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During the course of the structural investigation of furanoeremophilane-6B, 

lOS-diol (1, R = H),l) we have found that ;1 (R = H) is readily transformed into 

farfugin A (2)2), farfugin B (z)2) and another benzofuran (4) on dehydration with 

POc13. We wish to report here the mechanism of these skeletal rearrangements. 

Treatment of 1 (R = H) [C15H2203, m.p. 1X", [a)D + 58'(EtOH)) with WC13 in 

pyridine at 110' under N2 gave rise to three benzofuran derivatives; 2 (ClgH180, 

m.p. 78 - 7v", la)D + 32'(EtOH); yield after isolation 23 %], 2 [C15H180, an oil; 

Y. 34 %] and 4 (Y. 15 %), t wo of which were identified as farfugin A and B 2) by 

comparison of their spectral data. The third one, l5 lv C H OCl, a colorless oil, 

ia)D - 20'(EtOH), was found to be 6-(&chloropentyl)-3,5_dimethylbenzofuran (4) 

on the basis of its spectral properties. 3) These products (2, 1 and 4) were 

also formed from log-hydroxy-6B-methoxyfuranoeremophilane (1, R = CH3) and lO$- 

hydroxy-6$-acetoxyfuranoeremophilane (1, R = AC) by the same treatment. 

Treatment of 1 (R = H) with trace of HCl in acetone at room temperature gave 

three benzofurans ( 2, 2 and 4) though in low yield (TLC). 

The fact that both 2 and 9 are optically active is of interest in connection 

with the mechanism of these skeletal rearrangements. The migrating center at C-V 

in 2 must be either (i) unchanged or (ii) inversed during the transformation of 1 

into 2. In the former case (i), this rearrangement would be accounted for by two 

succsrsive 1,2-alkyl shifts via a Spiro intermediate (g) 4) , or by a l,+sigma- 

tropic shift 5) (via 2 and 6)6) In the latter case (ii), this transformation might 

involve a l&sigmatropic shifty)(route k+2+&+2')6). 
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