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Peroxidation of �diketones and �keto esters
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Reactions of -diketones and -keto esters with tert�butyl hydroperoxide under hetero�
geneous conditions using SiO2�supported copper(II) perchlorate as a catalyst give rise to
�peroxidation products in 65—82% yields. A possibility to reuse the catalyst was demonstrated.
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For more than half a century, organic peroxides have
been used in industry as initiators of radical polymeriza�
tion and cross�linkage. Their assortment includes dialkyl
peroxides, diacyl peroxides, peroxy esters, peroxy dicar�
bonates, peroxy carbonates, peroxy acetals, cyclic triper�
oxides, and terminal bishydroperoxides.1,2 In the last de�
cades, these compounds were found to possess antimalar�
ial,3 antihelmintic,4 and antitumor activity.5 Peroxides are
of interest as potential explosives.6

The interest to the preparation of efficient inexpensive
initiators of radical polymerization and biologically active
compounds stimulates the development of new methods
for the synthesis of peroxides, mostly from ketones and
their derivatives reacted with hydrogen peroxide and
hydroperoxides.7

In the present work, we continue our studies on the
peroxidation of dicarbonyl compounds.8 Earlier, it was
found that Cu, Fe, Mn, and Co compounds catalyze se�
lective -peroxidation of �dicarbonyl compounds with
tert�butyl hydroperoxide.8a,b

Transition metals such as Cu, Mn, and Co in combi�
nation with hydroperoxides have been used for the first
time by Kharasch for the preparation of peroxides from
alkenes, ketones, and tertiary amines more than 60 years
ago.9 Afterwards, the formation of peroxides was observed
in the reactions of hydroperoxides in the presence of metal
salts (copper,10 cobalt,11 and iron12,13) or their complexes
(nickel complexes,14 palladium acetate,15 and ruthenium
bipyridinate on montmorillonite16). Peroxides were ob�

tained in good yields by peroxidation of amines, amides,
and lactams catalyzed by ruthenium salts.17 Formation of
peroxides was observed in the oxidation of cyclic �di�
ketones with a singlet oxygen,18 the CeCl3/O2 system,19 as
well as in the oxidation of nitrogen�containing hetero�
cycles upon treatment with manganese salts and oxygen.20

It is important to note that virtually all the studies on
peroxidation were carried out under homogeneous condi�
tions because of the tendency of peroxides to decompose
on a solid surface under heterogeneous conditions.21

The above�mentioned reactions for the preparation of
peroxides which use salts of metals of variable oxidation
state are rather exceptions from the practice of peroxide
chemistry, since they are applicable only to compounds of
a certain structure, whereas the overwhelming majority of
peroxide transformations in the presence of metal salts
includes the cleavage of the O—O bond.22

In the present work, we accomplished the peroxida�
tion of �dicarbonyl compounds at �position with tert�
butyl hydroperoxide under heterogeneous conditions us�
ing copper(II) perchlorate hexahydrate supported on silica
gel as a catalyst.

Results and Discussion

In our studies, monosubstituted at �position �di�
ketones 1a—e and �keto esters 1f—i (Scheme 1) served as
the starting reactants.

Field emission scanning electron microscopy
(FE�SEM) studies of the samples of the starting silica gel
and the catalyst prepared on its basis (20% wt.% of
Cu(ClO4)2 on SiO2) showed that the structure of the
sample slightly changes after the treatment. A commercial
sample contains small particles of silica gel on the surface
of larger grains (Fig. 1, a). In the sample of silica gel with
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supported copper(II) perchlorate, the amount of small
particles on the surface of large grains considerably
increases (Fig. 1, b). The X�ray microanalysis showed
that the catalyst is uniformly distributed over the sur�
face of silica gel. The concentration of copper and
chlorine atoms measured upon scanning along an ar�
bitrary chosen lines on the surface of the sample did
not change.

The search for optimal conditions was performed us�
ing �benzylacetylacetone 1d as a model compound (see
Table 1, entries 4—11).

The product 2d was obtained in acceptable yield with
the v/v ratio CHCl3 : MeCN ranging from 4 : 1 to 20 : 1
(Table 1, entries 4—9). Virtually no peroxide 2d was formed
for the ratio CHCl3 : MeCN = 100 : 1 (entry 10). The
formation of 2d was not observed either when pure chloro�
form, 1,2�dichloroethane, or toluene were used (entry 11),
that can be apparently explained by low solubility of
Cu(ClO4)2 in these solvents.

Scheme 1

Com� R1 R2

pounds 1, 2
a n�C6H13 Me
b CH2=CHCH2 Me
c CH2CH2COOEt Me
d Bn Me
e 4�MeC6H4CH2 Me
f Me OEt
g Bu OEt
h CH2CH2CN OEt
i Bn OEt

Conditions: ButOOH, Cu(ClO4)2/SiO2, solvent.

Fig. 1. Microphotographs of the samples of commercial SiO2 (a) and the catalyst Cu(ClO4)2•6H2O/SiO2 (b).
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a
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A possibility of the catalyst reuse was shown for the
model synthesis of peroxide 2d in the CHCl3—MeCN
(10 : 1) solvent system, in which the solubility of
Cu(ClO4)2 is insignificant (Table 2).

Good yields of peroxidation product 2d were achieved
in the first three cycles of the catalyst reuse, whereas in
subsequent cycles they were considerably lower. In all the
experiments, the Cu(ClO4)2•6H2O/SiO2 catalyst mass
loss as a result of partial dissolution of copper perchlorate
and losses during regeneration was insignificant, about
3—5% after each cycle.

Other peroxides 2a—c and 2e—i were synthesized under
conditions described in entry 6 (see Table 1). The peroxi�
dation of �keto esters 1f—i required a larger amount of
the catalyst. Using compound 1e as an example, we showed
a possibility of a five�fold scaling of the synthesis (en�
try 12). The catalyst reuse was also tested in the case of
substrate 1h (entry 15).

In conclusion, a suggested method for the �peroxida�
tion of �diketones and �keto esters can be used for the
structurally different starting compounds. In all the exper�
iments, the product yields ranges within 65—82%, that
allows one to extend this procedure to other dicarbonyl
compounds. Despite heterogeneous conditions of the pro�
cess, no noticeable decomposition of the peroxide prod�
ucts and tert�butyl hydroperoxide occurs. The catalyst can
be regenerated and efficiently enough used in three con�
secutive cycles.

Experimental

1H NMR spectra were recorded on a Bruker AM 300 spectro�
meter (300.13 MHz for 1H, 75.48 MHz for 13C) in CDCl3. To
perform scanning electronic microscopy,23 the samples before
studies were placed on the surface of aluminum stage 25 mm in
diameter and fixed by a conducting glue. A 10 nm conducting
layer of metal (Pt/Pd, 80/20) was applied on the samples using
magnetron sputtering. The microstructures of the samples
were studied by field emission scanning electron microscopy
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Table 1. Peroxidation of �dicarbonyl compounds 1a—i with tert�butyl hydroperoxidea

Entry Starting Method Solvent Product Product yieldc

compound of stirringb (%)

1 1a MS CHCl3—MeCN (10 : 1) 2a 68
2 1b MS CHCl3—MeCN (10 : 1) 2b 65
3 1c MS CHCl3—MeCN (10 : 1) 2c 72

4 1d MS CHCl3—MeCN (4 : 1) 2d 79
5 1d US CHCl3—MeCN (4 : 1) 2d 80
6 1d MS CHCl3—MeCN (10 : 1) 2d 73

7 1d US CHCl3—MeCN (10 : 1) 2d 75
8 1d MS CHCl3—MeCN (20 : 1) 2d 65
9 1d US CHCl3—MeCN (20 : 1) 2d 59

10 1d MS CHCl3—MeCN (100 : 1) 2d —d

11 1d MS CHCl3
e 2d —d

12 1e MS CHCl3—MeCN (10 : 1) 2e 75 (73)f

13 1f MS CHCl3—MeCN (10 : 1) 2f 75
14 1g MS CHCl3—MeCN (10 : 1) 2g 71
15 1h MS CHCl3—MeCN (10 : 1) 2h 72 (67, 61)g

16 1i MS CHCl3—MeCN (10 : 1) 2i 82

a Conditions: 20 mol.% of [Cu] were used per 1 mol of the starting compound in the case of diketones 1a—e or
40 mol.% of [Cu] in the case of keto esters 1f—i, 6 mmol of ButOOH, 7 mL of the solvent; reflux, 6 h.
b MS stands for mechanical stirring, US stands for sonication.
c Calculated on the isolated product.
d Trace amounts.
e The same result was obtained when 1,2�dichloroethane or toluene were used.
f Five�fold scaling of loading.
g For two reuses of the catalyst.

(FE�SEM) on a Hitachi SU8000 electron microscope. The im�
ages were obtained in the mode of registration of secondary elec�
trons at accelerating voltage of 10 kV and operating distance of
8—10 mm. The morphology of the samples was studied with the
correction on the surface effects of the conducting layer sputtering.

Thin�layer chromatography was carried out on Silufol UV�254
plates with Silpearl sorbent in petroleum—ethyl acetate solvent
systems. Commercially available reactants were purchased from
Acros. Domestically produced solvents were distilled before use.
Silica gel (0.060—0.200 mm, 60 Å, CAS 7631�86�9, Acros) was
used for column chromatography and for the preparation of

the Cu(ClO4)2/SiO2 catalyst. Ultrasonic experiments were
performed using a UZV�3/200�TN�RELTEK ultrasonic bath
(290 W, 22 kHz).

Dicarbonyl compounds 1a,24 1b,25 1c,26 1d,27 1e,28 1g,29

1h,30 1i31 were synthesized according to the known procedures.
3�Hexylpentane�2,4�dione (1a).24 An oil. 1H NMR, : 0.83

(t, 3 H, CH3CH2, J = 6.6 Hz); 1.22—1.26 (m, 8 H); 1.78 (q, 1.5 H,
CHCH2, J = 7.3 Hz); 2.02—2.17 (m, 6.5 H); 3.56 (t, 0.6 H,
CHCH2, J = 7.3 Hz), 16.63 (br.s, 0.4 H, OH).

3�Allylpentane�2,4�dione (1b).25 An oil. 1H NMR, : 2.06
(s, 3 H, CH3); 2.13 (s, 3 H, CH3); 2.57 (m, 1 H, CHCH2CH); 2.95
(d, 1 H, CHCH2C, J = 5.1 Hz); 3.69 (t, 0.5 H, CHCO,
J = 7.3 Hz); 4.93—5.86 (m, 3 H, CH2CHCH2); 16.67 (br.s,
0.5 H, OH).

Ethyl 4�acetyl�5�oxohexanoate (1c).26 An oil. 1H NMR,
: 1.22 (t, 3 H, CH3CH2, J = 6.9 Hz); 2.04—2.58 (m, 10 H,
CH3CO, 2 CH2); 3.70 (t, 0.6 H, CH, J = 6.9 Hz); 4.06—4.13
(m, 2 H, CH2O); 16.82 (br.s, 0.4 H, OH).

3�Benzylpentane�2,4�dione (1d).27 An oil. 1H NMR, : 2.07
(s, 3 H, CH3); 2.12 (s, 3 H, CH3); 3.15 (d, 1 H, CH2CH, J = 7.3 Hz);
3.65 (s, 1 H, CH2); 4.00 (t, 0.7 H, CH, J = 7.3 Hz); 7.13—7.30
(m, 5 H, CHAr); 16.82 (br.s, 0.3 H, OH).

3�(4�Methylbenzyl)pentane�2,4�dione (1e).28 An oil. 1H NMR,
: 2.06 (s, 3 H, CH3); 2.11 (s, 6 H, CH3); 2.30 (s, 1.5 H, CH3CAr);
2.32 (s, 1.5 H, CH3CAr); 3.10 (d, 1 H, CH2CH, J = 7.3 Hz); 3.61
(s, 1 H, CH2); 3.99 (t, 0.5 H, CH, J = 7.3 Hz); 6.97—7.15 (m, 4 H,
CHAr); 16.81—16.83 (br.s, 0.5 H, OH).

Ethyl 2�acetylhexanoate (1g).29 A colorless oil. 1H NMR,
: 0.84 (t, 3 H, CH3CH2CH2, J = 6.6 Hz); 1.16—1.35 (m, 7 H,

Table 2. The efficiency of the catalytic system Cu(ClO4)2•6H2O/
SiO2 in six catalytic cycles of the preparation of peroxide 2d

Cycle Amount of Loss in weight Yield of 2db

catalyst loaded of the catalysta (%)
in reaction/mg (%)

1 687 — 73
2 667 3 71
3 646 3 68
4 627 3 55
5 596 5 43
6 572 4 33

a Based on the initial amount of the catalyst taken in the cycle.
b Yield of the isolated product.
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CH3CH2O, CH2CH2); 1.72—1.87 (m, 2 H, CH2CH); 2.17 (s, 3 H,
CH3CO); 3.33 (t, 1 H, CH, J = 7.3 Hz); 4.14 (q, 2 H, CH2O,
J = 7.3 Hz).

Ethyl 2�(2�cyanoethyl)�3�oxobutanoate (1h).30 A colorless
oil. 1H NMR, : 1.25 (t, 3 H, CH3CH2O, J = 6.9 Hz); 2.05—2.16
(m, 2 H, CH2CH); 2.25 (s, 3 H, CH3COCH); 2.40 (t, 2 H,
CH2CN, J = 7.0 Hz); 3.60 (t, 1 H, CH, J = 6.9 Hz); 4.19 (q, 2 H,
CH2O, J = 7.0 Hz).

Ethyl 2�benzyl�3�oxobutanoate (1i).31 A colorless oil. 1H NMR,
: 1.18 (t, 3 H, CH3CH2, J = 7.3 Hz); 2.16 (s, 3 H, CH3CO);
3.14 (d, 2 H, CH2CH, J = 8.1 Hz); 3.76 (t, 1 H, CH, J = 7.3 Hz);
4.13 (q, 2 H, CH2O, J = 7.3 Hz); 7.14—7.27 (m, 5 H, CHAr).

A catalyst Cu(ClO4)2•6H2O/SiO2. The salt Cu(ClO4)2•

6H2O (195 mg) was added to MeOH (5 mL) with stirring, after
its complete dissolution SiO2 (495 mg, 80 wt.% calculated on
Cu(ClO4)2) was added. The mixture was treated with ultrasound
for 10 min. The solvent was evaporated in vacuo of a water�jet
pump at 60 C for 20 min to obtain Cu(ClO4)2•6H2O/SiO2
(687 mg) with the mass content of Cu(ClO4)2 about 20%. The
catalyst with the content of Cu(ClO4)2 about 40% was obtained
similarly, using SiO2 (150 mg, 60 wt.% of SiO2 calculated on
Cu(ClO4)2.).

Peroxides 2a—e (general procedure). A catalyst Cu(ClO4)2•

6H2O/SiO2 (642—935 mg, 0.2 mol of [Cu] per 1 mol of the
substrate) was added to a solution of diketone 1a—e (500 mg,
2.45—3.57 mmol) in a proper solvent (7 mL), the mixture was
brought to reflux and 70% aqueous ButOOH (1.89—2.76 g,
14.7—21.4 mmol, 6 mol of ButOOH per 1 mol of the substrate)
was added in six portions (0.32—0.46 g each) every 1 h. After
addition of the last portion, the mixture was refluxed for 1 h. The
mixture was subjected to ultrasound or vigorous mechanical stir�
ring using an upper�drive stirrer. Then, the reaction mixture was
cooled to room temperature, diluted with CH2Cl2 (15 mL), the
solvent (13 mL) was decanted from the precipitate, repeating
this procedure five times. The combined organic phases were
washed with 1% aqueous HCl (10 mL) and water (2×15 mL) and
dried with Na2SO4. The solvent was evaporated in vacuo of
a water�jet pump. The residue was subjected to chromatography
using gradient 530% ethyl acetate in light petroleum. The yields
of the products are given in Table 1.

Peroxides 2f—i were obtained similarly using 0.594—1.148 g
(0.4 mol of [Cu] per 1 mol of the substrate) of the catalyst. The
yields of the products are given in Table 1.

Synthesis of peroxides using a regenerated catalyst. The cata�
lyst Cu(ClO4)2•6H2O/SiO2 (687 mg, 0.2 mol of Cu(ClO4)2 per
1 mol of diketone 1d) was added to a solution of diketone 1d
(500 mg, 2.63 mmol) in the CHCl3—MeCN solvent system (7 mL,
10 : 1 v/v) (in the 2—6 cycles, a catalyst regenerated from the
preceding cycle was used), the mixture was brought to reflux and
70% aqueous ButOOH (2.04 g, 15.8 mmol, 6 mol of ButOOH
per 1 mol of 1d) was added in six portions (0.34 g each) every 1 h.
After addition of the last portion, the mixture was refluxed for
1 h. The mixture was subjected to vigorous mechanical stirring
using an upper�drive stirrer. Then, the reaction mixture was
cooled to room temperature, diluted with CH2Cl2 (15 mL), the
solvent (13 mL) was decanted from the precipitate, repeating
this procedure five times. The combined organic phases were
washed with 1% aqueous HCl (10 mL) and water (215 mL) and
dried with Na2SO4. The solvent was evaporated in vacuo of
a water�jet pump. The residue was subjected to chromatography
using gradient 530% ethyl acetate in light petroleum. The cat�

alyst was regenerated by evaporation of the residual solvents at
room temperature in vacuo of a water�jet pump for 30 min. The
yields of product 2d are given in Table 2.

3�(tert�Butylperoxy)�3�hexylpentane�2,4�dione (2a). Rf 0.60
(light petroleum—ethyl acetate, 20 : 1). An oil. 1H NMR, : 0.83
(t, 3 H, CH3CH2, J = 6.9 Hz); 1.22—1.26 (m, 17 H, 3 CH3C,
(CH2)4); 1.96—2.03 (m, 2 H, CCH2); 2.18 (s, 6 H, CH3CO).
13C NMR, : 13.9 (CH3CH2), 22.5, 22.8, 26.5 (CH3C), 26.9,
29.4, 31.2, 31.4, 80.7 (CH3C), 97.3 (CH2C), 203.5 (CO).

3�Allyl�3�(tert�butylperoxy)pentane�2,4�dione (2b). Rf 0.65
(light petroleum—ethyl acetate, 20 : 1). An oil. 1H NMR, : 1.29
(s, 9 H, CH3C); 2.16 (s, 6 H, CH3CO); 2.79 (d, 2 H, CH2C,
J = 7.3 Hz); 5.04—5.10 (m, 2 H, CH2CH); 5.65—5.79 (m, 1 H,
CH). 13C NMR, : 26.5 (CH3C), 26.9 (CH3CO), 35.6 (CH2C),
80.9 (CH3C), 97.0 (CH2C), 119.1 (CH2CH), 131.5 (CH),
202.7 (CO).

Ethyl 4�acetyl�4�(tert�butylperoxy)�5�oxohexanoate (2c).
Rf 0.68 (light petroleum—ethyl acetate, 10 : 1). An oil. 1H NMR,
: 1.20 (t, 3 H, CH3CH2, J = 7.3 Hz); 1.27 (s, 9 H, CH3C); 2.18
(s, 6 H, CH3CO); 2.24—2.38 (m, 4 H, CH2CH2); 4.07 (q, 2 H,
CH2O, J = 7.3 Hz). 13C NMR, : 14.1 (CH3CH2), 26.3 (CH2C),
26.4 (CH3C), 26.7 (CH3CO), 28.2 (CH2C), 60.5 (CH2O), 81.0
(CH3C), 96.2 (C), 172.6 (COO), 202.6 (COCH3).

3�Benzyl�3�(tert�butylperoxy)pentane�2,4�dione (2d). Rf 0.56
(light petroleum—ethyl acetate, 20 : 1). An oil. 1H NMR, : 1.33
(s, 9 H, CH3C); 1.97 (s, 6 H, CH3CO); 3.35 (s, 2 H, CH2);
7.15—7.23 (m, 5 H, CHAr). 13C NMR, : 26.6 (CH3C), 27.2
(CH3CO), 37.0 (CH2), 81.3 (CH3C), 97.0 (CH2C), 126.7, 128.0,
130.5, 135.0 (CAr), 203.3 (CO).

3�(tert�Butylperoxy)�3�(4�methylbenzyl)pentane�2,4�dione (2e).
Rf 0.47 (light petroleum—ethyl acetate, 20 : 1). An oil. 1H NMR,
: 1.33 (s, 9 H, CH3C); 1.98 (s, 6 H, CH3CO); 2.29 (s, 3 H); 3.31
(s, 2 H, CH2); 7.05 (m, 4 H, CHAr). 13C NMR, : 21.0, 26.7
(CH3C), 27.3 (CH3CO), 36.7 (CH2), 81.3 (CH3C), 97.0 (CH2C),
128.8, 130.4, 131.8, 136.3 (CAr), 203.6 (CO).

Ethyl 2�(tert�butylperoxy)�2�methyl�3�oxobutanoate (2f).
Rf 0.77 (light petroleum—ethyl acetate, 10 : 1). An oil. 1H NMR,
: 1.20—1.25 (m, 12 H, 3 CH3C, CH3CH2); 1.54 (s, 3 H, CH3);
2.24 (s, 3 H, CH3); 4.17 (q, 2 H, CH3CH2, J = 7.3 Hz).
13C NMR, : 13.9 (CH3), 18.2 (CH3), 25.5 (CH3), 26.3 (CH3C),
61.6 (OCH2), 80.6 (CH3C), 89.6 (C), 167.9 (COO), 203.6 (CO).

Ethyl 2�acetyl�2�(tert�butylperoxy)hexanoate (2g). Rf 0.79
(light petroleum—ethyl acetate, 20 : 1). An oil. 1H NMR, : 0.86
(t, 3 H, CH3CH2CH2, J = 7.3 Hz); 1.18—1.33 (m, 16 H, CH3C,
CH3CH2O, CH3CH2CH2); 1.99—2.14 (m, 2 H, CH2C); 2.22
(s, 3 H, CH3CO); 4.17 (q, 2 H, CH2O, J = 7.3 Hz). 13C NMR,
: 13.8, 14.0 (CH3), 22.2 (CH3CH2CH2), 24.9 (CH3CO), 26.4
(CH3C), 30.8 (CH2C), 61.4 (CH2O), 80.5 (CH3C), 92.1 (C),
167.6 (COO), 203.5 (CO).

Ethyl 2�(tert�butylperoxy)�2�(2�cyanoethyl)�3�oxobutanoate
(2h). Rf 0.48 (light petroleum—ethyl acetate, 10 : 1). An oil.
1H NMR, : 1.20—1.24 (m, 12 H, CH3C, CH3CH2O); 2.24 (s, 3 H,
CH3CO); 2.30—2.35 (m, 2 H, CH2CH2); 2.48 (t, 2 H, CH2CH2,
J = 7.33 Hz); 4.18 (q, 2 H, CH2O, J = 7.3 Hz). 13C NMR,
: 11.3 (NCCH2), 13.7 (CH3CH2), 25.9, 26.2, 26.5 (CH2C, CH3C,
CH3CO), 62.2 (CH2O), 81.3 (CH3C), 90.4 (CH2C), 118.9 (CN),
165.8 (COO), 201.0 (CO).

Ethyl 2�benzyl�2�(tert�butylperoxy)�3�oxobutanoate (2i).
Rf 0.60 (light petroleum—ethyl acetate, 10 : 1). An oil. 1H NMR,
: 1.22 (t, 3 H, CH3CH2, J = 7.3 Hz); 1.30 (s, 9 H, CH3C); 1.89
(s, 3 H, CH3CO); 3.33 (d, 1 H, CH2C, J = 13.9 Hz); 3.56 (d, 1 H,
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CH2C, J = 13.9 Hz); 4.11—4.24 (m, 2 H, CH2O); 7.16—7.26
(m, 5 H, CHAr). 13C NMR, : 13.9 (CH3CH2), 26.6 (CH3C),
27.1 (CH3CO), 37.1 (CArCH2), 61.6 (CH3CH2), 81.1 (CH3C),
92.6 (CH2C), 126.7, 127.9, 130.6, 134.9 (CAr), 167.6 (COO),
203.5 (CO).
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Studies of the N. D. Zelinsky Institute of Organic Chem�
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Terzić, D. Opsenica, D. Milić, B. Tinant, K. S. Smith, W.
K. Milhous, B. A. Šolaja, J. Med. Chem., 2007, 50,
5118—5127.

6. (a) R. Matyáš, P. Ju í, Primary Explosives, Springer Heidel�
berg—New York—Dordrecht—London, 2013, 338 pp.;
(b) J. Chen, W. Wu, A. J. McNeil, Chem. Commun., 2012,
48, 7310—7312; (c) K. B. Landenberger, O. Bolton, A. J.
Matzger, Angew. Chem., Int. Ed., 2013, 52, 6468—6471;
(d) R. Matyáš, R. Jirásko, A. Ly ka, J. Pachmán, Propellants
Explos. Pyrotech., 2011, 36, 219—224; (e) H. Östmark,
S. Wallin, H. G. Ang, Propellants Explos. Pyrotech., 2012,
37, 12—23; (f) A. O. Terent´ev, M. M. Platonov, E. J. Sonn�
eveld, R. Peschar, V. V. Chernyshev, Z. A. Starikova, G. I.
Nikishin, J. Org. Chem., 2007, 72, 7237—7243.

7. (a) Y. Li, H.�D. Hao, Q. Zhang, Y. Wu, Org. Lett., 2009, 11,
1615—1618; (b) B. Das, M. Krishnaiah, B. Veeranjaneyulu,
B. Ravikanth, Tetrahedron Lett., 2007, 48, 6286—6289;
(c) P. Ghorai, P. H. Dussault, Org. Lett., 2008, 10, 4577—4579;
(d) A. O. Terent´ev, M. M. Platonov, A. S. Kashin, G. I.
Nikishin, Tetrahedron, 2008, 64, 7944—7948; (e) A. O.
Terent´ev, A. V. Kutkin, M. M. Platonov, Yu. N. Ogibin,
G. I. Nikishin, Tetrahedron Lett., 2003, 44, 7359—7363;
(f) A. G. Griesbeck, T. T. El�Idreesy, L.�O. Hoeinck, J. Lex,
R. Brun, Bioorg. Med. Chem. Lett., 2005, 15, 595—597;
(g) J. F. B. Hall, R. A. Bourne, X. Han, J. H. Earley,
M. Poliakoff, M. W. George, Green Chem., 2013, 15, 177—180;
(h) A. Bunge, H.�J. Hamann, J. Liebscher, Tetrahedron Lett.,
2009, 50, 524—526; (i) B. Das, B. Veeranjaneyulu, M. Krish�
naiah, P. Balasubramanyam, J. Mol. Catal., A, 2008, 284,
116—119; (j) D. Azarifar, K. Khosravi, F. Soleimanei, Syn�
thesis, 2009, 2553—2556; (k) S. Pramanik, P. Ghorai, Org.
Lett., 2013, 15, 3832—3835; (l) A. G. Griesbeck, V. Schlundt,
J. M. Neudoerfl, RSC Adv., 2013, 3, 7265—7270; (m) M. Ravi,
D. Anand, R. Maurya, P. Chauhan, N. K. Naikade, S. K.
Shukla, P. P. Yadav, Synlett, 2013, 24, 173—176; (n) A. Bar�
toschek, T. T. El�Idreesy, A. G. Griesbeck, L.�O. Hoeinck,
J. Lex, C. Miara, J. M. Neudoerfl, Synthesis, 2005, 2433—2444;
(o) A. Rieche, C. Bischoff, Chem. Ber., 1962, 95, 77—82;
(p) N. A. Milas, O. L. Mageli, A. Golubovic, R. W. Arndt,
J. C. J. Ho, J. Am. Chem. Soc., 1963, 85, 222—226; (q) A. O.
Terent´ev, D. A. Borisov, V. A. Vil´, V. M. Dembitsky, Beil�
stein J. Org. Chem., 2014, 10, 34—114; (r) A. O. Terent´ev,
D. A. Borisov, V. V. Semenov, V. V. Chernyshev, V. M.
Dembitsky, G. I. Nikishin, Synthesis, 2011, 2091—2100.

8. (a) A. O. Terent´ev, D. A. Borisov, V. V. Chernyshev, G. I.
Nikishin, J. Org. Chem., 2009, 74, 3335—3340; (b) A. O.
Terent´ev, D. A. Borisov, I. A. Yaremenko, V. V. Cherny�
shev, G. I. Nikishin, J. Org.Chem., 2010, 75, 5065—5071;
(c) I. A. Yaremenko, A. O. Terent´ev, V. A. Vil´, R. A. Novikov,
V. V. Chernyshev, V. A. Tafeenko, D. O. Levitsky, F. Fleu�
ry, G. I. Nikishin, Chem. Eur. J., 2014, 20, 10160—10169;
(d) A. O. Terent´ev, I. A. Yaremenko, V. A. Vil´, I. K. Moi�
seev, S. A. Kon´kov, V. M. Dembitsky, D. O. Levitsky, G. I.
Nikishin, Org. Biomol. Chem., 2013, 11, 2613—2623 ; (e) A. O.



Terent´ev et al.2466 Russ.Chem.Bull., Int.Ed., Vol. 63, No. 11, November, 2014

Terent´ev, I. A. Yaremenko, V. A. Vil´, V. M. Dembitsky,
G. I. Nikishin, Synthesis, 2013, 45, 246—250.

9. (a) M. S. Kharasch, P. Pauson, W. Nudenberg, J. Org. Chem.,
1953, 18, 322—327; (b) M. S. Kharasch, A. Fono, J. Org.
Chem., 1958, 23, 324—325; (c) M. S. Kharasch, A. Fono,
J. Org. Chem., 1959, 24, 72—78.

10. (a) G. B. Shul´pin, J. Gradinaru, Y. N. Kozlov, Org. Biomol.
Chem., 2003, 1, 3611—3617; (b) S. Araneo, F. Fontana,
F. Minisci, F. Recupero, A. Serri, J. Chem. Soc., Chem. Com�
mun., 1995, 1399—1400; (c) A. Bravo, H.�R. Bjørsvik,
F. Fontana, L. Liguori, F. Minisci, J. Org. Chem., 1997, 62,
3849—3857; (d) M. B. Meder, L. H. Gade, Eur. J. Inorg.
Chem., 2004, 22716—2722; (e) T. Punniyamurthy, L. Rout,
Coord. Chem. Rev., 2008, 252, 134—154.

11. (a) W. Treibs, G. Pellmann, Chem. Ber., 1954, 87,
1201—1205; (b) L. Saussine, E. Brazi, A. Robine, H. Mi�
moun, J. Fischer, R. Weiss, J. Am. Chem. Soc., 1985, 107,
3534—3540.

12. (a) R. A. Leising, Y. Zang, L. Que, Jr., J. Am. Chem. Soc.,
1991, 113, 8555—8557; (b) T. Kojima, R. A. Leising, S. Yan,
L. Que, Jr., J. Am. Chem. Soc., 1993, 115, 11328—11335;
(c) I. W. C. E. Arends, K. U. Ingold, D. D. M. Wayner, J. Am.
Chem. Soc., 1995, 117, 4710—4711; (d) W. Liu, Y. Li, K. Liu,
Z. Li, J. Am. Chem. Soc., 2011, 133, 10756—10759.

13. F. Minisci, F. Fontana, S. Araneo, F. Recupero, J. Chem.
Soc., Chem. Commun., 1994, 1823—1824.

14. M. T. Rispens, O. J. Gelling, A. M. de Vries, A. Meetsma,
F. van Bolhuis, B. L. Feringa, Tetrahedron, 1996, 52,
3521—3546.

15. J. Q. Yu, E. J. Corey, Org. Lett., 2002, 4, 2727—2730.
16. T. Nishimura, T. Onoue, K. Ohe, J. I. Tateiwa, S. Uemura,

Tetrahedron Lett., 1998, 39, 4359—4362.
17. (a) S.�I. Murahashi, D. Zhang, Chem. Soc. Rev., 2008, 37,

1490—1501; (b) S.�I. Murahashi, T. Naota, T. Kuwabara,
T. Saito, H. Kumobayashi, S. Akutagawa, J. Am. Chem. Soc.,
1990, 112, 7820—7822; (c) S.�I. Murahashi, T. Naota,
K. Yonemura, J. Am. Chem. Soc., 1988, 110, 8256—8258.

18. M. Yoshioka, T. Nishioka, T.Hasegawa, J. Org. Chem., 1993,
58, 278—281.

19. J. Christoffers, T.Werner, W. Frey, A. Baro, Eur. J. Org.
Chem., 2003, 4879—4886.

20. M. T. Rahman, H. Nishino, Org. Lett., 2003, 5, 2887—2890.
21. (a) G. Bianchi, F. Mazza, T. Mussini, Electrochim. Acta,

1962, 7, 457—473; (b) K. Goszner, H. Bischof, J. Catal.,
1974, 32, 175—182; (c) J. Weiss, Trans. Faraday Soc., 1935,
31, 1547—1557; (d) D. B. Broughton, R. L. Wentworth,

J. Am. Chem. Soc., 1947, 69, 741—744; (e) S.�H. Do,
B. Batchelor, H.�K. Lee, S.�H. Kong, Chemosphere, 2009, 75,
8—12; (f) M. A. Hasan, M. I. Zaki, L. Pasupulety, K. Ku�
mari, Appl. Catal., A, 1999, 181, 171—179; (g) Y. Yang, A. C.
C. Tseung, Z. G. Lin, J. Electroanal. Chem., 1994, 370, 159—164.

22. (a) G. I. Nikishin, A. V. Aleksandrov, A. V. Ignatenko, E. K.
Starostin, Bull. Acad. Sci. USSR, Div. Chem. Sci. (Engl. Transl.),
1984, 33, 2407—2409 [Izv. Akad. Nauk SSSR, Ser. Khim.,
1984, 2628—2630]; (b) G. P. Chiusoli, F. Minisci, Gazz.
Chim. Ital., 1958, 88, 261—268; (c) F. Minisci, A. Portolani,
Gazz. Chim. Ital., 1959, 89, 1922—1937; (d) J. B. Braunwarth,
G. W. Crosby, J. Org. Chem., 1962, 27, 2064—2067;
(e) Yu. N. Ogibin, E. K. Starostin, A. V. Aleksandrov,
K. K. Pivnitsky, G. I. Nikishin, Synthesis, 1994, 901—903;
(f) O. Blank, N. Raschke, M. R. Heinrich, Tetrahedron Lett.,
2010, 51, 1758—1760; (g) A. Prechter, M. R. Heinrich, Syn�
thesis, 2011, 1515—1525; (h) K. J. McCullough, Yu. Moto�
mura, A. Masuyama, M. Nojima, Chem. Commun., 1998,
1173; (i) Yu. N. Ogibin, A. O. Terent´ev, V. P. Ananikov,
G. I. Nikishin, Russ. Chem. Bull. (Int. Ed.), 2001, 50,
2149—2155 [Izv. Akad. Nauk SSSR, Ser. Khim., 2001,
2052—2057]; (j) H. E. B. Lempers, R. A. Sheldon, K. A. D.
Swift, Chem. Lett., 2002, 830—831; (k) A. Masuyama,
T. Sugawara, M. Nojima, K. J. McCullough, Tetrahedron,
2003, 53, 353—366.

23. A. S. Kashin, V. P. Ananikov, Russ. Chem. Bull. (Int. Ed.),
2011, 60, 2602—2607 [Izv. Akad. Nauk, Ser. Khim., 2011,
2551—2556].

24. M. Ringuet, D. Girard, C. Chapados, Can. J. Chem., 1991,
69, 1070—1079.

25. D. Kalaitzakis, J. D. Rozzell, I. Smonou, S. Kambourakis,
Adv. Synth. Catal., 2006, 348, 1958—1969.

26. R. W. Kluiber, F. Oberender, C. Rossi, J. Org. Chem., 1960,
25, 1069—1070.

27. S. Brooker, J. Olguin, New J. Chem., 2011, 35, 1242—1253.
28. T. Sakai, K. Miyata, S. Tsuboi, M. Utaka, Bull. Chem. Soc.

Jpn., 1989, 62, 4072—4074.
29. W. B. Renfrow, A. A. Renfrow, J. Am. Chem. Soc., 1946,

68, 1801—1804.
30. N. F. Albertson, J. Am. Chem. Soc., 1950, 72, 2594—2599.
31. V. A. Martin, D. H. Murray, N. E. Pratt, Y.�B. Zhao, K. F.

Albizati, J. Am. Chem. Soc., 1990, 112, 6965—6978.

Received October 6, 2014;
in revised form October 27, 2014


	Peroxidation of b�diketones and b�keto esterswith tert�butyl hydroperoxide in the presence of Cu(ClO4)2/SiO2
	Abstract
	Results and Discussion
	Experimental
	References


<<
  /ASCII85EncodePages false
  /AllowTransparency false
  /AutoPositionEPSFiles false
  /AutoRotatePages /PageByPage
  /Binding /Left
  /CalGrayProfile (Gray Gamma 2.2)
  /CalRGBProfile (sRGB IEC61966-2.1)
  /CalCMYKProfile (U.S. Web Coated \050SWOP\051 v2)
  /sRGBProfile (sRGB IEC61966-2.1)
  /CannotEmbedFontPolicy /Warning
  /CompatibilityLevel 1.4
  /CompressObjects /Off
  /CompressPages true
  /ConvertImagesToIndexed true
  /PassThroughJPEGImages true
  /CreateJobTicket false
  /DefaultRenderingIntent /Default
  /DetectBlends true
  /DetectCurves 0.1000
  /ColorConversionStrategy /LeaveColorUnchanged
  /DoThumbnails true
  /EmbedAllFonts true
  /EmbedOpenType false
  /ParseICCProfilesInComments true
  /EmbedJobOptions true
  /DSCReportingLevel 0
  /EmitDSCWarnings false
  /EndPage -1
  /ImageMemory 524288
  /LockDistillerParams true
  /MaxSubsetPct 25
  /Optimize true
  /OPM 1
  /ParseDSCComments true
  /ParseDSCCommentsForDocInfo false
  /PreserveCopyPage true
  /PreserveDICMYKValues true
  /PreserveEPSInfo false
  /PreserveFlatness true
  /PreserveHalftoneInfo false
  /PreserveOPIComments true
  /PreserveOverprintSettings true
  /StartPage 1
  /SubsetFonts false
  /TransferFunctionInfo /Apply
  /UCRandBGInfo /Remove
  /UsePrologue false
  /ColorSettingsFile (Color Management Off)
  /AlwaysEmbed [ true
    /NewStandardA
    /NewStandardA-Bold
    /NewStandardA-BoldItalic
    /NewStandardA-Italic
    /NewtonC
    /NewtonC-Bold
    /NewtonC-BoldItalic
    /NewtonC-Italic
    /PragmaticaC
    /PragmaticaC-Bold
    /PragmaticaC-BoldOblique
    /PragmaticaC-Oblique
    /Symbol
    /symbol
  ]
  /NeverEmbed [ true
    /CourierA
    /CourierA-Bold
    /CourierA-BoldOblique
    /CourierA-Oblique
    /MathFont1
    /Times-Bold
    /Times-BoldItalic
    /TimesET
    /TimesET-Bold
    /TimesET-BoldItalic
    /TimesET-Italic
    /Times-Roman
    /Webdings
    /Wingdings2
  ]
  /AntiAliasColorImages false
  /CropColorImages true
  /ColorImageMinResolution 150
  /ColorImageMinResolutionPolicy /OK
  /DownsampleColorImages true
  /ColorImageDownsampleType /Bicubic
  /ColorImageResolution 202
  /ColorImageDepth -1
  /ColorImageMinDownsampleDepth 1
  /ColorImageDownsampleThreshold 1.50000
  /EncodeColorImages true
  /ColorImageFilter /DCTEncode
  /AutoFilterColorImages true
  /ColorImageAutoFilterStrategy /JPEG
  /ColorACSImageDict <<
    /QFactor 0.40
    /HSamples [1 1 1 1] /VSamples [1 1 1 1]
  >>
  /ColorImageDict <<
    /QFactor 0.76
    /HSamples [2 1 1 2] /VSamples [2 1 1 2]
  >>
  /JPEG2000ColorACSImageDict <<
    /TileWidth 256
    /TileHeight 256
    /Quality 15
  >>
  /JPEG2000ColorImageDict <<
    /TileWidth 256
    /TileHeight 256
    /Quality 15
  >>
  /AntiAliasGrayImages false
  /CropGrayImages true
  /GrayImageMinResolution 150
  /GrayImageMinResolutionPolicy /OK
  /DownsampleGrayImages true
  /GrayImageDownsampleType /Bicubic
  /GrayImageResolution 202
  /GrayImageDepth -1
  /GrayImageMinDownsampleDepth 2
  /GrayImageDownsampleThreshold 1.50000
  /EncodeGrayImages true
  /GrayImageFilter /DCTEncode
  /AutoFilterGrayImages true
  /GrayImageAutoFilterStrategy /JPEG
  /GrayACSImageDict <<
    /QFactor 0.40
    /HSamples [1 1 1 1] /VSamples [1 1 1 1]
  >>
  /GrayImageDict <<
    /QFactor 0.76
    /HSamples [2 1 1 2] /VSamples [2 1 1 2]
  >>
  /JPEG2000GrayACSImageDict <<
    /TileWidth 256
    /TileHeight 256
    /Quality 15
  >>
  /JPEG2000GrayImageDict <<
    /TileWidth 256
    /TileHeight 256
    /Quality 15
  >>
  /AntiAliasMonoImages false
  /CropMonoImages true
  /MonoImageMinResolution 1200
  /MonoImageMinResolutionPolicy /OK
  /DownsampleMonoImages true
  /MonoImageDownsampleType /Bicubic
  /MonoImageResolution 610
  /MonoImageDepth -1
  /MonoImageDownsampleThreshold 1.48689
  /EncodeMonoImages true
  /MonoImageFilter /CCITTFaxEncode
  /MonoImageDict <<
    /K -1
  >>
  /AllowPSXObjects true
  /CheckCompliance [
    /None
  ]
  /PDFX1aCheck false
  /PDFX3Check false
  /PDFXCompliantPDFOnly false
  /PDFXNoTrimBoxError true
  /PDFXTrimBoxToMediaBoxOffset [
    0.00000
    0.00000
    0.00000
    0.00000
  ]
  /PDFXSetBleedBoxToMediaBox true
  /PDFXBleedBoxToTrimBoxOffset [
    0.00000
    0.00000
    0.00000
    0.00000
  ]
  /PDFXOutputIntentProfile (None)
  /PDFXOutputConditionIdentifier ()
  /PDFXOutputCondition ()
  /PDFXRegistryName ()
  /PDFXTrapped /False

  /Description <<
    /RUS ()
  >>
>> setdistillerparams
<<
  /HWResolution [2400 2400]
  /PageSize [595.001 840.999]
>> setpagedevice


