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Thedirectcatalyticadditionofterminalalkynestoketoiminesisinitsinfancyandhas

sufferedfromlowyieldandlowcatalyticefficiency.Furthermore,thereisnoreportonthe

catalyticasymmetricvariantthatproceedsinperfectatom economy.Herewereporta
generalmethodfortheadditionofterminalalkynestoketoiminesandthefirstexampleof

catalyticasymmetricversion.Theracemicreactionconditionsshowedbroadsubstrate

generality.Highconversionwasobservedwith5m01%ofcatalystloadingl汀eSpeCtiveof

theelectronicnatureofthearomaticgrouporsteriCfactorsofalkylgroupadjacenttothe

ketoiminecarbon.Moreover,botharomaticalkynesandaliphaticalkynesservedas

suitablesubstrates.Inparticular,thecurrentconditionsweresuccessfullyappliedtothe

alkynebearingafreehydroxylgroup.Thisefficientcatalyticprotocolwasthenextended

toasymm etricversionbyusing N/P(S)Ph2
(S,S)-Ph-BPEasachiralligand.

The propargylamines were

obtained in good yield and
with 50-80% ee. The
simultaneous activation of

pronucleophiles and

electrophiles by copper

complexcatalystisthekeyto
achievlng thisunprecedented
reaction.
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