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General consideration: All air-sensitive compounds were handled under an atmosphere of argon or in a 

nitrogen-filled glovebox. 1H NMR and 13C NMR spectra were recorded on Bruker AV 400 at ambient 

temperature with CDCl3 as solvent and TMS as internal standard. Chemical shifts (δ) were given in ppm, 

referenced to the residual proton resonance of TMS (0), to the carbon resonance of the CDCl3 (77.23). 

Coupling constants (J) were given in Hertz (Hz). IR spectrums were recorded on Perkin-Elmer-983 

spectrometer. Optical rotations were measured with PerkinElmer 341 polarimeter. Flash column 

chromatography was performed on silica gel (200-300 mesh). All solvents were purified by conventional 

methods, distilled before use. Commercially available reagents were used without further purification. 

HB(C6F5)2 was prepared according to reported method.1 

Representative procedure for the metal-free catalytic asymmetric hydrosilylation of imines (Table 2, 

Entry 1): To a schlenk tube was added HB(C6F5)2 (0.0034 g, 0.010 mmol), chiral diene 4g (0.0061 g, 

0.005 mmol) and dry toluene (1.0 mL) in glovebox. The resulting mixture was stirred at room 

temperature for 10 min followed by the addition of PhMe2SiH (0.0749 g, 0.55 mmol) and stirring for 5 

min at room temperature. To the resulting solution, imine 1a (0.1126 g, 0.5 mmol) was added. After the 

schlenk was sealed, the reaction mixture was stirred at 0 °C for 8 h and the solvent was removed under 

reduced pressure. The crude residue was purified by flash chromatography on silica gel using petroleum 

ether/ethyl acetate (50/1) as the eluent to give the desired (R)-3a as a yellow oil (0.1130 g, >99% yield, 

67% ee). 

 

(E)-4-methoxy-N-(1-phenylethylidene)aniline (1a)2: 1H NMR (400 MHz, CDCl3, ppm): δ  7.99-7.97 (m, 

2H), 7.46-7.44 (m, 3H), 6.93 (d, J = 8.8 Hz, 2H), 6.72 (d, J = 8.8 Hz, 2H), 3.83 (s, 3H), 2.26 (s, 3H); 13C 

NMR (100 MHz, CDCl3, ppm): δ 165.9, 156.1, 145.0, 139.9, 130.5, 128.5, 127.3, 120.9, 114.4, 55.6, 17.5. 
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(E)-4-methoxy-N-(1-(p-tolyl)ethylidene)aniline (1b)2: 1H NMR (400 MHz, CDCl3, ppm): δ 7.87 (d, J = 

8.0 Hz, 2H), 7.25 (d, J = 8.0 Hz, 2H), 6.91 (d, J = 8.8 Hz, 2H), 6.76 (d, J = 8.8 Hz, 2H), 3.82 (s, 3H), 2.41 

(s, 3H), 2.24 (s, 3H); 13C NMR (100 MHz, CDCl3, ppm): δ 165.7, 156.0, 145.1, 140.7, 137.2, 129.2, 

127.3, 121.0, 114.4, 55.6, 21.6, 17.4. 

 

(E)-4-methoxy-N-(1-(4-methoxyphenyl)ethylidene)aniline (1c)2: 1H NMR (400 MHz, CDCl3, ppm): δ 

7.93 (d, J = 8.8 Hz, 2H), 6.95 (d, J = 8.8 Hz, 2H), 6.90 (d, J = 8.8 Hz, 2H), 6.74 (d, J = 8.8 Hz, 2H), 3.86 

(s, 3H), 3.82 (s, 3H), 2.22 (s, 3H); 13C NMR (100 MHz, CDCl3, ppm): δ 165.0, 161.6, 156.0, 145.3, 132.7, 

128.9, 121.1, 114.4, 113.8, 55.7, 55.6, 17.3. 

 

(E)-N-(1-([1,1'-biphenyl]-4-yl)ethylidene)-4-methoxyaniline (1d)3: 1H NMR (400 MHz, CDCl3, ppm): 

δ 8.06 (d, J = 8.4 Hz, 2H), 7.69 (d, J = 8.4 Hz, 2H), 7.66 (d, J = 8.0 Hz, 2H), 7.50-7.46 (m, 2H), 7.39 (dd, 

J = 7.2, 7.6 Hz, 1H), 6.94 (d, J = 8.8 Hz, 2H), 6.79 (d, J = 8.8 Hz, 2H), 3.84 (s, 3H), 2.30 (s, 3H); 13C 

NMR (100 MHz, CDCl3, ppm): δ 165.5, 156.2, 145.0, 143.2, 140.6, 138.8, 129.1, 127.9, 127.8, 127.3, 

127.2, 121.0, 114.5, 55.7, 17.5. 
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(E)-N-(1-(4-bromophenyl)ethylidene)-4-methoxyaniline (1e)4: 1H NMR (400 MHz, CDCl3, ppm): δ 

7.84 (d, J = 8.8 Hz, 2H), 7.56 (d, J = 8.8 Hz, 2H), 6.91 (d, J = 8.8 Hz, 2H), 6.75 (d, J = 8.8 Hz), 3.82 (s, 

3H), 2.23 (s, 3H); 13C NMR (100 MHz, CDCl3, ppm): δ 164.7, 156.3, 144.6, 138.8, 131.7, 128.9, 125.1, 

120.9, 114.5, 55.7, 17.3. 

 

(E)-4-methoxy-N-(1-(m-tolyl)ethylidene)aniline (1f)4: 1H NMR (400 MHz, CDCl3, ppm): δ 7.83 (s, 1H), 

7.73 (d, J = 7.6 Hz, 1H), 7.34 (dd, J = 7.6, 7.6 Hz, 1H), 7.28 (d, J = 7.6 Hz, 1H), 6.92 (d, J = 8.8 Hz, 2H), 

6.77 (d, J = 8.8 Hz, 2H), 3.82 (s, 3H), 2.43 (s, 3H), 2.25 (s, 3H); 13C NMR (100 MHz, CDCl3, ppm): δ 

166.2, 156.1, 145.0, 139.9, 138.2, 131.3, 128.4, 127.8, 124.5, 120.9, 114.4, 55.6, 21.7, 17.6. 

 

(E)-4-methoxy-N-(1-(3-methoxyphenyl)ethylidene)aniline (1g)6: 1H NMR (400 MHz, CDCl3, ppm): δ 

7.57-7.58 (m, 1H), 7.50 (d, J = 7.6 Hz, 1H), 7.35 (dd, J = 8.0, 8.0 Hz, 1H), 7.01 (dd, J = 2.6, 8.0 Hz, 1H), 

6.91 (d, J = 8.4 Hz, 2H), 6.76 (d, J = 8.4 Hz, 2H), 3.88 (s, 3H), 3.82 (s, 3H), 2.24 (s, 3H); 13C NMR (100 

MHz, CDCl3, ppm): δ 165.8, 159.9, 156.1, 145.0, 141.4, 129.5, 121.0, 120.0, 116.9, 114.4, 112.0, 55.7, 

55.6, 17.7. 
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(E)-N-(1-(3-Bromophenyl)ethylidene)-4-methoxyaniline (1h)3: 1H NMR (400 MHz, CDCl3, ppm): δ 

8.14 (m, 1H), 7.86 (m, 1H), 7.58 (d, J = 8.8 Hz, 1H), 7.31 (dd, J = 8.0, 8.0 Hz, 1H), 6.92 (d, J = 8.8 Hz, 

2H), 6.75 (d, J = 8.8 Hz, 2H), 3.82 (s, 3H), 2.23 (s, 3H); 13C NMR (100 MHz, CDCl3, ppm): δ 164.4, 

156.3, 144.4, 141.9, 133.3, 130.4, 130.0, 125.9, 122.9, 120.9, 114.4, 55.6, 17.4. 

 

(E)-N-(1-(3,4-dimethylphenyl)ethylidene)-4-methoxyaniline (1i): light yellow solid, m.p. 70-72 ºC; IR 

(film): 1628, 1604, 1504 cm-1; 1H NMR (400 MHz, CDCl3, ppm): δ 7.81 (s, 1H), 7.67 (d, J = 8.0 Hz, 1H), 

7.21 (d, J = 8.0 Hz, 1H), 6.92 (d, J = 8.4 Hz, 2H), 6.77 (d, J = 8.4 Hz, 2H), 3.82 (s, 3H), 2.34 (s, 3H), 2.33 

(s, 3H), 2.24 (s, 3H); 13C NMR (100 MHz, CDCl3, ppm): δ 166.0, 156.0, 145.2, 139.4, 137.6, 136.7, 

129.7, 128.3, 124.9, 121.0, 114.3, 55.6, 20.0, 19.9, 17.4; HRMS (ESI) calcd. for C17H20ON (M+H): 

254.1539, Found: 254.1538. 

 

(E)-N-(1-(3,4-dimethoxyphenyl)ethylidene)-4-methoxyaniline (1j)2: 1H NMR (400 MHz, CDCl3, 

ppm): δ 7.71 (s, 1H), 7.43 (d, J = 8.4 Hz, 1H), 6.91 (d, J = 8.4 Hz, 2H), 6.90 (d, J = 8.8 Hz, 1H), 6.74 (d, 

J = 8.8 Hz, 2H), 3.96 (s, 3H), 3.94 (s, 3H), 3.81 (s, 3H), 2.22 (s, 3H); 13C NMR (100 MHz, CDCl3, ppm): 

δ 164.9, 156.0, 151.3, 149.1, 145.2, 132.9, 121.0, 120.9, 114.4, 110.2, 109.6, 56.2, 55.7, 17.2. 
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(E)-4-methoxy-N-(1-(3,4,5-trimethoxyphenyl)ethylidene)aniline (1k)12: 1H NMR (400 MHz, CDCl3, 

ppm): δ 7.23 (s, 2H), 6.91 (d, J = 8.8 Hz, 2H), 6.74 (d, J = 8.8 Hz, 2H), 3.93 (s, 6H), 3.90 (s, 3H), 3.81 (s, 

3H), 2.23 (s, 3H); 13C NMR (100 MHz, CDCl3, ppm): δ 165.2, 156.1, 153.2, 144.9, 140.4, 135.4, 120.9, 

114.4, 104.7, 61.1, 56.5, 55.6, 17.5. 

 

(E)-N-(1-(benzo[d][1,3]dioxol-5-yl)ethylidene)-4-methoxyaniline (1l)9: 1H NMR (400 MHz, CDCl3, 

ppm): δ 7.57 (s, 1H), 7.43 (d, J = 8.8 Hz, 1H), 6.90 (d, J = 8.8 Hz, 2H), 6.85 (d, J = 8.8 Hz, 1H), 6.73 (d, 

J = 8.8 Hz, 2H), 6.01 (s, 2H), 3.81 (s, 3H), 2.20 (s, 3H); 13C NMR (100 MHz, CDCl3, ppm): δ 164.7, 

156.0, 149.7, 148.2, 145.0, 134.6, 122.2, 121.0, 114.4, 107.9, 107.4, 101.6, 55.7, 17.4. 

 

(E)-4-methoxy-N-(1-(naphthalen-2-yl)ethylidene)aniline (1m)10: 1H NMR (400 MHz, CDCl3, ppm): δ 

8.34 (s, 1H), 8.23 (dd, J = 1.6, 8.6 Hz, 1H), 7.94-7.86 (m, 3H), 7.56-7.51 (m, 2H), 6.94 (d, J = 8.8 Hz, 

2H), 6.81 (d, J = 8.8 Hz, 2H), 3.84 (s, 3H), 2.38 (s, 3H); 13C NMR (100 MHz, CDCl3, ppm): δ 165.7, 

156.2, 145.1, 137.3, 134.6, 133.2, 129.1, 128.2, 127.9, 127.3, 126.5, 124.4, 121.0, 114.5, 55.7, 17.5. 
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(E)-4-methoxy-N-(1-(6-methoxynaphthalen-2-yl)ethylidene)aniline (1n): yellow solid, m.p. 210-213 

ºC; IR (film): 1616, 1601, 1504 cm-1; 1H NMR (400 MHz, CDCl3, ppm): δ 8.27 (s, 1H), 8.19 (d, J = 8.4 

Hz, 1H), 7.82 (d, J = 8.4 Hz, 1H), 7.78 (d, J = 8.4 Hz, 1H), 7.20-7.17 (m, 2H), 6.93 (d, J = 8.8 Hz, 2H), 

6.80 (d, J = 8.8 Hz, 2H), 3.95 (s, 3H), 3.83 (s, 3H), 2.35 (s, 3H); 13C NMR (100 MHz, CDCl3, ppm): δ 

165.7, 158.9, 156.1, 145.2, 136.0, 135.3, 130.6, 128.5, 127.6, 127.0, 125.0, 121.1, 119.4, 114.4, 105.9, 

55.7, 55.6, 17.4; HRMS (ESI) calcd. for C20H20O2N (M+H): 306.1489, Found: 306.1486. 

 

(E)-4-methoxy-N-(1-phenylpropylidene)aniline (1o)5: 1H NMR (400 MHz, CDCl3, ppm): δ 7.94-7.89 

(m, 2H), 7.47-7.43 (m, 3H), 6.91 (d, J = 8.8 Hz, 2H), 6.75 (d, J = 8.8 Hz, 2H), 3.82 (s, 3H), 2.69 (q, J = 

7.6 Hz, 2H), 1.09 (t, J = 7.6 Hz, 3H); 13C NMR (100 MHz, CDCl3, ppm): δ 171.5, 156.0, 145.1, 138.5, 

130.4, 128.6, 127.7, 120.4, 114.5, 55.7, 23.4, 13.0. 

 

(E)-4-methoxy-N-(1-(m-tolyl)propylidene)aniline (1p): yellow solid, m.p. 62-64 ºC; IR (film): 1628, 

1604, 1503 cm-1; 1H NMR (400 MHz, CDCl3, ppm): δ 7.77 (s, 1H), 7.66 (d, J = 7.6 Hz, 1H), 7.33 (dd, J = 

7.6, 7.6 Hz, 1H), 7.27 (d, J = 8.0 Hz, 1H), 6.91 (d, J = 8.8 Hz, 2H), 6.75 (d, J = 8.8 Hz, 2H), 3.81 (s, 3H), 

2.68 (q, J = 7.6 Hz, 2H), 2.42 (s, 3H), 1.08 (t, J = 7.6 Hz, 3H); 13C NMR (100 MHz, CDCl3, ppm): δ 
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171.8, 155.9, 145.1, 138.5, 138.4, 131.2, 128.5, 128.3, 124.8, 120.5, 114.4, 55.6, 23.5, 21.7, 13.1; HRMS 

(ESI) calcd. for C17H20ON (M+H): 254.1539, Found: 254.1537. 

 

(E)-N-(1-cyclohexylethylidene)-4-methoxyaniline (1q)2: yellow oil; 1H NMR (400 MHz, C6D6, ppm): δ 

6.81 (d, J = 8.8 Hz, 2H), 6.66 (d, J = 8.8 Hz, 2H), 3.36 (s, 3H), 2.15-2.08 (m, 1H), 1.88 (d, J = 12.0 Hz, 

2H), 1.76-1.69 (m, 2H), 1.62-1.59 (m, 1H), 1.54 (s, 3H), 1.49-1.41 (m, 2H), 1.27-1.10 (m, 3H); 13C NMR 

(100 MHz, C6D6, ppm): δ 174.1, 156.2, 146.0, 120.8, 114.6, 55.0, 49.3, 30.6, 26.6, 25.7, 17.8. 

 

(E)-N-(3,3-dimethylbutan-2-ylidene)-4-methoxyaniline (1r)11: 1H NMR (400 MHz, CDCl3, ppm): δ 

6.83 (d, J = 8.8 Hz, 2H), 6.57 (d, J = 8.8 Hz, 2H), 3.77 (s, 3H), 1.74 (s, 3H), 1.21 (s, 9H); 13C NMR (100 

MHz, CDCl3, ppm): δ 178.1, 155.6, 145.6, 120.3, 114.3, 55.6, 40.4, 28.0, 15.3. 

 

(R)-4-methoxy-N-(1-phenylethyl)aniline (3a)2: yellow oil, [α]D
25 = +6.0 (c 1.01, CHCl3) (67% ee) [lit.: 

[α]D
20 = +8.5 (c 0.87, CHCl3) (98% ee for R isomer)]; 1H NMR (400 MHz, CDCl3, ppm): δ 7.36-728 (m, 

4H), 7.23-7.19 (m, 1H), 7.68 (d, J = 8.8 Hz, 2H), 6.46 (d, J = 8.8 Hz, 2H), 4.40 (q, J = 6.8 Hz, 1H), 3.68 

(s, 3H), 1.48 (d, J = 6.8 Hz, 3H); 13C NMR (100 MHz, CDCl3, ppm): δ 152.1, 145.7, 1418, 128.8, 127.0, 

126.1, 115.0, 114.8, 55.9, 54.4, 25.3. 
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(R)-4-methoxy-N-(1-(p-tolyl)ethyl)aniline (3b)2: yellow oil, [α]D
25 = +11.5 (c 1.12, CHCl3) (61% ee) 

[lit.: [α]D
25= +7.7 (c1.05, CHCl3) (98% ee for R isomer)]; 1H NMR (400 MHz, CDCl3, ppm): δ 7.29 (d, J = 

8.0 Hz, 2H), 7.16 (d, J = 8.0 Hz, 2H), 6.73 (d, J = 8.8 Hz, 2H), 6.53 (d, J = 8.8 Hz, 2H), 4.43 (q, J = 6.4 

Hz, 1H), 3.90 (brs, 1H), 3.72 (s, 3H), 2.36 (s, 3H), 1.52 (d, J = 6.4 Hz, 3H);  13C NMR (100 MHz, CDCl3, 

ppm): δ 152.1, 142.5, 141.6, 136.5, 129.5, 126.0, 114.9, 114.8, 55.9, 54.2, 25.2, 21.2. 

 

(R)-4-methoxy-N-(1-(4-methoxyphenyl)ethyl)aniline (3c)2: yellow oil, [α]D
25 = +10.1 (c 1.00, CHCl3) 

(65% ee) [lit.: [α]D
20 = +24.2 (c 1.05, CHCl3) (98% ee for R isomer)]; 1H NMR (400 MHz, CDCl3, ppm): δ 

7.28 (d, J = 8.4 Hz, 2H), 6.86 (d, J = 8.4 Hz, 2H), 6.70 (d, J = 8.8 Hz, 2H), 6.48 (d, J = 8.8 Hz, 2H), 4.38 

(q, J = 6.4 Hz, 1H), 3.79 (s, 3H), 3.70 (s, 3H), 1.48 (d, J = 6.4 Hz, 3H); 13C NMR (100 MHz, CDCl3, 

ppm): δ 158.7, 1521, 141.9, 137.7, 127.1, 115.0, 114.8, 114.2, 56.0, 55.4, 53.8, 25.3. 

 

(R)-N-(1-([1,1'-biphenyl]-4-yl)ethyl)-4-methoxyaniline (3d)3: white solid, [α]D
25 = +41.0 (c 0.96, 

CHCl3) (61% ee) [lit.: [α]D
25 = +41.9 (c 2.30, CHCl3) (74% ee for R isomer)]; 1H NMR (400 MHz, CDCl3, 

ppm): δ 7.62-7.58 (m, 4H), 7.46 (m, 4H), 7.36 (dd, J = 7.2, 7.2 Hz, 1H), 6.75 (d, J = 8.8 Hz, 2H), 6.55 (d, 

J = 8.8 Hz, 2H), 4.50 (q, J = 6.8 Hz, 1H), 3.73 (s, 3H), 1.57 (d, J = 6.8 Hz, 3H); 13C NMR (100 MHz, 
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CDCl3, ppm): δ 152.1, 144.8, 141.7, 141.1, 139.9, 128.9, 127.6, 127.3, 127.2, 126.5, 115.0, 114.8, 55.9, 

54.2, 25.3. 

 

(R)-N-(1-(4-bromophenyl)ethyl)-4-methoxyaniline (3e)5,6: yellow oil, [α]D
25 = +13.5 (c 1.10, CHCl3) 

(59% ee) [lit.: [α]D
25 = +28.4 (c 2.00, CHCl3) (94% ee)]; 1H NMR (400 MHz, CDCl3, ppm): δ 7.42 (d, J = 

8.8 Hz, 2H), 7.23 (d, J = 8.8 Hz, 2H), 6.68 (d, J = 8.8 Hz, 2H), 6.43 (d, J = 8.8 Hz, 2H), 4.35 (q, J = 6.8 

Hz, 1H), 3.69 (s, 3H), 1.46 (d, J = 6.8 Hz, 3H); 13C NMR (100 MHz, CDCl3, ppm): δ 152.3, 144.8, 141.4, 

131.9, 127.9, 120.6, 115.0, 114.8, 55.9, 54.0, 25.3. 

 

(R)-4-methoxy-N-(1-(m-tolyl)ethyl)aniline (3f)4,6: yellow oil, [α]D
25 = +2.5 (c 0.98, CHCl3) (68% ee) 

[lit.: [α]D
25 = +8.1 (c 2.00, CHCl3) (89% ee)]; 1H NMR (400 MHz, CDCl3, ppm): δ 7.33-7.26 (m, 3H), 7.14 

(d, J = 7.2 Hz, 1H), 6.81 (d, J = 8.8 Hz, 2H), 6.58 (d, J = 8.8 Hz, 2H), 4.47 (q, J = 6.8 Hz, 1H), 3.87 (brs, 

1H), 3.78 (s, 3H), 2.44 (s, 3H), 1.58 (d, J = 6.8 Hz, 3H); 13C NMR (100 MHz, CDCl3, ppm): δ 151.9, 

145.7, 141.8, 138.2, 128.6, 127.7, 126.7, 123.0, 114.8, 114.6, 55.8, 54.4, 25.2, 21.7. 

 

(R)-4-methoxy-N-(1-(3-methoxyphenyl)ethyl)aniline (3g)6,7: yellow oil, [α]D
25 = +5.5 (c 1.05, CHCl3) 

(72% ee) [lit.: [α]D
25 = -6.6 (c 0.45, CHCl3) (96% ee)]; 1H NMR (400 MHz, CDCl3, ppm): δ 7.27 (m, 1H), 
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7.01-6.98 (m, 2H), 6.80 (d, J = 8.0 Hz, 1H), 6.73 (d, J = 8.4 Hz, 2H), 6.52 (d, J = 8.4 Hz, 2H), 4.42 (q, J 

= 6.4 Hz, 1H), 3.90 (brs, 1H), 3.81 (s, 3H), 3.72 (s, 3H), 1.52 (d, J = 6.4 Hz, 3H); 13C NMR (100 MHz, 

CDCl3, ppm): δ 160.0, 152.0, 147.6, 141.7, 129.8, 118.4, 1149, 114.7, 112.1, 111.8, 55.8, 55.3, 54.4, 25.2. 

 

(R)-N-(1-(3-bromophenyl)ethyl)-4-methoxyaniline (3h)3: yellow oil, [α]D
25 = +11.7 (c 1.08, CH3OH) 

(68% ee) [lit.: [α]D
25 = +15.4 (c 2.00, CH3OH) (72% ee)]; 1H NMR (400 MHz, CDCl3, ppm): δ 7.55 (s, 

1H), 7.38 (d, J = 8.0 Hz, 1H), 7.32 (d, J = 7.6 Hz, 1H), 7.19 (dd, J = 7.6, 8.0 Hz, 1H), 6.73 (d, J = 8.8 Hz, 

2H), 6.47 (d, J = 8.8 Hz, 2H), 4.38 (q, J = 6.8 Hz, 1H), 3.72 (s, 3H), 1.49 (d, J = 6.8 Hz, 3H); 13C NMR 

(100 MHz, CDCl3, ppm): δ 152.2, 148.4, 141.4, 130.5, 130.2, 129.2, 124.7, 123.0, 115.0, 114.7, 55.9, 

54.1, 25.4. 

 

N-(1-(3,4-dimethylphenyl)ethyl)-4-methoxyaniline (3i): yellow oil, [α]D
25 = +14.7 (c 1.07, CHCl3) (71% 

ee); IR (film): 3402, 1605, 1511, 1452 cm-1; 1H NMR (400 MHz, CDCl3, ppm): δ 7.13 (s, 1H), 7.09 (s, 

2H), 6.70 (d, J = 8.8 Hz, 2H), 6.50 (d, J = 8.8 Hz, 2H), 4.36 (q, J = 6.8 Hz, 1H), 3.70 (s, 3H), 2.25 (s, 3H), 

2.23 (s, 3H), 1.48 (d, J = 6.8 Hz, 3H); 13C NMR (100 MHz, CDCl3, ppm): δ 152.1, 143.1, 141.9, 1369, 

135.2, 130.0, 127.4, 123.4, 115.0, 114.8, 56.0, 54.3, 25.3, 20.1, 19.6; HRMS (ESI) calcd. for C17H22ON 

(M+H): 256.1696, Found: 256.1695. 
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(R)-N-(1-(3,4-dimethoxyphenyl)ethyl)-4-methoxyaniline (3j)2,8: white solid, [α]D
25 = +8.3 (c 0.98, 

CHCl3) (78% ee) [lit.: [α]D
17 = -16.0 (c 0.72, CHCl3) (98% ee)]; 1H NMR (400 MHz, CDCl3, ppm): δ 6.92-

6.90 (m, 2H), 6.82 (d, J = 8.4 Hz, 1H), 6.70 (d, J= 8.8 Hz, 2H), 6.49 (d, J = 8.8 Hz, 2H), 4.35 (q, J = 6.4 

Hz, 1H), 3.86 (s, 3H), 3.85 (s, 3H), 3.75 (brs, 1H), 3.70 (s, 3H), 1.49 (d, J = 6.4 Hz, 3H); 13C NMR (100 

MHz, CDCl3, ppm): δ 152.1, 149.3, 148.0, 141.9, 138.4, 117.9, 114.9, 114.8, 111.4, 109.3, 56.1, 56.0, 

55.9, 54.3, 25.3. 

 

4-methoxy-N-(1-(3,4,5-trimethoxyphenyl)ethyl)aniline (3k): white solid, [α]D
25 = +8.1 (c 1.00, CHCl3) 

(82% ee); IR (film): 3407, 1590, 1514,1463 cm-1; 1H NMR (400 MHz, CDCl3, ppm): δ 6.71 (d, J = 8.8 Hz, 

2H), 6.60 (s, 2H), 6.50 (d, J = 8.8 Hz, 2H), 4.31 (q, J = 6.8 Hz, 1H), 3.89 (brs, 1H), 3.84 (s, 3H), 3.83 (s, 

3H), 3.71 (s, 3H), 1.49 (d, J = 6.8 Hz, 3H); 13C NMR (100 MHz, CDCl3, ppm): δ 153.6, 152.2, 141.9, 

141.7, 136.7, 114.9, 114.8, 102.8, 61.0, 56.3, 55.9, 55.0, 25.4; HRMS (ESI) calcd. for C18H24O4N (M+H): 

318.1700, Found: 318.1697. 

 

N-(1-(benzo[d][1,3]dioxol-5-yl)ethyl)-4-methoxyaniline (3l)9: yellow oil, [α]D
25 = +11.9 (c 0.91, CHCl3) 

(59% ee) [lit.: [α]D
20 = +12.7 (c 1.10, CHCl3) (48% ee)]; 1H NMR (400 MHz, CDCl3, ppm): δ 6.95 (s, 1H), 

6.90 (d, J = 8.0 Hz, 1H), 6.75 (d, J = 8.0 Hz, 1H), 6.72 (d, J = 8.8 Hz, 2H), 6.49 (d, J = 8.8 Hz, 2H), 5.92 

(dd, J = 1.2, 5.2 Hz, 2H), 4.34 (q, J = 6.4 Hz, 1H), 3.71 (s, 3H), 1.46 (d, J = 6.4 Hz, 3H); 13C NMR (100 

MHz, CDCl3, ppm): δ 152.1, 148.1, 146.5, 141.7, 139.9, 119.1, 114.9, 114.7, 108.5, 106.5, 101.1, 55.9, 

54.2, 25.5. 
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(R)-4-methoxy-N-(1-(naphthalen-2-yl)ethyl)aniline (3m)10: yellow oil, [α]D
25 = +9.0 (c 1.08, EtOAc) 

(71% ee) [lit.: [α]D
25 = +14.3 (c 0.60, EtOAc) (88% ee)]; 1H NMR (400 MHz, CDCl3, ppm): δ 7.82-7.79 

(m, 3H), 7.51 (d, J = 8.8 Hz, 1H), 7.46-7.43 (m, 2H), 6.68 (d, J = 8.8 Hz, 2H), 6.51 (d, J = 8.8 Hz, 2H), 

4.57 (q, J = 6.4 Hz, 1H), 3.87 (brs, 1H), 3.68 (s, 3H), 1.58 (d, J = 6.4 Hz, 3H); 13C NMR (100 MHz, 

CDCl3, ppm): δ 152.2, 143.3, 141.8, 133.8, 133.0, 128.6, 128.0, 127.9, 126.2, 125.7, 124.7, 124.5, 115.0, 

114.9, 56.0, 54.7, 25.3. 

 

4-methoxy-N-(1-(6-methoxynaphthalen-2-yl)ethyl)aniline (3n): white solid, [α]D
25 = +29.9 (c 0.51, 

CHCl3) (74% ee); IR (film): 3403, 1607, 1514 cm-1; 1H NMR (400 MHz, CDCl3, ppm): δ 7.74-7.68 (m, 

3H), 7,47 (d, J = 8.4 Hz, 1H), 7.14-7.12 (m, 2H), 6.68 (d, J = 8.8 Hz, 2H), 6.52 (d, J = 8.8 Hz, 2H), 4.54 

(q, J = 6.8 Hz, 1H), 3.91 (s, 3H), 3.86 (brs, 1H), 3.68 (s, 3H), 1.56 (d, J = 6.8 Hz, 3H); 13C NMR (100 

MHz, CDCl3, ppm): δ 157.6, 152.1, 141.9, 140.9, 134.0, 129.5, 129.2, 127.5, 125.2, 124.4, 119.0, 115.0, 

114.9, 105.9, 55.9, 55.5, 54.6, 25.3; HRMS (ESI) calcd. for C20H22O2N (M+H): 308.1645, Found: 

308.1644. 

 

(R)-4-methoxy-N-(1-phenylpropyl)aniline (3o)5,6: yellow oil, [α]D
25 = +1.3 (c 0.96, EtOAc) (50% ee) 

[lit.: [α]D
25 = +11.9 (c 0.74, EtOAc) (92% ee)]; 1H NMR (400 MHz, CDCl3, ppm): δ 7.32-7.28 (m, 4H), 
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7.21-7.15 (m, 1H), 6.67 (d, J = 8.8 Hz, 2H), 6.45 (d, J = 8.8 Hz, 2H), 4.13 (t, J = 6.4 Hz, 1H), 3.81 (brs, 

1H), 3.64 (s, 3H), 1.86-1.70 (m, 2H), 0.92 (t, J = 7.6 Hz, 3H); 13C NMR (100 MHz, CDCl3, ppm): δ 151.9, 

144.3, 142.0, 128.6, 127.0, 126.7, 114.9, 114.6, 60.7, 55.8, 31.8, 11.0. 

 

4-methoxy-N-(1-(m-tolyl)propyl)aniline (3p): yellow oil, [α]D
25 = +16.6 (c 0.91, CHCl3) (55% ee); IR 

(film): 3405, 1607, 1512, 1463 cm-1; 1H NMR (400 MHz, CDCl3, ppm): δ 7.19 (dd, J = 5.6, 14.4 Hz,1H), 

7.13 (s, 1H), 7.11 (d, J = 9.6 Hz, 2H), 7.02 (d, J = 7.2 Hz, 1H), 6.68 (d, J = 8.8 Hz, 2H), 6.47 (d, J = 8.8 

Hz, 2H), 4.09 (t, J = 6.6 Hz, 1H), 3.79 (s, 1H), 2.32 (s, 3H), 1.86-1.70 (m, 2H), 0.93 (t, J = 7.6 Hz, 3H); 

13C NMR (100 MHz, CDCl3, ppm): δ 151.9, 144.4, 142.1, 138.2, 128.5, 127.8, 127.4, 123.8, 114.9, 114.6, 

60.8, 55.9, 31.9, 21.7, 11.1; HRMS (ESI) calcd. for C17H22ON (M+H): 256.1696, Found: 256.1694. 

 

(R)-N-(1-cyclohexylethyl)-4-methoxyaniline (3q)2: yellow oil, [α]D
25 = -4.4 (c 0.98, CHCl3) (44% ee) 

[lit.: [α]D = -19.7 (c 0.20, CHCl3) (98% ee for R isomer)]; 1H NMR (400 MHz, CDCl3, ppm): δ 6.79 (d, J = 

7.2 Hz, 2H), 6.57 (d, J = 7.2 Hz, 2H), 3.76 (s, 3H), 3.27-3.22 (m, 1H), 3.24 (brs, 1H), 1.85-1.68 (m, 5H), 

1.49-1.42 (m, 1H), 1.28-1.18 (m, 3H), 1.14-1.07 (m, 2H), 1.13 (d, J = 6.4 Hz, 3H); 13C NMR (100 MHz, 

CDCl3, ppm): δ 151.8, 142.4, 115.1, 114.7, 56.0, 54.3, 43.0, 30.0, 28.4, 26.8, 26.7, 26.5, 17.5. 
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N-(3,3-dimethylbutan-2-yl)-4-methoxyaniline (3r)11: yellow oil, [α]D
25 = -25.7 (c 1.12, CHCl3) (60% ee) 

[lit.: [α]D = -18.6 (c 1.0, CHCl3) (39% ee)]; 1H NMR (400 MHz, CDCl3, ppm): δ 6.79 (d, J = 8.4 Hz, 2H), 

6.59 (d, J = 8.4 Hz, 2H), 3.76 (s, 3H), 3.13 (q, J = 6.4 Hz, 1H), 3.09 (brs, 1H), 1.88 (d, J = 6.4 Hz, 3H), 

0.98 (s, 9H); 13C NMR (100 MHz, CDCl3, ppm): δ 151.8, 143.1, 115.1, 114.7, 58.8, 56.0, 34.9, 26.7, 16.0. 
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Table 2, Entry 1 

 
HPLC Conditions: Column: Chiralcel OD-H, Daicel Chemical Industries, Ltd., Eluent: Hexanes/IPA (98/2); Flow rate: 0.5 
mL/min; Detection: UV 254 nm 

Racemic                                                                                    Chiral 

                 

                    
Table 2, Entry 2 

 
HPLC Conditions: Column: Chiralcel OD-H, Daicel Chemical Industries, Ltd., Eluent: Hexanes/IPA (98/2); Flow rate: 0.5 
mL/min; Detection: UV 254 nm 

Racemic                                                                                    Chiral 
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Table 2, Entry 3 

 
HPLC Conditions: Column: Chiralcel OD-H, Daicel Chemical Industries, Ltd., Eluent: Hexanes/IPA (98/2); Flow rate: 0.5 
mL/min; Detection: UV 254 nm 

Racemic                                                                                    Chiral 

               

          
Table 2, Entry 4    
 

 
HPLC Conditions: Column: Chiralcel OD-H, Daicel Chemical Industries, Ltd., Eluent: Hexanes/IPA (98/2); Flow rate: 0.5 
mL/min; Detection: UV 254 nm 

Racemic                                                                                    Chiral 
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Table 2, Entry 5 

 
HPLC Conditions: Column: Chiralcel OD-H, Daicel Chemical Industries, Ltd., Eluent: Hexanes/IPA (98/2); Flow rate: 1.0 
mL/min; Detection: UV 254 nm 

Racemic                                                                                    Chiral 

                  

            
Table 2, Entry 6 

 
HPLC Conditions: Column: Chiralcel OD-H, Daicel Chemical Industries, Ltd., Eluent: Hexanes/IPA (99/1); Flow rate: 0.5 
mL/min; Detection: UV 254 nm 

Racemic                                                                                    Chiral 

                   

                 
 
 
 
 
 



 S19 

Table 2, Entry 7 

 
HPLC Conditions: Column: Chiralcel OD-H, Daicel Chemical Industries, Ltd., Eluent: Hexanes/IPA (98/2); Flow rate: 0.5 
mL/min; Detection: UV 254 nm 

Racemic                                                                                    Chiral 

                    

                   
Table 2, Entry 8 

 
HPLC Conditions: Column: Chiralcel OD-H, Daicel Chemical Industries, Ltd., Eluent: Hexanes/IPA (98/2); Flow rate: 0.5 
mL/min; Detection: UV 254 nm 

Racemic                                                                                    Chiral 
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Table 2, Entry 9 

 
HPLC Conditions: Column: Chiralcel OD-H, Daicel Chemical Industries, Ltd., Eluent: Hexanes/IPA (98/2); Flow rate: 0.5 
mL/min; Detection: UV 230 nm 

Racemic                                                                                    Chiral 

                 

                
Table 2, Entry 10 

 
HPLC Conditions: Column: Chiralpak AS-H, Daicel Chemical Industries, Ltd., Eluent: Hexanes/IPA (90/10); Flow rate: 
0.5 mL/min; Detection: UV 254 nm 

Racemic                                                                                    Chiral 
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Table 2, Entry 11 

 
HPLC Conditions: Column: Chiralpak IC-H, Daicel Chemical Industries, Ltd., Eluent: Hexanes/IPA (85/15); Flow rate: 0.8 
mL/min; Detection: UV 254 nm 

Racemic                                                                                    Chiral 

                 

              
Table 2, Entry 12 

 
HPLC Conditions: Column: Chiralcel OD-H, Daicel Chemical Industries, Ltd., Eluent: Hexanes/IPA (95/5); Flow rate: 
0.5mL/min; Detection: UV 254 nm 

Racemic                                                                                    Chiral 
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Table 2, Entry 13 

 
HPLC Conditions: Column: Chiralcel OD-H, Daicel Chemical Industries, Ltd., Eluent: Hexanes/IPA (98/2); Flow rate: 0.5 
mL/min; Detection: UV 254 nm 

Racemic                                                                                    Chiral 

                    

                    
Table 2, Entry 14 

 
HPLC Conditions: Column: Chiralpak IC-H, Daicel Chemical Industries, Ltd., Eluent: Hexanes/IPA (85/15); Flow rate: 0.8 
mL/min; Detection: UV 254 nm 

Racemic                                                                                    Chiral 
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Table 2, Entry 15 

 
HPLC Conditions: Column: Chiralcel OD-H, Daicel Chemical Industries, Ltd., Eluent: Hexanes/IPA (98/2); Flow rate: 0.5 
mL/min; Detection: UV 254 nm 

Racemic                                                                                    Chiral 

                     

                    
Table 2, Entry 16 

 
HPLC Conditions: Column: Chiralcel OD-H, Daicel Chemical Industries, Ltd., Eluent: Hexanes/IPA (98/2); Flow rate: 0.5 
mL/min; Detection: UV 254 nm 

Racemic                                                                                    Chiral 
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Table 2, Entry 17 

 
HPLC Conditions: Column: Chiralcel OD-H, Daicel Chemical Industries, Ltd., Eluent: Hexanes/IPA (98/2); Flow rate: 0.5 
mL/min; Detection: UV 254 nm 

Racemic                                                                                    Chiral 

                 

                
Table 2, Entry 18 

 
HPLC Conditions: Column: Chiralcel OD-H, Daicel Chemical Industries, Ltd., Eluent: Hexanes/IPA (98/2); Flow rate: 0.5 
mL/min; Detection: UV 254 nm 

Racemic                                                                                    Chiral 
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