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It is well known that 1,3-diphenylisobenzofdran (la) undergoes photonxidation via the singlet
oxygen addition product (2a) to give o-dibenzoylhenrene (25)3 Diketone formation has also been

reported from photooxidation of 1,3,4,7-tetraphenylisobenzofuran (lb)a and hexaphenylisobenzo-

furan (1c)
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We have now found that keto-ester (4a) is also formed as a minor product of photolysis of la

using either a mercury lamp or sunlight as the ultraviolet source Typically, exposure of a
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solution of lg.of la in 25 ml of benzene in Pyrex glassware fot 2 days in moderate to strong
sunlight results in a 31% yield of insoluble dimer (§)3 and 15% yield of keto-ester (4a)

(based on amount of la not converted to 5), the remainder being diketone (3a).
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In view of the fact that intermediate 2a is, in effect, the ozonide of 1,2-diphenyl-3,4-

benzocyclobutadiene, it is reasonable to assume that keto-ester 4a is formed by a Wieland-type

rearrangement analogous to that reported recently for diphenylacenaphthalene ozonide (g)8 and

thioorzonide (D.9
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In conformity with this mechanism, tetraphenyl-a and hexaphenyl1sobenzofuran10 (1lb and lc,
respectively) should give more keto-ester upon photooxidation since greater resonance stabiliza-
tion of the intermediate allylic radical would be allowed, This was, in fact, realized Both
1b and lc gave yields of approximately 30% of keto-ester (4b and 4c, respectively) under the

11,12
same conditions as determined by isolation of benzoic acid from the reaction mixture hydrolyzlée.
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Interestingly, gas chromatographic analysis of the hydrolyzate of the products from photoly-
sis of la, 1b, and lc with the mercury lamp and of 1b with sunlight showed the presence of
small amounts of phenol as well as benzoic acid. This indicates that keto-ester 8 may also be
formed as a thermsl rearrangement product together with diketone (3), in view of the fact that
Hoffman and Schlessinger prepared the corresponding diketone and keto-ester by heating thio-

ozonide (7) in the dark ?
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