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(–)-Mitrephorone A: A Structurally Unique Terpenoid

Oberlies, N. H. Org. Lett. 2005, 7, 5709.
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Total Syntheses: 
Carreira, E. M. et al. J. Am. Chem. Soc. 2018, 140, 16704.

Magauer, T. et al. J. Am. Chem. Soc. 2019, 141, 19589.

Semi-synthesis:
Renata, H. Science, 2020, 369, 799.
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Exploring the Key Intramolecular Diels-Alder
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Completing Mitrephorone A

Shen, M.; Schultz, A. G. Tetrahedron Lett. 1981, 22, 3347.
Fuchs, P. L. et al. J. Am. Chem. Soc. 2002, 124, 11093.
Review on I(III) chemistry: Merritt, E. A.; Olofsson, B. Synthesis 2011, 517. 
Carreira, E. M. et al. J. Am. Chem. Soc. 2018, 140, 16704.
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Initial Attempts to Prepare the Tetrasubstituted Olefin
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Solution: Install C-4 stereocenter directly with enantiopure cross-coupling partner
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■ Modest enantioselectivity (88% ee)
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■ Modest enantioselectivity (88% ee)

■ 20 steps LLS

■ Stereoselective generation of tetrasubstituted 
olefin via diene semireduction

■ Highly diastereoselective [3 + 2]

■ Oxidative cyclization to form oxetane

■ Improved enantioselectivity (>99% ee)
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