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Enamides are clearly valuable intermediates in organic synthesis. From the synthetic point of view, haloenamides are
versatile variants of enamides. The weakly bonded halogen and electron-rich olefin are highly reactive and potentially
useful toward the synthesized nitrogen-containing complex molecules. Dihaloenamides in vicinal mode are especially
instructive as a synthetic scaffold for preparation of diverse derivatives, and this beneficial point would expand the
possibilities and importance of enamide structure. Despite the intriguing utility of halo- and dihaloenamides, their
synthetic availability still remains a challenge due to the inherent difficulty in regio-, and stereoselective halogenation
of ynamides. Herein we report an exact addition of in situ generated HX and IBr to N-alkynyl indoles, giving the

corresponding N-alkenyl indoles as single isomers in high yields.
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Sceme 1. Regio-, and stereoselective halogenation of N-alkynyl indoles through in situ generated HX and IBr.
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Scheme 2. Plausible mechanism for the regio- and stereoselective hydrohalogenation.
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Scheme 3. Plausible mechanism for the regio- and stereoselective iodobromination.
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