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We have recently found palladium promoted formation of azeplnes from 1-amlno- 

henatrlenes. In order to investigate t h ~ s  reactlan in more detail, we performed 

amnopalladatlon r.eactlons of several 1-amlnohexatrlenes 

When 2- lsorner  of N-acetyiaminohexatriene 2 - l a  was treated wlth I eq. of 

PdCl2(PhCNI2 in acetonltrile in the presence of Na2C03, the azeplne 2 was cbtaln- 

ed. However, in the case of its E-rsomer E-la palladium-a-complex, cis-3a - was lso- 

l a t e d .  These results can only De explained by CIS-addltlon of nltrogen and Pd to 

the termlnal double bond. The palladium-a-complex trans-%, formed from 2 - l a ,  

would give g by easy CIS-ellmination of "PdH". Stablllty of c l s - j  would be as- 

crlbed to the absence of cls hydrogen to be el~mlnated 

Although cis-addition of nltrogen and Pd suggested lnitlal caordlnarlon of 

amno group tc Pd, no evldence was observed in the reactlon of E- and 2-la. 

However, on mlxing Pd(I1) wlth E- and 2 - l b ,  havlng free amlno group, Immediate 

precipltaion of yellow powder was observed. Thls yellow powder was easlly 

assigned as the expected Pd-complex 4b and proved to be the lntermedlate of amlno- - 

palladation reaction. 

Further Studies on the origlns of preferential endo-closure to form 

azepines and cis-aminopalladation are now in progress and would be also presented. 


