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In the course of other work we have encountered an interesting conversion of 14-bromocodeinone (1),

t

easily available in a single step from thebaine’, into a new substance which proved to be the parent diketone

of salutaridine (III), an important biosynthetic precursor of thebaine, z Thus, although l4-bromocodeinone
has been reported to be insoluble in alkalila, we find that it dissolves readily in Claisen's alkali and that
neutralization of the solution gives in fair yield the enolic diketone II, m.p. 220 - 225" dec,o:,ﬁj 4+ 130°
0
(C 1.09, CHCl;); methiodide, m.p. 164-166 dec, which we have called 6-0-demethylsalutaridine.
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The structure of II is clearly defined by its spectral characteristics, particularly its uv spectrum
etOH . . s 2 .
(%max 240 nm (€ 20, 000), sh 280 nm (€6000) which agrees well with that of salutaridine. The ir spec-
1 - .

trum (broad peak 1640 cm‘l, shoulders 1670, 1620 and 1600 cm™~ , Nujol) also is in accord with a cyclo-
hexadienone structure. The substance also exhibits a molecular ion peak at mye 313 in its mass spectrum.
The most distinctive feature of the nmr spectrum of 6-0-demethylsalutaridine is a sharp singlet at 7.88 &
( CDCly) assignable to the C;-H ( the C,-H of salutaridine appears at 7.56 &); the other assignable ab-
sorptions (2.456, N-CHy 3.876, O-CH,; 6.71 and 6.745, aromatic H; 6.43 & C,-H)are very close to
those of salutaridine.

Finally, methylation with diazomethane yields salutaridine® as the predominant product along with

a trace of what is thought to be o-methylsalutaridine.
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The following reaction sequence appears to account for the production of 6-0-demethylsalutaridine:

—_ > ]I
‘8" -0 OH ~03 ‘OH
o OH

NOH

In particular, the geometrical requirements of the SNZ' displacement{1 of bromine by hydroxyl are
unusually well-met by this system in which the ordinary reactions of tertiary halides are at least partially
suppressed by geometrical constraints.

This facile series of reactions provides a simple entry into the morphinandienone alkaloid series
of which the number of examples continues to grow. We are at present investigating certain of the
rearrangements undergone by this system.
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