


A Corey Lactone

The masterful design and first synthesis' of the ‘“Corey
lactones’’ are milestones in the construction of prostaglan-
dins and thromboxanes.?

Aldrich takes pride in being able to offer the crystalline
Corey lactone 1, having the naturally occurring absolute
stereochemistry at all four contiguous asymmetric centers.
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The stable p-phenylbenzoyl derivative has advantages over
other esters in that it produces crystalline intermediates
which can be readily purified and characterized.®

In addition to Professor Corey’s first application of 1
(depicted in the scheme),® this key synthon has figured in
the preparation of a wide variety of other prostaglandins
and analogs.*
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24,926-2 Corey lactone, p-phenylbenzoate alcohol
[(3a, 4, 58,6a0)-(—)-[1,1 '-biphenyl]-4-
carboxylic acid, hexahydro-4-(hydroxy-
methyl)-2-oxo0-2H-cyclopenta[b]furan-
5-yl ester] [o]B-84°(c=1, CHCL,)
250mg $12.00; 1g $40.00

Diketene-Acetone Adduct

(2,2,6-Trimethyl-1,3-dioxen-4-one)

Nearly 30 years ago, the adduct derived from diketene
and acetone, 1, was shown to function as a convenient
replacement for diketene in various reactions.' Recently,
this interesting heterocycle has re-emerged as the precursor
to a novel phosphonate 3-keto ester synthon, 2. Easily
prepared from 1, the anion of phosphonate 2 reacts with a
variety of aldehydes to afford the expected Nazarov-type
reagents in excellent yields, as shown below.
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Even more impressive is the ease with which 2 reacts with
a-amino esters to form 3-acetyltetramic acids activated
toward olefin formation at the acetyl methyl group. Thus,
glycine methyl ester (3) affords the corresponding tetramic

acid 4 after two mild steps:
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As expected, the anion of 4 (or similar acids) reacts with
carbonyl compounds to afford the enoyl tetramic acid
derivatives in high yield:
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The above conversions are mild enough that acid- and
heat-sensitive molecules have been constructed.

The potential utility of 1 in organic synthesis employing
modern methodology is just beginning to be appreciated.
The acidity of the vinyl methyl protons coupled with the la-
tent 8-keto ester function should stimulate other chemists
to follow Professor Boeckman’s fine start in developing
adduct 1 as a useful natural product synthon.
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24,510-0 2,2,6-Trimethyl-1,3-dioxen-4-one
(diketene-acetone adduct) 100g $15.00

18,544-2 Hexachloroethane 100g $7.60; 500g $22.50

D9,923-4 Diethyl phosphite 250g $6.25; 1kg $21.90

23,223-8 Pyridinium 4-toluenesulfonate 25g $17.30

100g $63.30
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