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We have previously shown that isocyanides coordinated to palladium(H) undergo 
nucleophilic attack by alcohols and primary amines, as does the CO group in carbonyl 
derivatives-of manganese, rhenium, iridium and iron’. The reaction of alcohols with the 

carbonyl compounds lead directly to metal-carbon o-bonded derivatives of the type 
M-C(O)-OR, but with palladium(III)-isocyanide complexes the products are 
“carbene” derivatives of type (I), where L = phenylisocyanide or triphenylphosphine. 

al 

We have now found that the compounds of type (I) can be converted into new 
derivatives containing palladium-carbon u bonds. Thus complex (I) having L = triphenyl- 

phosphine and R = CHs , reacts with the stoicheiometric amount of alcoholic KOH at 
room temperature according to eq. 1. The reaction is very fast and almost quantitative; 
potassium chloride is precipitated. From the red solution the brick coloured compound (II) 

+2 KO”, -2KCI ,-2HZ0 
* 

+2HCI 

is recovered in 92% yield. It is non-conducting in 1.2~dichloroethane solution and 
partially dissociated in the same solvent, as shown by molecular weight measurements: 
at c = 2.25g/l the experimental molecular weight is 850, while at c = 5.35g/l it is 963 
(Theor mol_wt_, 1076). The elemental analysis corresponds to the composition 
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frequencies of (II) and (III) are increased by 30-50 cm” above that of(I), while the 
corresponding v(C= 0-CHa) decrease by 146 cm-‘. These observations can be 
associated with an increased bond order between the C and N atoms and to a decreased 
bond order between the C and 0 atoms of the organic group of the complexes (II) and 
(III). This is consistent also with the shift from T 5.6 to 7.07 of the PMR signal of the 
-0-CH3 groups in the compounds (I) and (III). 

The values of r$C=N-C6H5) and v(C HO---_CHa)*in (II) and (III) faII 

in the ranges typical of organic compounds containing C=N bonds and C-0-CHs 
groups6 . 

Reaction 1 can be easily reversed. In fact, if the complex (II) is refluxed for 
30 min with methanol containing 0.1 M HCI, complex (I) is obtained in a 90% high 
yield. 
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