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Development of catalysts and processes for alkylation of phenols 
is an important problem since such products find use in medicine 
and other areas. Terpenophenols are among the most demanded 
compounds for their antioxidant and pharmacological activity.1,2 
Synthesis of terpenophenols is based on catalytic alkylation using 
acid catalysts, such as mineral or organic acids, metal halides, 
cation-exchange resins, solid oxides etc.3–8 Some aluminum-
containing organoelement compounds providing high selectivity 
of ortho-alkylation of phenols can be used as homogeneous 
catalysts.3,6,9

Sulfated oxides are known10,11 to exhibit strong acidic pro-
perties exceeding the acidity of zeolites. For instance, sulfated 
zirconium dioxide is sometimes classified as a solid superacid.12 
The strength of acid sites in such systems increases in the range 
Al2O3 < TiO2 < ZrO2. Some multivalent metal ions (Fe, Mn, Ga, 
Zn, Co) are capable of enhancing the acidic properties of these 
solid acids,13–15 which is usually accounted for the inductive 
effect of the multivalent cation on the Brønsted acid sites, i.e., 
OH groups bonded to the introduced sulfate moieties. 

Sulfated oxides possess certain additional benefits compared 
to zeolites. As a rule, the range of the catalytic applications of 
zeolites is limited by the diameter of zeolite entrances (< 0.65 nm) 
and cavities (< 1.3 nm), which would restrict the size of the 
interacting molecules, typically below 1 nm. For the sulfated 
oxides based on rather wide-pore carriers (ZrO2, TiO2, Al2O3), 
such limitations are absent. Furthemore, the sulfated systems are 
charac terized by the enhanced thermal stability, as far as they 
are typically prepared by calcinations at temperatures higher than 
650 °C.

This work is focused on the study of the alkylation of phenol 
with camphene in the presence of sulfated catalysts based on 
zirconium dioxide,† including the systems modified with cations 
of gallium, iron, cerium and vanadium. These catalysts were 
also tested in isomerization of n-butane, a reaction requiring the 
presence of very strong Brønsted acid sites. 

IR spectra of the samples of sulfated zirconia in the region of 
OH group stretching vibrations (4000–3500 cm–1) are presented 
in Figure 1. The spectra represent a superposition of the narrow 
absorption bands with maxima at 3730 and 3640 cm–1 attributed 
to terminal and bridging ZrOH groups, respectively.

In addition to the narrow lines, a broad absorption band of 
the main stretching OH vibrations at 3350–3150 cm–1 is also 
observed with its maximum and intensity being dependent upon 
the pretreatment temperature in the range of 650–850 °C. Earlier9 
this band was ascribed to the delocalized protons emerged from 
H2SO4. These protons can also be shared with oxygen atoms of the 
zirconia framework (Figure 2). The IR spectra of the SO4

2–/ZrO2 
catalysts additionally modified with metal ions are very similar 
to the spectrum of the unmodified SO4

2–/ZrO2 sample.
Isobornyl phenyl ether 3a was found to be the main product 

of the alkylation of phenol 1 with camphene 2 (Scheme 1).‡ 
C-Alkylated phenols, namely 2-isobornylphenol 4a and 2-iso-
camphylphenol 4b were formed in minor quantities (Table 1). The 
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† ZrO2 was prepared by calcination of Zr(OH)4 (Ssurf = 150 m2 g–1, 
Magnesium Electron Co., grade XZO632/03) at 500 °C for 2 h in a flow 
of air. In order to prepare SO4

2–/ZrO2, SO4
2– anions were introduced from 

a 1 m aqueous solution of H2SO4; the concentration of sulfate groups in 
the samples was 5 wt%. The samples were dried at 120 °C for 6 h and 
calcined in a flow of dry air at 650 °C for 2 h. Modification with metal 
cations was carried out by incipient wetness impregnation of the calcined 
sulfated sample with 0.3 m aqueous solutions of Fe3+, Ga3+, Co3+, Ce3+,

VO2+ nitrates with further drying at 120 °C for 6 h and calcinations in 
a flow of dry air at 650 °C for 2 h. The loading of the modifying metal 
was 2 wt%. 
 Prior to spectral studies, the samples were calcined at 300–650 °C in 
a vacuum for 2 h in a quartz IR-ampule supplied with a CaF2 window. 
Diffuse-reflectance IR spectra were measured with a Nicolet Impact 410 
FTIR spectrometer and processed using the Kubelka–Munk function (the 
OMNIC program).
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content of 3a was 70%, whereas in the case of the Ga-modified 
catalyst it reached 92%. The catalysts can be ranked in terms 
of the activity in phenol alkylation with camphene as follows: 
2Fe3+/5SO4

2–/ZrO2 > 2Ga3+/5SO4
2–/ZrO2 > 2Ce3+/5SO4

2–/ZrO2 > 
> 2V5+/5SO4

2–/ZrO2. Note that the Fe-containing catalyst demon-
strates a very high conversion of phenol already at 60 °C.

A similar case of the catalyst activity was revealed for 
isomerization of n-butane into isobutane§ (Figure 3). The yield 
of isobutane was as high as 30%, which is close to the thermo-
dynamic equilibrium (~40% at 190 °C). Vanadium-containing 
catalyst turned out to be inactive in both reactions. This can 
result from the poisoning effect of vanadium on Brønsted acid 
sites that are responsible for alkylation and isomerization.

In conclusion, some sulfated oxide catalysts possess high 
activity in alkylation and isomerization at rather low tempera-
tures. Note that, for comparison, acidic forms of zeolites cause 
isomerization of n-butane only at temperatures above 240 °C, 
and only chlorinated alumina, an environmentally unfriendly 

commercial catalyst for isomerization of n-butane, is active at 
lower temperatures (140–160 °C) than those found for the sulfated 
zirconia (~190 °C). Sulfated oxides are also promising for other 
acid-catalyzed chemical processes.

This work was supported by the Program of Fundamental 
Research of Ural Branch of the Russian Academy of Sciences 
(project no. 12-C-3-1013) and by the Ministry of Education and 
Science of the Russian Federation (project nos. 8441 and 8431). 

References
M. B. Plotnikov, V. I. Smolyakova, I. S. Ivanov, G. A. Chernisheva, A. V.  1 
Kuchin, I. J. Chukicheva and E. A. Krasnov, Bull. Exp. Biol. Med., 2010, 
149, 721 (Byull. Eksp. Biol. Med., 2010, 149, 660).
I. Yu. Chukicheva, E. V. Buravlev, I. V. Fedorova, M. F. Borisenkov and  2 
A. V. Kutchin, Russ. Chem. Bull., Int. Ed., 2010, 59, 2276 (Izv. Akad. 
Nauk., Ser. Khim., 2010, 2220). 
K. L. Stevens, L. Jurd and G. Manners,  3 Tetrahedron, 1974, 30, 2075.
L. A. Kheifits and I. S. Aul’chenko, in  4 Khimiya i Tekhnologiya Dushistykh 
Veshchestv i Efirnykh Masel (Chemistry and Technology of Flavor 
Compounds and Ether Oils), eds. S. A. Voitkevich, L. A. Kheifits, N. Yu. 
Lyuboshits and V. M. Dashunin, Pishchevaya Promyshlennost, Moscow, 
1968, vol. 8, p. 383 (in Russian).
V. V. Fomenko, D. V. Korchagina, O. I. Yarovaya, Yu. V. Gatilov, N. F.  5 
Salakhutdinov, K. G. Ione and V. A. Barkhash, Russ. J. Org. Chem., 1999, 
35, 1006 (Zh. Org. Khim., 1999, 35, 1031).
D. A. Pisanenko and Yu. I. Smirnov-Zamkov,  6 Russ. J. Appl. Chem., 1999, 
72, 1655 (Zh. Prikl. Khim., 1999, 72, 1564).
I. Yu. Chukicheva and A. V. Kutchin,  7 Ross. Khim. Zh. (Zh. Ross. Khim. 
Ob-va im. D. I. Mendeleeva), 2004, 48, 21 (in Russian).
A. Chakrabarti and M. M. Sharma,  8 React. Polym., 1993, 20, 1.
I. Yu. Chukicheva, I. V. Fedorova, O. A. Shumova and A. V. Kutchin,  9 
Russ. J. Bioorg. Chem., 2011, 37, 855 (Khimiya Rastitel’nogo Syr’ya, 
2010, no. 4, 63).
L. M. Kustov, V. B. Kazansky, F. Figueras and D. Tichit, 10 J. Catal., 1994, 
150, 143.
L. M. Kustov, T. V. Vasina, A. V. Ivanov, O. V. Masloboishchikova, E. V. 11 
Khelkovskaya-Sergeeva and P. Zeuthen, Stud. Surf. Sci. Catal., 1996, 
101, 821.
A. V. Ivanov, T. V. Vasina, O. V. Masloboishchikova, E. G. Khelkovskaya-12 
Sergeeva and L. M. Kustov, Catal. Today, 2002, 73, 95.
T. Løften, N. S. Gnep, M. Guisnet and E. A. Blekkan, 13 Catal. Today, 
2005, 100, 397.
K. T. Wan, C. B. Khouw and M. E. Davis, 14 J. Catal., 1996, 158, 31.
T. K. Cheung, F. C. Jentoft, J. L. d’Itri and B. C. Gates, 15 Chem. Eng. Sci., 
1997, 52, 4607.

1st August 2013; Com. 13/4182Received: 

O Zr

Zr Zr O

Zr

O
S

O

O

O

H

Delocalized protons in sulfated zirconia.Figure 2 
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Scheme 1

Sulfated zirconia-catalyzed alkylation of phenol with camphene.Table 1 

Catalyst T/°C t/h
Phenol  
conver- 
sion (%)

Product composition (%)

3a 3b 4a + 4b

2Fe3+/5SO4
2–/ZrO2  60 3 76 71 11 18

2Ga3+/5SO4
2–/ZrO2 100 3 84 92  5  3

2Ce3+/5SO4
2–/ZrO2 100 5 70 79  9 12

2V5+/5SO4
2–/ZrO2 110 3  0 — — —

‡ Phenol and camphene were taken in a molar ratio 1 : 1, the reaction was 
carried out by stirring the mixture at 100 °C for 3–5 h in the presence of 
a catalyst. 1H and 13C NMR spectra of the products were obtained using a 
Bruker Avance II 300 spectrometer (300 and 75 MHz, respectively) in 
CDCl3 at room temperature. Chloroform was used as an internal standard 
(dH 7.26 ppm, dC 76.90 ppm). Assignment of signals was made using 
13C NMR spectra measured in the JMOD regime. Analysis of volatile 
products was performed by GC with a Shimadzu GC-2010AF chromato-
graph with a flame-ionization detector (He as a carrier gas) using an HP-1 
capillary column (Agilent, 60 m × 0.25 mm × 0.25 mm, temperature range 
100–240 °C, heating rate 6 K min–1).
§ Isomerization of n-butane was studied in a flow reactor at 190 °C, 
pressure of 1 atm, butane liquid hourly space velocity 1 h–1. Products were 
analyzed by GC.
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Yield of isobutane in the course of Figure 3 n-butane isomerization on 
sulfated zirconia and that modified with metal cations (190 °C, liquid hourly 
speed velocity is 1 h–1).


