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Scheme 3 

accomplished with the Yiimaguchi macnllsctonization rcaction7 using 2,h~dichlorobenzoyl chloride. The 

dilactone IO, which was obtained in good yield, was finally desilylated yielding “pyrenophorol” 11 with the 

SR,RR,13R,16R configumrion. m.p. 145~146 “C and lalgz” ~~147’. The natural product has B m.p. 135 OC and 



an ~uluzo -3”‘. Comparison of thcsc physical data reveals clearly that the stereochemistry of the synthesized 

product 11 differs from rhst of the natural pyrenophoml. 

At this stage rhe configuration at C, and C,, were determined unambiguously by oxidation of both 

hydroxy functions with PCC. The dikero-compound obtained in this manner, proved to be identical to natural 

RR-pyrenophurin. establishing the R-configuration at C, and C,,. It was therefore decided to change the con- 

figuration at C5 and C,,. The rcquircd building blczk, i.e. methyl 7(R)-acetoxy-4(S)-tert. butyldimethylsily~ 

loxy-2(E)-octenoato 12, could readily be prepared folluwing the same s~ategy as used for 5, the only diffe- 

rence being the chin1 inductor in the Sharpless epoxi&.tion8 (schcmc 4). In this sequence we made effective 
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ration of 4-hydroxy 2-alkenoa&. 

A modified synthetic route WBS followed lix the construction of rhe dilactone 18 (scheme 4). Reaction 

of the building block 12 with allylic alcohol gave in one step rhe 7i-hydroxy ally1 ester 13. This hytioxy cstcr 

was coupled with carhoxylic acid 14 to give the “half-lxctone” 15. The required acid 14 was obtained in dlree 

steps from 12 in the same manner as 6 from 5 (scheme 2). Removal of the EE and ally1 protecting functions 

from product 15, then l’urnishcd sax-cumpuund 16. M;izrolacronization of 16 as before. gave dilactone I7 

which on dzsilylativn produced lhc target molecule 18. Mast gratifyingly, the mp. (134.135 “C), [al,20 

(-2.9”) and specrral dam (‘II-NMR, IR, MS) were in full agreement wirh those of the natural compound. This 

clearly establishes the SS,UR.I1S,lhR configuration for niltur~l pyrenophurol. 
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