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Screening with MeNO,

Ar C1: X=0, Ar=Ar,=3,5-(CF;)C¢H;
X _NH C2: X=0, Ar=3-NO,CH, Ar,=3,5-(CF;)C¢Hs
C3: X=0, Ar=4-NO,C¢H, Ar=3,5-(CF3)C¢H
WNH C4: X=0, Ar=Et, Ar,=3,5-(CF;)C4Hj
(:L@I@ C5: X=0, Ar=Ar,=3-NO,C¢H,
/N\/AH C6: X=0, Ar=Ar,=Ph

C7: X=S, Ar=Ar;=3,5-(CF3)C¢H,

Figure S1
Table S1
Q 0
Cat/chO3
+ CH3NO, . NH
CN DCM, r.t. NO,
Entry Catalyst Time Yield e.e.
(10 mol%) | (days) (%)
1 C1 3d 99 41
2 c2 3d 95 39
3 c3 3d 93 38
4 c4 7d 15 20
5 C5 3d 95 40
6 Cc6 7d 99 7
7 Cc7 7d 50 39
Table S2
Entry [ketone] Base Cat (eq) T(°C) Time Yield e.r.
[M] (1eq) (days) | (%)° | (%)
1 0.061 K,CO4 0.1 rt. 3d 99 41
2 0.18 K,CO, 0.1 r.t. 1d 20 30
3 0.092 K,CO3 0.1 r.t. 2d 99 33
4 0.061 KsPO, 0.1 rt. 3d 25 45
5 0.061 KsPO, 0.1 5 7d 25 37
6 0.061 K3PO4 0.1 35 2d 18 35
7 0.061 K;PO, 0.2 rt. 2d 25 44
8 0.061 K;PO, 0.05 rt. 7d 25 41




Table S3

Entry’ | Solvent Base Time Yield e.e.
(lea) | (days) | (%) | (%)
1 DCM K,CO; 3d 99 41
2 DCM K,CO4 7d 20 30
(ag.50%)
3 DCM Cs,CO;3 3d 99 33
4 DCM KOH 7d 25 38
5 DCM LiOH 7d 18 35
6 DCM KsPO, 3d 99 45
7 DCM No base 7d -
8 Toluene K5PO, 1d 99 18
9 THF KsPO, 3d 99 14
10 CHCl, K3PO, 3d 99 45
11 CHCl, KsPO, 2d 99 42
(5eq)
12 CHCl3 K3PO4 6d 99 43
(0.2 eq)

® All the experiments were performed at [ketone]=0.061M, 0.1 eq of the catalyst and with 1 eq of the inorganic base.
® Yields refer to chromatographically pure compounds © Enantiomeric excesses were determined by HPLC on chiral stationary phase
column.



'HNMR and *CNMR spectra of compounds
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HPLC traces of compound 7a

NH

NO,
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