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SYNTHESIS OF THE FIRST STABLE METADITHIOPHOSPHONATE*
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Abstract : Evidence for the formation of the first stable metadithiophosphonate is given,

In connection with our studies on photochemical reactions of phosphaalkenes ! we prepa-
red new dicoordinated trivalent phosphorus derivatives by reacting triterbutylphenyl
phosphine 1 with dimethylamino acetals 2-
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Compounds 3 and 4 are stable and do not dimerize. Photolysis does not generate the cor-
responding phosphinidene or diphosphene 5 as expected !
Ar-P=P-Ar &
Addition of sulphur to 3 (or 4) does not afford the unknown phosphorus species 6 ~,
but surprisingly, in this case, we observed, besides the formation of N,N-dimethylthiofor-
mamide, that of the first metadithiophosphonate 7 - a type of derivative often postulated

as transient intermediate but never isolated.
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7 was obtained as stable yellow crystals m.p 92-93 °C, 31P N.M.R. (C6D6, §) + 295.3(s);
"W - N.MR. (CGDG’ §) 1.22 (18H) 1.6 (9H) 7.8 (2H) ; mass spectra (field desorption) m/e :
340 ; analysis C.H.P.S. The 631P of 7 has a low-field resonance typical of an sp2 hybridized
31P of dimers occur between + 14

and + 35 °) s R LS. S
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7 is obtained in better yield (90%) by reacting for 2h phosphine 1 with 3 equimolecu-
lar amounts of sulphur in refluxing toluene .
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phosphorus thus excluding a structure of type §_4 or 9 (s
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Addition of methanol to 7 allowed us to obtain 10 quantitatively 7. Moreover a [2+4]
cycloaddition reaction is observed with 2,3-dimethylbutadiene 8 to give 11
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* These results were presented in the International Conference on Phosphorus Chemistry
5-9 sept. 1983 Nice (France).
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