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G. Stork and S. Raucher  J. Am. Chem. Soc. 1976, 98, 1583

G. Stork, T. Takahashi, I. Kawamoto, and T. Suzuki  J. Am. Chem. Soc. 1978, 100, 8272

For discussions of the use of chiral natural products as starting materials for the synthesis of complex molecules, see

(1) S. Hanessian  "Total Synthesis of Natural Products: The 'Chiron Approach' ", Pergamon Press: Oxford, 1983.

(2) T.-L. Ho  "Enantioselective Synthesis:  Natural Products from Chiral Terpenes", W iley Interscience: New York, 1992.
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!  Install C-8 side chain by enolate alkylation

!  Thermodynamic control of stereochemistry at C-8

!  [For PGF2!] C-9 stereochemistry by steric approach substrate control
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!  Form cyclopentanone from

        acyclic precursor by nucleophilic cyclization
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!  The “sugar connection”: requires

        translation of C-OH stereogenic centers into C-C centers
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!  Set C-12 stereochemistry by

         chirality transfer via [3,3] sigmatropic rearrangement
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Total Synthesis of PGF2!
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Total Synthesis of PGF2!
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[1,3] O$C Chirality Transfer

[1,3] O$N Chirality Transfer
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Review of chirality transfer via sigmatropic rearrangements

Hill, R. K. In Asymmetric Synthesis; Morrison, J. D., Ed.; Academic Press: Orlando, 1984; Vol. 3, pp 503-572
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Review: Overman, L. E.; Carpenter, N. E. Org. React. 2005, 66, 1

Overman Rearrangement

of Allylic Trihaloacetimidates
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