAJAHABIPHLFAH
KAHKAJIBI HUKEJbJl MANMIAHJATKBIITAPILIH OOPKBUITAK KYPBUIBIMBI 3epTTENrcH. JKorapsl OCICEHOITKKE HE CTa-
IHOHAPITBI OATKBIMAITEI AJTFOMO-HHKCIBA1 YCTEMEITl MAMMIAHAATKBINTAP MOAH(DHKATOP PETiHAC TAHBIHAAY TCXHOIO-
THACHI JKOHE OENCEHAIPiy1 sKacambil merapbutral. CyTeri KbICBIMBI aCThIHAA OSH30IbI Y3AIKCI3 THAPIIEY YPIAICIHIH
THIMAI IMAPTTAPBl AHBIKTATFAH. MaKCaTThl OHIMHIH >KAJITBl MIBIFBICEH KAMTAMACHI3 CTCTIH TEMip OaIKbIMATAPBIMCH
BIHTAAHABIPHIIFAH HUKEIb] MMAMMIAHAATKBINI KATBICBIHIAFbI UKJIOTCKCAH/IBI Iy 9ICI >Kacall IbIFapbIIIbL.

Tyiiin ce3mep: OCH30I, BIHTANAHABIPHUIFAH HUKEIBAI MIAMINAHJATKBIOTAP, (a3aiblK KypaM, MMANMIaHAAT-
KbIIITHI OOPKBULIAK KYPBUIBIM, TPAHYIOMETPIIIK KYPaM, IUKJIOTEKCAaH, Y3IIKCI3 THAPIEY.
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HENPEPBIBHOE 'M/IPHPOBAHHUE BEH30JIA
HA MTPOMOTHUPOBAHHBIX CKEJETHBIX HUKEJEBBIX KATAJTU3ATOPAX

AnnoTanmst. LleTpr0 JaHHOH padoTHI ABIHICTCS HCCIIECTOBAHNE (PU3HKO-XUMHYICCKHX CBOHCTB MOAM(DHUIINPOBAH-
HBIX (DeppOCIIaBaMH CKEJICTHBIX HHKEICBBIX KaTaJIH3aTOPOB, A TAKKE Pa3pabOTKAa TEXHOJIOTHH HEMPEPHIBHOTO
THAPUPOBAHUI OCH30J1A B MX MPUCYTCTBHH. CHHTE3HPOBAHBI CEPUH HOBBIX 00pa3l0B MOIU()MIUPOBAHHBIX CILIAB-
HBIX aJIFOMO-HUKEIECBbIX KaTAIN3aTOPOB I MMPOLECCOB THAPHUPOBAaHKA OCH30/a A0 HUKIOIeKcaHa. MccaeoBanbl HX
(ha30BBIA W TPAHYJIOMETPHUCCKUI COCTABBI, MOPUCTASI CTPYKTYpa pa3pabOTaHHBIX MPOMOTHPOBAHHBIX (heppociiia-
BAMH CKEJICTHBIX HHKEICBBIX KaTaam3aTopoB. Pa3paboTaHbl BHICOKOAKTHBHBIC CTAMOHAPHBIC CIUIABHBIC ATHOMO-
HHUKEIICBBIC KATAIN3aTOPHI C T00AaBKAMH B KAUeCTBE MOJH(PHKATOPOB, TEXHOJIOTHH WX IMPHTOTOBJICHUS W AKTHBAIIHH.
OmnpeaeneHbl ONTUMAIBHBIC YCIOBUA OCYIIECTBICHHU MTPOLECCa HEMPEPHIBHOIO THAPHPOBAHKA OEH301a M0 AaBie-
HHEM BoAopoAa. PazpaboTan cnoco0 moyYeHuS MUKIOICKCaHa, B MPUCY TCTBUM IIPOMOTHPOBAHHBIX (peppocIuiaBaMu
CKEJICTHBIX HUKEIICBBIX KATAIH3aTOPOB, 00CCIICUNBAOIIMH BHICOKHH CYMMAPHBIA BBIXO/ IIEJICBOTO IPOAYKTA.

K/nouesble cjioBa: OCH301, IPOMOTHPOBAHHBIC HUKEICBBIC KaTalU3aTopbl, ()a30BBIM COCTaB KaTaaM3aropa
MOPHUCTasd CTPYKTYpa, IPaHyIOMETPHUCSCKHH COCTaB, IUKIOIEKCAaH, HEMPEPHIBHOE THAPUPOBAHUE.
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