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Ap rot ic Diazo tizat ion of endo- 7- Arninorneth ylbicyclo[ 3,3,1 Inonan- 3-one 

By JIH-HUA LIU and PETER KOVACIC* 
(Departmeid of Chemistry, University of Wisconsin-Milwaukee, Milwaukee, Wisconsin 53201) 

Summary Aprotic diazotization of endo-7-aminomethyl- 
bicyclo[3,3,l]nonan-3-one yields protoadamantan-4-one 
and 3-methylbicyclo[3, 3,l]non-2-en-7-one ; the latter was 
converted into adamantan-1-01 on catalytic hydrogenation 
with Pd-C. 

THERE has been much interest1 in diazotization of aliphatic 
amines recently. We report here the deamination of endo- 
7-aminomethylbicyclo[3,3, llnonan-3-one2 (I) ,  as well as the 
behaviour of one of the products on catalytic hydrogenation. 
Under aprotic conditions (isopentyl nitrite-acetic acid- 

12) (5  1 

benzene) , (1) gave principally (2) (67 yo) (characterized by 
comparison with authentic material4) and (3) (20%). (2) 

could possibly be formed via a diazonium en015 (4) or 
diazoalkanes (5)  intermediate. 

The liquid product (3) was identified by microanalysis, 
its n.m.r. [a (CDC1,): 1.58 (3H, s), 1.8-2-9 (lOH, m), and 
5.5 ( lH,  indefinite d) p.p.m.1; and i.r. spectrum (neat) 
[vmax 3030, 2940, 2870, 1710, 1430, 1370, 1230, 1170, 1070, 
915, and 848 cm-l], and its conversion into the known7 
3-methylbicyclo[3,3, l]non-2-eneJ by Wolff-Kishner re- 
duction. 

Catalytic hydrogenation of (3) in absolute alcohol with 
Pd-C in a Parr apparatus furnished adamantan-1-01 in very 
good yield. Examples in which these conditions lead to 
thermodynamically stable products have been presented, 
and mechanistic aspects have been discussed.8 Related 
transformations have also been observed involving suitably 
substituted bicyclo[3,3, llnonanes in other systern~.~ 
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