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Counter Ion Effect in Anionic Dinuclear Titanium Complexes with a Bridging Dinitrogen
Ligand (Tokyo Institute of Technology) OHiroki Iwama, Yutaka Ishida, Hiroyuki Kawaguchi

The strategy to control the binding modes of coordinated dinitrogen is important in
dinitrogen functionalization chemistry. Here we report the counter ion effect on the structures
of anionic dinuclear titanium complexes with a bridging dinitrogen ligand. The
titanium/potassium dinitrogen complex 1 was synthesized by the reaction of [(O3;C)Ti(THF),]
with potassium naphthalenide under an atmosphere of N». In the complex 1, the dinitrogen unit
bridges two titanium centers in the end-on fashion. Treatment of 1 with NaBPh, resulted in the
precipitation of KBPhs, exchanging the K* ions for the Na" ions and yielding the Ti/Na complex
2. The X-ray structure of 2 shows that the complex contains a bridging side-on dinitrogen
ligand. The binding modes of coordinated N, in the Ti/Na system are found to depend on the
solvent used.
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