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Summary 

A novel palladium compound, (Ph, P)Pd(CI)(CH, SCH3 ), was prepared 
m whwh the CH3 SCH, group acts as a chelate llgand, the stereochemIcally 
non-ngd property of (Ph, P)Pd(CH? SCH, )[S, CN(CH3), 1 was also discussed 
UI terms of the llgatmg effect of sulfur tn this group 

The study of transltlon metal compounds contamIng the CH, SCH, 
group 1s of interest In that this llgand may behave m either a mono or bl- 
dentate fashion [ 11, resultmg In novel structural and chemical features In 
this paper, we report the preparation and properties of two palladrum com- 
pounds contammg the CH, SCHl group 
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Compound I was obtamed m good yield by the addltlon of chloromethyl 
methyl sulfide to a suspension of Pd(Ph3 P)4 m benzene at room temperature 
Molecular weight studies m CH2 Clz at 25 “C show that I partially dlssoclates 
mth hberatlon of tnphenylphosphme The tnphenylphosphme set free m the 
solvents on each crystalllzakon of the mlsture of I and II from CH, Cl1 /Eb 0 



was removed repeatedly by flltratlon to Dve finally a monomeric complex II* 
A prehmrnary X ray structural detcrnunatlon showed LI to be an approk- 
unately square-planar complex as deplcted above with the (Hz )C--S bond 
length (1 76 A) [2] practically the same as that found m the complex 
Mo(;i-C,H,)(CO):(n CH:SCH,) (1.78A) [3] Inthe ‘H NMR spectrum”* 
of 11 111 CDCI, at -30 OC, the CH, and CH2 protons appear as doublets at 
6 2 34 (J(HP) 4 Hz) and 6 2 68 ppm (J(HP) 2 Hz), respectively However, 
each signal coalesces to a smglet at elevated temperatures The fact that the 
methylene protons are magnetically equivalent even at -30 “C IS best 
attnbuted to rapld mverslon at the sulfur atom Both coakscenses are 
probably mduced by rapld phosphme exchange at higher temperatures 

Treatment of 11 m CH2 Cl, with NaSICN(CH,)2 In EtOH at room tem- 
perature gave a monomenc comples III 4s shown in Fig 1, the (N)CH, 
proton resonance of III appears as a smgiet at 25 OC, but IS split upon coolmg 
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Fig.1 'H NMR spectra of (Ph,P)Pd(C~SCH,)lS,CN(CH,), 1 (fff)‘n CDCl, 

*the ~onespondmg platmum analog of II could not be obtamcd from fmns [(Pb, P)l PL(CI)- 

CH,SCH, I 
-*The spectra vzere recorded at both 60 and 100 hfHz 



On the other hand, the ( N)CH3 protons of (Ph, P)PdMe[S, CN(CI-!, )? ] obtamed 
by treatment of trans-[(Ph, P)- PMeI] with NaS, CN(CHJ): e+lbkxl 
smglets at 6 3 36 and 6 3 27 ppm m CDCIJ up to 50 “C The magnehc 
equwalence of the (N)CH, protons of III at 25 “C K possibly associated with 
the hgatmg effect of the sulfur atom m the CH,SCHz group U-I the transkon 
state* 
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*We b&eve that to the ground state there IS no ugluficant mleractlon between sulfur III the 
CH,SCH group and paUladmm unee Lhr (S)CH, proton signals are not coupled LO Lhe “P 
nucleus, even at -50 OC (Fig 1) 


