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RECEWCIY Chandross and Smolins!q reported the rearrangement of 

triphenylcyclopropenyl azide to triphenyltriazine.1 As they noted 

in their paper, we had also observed th.Ts interestins reaction, 

and me wish to report here some other cases in which ring expansion: 

occur by internal attack of a substituent attached to the saturated 

carbon of a diphenylcyclopropene derivative. 

The most closely related example comes from the attempt to prepay 

the hydrazone of 1,~diphenyl-3-benxoylcyclopropene. Although an 

oxime of this compound is easily prepared, reaction of the ketone 

Wi%h hydrazine hydrate in refluxing ethanol led to 3,4,6-triphenyE 

dihydropyridazine, identified by comparison of this compound and 

its dehydrogenation product with autnentic samples. 

1 E. Chandross and G. Smolinsky, Tetrahedron Letters,No. 13, 19 (19e 
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~o.26 Sane cyclopropene rearrangwents 

A similar rearrangement, In that a nucleo~hil% 

double bond and the resulting rearranged ax&on is 
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attacks the 

resonance 

stabilized, occurs when trtphenylcycfopropenyl cyanide is treated 

vrith ph%nyl lithium. In this case the only product isolated is 

tetraphenylpyrrole. The reaction its sim:lar to the thermal 

rearrangement of cyclopropyl imines and ketones 3 to fXve==membered 

heterocycles, but in our case it occurs even at -SO0 6. 

Perhaps the most unusual situation occurs in the reaction of 

di~heny~cgclopMp%necarbo~lic acid chloride Mth phenyl cadmium 

reagent in benzene. Addition of the acid chloride at O" yields 

only the expected phenyl ketone, but when the addition is carried 

out at 60' the only isolable product is 2,3,,5-trlphenylPuran. 

Under the latter 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 &enzene ( and the acid chlortde is thermally stable) 

me feel that the results can be explafned only if the intermediate 

adduct (I) rearranges during the loss of chloride ion. 'This 

2 J. Cloke, J, Am. *em. SOC., t$., 1174 (1929). 

3 C. Wilson, w., 69, 3002 (1947). 
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reaction thus demonstrates the presence of a discreet intermediate 

such as (I) in a Grlgnard-tqype reaction. 


