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AgOTf (51.3 mg, 0.20 mmol) was dissolved in dry THF (2 mL) under an argon atmosphere and with direct light excluded at room temperature. To the solution was added a 0.5 mol/L solution of KHMDS in toluene (200 μL, 0.1 mmol) at –40 °C and stirred for 30 min at this temperature. Subsequently, a solution of (R)-DTBM-SEGPHOS (23.6 mg, 0.02 mmol) in dry THF (1 mL) was added and stirred at –40 °C for 30 min. Then a solution of 1-isopropyl-2-nitrosobenzene (2g, 74.6 mg, 0.50 mmol) in dry MeOH (2 mL) and alkenyl trifluoroacetate 1e (230 μL, 1.0 mmol) were successively added to the resulting solution at this temperature. After stirring at –40 °C for 2 h, the mixture was treated with MeOH (3 mL) and stirred at this temperature for 20 min. Then, the mixture was filtered with a glass filter funnel filled with Celite® and washed with Et2O, and the combined filtrate and washes were concentrated in vacuo. The residual crude product was purified by column chromatography on silica gel using a mixture of ethyl acetate and hexane as the eluant to give corresponding α-hydroxyamino ketone 3eg (146.4 mg, 94% yield). The enantiomeric ratio of the N-adduct was determined to be 89% ee by HPLC analysis using a chiral column (Daicel Chiralpak AS-H, hexane–i-PrOH (80:1), flow rate = 1.0 mL/min) t
          1 = 15.6 min (minor), t
          2 = 32.4 min (major). 
Spectral Data of the Product
1H NMR (396 MHz, CDCl3): δ = 7.98 (d, J = 7.1 Hz, 2 H), 7.58 (m, 1 H), 7.40–7.51 (m, 3 H), 7.27–7.35 (m, 1 H), 7.13–7.19 (m, 2 H), 6.57 (s, 1 H), 4.76 (t, J = 6.7 Hz, 1 H), 3.67 (sept, J = 7.0 Hz, 1 H), 1.76–1.85 (m, 2 H), 1.30–1.43 (m, 2 H), 1.26 (dd, J = 15.2, 7.0 Hz, 6 H), 0.83 (t, J = 7.5 Hz, 3 H). 13C NMR (100 MHz, CDCl3): δ = 202.7, 147.2, 143.9, 136.5, 133.4, 128.6 (2 C), 128.4 (2 C), 126.4, 126.2, 126.1, 121.6, 70.7, 32.1, 26.6, 24.6, 23.5, 19.5, 14.0. IR (neat): 3409, 2961, 2871, 1682, 1597, 1486, 1447, 1383, 1232, 1086, 1032, 1002, 968, 908, 756, 731 cm–1. MS (ESI): m/z calcd for [C20H25O2NNa]+ [M + Na]+: 334.1778; found: 334.1773; [α]D
          14.2 +16.0 (c 1.0, CHCl3, 89% ee). 
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[bookmark: OR000-15]15 Although it is difficult to refer to the origin of N/O selectivity in the present nitroso aldol reaction at this stage, acyclic alkenyl esters with Z configuration exhibit higher N-selectivity compared to cyclic alkenyl esters.7 In addition, chiral phosphines have been found to affect N/O selectivity to some extent.7
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