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A REGIOCHEMICALLY-CONTROLLED SYNTHESIS OF ALTERSOLANOL B

.
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The structure of Altersolanol B (1) was reported by Stoessl in 1969.1 In conjunction
with our examination of the effect of Lewis acid catalysis on the regiochemical outcome on
Diels Alder reactions of oxygenated naphthoquinones, which is described in the accompany-
ing communication, we now report an efficient, regiochemically-controlled synthesis of

(+)-1 (Scheme 1). Thus, Diels Alder reaction of g? and excess g? in ether at 25° in the
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presence of 2 equivalents B(OAc)3 affords 4 (mp 138-9° from CHZClZ) in greater than 80%
yield.* The regioselectivity of this B(OAc)3—mediated reaction between 2 and 3 is 295%.*

Methylation of 4 (Agzo, CH3I in CH2C12) gave 5 (mp 125-6° from Etzo/pet. ether) in nearly
quantitative yield. Reaction of 5 with Oso4 in CCl4 (2-4 hrs at 250) followed by dilution
with THF and treatment with a3 equivalents of 10% aqueous NaHSO3 (2 hrs, 250) gave 6, which
was not isolated. Rather, the reaction solution was made slightly basic (5% aq. NaOH) and
stirred in the presence of air for % hr. After neutralization (excess pH 7 buffer) and iso-

lation (extract 3 times with a 1l:1 EtZO:TFF mixture; dry over NaZSOd concentrate in vacuo),

*For the assignment of regiochemistry to 4, and a discussion of the role of B(OAc)3, see the
accompanying paper.
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chromatography on a silica gel SEP-PAK "column"4 (elute first with CHCl,, then 90:10 CHC13:
EtOH) afforded 7 (mp 172-4°). The conversion of 2 to 7 can be conveniently conducted with-
out purification of any intermediates in 60% overall yield. Hydrogenolysis of Z.[Hz(l atm),
5% Pd/C in EtOH, 6 hrs), followed by exposure to air, gave, presumably5 via 8 and 9, ()-1

2

(mp 199—2010) in 66% yield after recrystallization from EtOH. The (%)-Altersolanol B so
obtained is identical in all appropriate respects with an authentic sample of 1 by direct

6
comparison.
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