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CYCLOEUTYL-CYCLOPROPYLCARBINYL REARRANGEl’lENT OF 

4,4-OICHLOROTETRACYCLO[3.3.0.02~a.03~6]0CTANES 

P.M. Kwantes and C.W. Klumpp* 

Scheikundig Laboratorium der Vrijs Universiteit, Amsterdam, The Netherlands 

Due to the presence of a cyclopropylcarbinyl as well as a cyclobutyl moiety substituted 

tetracyclo[5.3.0.02’B.03~6] octanes (I)’ are expected to have a rather high reactivity 

and a distinct propensity for rearrangements. Recently we reported on the formation 

of 2(4)-chlorosemibullvalene by fragmentation of the Grignard compounds derived from 

the trihalogenides Ic and Id2: 
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Earlier proposals concerning the 

square-pyramidal (III) carbonium 

derivatives3 prompted a study of 

.Cl 

formation of triahomocyclopropenyl (II) or bishomo- 

ions from tetr*cyclo[3.3.0.0 2,Beo3,6 
I octane 

the cationic behaviour of I. 
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In this letter wa report that silver ion catalyzed hydrolysis of Ia and Ib4 does not 

lead to the products expected from intermediates corresponding to II or III but, 

instead, yields mixtures of the epimeric tetracyclo[3.3.0.02’~.04~6~octan-3-ols 

(Va: endo-0-t-Bu,~-0H:endo-0-~-Bu,exo-OHrexo-0-~-Bu,endo-OH:exo-O-~-Bu,exo-OH -_ - - -- - 

ca. 37:45:14:4; Vb: endo:exo ca. 3:2)’ -- 
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In our system, which is suitable for both reaction paths, the one lsading 

to cyclobutyl-cyclopropylcarbinyl rearrangement is preferred over the one yielding 

6 
nonclassical ions like II or III. One reason may be that the nonclassical carbonium 

ions II and III are destabilized by a chlorine substituant at C-4 more than is IVa,b.‘l 
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