Total Synthesis of (+)-3-Deoxyfortalpinoid F, (+)-Fortalpinoid A,
and (+)-Cephinoid H
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Fig. 1. Synthetic strategy for the total synthesis of harringtonolide 3
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PAUSON-KHAND REACTION
(References are on page 647)

Pauson & Khand (1973):

terminal or internal
alkyne
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transition metal
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Substituted cyclopentenone

Intramolecular variant:

R
Co,(CO)g
/ (1 equiv)
X promoter / solvent X
—==—R’  X=CH, CHR,
CR,, O,NHR, S

R™6 = H, alkyl, aryl, substituted alkyl and aryl; transition metal complex: Co,(CO)g, Fe(CO)s. Rup(CO)42, Cp,TiR,, Ni(COD),,

W(CO)g

Mechanism:

, Mo(CO)g, [RhCI(CO),],; promoter: NMO, TMAO, RSCHj, high-intensity light/photolysis, "hard" Lewis base

The mechanism of the Pauson-Khand reaction has not been fully elucidated. However, based on the regio- and

stereochemical outcome in a large number of examples, a reasonable hypothesis has been inferred.
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ALKENE (OLEFIN) METATHESIS
(References are on page 534)
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