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Bromination of Azoxybenzene
Jiro YAMAMOTO, Yuuji TANAKA and Takayuki OKA

Department of Materials Science, Faculty of Engineering,
Tottori University, Tottori, 680-8552 Japan

Abstruct: When a reaction mixture of azoxybenzene (1) and bromine was boiled in acetic acid, 4-bromo-
ONN-azoxybenzene (2) was obtained as the major product with 2,4-dibromo-ONN-azoxybenzene except
in a case of molar ratio (1 : bromine=1 : 10). Higher yield of 2 was found by adding FeCls in the reaction
mixture of 1 and bromine. On the other hand, when FeBr: was added in the reaction mixture, the same
or less yields of 2 were found in comparison with the case of no addition of FeBi; A maximum yield of
2 was obtained in a reaction conditions which FeCls; was used as a catalyst in the molar ratio (1 : Br:
FeCli=1:2: 1/10).
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Fig. 1 The reaction of azoxybenzene with bromine

Azoxybenzene (0. 01 mol) was bailed with bromine in acetic
acid (15 ml) for 4 h.

@ : 4 Bromo ONN azoxybonzone (2)

O : 2, 4-Dibromo-ONN- azoxybenzene (3)

(® : Recovered azoxybonzene (1)
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Table 1 Bromjnation of azoxybenzene in the presence of iron
chloride(Il) or iron bromide(1I)

WF % W B 29K

Reactant ratio Catalyst Product(%) Recovery(%)
Entry 1 Br. FeX,  (mol) 2 3 1
1 1 1 none 40  trace 48
2 1 1 FeCl, 0.001 46 0.5 44
3 1 1 FeCl, 0.01 36 12 46
4 1 1 FeBr, 0.001 40 0.0 52
5 1 2 none 65 trace 13
6 1 2 FeCl, 0.001 74 0.5 12
7 1 2 FeBr, 0.001 58 0.4 13

Azoxybenzene(0. 01 mol) was boiled with bromine in acetic acid
(15 m1) for 4 h.
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