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Lilac alcohols have recently been isolated and
assigned to the diastereomers of f,5-dimethyl-5-vinyl-
2-tetrahydrofuranethanol.»® We now wish to de-
scribe a total synthesis of lilac alcohols with sufficient
samples for the assignment of absolute and stereo-
chemical configurations.
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d-Linalyl acetate (I)® [«]f +2.9 was treated with
SeO, to afford «,f-unsaturated aldehyde II in 389
yield. Treatment of II with ethyleneglycol in the
presence of p-toluenesulfonic acid in benzene gave
ethyleneacetal III, which was hydrolysed with 5~
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3) This material was supplied by Takasago Perfumery Com-
pany. It was not perfectly pure optically, but proved to be pure
enough to determine the absolute configuration.

NaOH to afford IV. Column chromatography of
IV on silica gel gave V (779, overall-yield from II
to V).%% The intramolecular Michael addition of
alcohol to the «,f-unsaturated aldehyde was effected
with NEt; to give VI in 439, yield. Reduction of
VI with LiAlH, afforded a diastereomeric mixture
(VII) of d-lilac alcohols in 759, yield. The mixture
was separated completely by vpc to afford four di-
astereomers with R, 7.1 [«]} —1.4, 7.3 [«]F +1.4,
8.8 [«]F +6.7, and 10.1 [«]¥ —0.5, which were shown
to correspond to lilac alcohol-b, -d, -a, and -c, re-
spectively, based on NMR, IR and optical rotations.
l-Lilac alcohol-a [«]F —11.6, -b [«]} +3.0, -¢ [«]¥
+2.5, and -d [«]F —2.9 were synthesized from I[-
linalyl acetate® [«]} —5.0 in a similar way, showing
a contrary [o], to natural lilac alcohols. By com-
bining the absolute configuration of d-linalool,®) che-
mical relation to frams-linalool oxide,)) and a detailed
IR and NMR study of the intramolecular hydrogen
bonding between the primary alcohol and ether lin-
kage,” the absolute configurational assignments of
lilac alcohol-a, -b, -c, and -d have been shown to be
(BS, 28, 5S), (BR, 28, 5S), (BR, 2R, 58), and (BS,
2R, 58), respectively.
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