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Abstract: Tk enansiospecific synthesis of drimenyl acetate {8), a key intermediate in tk syntksis of 
biologically active drimanes, and albicanyl acetate (14), potent fib weedant, from sclareol (I), are 
described. Also a short and t@cient syntksis qfpolygodial(22)Jrom albicanyl ace&z& (14). is shown. 

A number of drimane sesquiterpenes showing interesting biological activity occur in natme. Because of 

this, different procedures for their preparation have been descrilxd? In this paper the synthesis of drimenyl 

acetate (8) and albicanyl acetate (14) fmm s&u& ate presented Albicanyl acetate is a vt fish autifeedant3 

and has been used by the aubrs in the synthcais ofpolygodial(22).1 

The oxidation of sclafeo1(1) with osmium teuoxide-sodium periodate leads to the acctoxyaldehyde 2 in 

73% yield, which besides being an intermedkte in the synthesis of Ambrox@,h can be transformed into 

drimenyl~cate(8)in~simplestcpsinhigho~yicld8hasbaenuscdinthcprepsratioll of polygodial 
(22),5 warbuganal(23F and ugandensidial(24).~ The treatment of 2 with terr-butyldimethylsilyl chloride in 

dichloromethane, gives quantitative yields of the mnding silyl en01 ethers (3a and 3b),* which after 

ozonolysis and subsequent reduction with sodium borohydride, lead to the acctoxyalcohol6 in 95% yield 

(schemes 1 and 2). 

1 2 3a R:TSDMS (E) 5 

3b R:moMS (2) 
4r R:Ac (E) 
4 R:Ac (2) 

a) OsO&lO~. PkW WC, 6 h, 73%; b)Ci-TBDMS, Ha, THF, -78%. 4 h, 99%; C) AC& ~t$d, CDMAP, 
THF, reflux, 18 h, 89%. 
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The use of the silyl enol ethers 3s and 3b improves considerably the yield of this transfcnmation in 

comparison with the use of the cotresponding enol acetates (4a and 4b)? with which the yield is 64%. This is 

because the tkcctate ~10 is obtained in the acetylation step, and the ozonolysis produces the st~~specifk 

degradation of the enol acetate E (4a), while the isomer Z (4b) remains unaltered. The dehydration of the 

acetoxyalcohol6 with POC13 in Py, and MsCl, Et& DW in dichlommethane is not q&ekctive and 

gives equitMlar mixtums of the isomers 67. As y A 8.12. However the USC of snQ4 in dichloromethane allows 

the transform&n of 6 into drim~yl acetate (s) as the main ptukt, in 61% yield (schen~ 2). 
CIIO 

Cl-IO 

The silyl derivatives 3a and 3b can be employed as precursors for other drimanes of interest, such as 

(+)drim-9( 1 l)-en-Go1 (ll), isolated from the fungus Aspergillus oriyzuell which is used in the manufacture 

ofcertainJapanesedrinkssuchas”sake, ” “tamari” and “shoyu”. The ozonolysis of mixture 3a and 3b. and 

s&sequent reduction with lithium aluminium hydkle gives 95% of the dio17, as shown in scheme 2. whose 

transformation to 11 has heen previously described*2 (scheme 3). 

a)TsCI, Py,4_DMAP: b)Nal,a 
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The acetylation of 6 gives the diacctate 12 in 92% yield, which converts almost quantitatively into an 

bsuimolacularlnixtureof14aad16by~~gwithcollidine.Thecliminatimofcbceraaecanbe~~ve 

to Aa. using the silyl derivative 13 instead of the CamspoDding diacetate 12. in which ease the ratio of 

15:17 is 2:1 (schem 4). 

12 R:hc 14 R:hc 16 RAG 
13 RTBDMS 15 R:TBDMS 17 R:lBDM!s 

a) AC-pa w, cww, mF, refkuc, 18 h, 92%; b) cdlklne, II&& 8 h, 99%. 

The oxidation of albicanyl acetate (14) with Se@ and Bu’OOH in diem ,alkPws thefegioand 
diastereoselective hydroxylation at the 7a position, yielding 18 in 85%. By the trrarmtntof18withMsClin 

Py and further solvolysis of the mesylate 19, a 67% of 20 is obtained, which saponifies to give the diol21. 

This is ConvQtcd in polygodial(22) (92%) by oxidation with Sweza’s reagent (scheme 5). 

&-_ * &onsL&oH 
22 2% 20 

a) m. BIJ+XX %!% ft. 4 h, 65%: b) MsCI, Fy. ft, 39 min. 98%; c) NaOAc, H&, acetone, reflux, 
2 h* 68%; d) KOI+MeoH 2N, 2 h, 95%; 9) (ClCO)2, DMSO. Cl+&, w, -mq, 15 tin, 92%. 
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