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Synthesis and Characterization of Main Group Element Complexes with Phenylenediamide
Based Pincer Type Ligand (Graduate School of Engineering, Osaka University)

OYoshiki Fujiwara, Hideki Sugimoto, Shinobu Itoh

Recently, much attention has been focused on the redox reactivities of main group metal
complexes supported by redox active ligands. We have already reported that reaction of a tin(1I)
complex with a phenylenediamido ligand with an organic azide leads to formation of a nitrene
bound three-coordinate tin(II) complex with a diiminobenzosemiquinono ligand which exhibits
C-H activation reactivity. In this study, pincer type tridentate ligands comprising a
phenylenediamido framework (L1 and L2) were synthesized and their antimony(IlI) complexes
were synthesized and characterized. The ligands (Hs:L1landH3;L2) were synthesized by the
reactions of bis(2-aminophenyl)amine with 5-bromo-m-xylen or tert-butyl isocyanate. The
antimony(IIT) complexes (L1Sb and L2Sb) were prepared by treating Sb(N(SiMes),); with the
ligands. The complexes were identified by UV-vis and '"H NMR spectra. The complexes
showed strong absorption bands in a near-infrared region upon air oxidation, indicating that the
phenylenediamido  moiety  underwent one-electron  oxidation to form the
diiminobenzosemiquinone antimony(IIl) complexes. The electrochemical properties of the
complexes as well as their reactivity toward organic azides are also reported.
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