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methylphosphonate or phenyltelluromethyIphosphonate with base and PhTeBr and
subsequently with aldehydes.

henvitellurcacetals ara nranacad ku tho troatmant of
nenysicuurcacdia:s are preparca th mentl Ot

Organotelluro compounds play an important role on organic synthesis.! From the several classes of
organotelluro compounds, vinyllic telturides are of particular interest, mainly as precursors of vinyllithium and
vinylcopper reagents via transmetallation.te2

Vinyllic tellurides have been prepared by several different routes. The major drawback of these

methods was with the nrprwrn!lnn of \nnvllm tellurides with chain elongation, which nhvggus!v limits their
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application in organic synthesis. This problem was partially solved3# by the preparation of vinyllic tellurides
using a Wittig-type reaction. Although 1, 1-diaryltclluro ketenes could be a very useful specie as a 1,1-dilithio
ethene equivalent,’ to our knowledge only one method has been described (with 2 examples in low yield) on
their preparation involving the insertion of a vinyllic carbene into a Te-Te bond of a ditelluride

We wish to describe here a m-nonl prepar aration of ketene nhnnvhn"urn'lm't als7 6, hv the reaction of

dicthyl methylphosphonate 1 or du.thyl phcnyltcIluromcthylphosphonatc‘ 3 with LDA, phenyltcllurenyl
bromide 2 and then with a carbonyl compound §, involving probably the intermediary of 4, scheme 1.
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Scheme 1

A detailed study on the formation of 6 is presented in Table 1, employing different amounts of 1 or 3.
Entry 5 shows that 6 was obtained in 45% yield from 1, LDA and PhTeBr. The use of tellurophosphonate 3,

Table 1. Reaction of 1 or 3 with furfural
Molar Equivalents

Entry (E10),P(0)CH, (Et0),P(O)CH,TePh LDA PhTeBr  Yield%
1 - 13 24 1 30
2 - 1.5 2.6 i 64
3 - 1.7 2.8 1 78
4 . 2.0 3.1 1 94
5 1 - 3.1 2 45
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casily accessible from methylphosphonate 1, makes the reaction experimentally easier and gives higher yields
of 6; the yield is very dependent upon the amount of 3 and LDA (entries 1-4, Table 1), with the best results
achieved using 2 molar eq. of 3 and 3.1 molar eq. of LDA (entry 4, Table 1).

This method permits easy access to compounds 6 in good to excellent yields with few exceptions. Even
acrolein gives the corresponding diene, albeit in lower yield. The reaction of 3 with ketones was also
examined. Unfortunately, we only observed reaction with cyclohexanone and in low yield (16 %, entry 6g,
Table 2). All other ketones we have tried (cyclopentanone, acetophenone, 3-pentanone) fail to give the desired
products. This result is related to previous observation in that tellurophosphonates 3 reacted with aldehydes at
reflux in THF,*8 and we observed that tellurophosphoranes reacted with aldehydes at room temperature to
give vinylic tellurides but not with ketones.? In conclusion, starting from methylphosphonate or
phenyltelluromethylphosphonate, a convenient synthesis of almost unknown ketene phenyltelluro acetals has
been described.®

Table 2. Ketene phenyltelluroacetals 6 prepared from 3

Entry R R' Reaction time(h) Yield (%)b€
6a’ CeHs- H I 88
6b 2-Furyl- H 1 94
6c° 4-NO,C(H,- H 1 72
6d CH,CH,CH,- H 2 94
6e (CH;),CH- H 2 84
6f CH,=CH- H 2 41
6 -CH,(CH,),CH,- 2 16

a) Reactions were carried out with tellurophosphonate 3 (2 mmol), LDA (3.1 mmol), PhTeBr (1 mmol) and carbonyl
compound (1.0mmol); b) Refer to isolated yields by column chromatography:c) All compounds gave correct elemental
analyses C £0.29; H £ 0.25; d) mp : 67.9-69.2 °C (hexane). ¢) mp : 81.9-82.9 °C (hexane).
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