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Payne and co-workers1 have rcgortcd the oxidation of aniline to azoxy- 

benzene, as the aolc product, * in 62% yield by use of an excess of 5G$ 

hydrscn neroxide with acetonitrile as a coreactant in methanol at a pH 

of 3. In connection with other ;;ork that is bein? carried out in this 

laboratory, wc wished to prepare the diaacpine oxide I and felt that 

>ayne*s oxidation method' 'clith 2,2'-diamino-4,4'-dinitrodiphenylnethane 

(II) vould bc a convenient route to I 

Ve have found, houcvcr, that '.?hen II is oxidized, as described by 

Payne,l with 507* hydrogen Peroxide and acctonitrile in mathanol at p?I 3 
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1072 A novel oxidation reaction 

f& the C~CCSS :lydrogan peroxide destroyed in 48 hours in ti\c cold wit11 

palladium on clwrcoal, n-dinitrobcnzenc3 is obtained in 67% yield. If the 

oxcc~ls of bydrogcn peroxide is destroyed over one hour, m-dinitrobcnaene' 

and m-nitronniline3 are obtained in 50% and 11% yield rcspcctively. When 

30% hydrogen peroxide is used, mitroaniline3 is o:L?incd in 50% yield. 
. 

In a fc:> cases 3,3'-dinitroazoxybcnncne> ;ms also obtairzcd depending upon 

the experimental conditions. Skilar results lwre obtcined usix acctonc 

or ethanol as the solvent. Aboencc of tbc acctonitrila rcsultcd only in 

the recovery of starting material (II). Use of 0 smeller quantity of 5% 

hydrogen peroxide (0.1 mole per 0.005 molt of II e.5 compared to 0.6 r.lole 

per 0.005 mole. df II normally used) resulted in the rccwery of II. 

Reaction of m-nitroaniline with 50% hydrogen peroxide snd acrztonitrile 

at pH 0 gave a 6Q% yield of 3,3*-dinitroazoxybcnxcne, 3 vhilo reaction of 

3,3*-dinitroazoz+enenzene in a eir6lar mnncr led to its c!uatitativc 

recovery thus arcuiq against one of these comoounds being nn interxcdiato 

in the formation of the m-dinitrobenzene. Prclil.linary experiments indicntc 

that the isonari(! 2,2*-dinitro-4,4*-diaminodi?henylmeth.?n dots not yield 

the above products when subjected to this reaction indicati= that perhaps 

the formation of a coni>ound such as I misht bc necessary for the reaction. 

Other related con?ounde and possible intermediates as ~~11 as other 

reaction conditions are now under study to determine the scope and the 

mechaniclm of this reectLon. 

3 
Correct m.p. analysis; no depresaiofi on r.iixed m.p. with an authentic 

opectra identical with authentic sanplc. 


