4
The role of configuration in enolate reactions

The enolate Claisen rearrangement
[3,3]-sigmatropic rearrangement:
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-->   Chairlike transition state:
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Synthesis of allyl ester:
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Example
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See: 
Heathcock, J Org Chem, 1986, 51, 4323.



      J Org Chem, 1988, 53, 1922-1942.

That takes care of (,(-stereochemistry, but what about the (,( double bond?
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Esters and vinyl ethers derived from tertiary alcohols do not usually give high stereoselectivity. The challenge is to obtain Z-olefins by modifying the structure of the transition state, e.g. by complexation:

· with bulky alkylaluminium reagents

· metal ester enolates of secondary/tertiary alcohols with a coordinating ligand:
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See:      Nonoshita, J Amer Chem Soc, 1990, 112, 316-322.

Maruoka, J Amer Chem Soc, 1995, 117, 1165-




1166.
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Examples
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See also:
Krafft, J Org Chem, 1995, 60, 5093-5101.
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Chelation in aminoacid synthesis:
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