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Fig.1 Time—dependent IR spectra recorded in the vcq) region for the reaction of
Ir (CO),,(PPh,), with Me;NO—PPh, in CHClat 25.7C
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Table 1 Sccond—Order Rate Constants for Reactions of (1) and (2)

ky (Lemol™«s™")
M L AHNP(mV)* e .
M, (CO),,L M (CO),,L;3
POMe), | 580 0.528 0.0387
Co P(OEY), 520 0.279 ‘ 0.0104
P(n—Bu), S k3 0.0910 ; -
P(OMe), 580 0.988 0.337
P(OEY), 520 0.851 0.118
Ir
P(n—Bu), 131 0.676 0.0739
PPh, 573 1.28 0,189

a Difference in halfﬁcutralization potentials of ligands L
from that of N, N—diphcnylguanidinc as a standard

b Rates measured in CHClL,—EtOH(V / V=29 : 1) at 26.6C

¢ Ratcs measured in CHCI, at 25.7C
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EFFECT OF STRUCTURAL FACTORS ON THE RATES OF OXY-
GEN ATOM TRANSFER TO METAL CARBONYLS
Wang Jianqi Gao Yici Wang Yaoyu Shi Qizhen
(Department of Chemisiry, Lanzhou University, Lanzhou  730000)

The comparative study on kinctics and mechanism was madc to cxamine further the impor-
tance of CO bridging concept to the reactivity of metal clusters in the CO substitution'by L of
M(CO),,,L,(M=Co, Ir; L=phosphorous ligand; n=1,2) in the presence of Mc,NO. The
sccond—order rate law and kinctic behavior arc the same as that reported carlier on such reac
tion and hence provide a common baéis for comparision. The reaction rates of Ir compounds
are greater than those of corresponding Co compounds (Co < Ir) with the phosphorous ligands
studied in this paper. The results obtained here are different from carlier studies on the
M,(CO),; and M,(CO),,L (M =Fe, Ru, Os) wherc it was found that the reactivitics decreasc in
the order Fe> Ru> Os and this was discussed in terms of the presumed important contribution
of CO bridging to the ratcs of associative recactions in mctal carbonyl clusters. Some other ef-
fects of structural factors on rates of the oxygen atom transfer to metal carbonyls were also dis-

cussed.
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