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Preliminary communicatio_h
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Summary

The oxidative addition of Mel to Ph,Pt(chel) (chel = bipy, phen) leads
to IMePh,Pt(chel); these iodine complexes are very stahle, and can be iso-
lated and used for the synthesis of the stable complexes XMePh,Pt(phen).
via substitution reactions with thallium or silver salts MX (X = Cl, Br, CN,
SCN, CNO, N,).

The oxidative addition of Mel to organoplatinum(II) complexes of the
R,PtL, type readily takes place for R = alkyl, but not for R = aryl [1]. The
formation of iodine complexes, such as IPh,MePtL, (L = PPh,Me), in solution
was recently described [2], but the complexes could not be isolated because
of decomposition to toluene and trans-IPhPtL,.

The different behaviour of alkyl and aryl platinum(II) complexes could
be due to dissimilarities in the bonding of the platinum atom, which in aryl
complexes acts [8] as both a o- and n-donor. The oxidative addition of Mel
would give rise to a decrease of the electron density on the platinum atom
and in consequence to a weakening of its donor capacity.

The experiments described in refs. 1 and 2, were carried out with plati-
num(II) complexes with phosphine or arsine ligands. We have now examined
the oxidative addition of Mel to complexes having ligands which are better o-
donors and worse w-acceptors, such as 1,10-phenanthroline and 2,2'-bipyridine.

The starting complexes (CsHs),Pt(chel) were made by treating Cl,Pt(chel)
with an excess of CsH;MgBr [4]. The complexes were added to stirred Mel

at room temperature,
(CsH;s),Pt(chel) + CH;l ICH;(CeHs),Pt(chel) (1)

and the resulting products were obtained as yellow crystals, which are air-stable

*To whom correspondence should be addressed.



at Toom temperature and do not decompose below 200°C All products gave -

caticfantnwe O I and N analodne: o

T SAUSIACLVOLY vy 11 a1y ditdiySEes.:

T _*The iodine atom may be substltuted by other halogens or pseudohalogensv .
f_accordmg to eq. 2. The reactlons take pla.ce more qmckly with szlver salts

f:l_—""fICH3(CGHs)th(phen) + MX ———> MI+ XCHa(CGHs)th(phen) B (z) _

LI YAT M

,AfU.V.l = 11, Ag, X= bl, Dl‘, bJN SUN, LANU, 1.‘43)

&spema]ly if these are ﬁ'eshly pre01p1tated and mo1st .
* 7 . The reported complexes are the first of this type. The azide complex is -
~_--'espe01allv noteworthy, since only two other platinum(IV) azide complexes

. are known, viz. [Pt(N3)6] 2~ and [MeaPt(Ng)]q [5,6]1. ’
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