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In a recent oommlatimlve mported iqnwad oonditlom for the prapWation of 

oompouud I, and Ita oom~reioa, via onolloly01~ of th derived alcohol II, to the anti- 

biotio bqtrgodiplodln (III).2'3 

H lZ 
The llm of ooqmlndr mlated to our intarmdiata keto-aldehy& (Le., Iv) for the 

pmpemtlon of proatmoidr (VI) lm al80 been the rubjaot of current intarwL4 l4oreover, 
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It, ia ~011 known that 4,5-diallcylcglolopentenonea (VI earl be readily lemmrired to the mora 

shble 2,3_dialkylayclopentenone~ (VII) via acid5 or bam6 treatment. In order to extend 
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the osonolyala-aldol routa to ayalopmtenonen to inoluda the prqmration of acetylenic 

derivativea of VII, we now report the mnvemion of I into debydrojamone VIII, which ir 

an imediate precumor of a oia-jarmons IX. 

I- OEt - 

Tha molto of timpound I (NaH/benaene) WE allgrhtad with 1-brow-2-pantym7 (12 hxn, 

mflm) to pro&w ti bin-aUqrLted aaetoacetio oeter X in 84% yield (b-p. 70' 0 0.05 m)* 

Tmatmnt of X with o=on@ (-78', GH2G12) yielded, after reduction (Zn/Haa~), the poly- 

funotio~l aldabyde XI in 94$ yield (b.p. 88 0 0.05 mn). The amount of osone is& 
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SYNTHETIC 

NATURAL 

Flgum 1. 250-I% spectra (CD&,) of natural (top) and qynthetio (bottom) tie-jaemone. 

eritlaal, and in faat, thin yield wa obtained when 2.5 equivalents of O3 gae wee paseed 

through tb mtblene chloride eolution. Cyclization we effected by treatment of keto- 

aldebde XI with a aatalytio amount of pipwidinium aoetate in benmne with aontinuoue 

removalofthe waterproduoed (Dean Stark, 4 hrs, reflup). The qalopentenone XI18uae 

obtained in 9C# yield (b.p. 75' l 0.05 nm). Simultaneoue deoarbetho~lation.and ieomrixation 

of XII &Cl, mist DEW, 160°j9 produaed debydrojaenme in 36 yield (b.p. 80' 0 0.W rma). 

The eyntheialr of ois-jaemne 10 was aompleted b Lindlar reduction which pmduoed raaterial 

Identical in all respeote with a sample of netural oie-jaemone. 1' (See Figure 1 for 250- 

EMa spectra of eynthetio12 and natural air-jamone.) 

Thie qntheeie dammrtrate~ that tha oronolyeie of enyne derlvativee rapreeente an 

efficient mthod of preparing aoetylenic oarboql cempounde whioh ehould hare applicability 

In the eyntheels of other natural produate. 
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B: The autbom thank the Chetietry Departmnt of Cwnegie-Mellon 

Univerrrity for finanaial areirtanoe. The 250-M& nmr spectra of all compoundr inthie etudy 

were taken at the I.I.H. Facility for Bimdiael Studies (Gmnt #RK!OO92), located at 

Carnegie-Mellon univereity. 
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The authore thank Profebsor P. Gmico for a eample of natural aie-jalpons (I.F.F.). 

Our mrtezialuae unwmtaminetebuitha) tbetmnsisomer (which is an iqurityintbe 

eample of "authentic" jasmone rupplied to ue, and with b) the trirubetituted olefin ii, 

uhiab M have &own to be famed in 4$ yield by the cyclizetion 6f the 1,4-diketone i, 

the molrt comwnly employed route for the preparation of tie-jaaaume (P. M. &Curry, Jr. 

and B. K. Singh, manuscript in pmpamtion). 


