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Kinetic self-assembly of rnetastable PdsLs cage-shaped complex composed of three kinds of
ditopic ligand ('Graduate School of Arts and Sciences, The University of Tokyo) OKeisuke
Takeuchi', Naoki Sanada', Tsukasa Abe', Shuichi Hiraoka'

Metastable [PdsL*;LB,L%]*" cage-shaped complexes composed of three kinds of ditopic
ligands (L*, L®, and L) were selectively produced from a trans-[Pd,L*,(CH;CN)4]*" ring as a
key intermediate. The tetranuclear Pd(II) cages were characterized by various NMR
measurements. The formation of the tetranuclear cages was affected by the order of the addition
of the ditopic ligands (L® and L) to the trans-ring. The tetranuclear cage complexes were
converted into a mixture of homoleptic assemblies by heating, while the cages are stable for
one month at room temperature. These results indicate that the tetranuclear cages were
metastable assemblies produced under kinetic control. In the presence of excess CH3;CN the
cage formations were accelerated to improve the yields of the cages, which suggests that error
corrections of Pd(II)-L coordination bonds were made by the coordination of CH3CN to Pd(II)
centers.
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