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Scheme 1. Traditional Methods of Synthesizing N-Unprotected Ketimines. Scheme 2 Strategy for This Work.
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Scheme 3. Sc-Catalyzed Synthesis of Ketimines. " Scheme 4. TBAF-Catalyzed Synthesis of Ketimines.
Sc(OTf)3 H 3 TBAF
o} . TMS\N/TMS (0.20-10 mol %) N+ | o} . TMS\N/TMS (2.5-10 mol %) NJ‘H
R1KR2 3 alkyl H 25-90 °C, 2-48 h R1LR2 3 gkR? H 25-70°C, 1-72h R1LR2
=aryl,3°a - ! = 40 90 20 - ;
R, R2 y TMS,0 upto99%yield | ', RZ 1°,2° 3°alkyl, aryl TMS,0 up to 99% yield
24 examples 19 examples
N M X=F :99%
X=Cl :95% e X=4-Me :87%
Ph)kPh Ph)kCF X=Br : ggﬁ) } Ph)>§v‘Me : ® X = 4-OMe: 85%
X=Me : COE T = 1 74%
upto10g 159 - : | I X =3-CF3 o
up to 99% 340/ X X=OMe: 97% >990/ >99%
NH-HCI !
Me ;
Me Me ©)§§w : V)% C[ézo Ph)kPh Ph)KQ\
M e i
! up to 10 g CO,1B
c COZIPF 72% ' 95% 2% up to 96% >99% 215U
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Application to One-Pot Reactions.

Scheme 5.
Sc(OTf)s H o
a) i + TMS [ TMS M, N~ H-Gly-OfBuHCl Ph N\)L glycine Schiff base
Ph” “Ph H neat, 90 °C onpn CH,Cl,, 25 °C \f OfBu  82% (2.5 g) (2 steps)
one-pot h
,,,,,,,,,,,,,,,,,,,,,,,,,,,,,,,,,,, o
TBAF (10 mol %) acetone cyanohydrin [e)
b) o) TMS,NH (1.5 equiv) Nt or HP(O)(OPh), H,N CN H,N B(OPh), up 1o 97% (2 steps)
or
R1LR2 DMI (1.0 equiv) R1LR2 25°C, 1-24 h R1">R2 R1"NR2 36 examples
rt, 1-72 h one-pot
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