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Summary - Under mild and simple conditions FDC oxidizes a-ynol-1, complexes to the

title carbonyl compounds.

The nucleophilic properties of pyridinium dichromate (PDC) have been little
. . . 1 . . . .
investigated until now ; our rc.ent interest accorded to the oxidant in this

area prompts this report on the capability of PDC for the facile oxidation of ethy

nyl carbinol-iodine complexes to @ f-unsaturated-a-iodo-aldehydes.
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In a typical experiment procedure, |, (1 mmole) and 4 A molecular sieves were

added to a well stirred solution of a-ynols in anhydrous CH,]CI2 (5 ml), at 25°C

under N2. After 30 min., FDC (2.2 mmoles) was rapidly added and the mixture stir-
red for 24 h. The crude products, after the usual work upl, were purified by column
chromatography on neutral Ale3 B IIl (Table).

The conversion points out an interesting regio- an? stereospecific reactivity
of the PDC; in fact only one geometrical isomer was obtained (lable). Further, the
a-ynols were converted exclusively to the corresponding a,B—unsaturated—a—iodo—a|—
dehydes (the Meyer-Schuster type products):.

Thus, our method describes the first one-step conversion of a-ynols to the

title compounds, a class of compounds until now unknown; the mild conditions as
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Table
Substrate Product I.R. Yield(%)
2.0 H3 CHO .20
2-Methyl-3-butyn-2-ol — 1690 40
225 H ( |
3 1595
2,90 CHO 813
1-Ethynyl-cyclohexanol <z::>>::<< 1690 66
2.60 | 1595
| CHO ou1s
17-Ethynyl-3f8-acethoxy- | 1680 65
androstan-17-ol 2.78 1580
2.80
Ja-Ethynyl-cholestan-38-ol 1690 60
s.10 OHC_ _~
1585
|
|
2.23 — E S
20-Ethynyl-3B-acethoxy- CHO 9.03 1670 30
pregnan-20-ol 1560

() "H-NMR data (CCI,, 0 ).
(%%) The major product recovered (50%) was the 3B-acethoxy-pregnan-20-one, due

to the loss of the acetylene, observed only in this case.

well as the above results make the present procedure useful for preparative

purpose.
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