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We wish to report that this alumina-—assisted reactlion has been successivlly
developed into a convenient, Mild method for effecting decarbalkxoxylation of -
keto esters in high yield. The best results were obtained using 20 ml of 1.5%
aqueous dioxane and & g of aluminium oxide” {Eor TLC, basic, type T, Merck) per
millimote af ket ester at refiux undsr nitragen, fallawed oy stmute filcration,
evaporation of the solvent, and chromatography when required. This procedure

represents a significant improvement over existing methods2

in that it is easily
carried out, requires only moderate temperature and no strong nucleophile, and
employs only comfion reagents. The Xeto esters that were examined under these
conditions, the times that were required to effect the reactions, and the yields6
that were obtained of the corresponding ketones are indicated below.

Dioxane was found to be superior to the other sclvents examined (DME, acetone,
butanone, benzene, methanol, ethyl acetate). All types of wet alumina tested
effected the convexsion to some degree, but the above type was the most effica-
cious. Dry alumina in dry solvent gave a significantly slower conversion, indi-
cating a positive effect of water.

The relatively slight differences in reaction rates between corresponding
methyl and ethyl esters, the sluggish reaction of the neopentyl ester (10), the
hydrolysis of ester (11), and the rapid decarboxylation of keto acid (6) suggest
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a mechanism

2+7 tnat involves an alumina co-ordinated hydrolysis of the ester

group followed by decarboxylation of the resulting keto acid.

1

1

We are currently working to extend the scope of this useful reaction.
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