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teristically distinguished by the length of the side chain of the central 

carbon atom. 

The compounds falling on curve A are the ones havinq at least one side chain 

with a linear arrangement of three carbon atoms 8) . It is suggested that B-strain 
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Correlation between rates of thennolysis of I and 

rates of solvolysis of II (data from the table) 

effects are the main factor responsible for the correlations in the figure, but 

an overlapping additional effect, which is responsible for the separation into 

two groups, is recognized. Among several alternatives we discuss presently the 

interpretation, that solvation of the leaving group is hindered in the com- 

pounds of curve A by l,C-interactions between the carbonyl oxygen and the side 

chain8"). Therefore solvolysis of these compounds is relatively retarded. 

After correction for the multiplicative effect in the thermolysis reaction a 
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Table 

Rates of thermolysis of azoalkanes I (180°C, ethylbenzene) and of solvolysls 

of p-nitrobenzoates II (60 ~01% dioxane-water; 0.1 M LlClO - 
R'R2R3C-N=N-CR1R2R3 I 123 

4, loo°C) 
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a) kl=1.02~10-4sec-1; b) k,=l.80~10-5sec-1; 
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slope of 0.63 results for curve B; additional front-strain may be responsible 

for the slope 0.93 of curve A ld) . From the figure it is concluded that steric 

accellerations in solvolysis and thermolysis reactions are not only linearly 

related but also of a similar order of magnitude. Experiments to obtain a 

better understanding of these results including the change of leaving group, 

solvent ionisinq power and nucleophilicity in the solvolysis reaction of 

tertiary esters are in progress. 
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