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Current interest in the photochemistw of nitrones and hetero- 

smmatic N-oxides (1) prapts us to report our findings on the photolysis 

of a quinoxaline-di-N-oxide derivativs. 

Exposure to sunlight of a methanolio solution of P-bensoyl-J- 

phewlqa nualine-did-oxide (2) (I) in a Pyrex flask for twelve hours, 

resulted in the prsoipitstion of l,j-dibensoylbenzimidasolone (II) in 709b 

yield. Product II was identioal (mixture m.p. and superimposable infrs- 

red spectrum) with sn authentic sample of 1,3-dibenzoylbenziridazolone 

prepsred by the method of Eeller (3). As expected, hydrolysis of II in 

base gave the known benzimidezolone and two molea of bensoio soid. 

9 
I 

Ph w h 0 

(4 Ph 

0 Ph 

I 

753 

II 



No.8 

0 Ph Ph 

I I III 

v I ($Ph >_I, 

N 0 

Ph 

VI VII 



No.8 755 

The above rearrang.wentoanbe envisaged to involve two nitrone 

fbnctions in one moleoule. It ie generally accepted (1,4) that 

irradiation of nitmnea leads to oxasiraae intenediatea rhioh may 

undergo further theaal and photocherioal marrangementa. Hence, it 

is reasonable to assmne that, on irradiation, I is tranaforned into 

the iaomerio oxazirane III. 

Re.ga.niiog the mechanic for the foonation of II frcm III, re famr 

intezrsdiate IV arising from themal hetemlytic 19-O bond fission of the 

oxazirane ring, es advanced by Splitter and Calvin (ld) for the thenmal 

decomposition of 2,~-diaryloxaairenee, rather than the strained bicyclic 

intermediate VIII oorreeponding to that proposed by Padra (5) for the 

photolysis ofd -benr,oyl-~JLdiphenylnitmne to N,ILdibeneoyl.aniline. 

VIII 
Intelvdiate IV, in which the polritive charge on the nitmgen is 

delooalised by reaonanoe with the adjaoent aromatic ring, nag then be 

postulated to undergo 1,2 benzoyl migration to the eleotmn-defioient 

nitrogen giving V, the driving force for thin shift being supplied by 

the negative charge on the oxygen. &petition of this meohaniam on 
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the nitrone system at positions 3 and 4 would then give the observed 

prcduct (II) by ring contrcu:tion (6). Further ro* on systems related 

to I is in progress. 

Acknowledgment: We thank the Basoaroh Corporation and the Arta 

and Sciences Researoh Committee of the American University of Beirut 

for financial support. 

1 (8) Y. Iahikkwa, S. Ymada, ad C. Kaneko, Warm. Chew Bull. 

(Japan) 12, 747 (1965); (b) J. Sixwith and C. Siaatt, Tetrahedron 

m, 1,z, 1347 (1966); (c) C. Kaneko, S. Ymda, and M. Ishikma, 

ibid, 12, 2145 (1966); (d) J.S. Splitter end Y. Calvin, J. Oru. Chem., 

rO,, 3427 (1965); (e) 0. *hard% J. Becher and C. Lohse, Acta Chem. 

_., X), 262 (1966); (f) G.W.H. Cheemao and E.S.G. T8rzs, J_. Soand 

Chem. Sot., i(d), 157 (1966); (g) R.O. Kan sad R.L. Furry, btra- 

hedron Letters, 22, 2573 (1966). 

The preparation of I will be reported elstiere. 

Heller in E. 24, II, 63. 

p. Krohnke, &. 2, 203 (1957). 

A. Padra. J. Amer. Chew Sot., 8& 4365 (1965). 

Another conceivable mechanian might involve initial oxasirane 

formation at positions 3 and 4, leading to a ring contracted 

intermediate. The latter rearranges to another oxaairane, which 

upon cleavage awl benzoyl migration gives II. 


