Tetrahedron Letters No.34, pp. 4099-4101, 1966, Pergamon Press Ltd.
Printed in Great Britain.

THE ABSOLUTE CONFIGURATION OF TAZETTINE
R. J. Highet and P. F. Highet
Laboratory of Metabolism, National Heart Institute
Bethesda, Maryland, 20014

(Received 15 June 1966)

Some thirty alkaloids have been related to tazettine (I) by means
which, with a few exceptions, have demonstrated the relative stereochemistry

of the ring systems and the substituents.1 The absolute configuration of

I, R = CHy

II,R=H

the group has been assigned as shown by application of Mills' empirical
rules to such epimeric pairs of allylic alcohols as tazettinol (II) and
isotazettinol (II, the allylic alcohol and hydrogen atom being inter-
changed),2 but the anomalous rotatory dispersions in the group have caused
this assignment to be questioned.3 Recently, determination of the correct
structure of dihydrotazettine methine alcohol (III)4 provided a materjal
which retains only one asymmetric center of the complex stereochemistry of
tazettine, and suggested that more secure knowledge of the absolute stereo-

chemistry might be obtained from further degradative study of this derivative.
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Exhaustive ozonization of III, followed by hydrolysis of the ozonide by
rafluxingperfumicacids produced p-methoxy adipic acid, (IV) identified by GLC
and mass spectrum; the conversion was approximately 50X. Clearly this
material can arise from III only from the alicyclic ring in the manner shown.
Isolation of the methyl ester by GLC provided dimethyl (+)-R-methoxyadlpate,6
[a]n + 8.3, the infrared spectrum identical with that of known material.

Thus the absolute configuration previously assigned 1s confirmed.
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