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C(CF;)2OH + OCH(CF312 ISOMERISM IN SOME SULFUR AND PHOSPHORUS 

COMPOUNDS 
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The insertion of (CF3 

Me H 
n 2-n 

PC(CF3)20H and 

ly [ll. MeP[C(CF3)20H 

2CO into the P-H bond of Me H 
n 3-n 

P yields 

MenHl_nP[C(CF3)20H]2 (n=O,l),respective- 

2 
rearranges giving the diphosphine 

[M~POCH(CF~)~]~ and the phosphorane MeP[OCH(CF3j214. Me2PH 

reacts with (CF ) CO forming several products, e.g. 3 2 
MePF[OCH(CF3)212 and Me2PPMe2 [l]. The phosphines 

tBu(R)PH(R=Me,tBu), however, add (CF3)2C0 giving rise to the 

phosphinites tBu(R)POCH(CF;)2, which furnish stable phosphoni- 

urn Salts upon treating with MeI. (CF3)2CO inserts into the S-H 

bond of RSH to yield RSC(CF3)20H (R=H,Me,Ph), which were re- 

acted with MeI, too. Reacting SC12 with LiOCH(CF3j2 gives 

S[OCH(CF3)212 which is oxidised by chlorine to the sulfurane 

C1S[OcH(CF3J213 [21. The sulfurane is able to transfer 

(CF3j2CH0 groups to phosphorus(II1) compounds, e.g. 

P[OCH(CF31213 and Me3P yielding P[OCH(CF3)215 and 

[Me3POCH(CF3)2]CC1-. C1S[OCH(CF3)2]3 gives a stable salt upon 

reaction with SbCl 5, like C1P[OCH(CF3)2]4. The mechanisms for 

these reactions are discussed. 
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