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The remarkable 

nelghbourlng vacant 

degree of the lnteraotlon of a oyolopropane ring wlth the 

p-orbital In the cyclopropylcarblnyl systems has been Well 

established. On the other hand, the similar Interaction (I.e., fY-ZlnteraCtlOn) 

In the P-oyolopropylethyl,oation and related systems Is strongly Influenced by 

the relative geometrical arrangement of the oyclopropane ring and the vaaant 

p-orbital. Generally, a rigid conflguratfon (I.e., lla, 21b, etc.) whloh 

allows the maximum overlap of the developlng vacant p-orbital with the 

cyolopropane pseudo x-erbltal Is required to observe the @7Z interaotion in the 

solvolytlo reaction In which the P-oyclopropylethyl cation Is generated. 

Previously, however, the preferential migration of the OyOlOPrOPYl group was 

found In the plnacol rearrangement of a series of plnaool bearing oyolopropyl 

group as the substltuent2. In some open chain P-alkyl, P-oyolopropylethyl 

cation systems, the similar exoluslve Wagner-Meerweln rearrangement of 

oyclopropyl group was also observed by 

Y.E.Rhodes, et.a13., and M.Hanack, et. 

a14. In the present study, we wish 

to report the further details of the doTs 6 

migratory aptitude ofrthe oyolopropyl 1 2 
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c+; AghlOS i 9 7 
C-_CH2B;r A Fi-4-cH2-4 + (>-C-CH2-4 + p-=HO 

OH aq. EtOH 

(80 v%l 

6 7 8 9 

a; E=Me b; E=Et c; E=leo-Pr d; B=t~s-2-methJloYoloprO~~ 

Soheme 2 

Table 2 a). Yields of 7, 8 and 9 (.%I 

I s 2 
a 35.0 0.8 37.8 

b 30.0 0.5 48.0 

0 33.4 (0.1 42.7 

d 4.6 13.8 4.6 

a) The products were 

mass speotra and vpo 

authentic compounds. 

Identified by the oomparlaon of their nmr, Ir, and 

retention times with those o? the oorrespondlng 

the delocallzatlon ol' the positive charge Into the oyolopropane ring In the tran- 

sition state lowered the activation free energy o? the rearrangement of the 

cyclopropyl group ( Scheme 3). The observation that the oyolopropane ring was 

not cleaved and the stereochemistry o? the trans-2-methjloyolopropyl group was 

retalned In the rearranged product seems to be Interesting because It would 

afford a clue to examine the nature of the transition state o? the rearrangement. 

More detailed studies on the traneltlon state are currently In progrese. 

1 &I dH bH 

Scheme 3 

R=H or 
cH3 

i=alkyl 
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