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The reactions of cis- or trans-[Pt(PPh,), (CH2 Cl)I] with triphenylphosphine 
give the ylide complex cis- [ Pt (PPh& ( CHI PPh3) Cl] I. The reactions involve a 
novel migration of Cl from a CH, group to Pt. The structure of the cationic 
ylide complex has been determined by X-ray crystallography. 

As a possible route to halomethyl complexes of platinum, we have investi- 
gated reactions of some dihalomethanes with zerovalent platinum complexes. 
The reaction of chloroiodomethane with Pt(PPh& gave, however, an un- 
expected product in high yield which we formulated [l] as the cationic ylide 
complex I. 

Pt(PPh314 + CH2 Cl1 .+ cis[Pt(PPh& (CH2 PPh,)Cl] I (1) 

(I) 

Possible mechanisms for the formation of I could involve either the phos- 
phonium salt [Ph3PCHz Cl] I or the chloromethyl complex Pt(PPhs)z (CH2C1)I 
(II). If II was initially formed, reaction with PPhJ requires an unusual migra- 
tion of Cl from CH:! to Pt in order to give the observed product I. Since we 
were unable to demonstrate that the phosphonium salt was an intermediate in 
the reaction, we investigated possible routes to II [Z] . 

We find that Pt(PPh,),(C,H,) reacts with CH,ClI in benzene to give white 
parallelograms m.p. 220-222”C, which we formulate as cis-[Pt(PPh3)2 (CH2 Cl)I] 
(Ha). Independent of our studies, several halomethyl complexes of platinum(I1) 
have recently been reported. Thus Scherer and Jungmann prepared 
Pt(PPh& (CH, Cl)Cl [ 33 , while Lappert et al. [4] reported the synthesis of 
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Fig. 1. The molecular structure of cis-CPt(PPh,)l(CH,PPh,)Cl] I. Bond lengths: pt-_c(3), 2.12(2); 
P(3)--c(3). l-80(2): Pt--Cl. 2.40(O); Pt-P(l), 2.33(l); Pt-P(P), 2.35(l) A. Bond angles: ~l--pt--c(3), 
86-9(5x C(3)-Pt-P(2). 91.8(5). P(3)--C(3)-Pt. 121.8(10); P(2)-Pt-P(1). 97-O(2); P(l)-Pt-_cI. 85.1(2)O 
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