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Abstract:
Highly reactive titanium imido complexes have been generated by the reaction of primary amines with
monocyclopentadienyl titanium (IV) complexes. These transient imido complexes have been trapped
via intramolecular [2 + 2] cycloadditions with tethered alkynyl moieties. This transformation has been
used to prepare a variety of representative heterocycles via catalytic (CpTiCl3 mediated] and
stoichiometric [CpTi(CH3)2Cl mediated] annulations of alkynylamines.

Additionally, the azatitanetines generated in stoichiometric [2+2] imido-alkyne cycloadditions have
been shown to engage nucleophiles in subsequent bond-forming reactions.

The utility of these new methods in natural products synthesis was shown by their use in concise total
syntheses of (±)-monomorine I and (+)-preussin. 
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