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ABSTRACT: The first total syntheses of aflavazole (6) Me
and 14-hydroxyaflavinine (8), two sterically congested Q HO

indole diterpenoids, were accomplished. All;-promoted /7 A Me
alkyne Prins cyclization was exploited to construct their HN OH
key structural motifs. An electrocyclization—aromatization @'
sequence assembled the pentasubstituted arene of 6, and a

Stille—Migita coupling fumnished the tetrasubstituted olefin M

of 8. The benzylic and allylic C—O bonds were reductively .

cleaved at the late stage of the syntheses, respectively. 6: aflavazole
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Nozaki-Hiyama Reaction

In 1977, Nozaki and Hiyama reported a remarkably chemoselective Cr(II)-mediated "Barbier-type" coupling of allyl halides with
aldehydes. Unlike a Mg(0)-mediated Barbier coupling, aldehydes may be coupled in the presence of ketones and esters.

Nozaki, Hivama. JACS 1977 (99) 3179.
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Insertion of Cr occurs via 2 single electron transfer events

(hence the requirement for 2 eq. of Cr(Il) salt). This o
avoids oxidative addition which would result in a high J\
energy Cr(IV) species. Kochi JACS 1964 (86) 5264, JACS H R

1968 (90) 1582.
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