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Decomposition of 3-diaronorbornanone (I) in aqueous acid gives the a-ketol 

II, the g-ketol III, and the acid IV (1,Z). We report now on an investigation 

of the effect of methyl suhstituents on the product distribution, that has il- 

luminated the course of these interesting transformations. Decomposition of a- 

diazo ketones V-X in 0.1 E sulfuric acid gave products analogous to II-IV 

(Table 1). We propose the following reaction scheme to account for the product 

distributions : irreversible exo protonation of I to give the endo diazonium 

ion XI (3) , followed by rapid loss of nitrogen giving the bridged ion XII, 

which is attacked by water to give the a- and L)-ketols, II and III, or is 

transformed to the ion XIII, which gives the carboxylic acid IV (4). 
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between the methyl groups. 

The introduction of two methyl groups at C-7 in 3-diazonorbornanone, as in 

diazocamphor (XIV), brings about a profound change in the nature of the pro- 

ducts formed on acid-catalyzed decomposition. Edwards and Lesage (7) have 

shown that treatment of XIV with aqueous acid gives the dienone XVa, the re- 

lated enolone XVb, and cyclocamphanone (XVI). We obtained XVa (31%), XVb 

(31%), XVI (Is%), the acid XVII (21%) and the B-ketol XVIII (4%). We, like 

Edwards and Lesage (7), have found that deamination of endo-3-aminocamphor 

leads to an identical product distribution indicating that the acid-catalyzed 

decomposition of XIV is initiated by irreversible exo protonation to give the 

endo diazonium ion XIX (8). This view is corroborated by the fact that treat- 

ment of the immonium salt XX with nitrous acid gives XVI (65%) and XVIII (19%1 

which are considered to arise from the exo diazonium ion XXI (9). The absence 

of products derived from attack by water on a bridged ion analogous to XII 

suggests that such an ion is not an intermediate in the case of 3-diazocamphor 

R= C(CH3) =CH;! 
R= CKH,),OH 
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and that XIX is converted directly to XXII, This can be attributed to the 

steric interaction between the z C-7 methyl group and the C-3 hydrogen atom 

in the bridged ion (10). The ion XXII can give XVII (4), cleave to XXIII (ll), 

which gives XVa and XVb, and rearrange to XXIV, which gives XVI and XVIII (12). 
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