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Dir Sir,

We previously showed that cationic di--hydroxo dinuclear complexes of molybdenocene and tungstenocene [Cp2M(-OH)2MCp2]+ (Cp = -C5H5; M = Mo (1a) or W (1b)) are conveniently prepared by reactions of Cp2MH2 and Cp2M(OTs)2 (OTs = p-CH3C6H4SO3) in aqueous acetone,  The purpose of this study was to investigate the reaction between 1 and dppe ligand.  We initially anticipated that the reaction would yield a bidentate-type complex [Cp2M(dppe)]2+, analogous to the complex that Green and co-workers had prepared by a reaction of [Cp2MI2] with dppe previously. However, we found that the reactions proceeded with concomitant incorporation of coexisting CF3CH2OH to give new monophosphine complexes [Cp2M(1-dppe)(CF3CH2O)]+ and [Cp2(CF3CH2O)M(-dppe)MCp2(CF3CH2O)]2+.  Thus, the reaction of 1 with dppe was surprisingly different from that of the analogous halogeno complex [Cp2MI2]. We rationalized our results by invoking a mechanism involving initial replacement of the hydroxo ligand in 1 by trifluoroethoxo group followed by nucleophilic attack of the phosphine. In this respect, we are confident that the results are worthy of publication in J. Serb. Chem. Soc..
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