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Chloroformylation of Ketophosphonates

DING-QUAN QIAN, GUO-XIANG XU, HU CHEN, YU-XIU LIU,
XIAO-DONG CHEN, RU-ZHEN CAO and LUN-ZU LIU

National Key Laboratory of Elemento-Organic Chemistry, Institute of
Elemento-Organic Chemistry, Nankai University, Tianjin 300071, PR. China

Recently we have developed a reaction pathway for a novel type of phosphonyl
chlorovinylaldehydes using general procedure of chloroformylation{1]}.
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This reaction led stereoselectively to the products with (Z)-configuration along
with a small amount of (E)-isomers. Z or E isomers was separated by column
chromatography, and assigned by the 3Jyp coupling constant measurement in
1H NMR spectra[2]. Moreover, when the isolation pure Z or E isomers (R =
H) are refluxed in ethyl acetate for about 10 h respectively, the equilibration of
the geometrical isomers (Z = E ) takes place, and the ratio of Z/E ( 93/ 7) is
almost the same in each case.

The reactions of phosphonylchlorovinylaldehyde with phenylhydrazine or
oxyammonia gave phosphonyl pyrazoles or phosphonyl isoxazole
respectively in presence of sodium hydride. Hydrazone and oxime (R=H) could
be separated in absence of sodium hydride.
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