P1-3am-19 AXL2S B1035S4E2 (2023)

22-EEY D UBERE TIF BB EZELCOFA L VEBHFIES
L-3Ed#FEm 4 BN SOLINEAEDERESCHILATF
F B DFEREE

(e RSARHE - S RS2 RBERE 2) O L - (hE JIHE— 2 - Ak Fot 2
Synthesis of Unsymmetrical Square-Planar Palladium(II) Complexes Coordinated by 2,2’-
Bipyridine Derivatives and a Dithiolene Ligand with a TTF Skeleton and Crystal Structures of
Their Radical Cation Salts (!School of Science, University of Hyogo, *Graduate School of
Science, University of Hyogo) O Satomi Mochizuki,' Jun-ichi Yamada,? Kazuya Kubo?

Unsymmetrical metal-dithiolene complexes serve as donor components of molecular
conductors which show metallic or semiconducting behavior [1]. In this study, we have
synthesized new unsymmetrical palladium complexes coordinated by 2,2"-bipyridine
derivatives and a CsHaSs*" ligand (Scheme 1). Electrochemical crystallization of the complex
(bpy)Pd(CsH4Ss) gave radical cation crystals [(bpy)Pd(CsH4Ss)](anion) (1: anion = BF4, 2:
anion = PFs). Salt 1 crystallizes in a triclinic crystal system with a space group of P-1 (Figure
1), in which the radical cations form 1D columns with a head-to-head arrangement along the a
axis and are interacted through S-S contacts (3.511-3.580 A) shorter than the sum of van der
Waals radii of the sulfur atoms (< 3.7 A). The adjacent columns also interact with each other
through short S-S contacts (3.371-3.606 A) along the b axis. The BF4 anions are positioned
at crystalline spaces between the columns. Crystal 2 was found to be isostructural to 1.
Keywords : Molecular conductor; Unsymmetrical complex, Palladium(Il) complex, Dithiolene
ligand; Crystal structure
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