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Total synthesis of the proposed structure of iriomoteolide-2a has been
achieved. Our synthesis involved: 1) convergent assembly of important fragments via a Suzuki-Miyaura
reaction and an esterification, and 2) forging the macrocyclic skeleton by means of a ring-closing

metathesis. However, the NMR spectra of our synthetic material did not match those of natural
iriomoteolide-2a. Synthesis/NMR analysis of model compounds and careful inspection of the NMR data
of the authentic sample, followed by total syntheses of possible structures enabled us to determine
the absolute configuration of iriomoteolide-2a.

Total synthesis of enigmazole A has been completed. The salient features of our synthesis include:
1) a stereoselective tandem synthesis of the tetrahydropyran ring, 2) a Au(l)-catalyzed
Meyer-Schuster rearrangement of a propargylic benzoate, and 3) a macrocyclic ring-closing
metathesis.
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