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In connection with a pr‘ogram1 directed toward the synthesis of physiologi-
cally active terpenes having a partial structure such as 1, we found ourselves
in the need of an highly specific method for the preparation of acetylenic ke-

tones such as 2a and 2b starting from the readily available a-cyclocitralzg.
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In this connection a new procedure for the preparation of acylacetylenes
by treatment of a-diazo-f-hydroxycarbonyl compounds with BF3'Et20 became of

interest”. In this process4 molecular nitrogen is evolved involving neighbour-

ing group participation as illustrated in the following equation:
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This procedure, ;hich in spite of its high potential of applicability has
not yet been exploited, was especially attractive for the solution of our syn-
thetic goal.

The starting e¢-diazo-f-hydroxycarbonyl derivatives 4a and 4b were prepa-
red in high yields by the reaction of a-cyclocitral with diazo(lithio)acetone

and ethyldiazo(lithio)acetates respectively.
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4b A= OEt 5b R=OEt 6

When 4a was treated with BF -Etzo in acetonitrile at -10°C for 20 min,

7,8-dehydro-a-ionone 2a [§: 1.00? 1.05 (each s, Me), 1.78 (m, Me), 2.22 (s,
COCH3), 2.68 (m, CI-H), 5.40 (m, olefinic H); Yoaxt 2190, 1670]6 was obtained
in quantitative yield. In an analogous manner ethyl-2,6,6-trimethylcyclohex-
~2-enyl propynoate 2b was obtained in 70% yield when 4b was treated with BF3-
*Et, 0 in acetonitrile at 0°C for 16 hr [§: 1.00, 1.06 (each s, Me), 1.27 (J =
= 7cps, t, caz_cg_s), 1.80 (m, Me), 2.65 (m, cl..ﬂ), 4.10 (J = 7cps, q, ggzcus),
5.38 (m, olefinic H); Voax® 2230, 1700].

Acetylenic ketones 2a and 2b are useful intermediates on route to a va-
riety of natural compounds. Thus, when 2a was treated with sodium ethoxyde in
ethanol at r.t. for 3 hr, 6,7-dehydro-c-ionone j3a, an interesting model on
route to allenic natural products such as grasshoppher ketone 97, was obtai-
ned in 72%yield [8: 1.12, 1,15 (each s, Me), 1.75 (m, Me), 2.11 (s, cocns),
5.65 (m, olefinic H), 5.90 (m, allenic H); Yax' 1910, 1670].
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The reduction of 5a with LiAlH4 in EtZO at 0°C for 30 min led quantita-
tively to 6, 7-dehydro-a-ionol Zgb.

Allenol 7 is easily transformed by acid treatment (e.g. PPA in petroleum
ether for 2 hr) in 2,6, 10, 10-tetramethyl-1-oxaspiro[4.5]deca~3, 5-diene §9b, a
key intermediate in the synthesis of theaspiranes 283—c’ components of tea

b .
%a, s important aroma components of vanilla.

leaves, and of vetispiranes 10
Finally, allenic ester 5b [d: 1.07, 1.11 (each s, Me), 1.25 (J = 7.5
zgﬂs), 1,78 (m, Me), 4.10 (J = 7.5cps, q, EEZCH3)’ 5.57 (m, olefinic

H), 5.68 (m, allenic H); Vpax’ 1290, 1710] was obtained quantitatively by

cps, t, CH

fast elution with n-hexane of 2b through an AlZO packed chromatography co-
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Further synthetic applications of the compounds above described will be

reported in due course.
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