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Effect of a Sulfur Atom in the Benzylidene Ligand of Hoveyda-Grubbs-type Complexes on
Their Catalytic Activities (‘Dvision of Materials Science of Science and Technology, Nara
Institute of Science and Technology) OTsubasa Kinugawa,' Shun Hirota,' Takashi Matsuo.'

Olefin Metathesis (OM), a C-C double bond rearrangement reaction, is expected to be
applicable for biomolecular chemistry because of its high functional group selectivity. To
achieve efficient OM reactions in aqueous media, the structural modification of Hoveyda-
Grubbs 2nd (HG-II) complexes has been studied. We previously reported that HG-II-type
complex with an ethylenamide group at the terminal of a 2-alkoxybenzylidene ligand on a HG-
II-type complex has a hydrogen bond between the amide moiety and a chlorido ligand,
resulting in a high stability with a similar reacitivity to HG-II". Accordingly, we synthesized
HG-II-type complexes with a chalcogen atom at the terminal of the 2-alkoxybenzylidene
ligand, assuming that the chalcogen atom contributes to the compelx stability. The 1:1 ligand
exchange reaction between HG-II and 1 showed 77% conversion, indicating that [Ru].s is
more stable than HG-II. The catalytic activity of [Ru].s was found to be similar to that of the
previously reported HG-II-type complex with an amide moiety.
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