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Summary -

Tris(o-dimethylarsinophenyl)bismuthine reacts with sodium- tétrachldro? -
palladate(II) to form a palladium(II) complex of phenyldlmethylarsme and
elemental bismuth. -

Tris(o-dimethylarsinophenyl)bismuthine, (Bi(o-C¢H,; AsMe; )3, bita;é) reacts . :
with nickel(II) salts to yield [Ni(bitas)X]* which contain As;BiX donqr' sets [1]. -
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Here we report the redction of b1tas with palladlum(II) salts whlch mlght e
easonably have been expected to yield species such as [Pd(b1tas)X]" or - oo
[Pd(bitas)X;] but which instead yield complexes of the PhAsMe, ligand.:
" When an n-butanol solution of sodium tetrachloropalladate(II) is treated
* successively with bitas and NaBPh, (Pdlbltas/BPh4 ratio 1:1:1) the orange -
- solution formed mltla.lly almost immediately becomes orange-yellow and soon_ -
begms to depomt a fine black solid. Evaporation’ of the liquid, extractlon with
"dlchloromethane and: crysta]llsatlon yields a yellow solid which’ analyses (Pd; G
--H, Cl) as [Pd(PhAsMez ):Cl1BPh, (yleld ~50% based on: Pd) Treatment of th15_
'sohd with ‘agqueous NaCN and ether extraction yields’ the free ligand, identified
by 1ts mass [2] and 1H NMR spectra [3] as PhAsMe, 'The black'sohd dlssolves

*To whom con'espondence should be addrmed. g R
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readily in dilute nifric acid and qualitative analysis of the solution indicates - .
substantial amounts of bismuth but only traces of palladium. The black solid,
which is extremely finely divided is difficult to separate by filtration and
- tenaciously retains organic solvents, which effectively prevents a mass balance
 being obtained. However, on the basis of the above evidence the reaction of bitas
with Na,PdCl,; can be represented thus:
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The mechanism of this reaction is unclear, but GLC/IR spectral examination
of the solvent after the reaction indicates the presence of other organic products,
including a condensed aldehyde. Thus the alcohol solvent is probably the source
of hydrogen required to form PhAsMe,, probably via an oxidative addition,
B-elimination sequence at the palladium [4].

"~ 'The nickel(’I) complexes of bitas react with PdCl; 2~ in n-BuOH or EtOH to
yield black precipitates consistent with the replacement of nickel(II) by pal-
ladium(II) and subseqguent ligand decomposition as above. This, incidentally,
confirms that C—Bi bond fission has not occurred in the nickel complexes..

Tris(3-dimethylarsinopropyl)bismuthine appears to undergo a similar reaction
with PdCl, 2~ to yield [Pd(Me, AsCH, CH, CH,);Cl1]*.
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