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in the course of our work’on homoaromatic carbenium ions’ we becm interested in a-Y- 

tricyc10[3.3. I .02’4-endo]nonane derivatives (I). A stereospecific synthesis of this class of 
X 

6 
compounds I I now reported. 

I 

Because it was anticipated that reagents, which would add CH2 to the double bond of appro- 

priate bicycio[3.Z.i]oct-6-ene derivatives would attack-preferably from the exo-direction, we - 

chose to start our synthesis from the readily available bicycio[3.2.i]octa-2,6-dien-3-y1 

carboxyiic acids ila,b2 and to prepare first the novel tetracycioI4.4.0.0 2*4.03*y]dec-7-en-5-ones 

1Va.b by intramolecular addition of a ketocarbenoid. The nonenolizabie cyciopropyi ketones iVa,b 

were expected to yield endo-tricycio[3.3.1.0 2.4-endo -]non-6-en-f-yl carboxylic acids by cleavage 

with strong base3. 

, 

The acids iia.b were converted by standard &Mod$'into tti a-dlazoketows Iiie,b (2100, 

i65o)x. Decomposition of Iiia,b in refiuxing hcptana pr cycloheu~# fe the prUence Of COPpar 

bronze gave iVa (66.5-~.5,1725,1710,1315,1300,1196,1109,105~,1003] and IVb (84-86, heptane,l723, 

iiYj,iijo.iiiO,i043.997) in 5% and SO% yleid based OA'II, rrspectlVetyx". Htienp~inlon rrductlon 

gave as main product Va,b in 80-858 yield (Vat 1326,1298,~075,998,980, Vb: 125U~l200,1105,1000]. 

From treatment of IVb with KO~~-Bu~DiiE/N20 ~-9-~-butoy~~~G~~trlcyclot3.3. l.0ib4-*] 

non-6-ane (Vi, 145, hexane, i6~O~I29Z,ii95,II68~l~I0,~85] was obtained in 90% VIaId”‘. VI WI 

hydrogenated catalytically and, via the acid~chlortde, further converted ifNo the $-butyl Peres- 

ter Vii (93,pentane, 

photoiysis (pentane, 

1775,1272,1195.1110,1058] in 80% yield. Pyrolysis (decalin, 180-200~) or 

30') of Vii gave approximately 1:) mixtures of e-9-t-butoxytrlcyciu[3.3. 
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, 02,4-ondo 
. -]nonane (VIII, 1303,1197.1112,1093,1055,1030) and a canpound, which Is 

~-9-~-buto~tricycio~3.3.i.02~4~~lnon-6-ene (IX, ii9O,iiO3,iO88,975) in 10% 

attempts to convert IX Into VIII by catalytic hydrogenation the cyciopropanc ring 

hydrogcnoiysis. Dfiaida did not affect IX. 

xl 
)(x1 

Xxx) 
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Melting point, recrystaiiization solvent, and an ir-flngerprint are given in parentheses. 

Since none of the reactions enpioyed is knarn to cause rearrangemant, structures are 
assigned on basis of the mode of synthesis. 
Ail mdr gave satisfactory analytical and spectral data. 

1 ml IVb, Ennot KO-t-Bu, 2 nrnoi H 0, 3 ml WE i.5h at 60-7O.C. 
Under the sama c&dit~onr the ratur&ed compound HZ-IVb did not react. 
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