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The recently iselated diterpene antibietic aphidicgelin (I)l imcorperates a
nevel tetracyclic skeleton in which the rings B and C are trans-lecked. The
compounds (II) and (IIXI) have been roportodz te shoew antiandregenic and anti-
metabolic preperties. The perhydrobens ¢ indene nuclei preseat im these alse
incorporate the rings B and C as trans-lecked. In any prejected ayathesis eof
skeleta (I), (II) and (III), stereospecific contrel of B/C rimg stereechemistry
which is trans may be leooked upen as the cardinal aspect simce from free energy
considerations, the faveured stereechemistry st B/C ring junetien may be expe-~
ctods" to be cis. We repert here a stereospecific synthesis of the title
compound (IV) incorporating the requisite rimg B/C trans geemetry which will
serve as an advanced relay tewards syanthesis of aphidicelia framewerk. Purth-
ermere, suitable harnessing of existing fumctienmalities im (IV) will lead te
formation of (II) amd (III).

(VI1) R=H (11) m=EBt,R =, R

(VI) R=CHO C(viir) R=CH, 22=0Ac
(111) l-!t,llno,lz-l

(1V) R=Co,Me,2’=0,2%=R

7—lothoxy-2,3,3a(,4,5,9b(-hoxnhydro-ll-bolz[o]1-401—1-.-0‘ was alkylated
with ethyl bromeoacetate im DME im presemce of dry potassium tert-peatylexide

yielding the ketoester (')5 in 60X yield; b.p. 160-62°/0.05 mm; l:.‘ 1740,
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17306, 1600 c-l; JTCCI‘) 7.36 (14, d, J=10 Hz), 6.7-6.46 (2, m), 4.0 (2R, q,
J=8 Nx), 3.7 (3H, s), 1.2 (3H, t, Ju8 Hz). On well appreciated annlogy‘, alky~-
lation might be considered te have takem place frem the directien which sheuld
lead teo cis relationship with the 3a hydrogen. The ketoester (V) was fermyla-
ted with excess of ethyl fermate iz proesence of Nall to afferd the fermyl deriv-
ative (VI). Treatmeat of (VI) im aqueous NaOH selmtien with 30% H,0, at 23°
smoethly cleaved ring C with simultaneous hydrelysis of the side chaia ester
functionality resulting in the formatien of (VII) in 46X yield; m.p. 190°; L;;x
1700, 1600 Cl-l. This was esterified with ethereal cnznz solutien to afferd

the triester (VIII) im almost quantitative yield; m.p. 105°; L;.x 1730, 1660 ci1
6(00013) 7.1 (1%, d, J=10 Hz), 6.78-6.62 (20, m), 3.8 (3M, s), 3.72 (3H, s),
3,66 (30, s), 3.5 (3H, s). The triester (VIII) was subjected to Dieckmann cyc-
ll:atlol7 in presence of dry petassium tort-butoxide in bensene. The resmlting
ﬁ-kotooltor (l‘oCl3 colonratien) was docarhoxy-othylatod‘ by refluxing with a
mixture of moist DMSO and MaCl te afferd (IV) as a crystalline selid in 40%
yield; m.p. 140°; 2L~ 1740, 1600 c-";&(cncla) 6.98 (1H, d, J=10 Hz), 6.8-6.6
(20, m), 3.8 (34, s), 3.64 (3H, s8).
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