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RECENTLY Chandross and Smolinsky reported the rearrangement of
triphenylcyclopropenyl azide to triphenyltriazine.l As they noted
in their paper, we had also observed this interesting reactlon,
and we wish to report here some other cases 1ln which ring expansion:
occur by internal attack of a substituent attached to the saturated
carbon of a diphenylecycloprovene derivativee

The most closely related example comes from the attempt to prepa:
the hydrazone of 1,2=diphenyle=3=benzoyleyclopropens. Although an
oxinme of this compound 1s easlly prepared, reaction of the ketone
with hydrazine hydrate in refluxing ethanol led to 3,4,6~triphenyl~
dihydropyridazine, identifled by comparison of this compound and
i1ts dehydrogenatlon product with authentlic samplese.
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A similar rearrangement, in that a nucleophlile attacks the
‘double bond and the resulting rearransed anion is resonance
stabilized, oceurs when btriphenyleyclopropenyl cyanide is treated
with phenyl 1lithium, In this case the only product isolated 1s
tetraphenylpyrrole. The reaction is similar to the thermal
rearrangement of cyeclopropyl imines? and ketoness to Tive=membered

heterocycles, but in our case 1t occurs even at ~509 C,

%@. "I

Perhaps the most unusual situation occurs in the reaction of
diphenyleyclopropenecarboxylic acld chloride with phenyl cadmium
reagent in benzenee Addition of the acld chloride at 0° ylelds
only the expected phenyl ketone, but when the additlion is carried
out at 60° the only isolable product is 2,3,5«triphenylfurane
Under the latber conditions some tarry materials are also formed,
but none of the cyclopropene ketone can be detected. Since the
ketone is completely unchanged on treatment with the phenyl cadmium
in refluxing bBenzene ( and the acid chloride is thermally stable)
we feel that the results can be explalned only if the Intermediate

adduct (I) rearranges during the loss of chloride 1lone This

2 J‘ Cloke, Je Am. Ch.em. SOCQ, §_];’ 1174 (1929)0
3 C. Wilson, ibide, 69, 3002 (1947),
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reaction thus demonstrates the presence of a discreet intermediate

such as (I) in a Grignard-type reaction.
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