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General methods and materials 

Melting point was measured by a melting point instrument and was uncorrected. NMR 

spectra were recorded with 300, 400 and 500 MHz spectrometers in CDCl3 as a solvent 

at room temperature unless otherwise noted. Chemical shifts (d) are given in ppm relative 
to TMS (1H), external 85% H3PO4 (31P), or residual CHCl3 (13C) as a reference. All 13C 

and 31P NMR spectra recorded with the use of broadband proton decoupling. The 

coupling constants J are given in Hz, and the peak patterns are indicated as follows: s, 

singlet; d, doublet, t, triplet; q, quartet; m, multiplet. HRMS (ESI) was measured with an 

orbitrap mass spectrometer. Optical rotation was measured on a polarimeter. The 

enantiomeric excess value was determined by HPLC equipped with a chiral stationary 

phase column. Unless otherwise noted, all reagents were used without further purification. 

Preparation of Aminophosphine 3a.  

To a mixture of phosphine oxide 2a (1.37 g, 3.0 mmol) and 
triethylamine (6.3 mL, 45 mmol) in m-xylene (30 mL) was added trichlorosilane (3.0 mL, 

30 mmol) at 0 °C under an Ar atmosphere. The mixture was stirred at 120 °C for 24 h. 

After being cooled to room temperature, the reaction mixture was diluted with CHCl3 and 

quenched with 2 M of NaOH aq. solution. The organic layer was washed with brine, dried 

over MgSO4, and concentrated under reduced pressure. The residue was purified by silica 

gel chromatography (hexane:EtOAc = 40:1). 

N-(2-(Diphenylphosphaneyl)-6-methoxyphenyl)adamantan-1-amine (3a). 43% yield 

(0.761 g, 1.72 mmol) as a white solid; mp 173-175 °C; 1H NMR (400 MHz, CDCl3) δ 

7.33-7.25 (m, 10H), 6.89-6.82 (m, 2H), 6.43 (qd, J = 1.9 and 7.1 Hz, 1H), 3.823 (s, 4H), 

3.819 (br-s, 1H), 1.96 (s, 3H), 1.79 (d, J = 2.5 Hz, 6H),1.53 (dd, J = 12.1 and 25.5 Hz, 

6H); 13C NMR (75 MHz, CDCl3) δ 154.0 (d, JCP = 5.0 Hz), 139.8 (d, JCP = 23.8 Hz), 

136.6 (d, JCP = 10.0 Hz) × 2, 133.8 (d, JCP = 19.4 Hz) × 4, 132.0 (d, JCP = 4.4 Hz), 128.5 

(d, JCP = 3.3 Hz) × 4, 128.4 × 2, 122.7 (d, JCP = 1.1 Hz), 126.1, 111.5, 54.9, 54.6 (d, JCP 

= 18.2 Hz), 43.6 (d, JCP = 2.2 Hz) × 3, 36.4 × 3, 30.2 × 3; 31P NMR (121 MHz, CDCl3) δ 

–18.4; HRMS (ESI-orbitrap) m/z calcd for C29H32ONP + H 442.2294 found 442.2282; 

EI-MS m/z (rel intensity) 441 (M+, 100).  

Preparation of Aminophosphine 3b.  

NH
MeO PPh2
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To a mixture of phosphine oxide 2b (0.229 g, 0.50 mmol) and 

triethylamine (0.51 mL, 5.0 mmol) in m-xylene (2.5 mL) was added trichlorosilane (3.0 

mL, 30 mmol) at 0 °C under an Ar atmosphere. The mixture was stirred at 120 °C for 24 

h. After being cooled to room temperature, the reaction mixture was diluted with CHCl3 

and quenched with 2 M of NaOH aq. solution. The organic layer was washed with brine, 

dried over MgSO4, and concentrated under reduced pressure. The residue was purified by 

silica gel chromatography (hexane:EtOAc = 40:1). 

N-(2-(Diphenylphosphaneyl)-6-methoxyphenyl)adamantan-2-amine (3b). 48% yield 

(0.106 g, 0.239 mmol) as a white solid; mp 117-119 °C; 1H NMR (400 MHz, CDCl3) δ 

7.33-7.28 (m, 10H), 6.81 (dd, J = 1.5 and 8.0 Hz, 1H), 6.73 (t, J = 7.7 Hz, 1H), 6.48 (ddd, 

J = 1.5, 4.3 and 7.7 Hz, 1H), 4.91 (s, 1H), 3.83 (s, 3H), 3.72 (s, 1H), 2.02 (d, J = 12.8 Hz, 

2H), 1.83 (s, 2H), 1.79 (s, 1H), 1.70-1.65 (m, 5H), 1.44 (dd, J = 12.5 and 27.8 Hz, 4H); 
13C NMR (101 MHz, CDCl3) δ 150.8 (d, JCP = 6.6 Hz), 142.3 (d, JCP = 23.5 Hz), 137.1 × 

2 (d, JCP = 9.5 Hz), 133.7 × 2 (d, JCP = 19.1 Hz), 128.4 × 4, 128.3 × 4, 125.5 (d, JCP = 9.5 

Hz), 119.95, 119.93, 111.7, 61.6 (d, JCP = 8.1 Hz), 55.7, 37.8, 37.5 × 2, 32.5 × 2, 31.4 

(d, JCP = 2.2 Hz) × 2, 27.44, 27.43; 31P NMR (121 MHz, CDCl3) δ –18.3; HRMS (ESI-

orbitrap) m/z calcd for C29H32ONP + H 442.2294 found 442.2286; EI-MS m/z (rel 

intensity) 441 (M+, 100). 

Preparation of Aminophosphine 3c.  

To a mixture of phosphine oxide 2c (0.405 g, 1.0 mmol) and 
triethylamine (2.1 mL, 15 mmol) in m-xylene (20 mL) was added trichlorosilane (1.0 mL, 

10 mmol) at 0 °C under an Ar atmosphere. The mixture was stirred at 120 °C for 24 h. 

After being cooled to room temperature, the reaction mixture was diluted with CHCl3 and 

quenched with 2 M of NaOH aq. solution. The organic layer was washed with brine, dried 

over MgSO4, and concentrated under reduced pressure. The residue was purified by silica 

gel chromatography (hexane:EtOAc = 40:1). 

PPh2MeO
NH

PPh2MeO
NH
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N-(2-(Diphenylphosphaneyl)-6-methoxyphenyl)cyclohexylamine (3c). 94% yield 

(0.366 g, 0.939 mmol) as a white solid; mp 96-98 °C; 1H NMR (400 MHz, CDCl3) δ 7.32-

7.27 (m, 10H), 6.81 (dd, J = 1.5 and 8.0 Hz, 1H), 6.76 (t, J = 7.7 Hz, 1H), 6.47 (ddd, J = 

1.5, 4.3 and 7.5 Hz, 1H), 4.18 (br-s, 1H), 3.82 (s, 3H), 3.39 (sep, J = 3.5 Hz, 1H), 1.83-

1.81 (m, 2H), 1.60-1.56 (m, 2H), 1.48-1.46 (m, 1H) 1.05-0.98 (m, 5H); 13C NMR (101 

MHz, CDCl3) δ 151.2 (d, JCP = 5.9 Hz), 141.9 (d, JCP = 23.5 Hz), 137.0 (d, JCP = 9.5 Hz) 

× 2, 133.7 (d, JCP = 19.1 Hz) × 4, 128.41 × 2, 128.38 (d, JCP = 6.6 Hz) × 4, 127.1, 126.6 

(d, JCP = 8.8 Hz), 120.7 (d, JCP = 2.2 Hz), 111.6, 56.4 (d, JCP = 6.6 Hz), 55.6, 34.2 × 2, 

25.9, 25.1 × 2; 31P NMR (121 MHz, CDCl3) δ –19.7; HRMS (ESI-orbitrap) m/z calcd for 

C25H28ONP + H 390.1981 found 390.1979; EI-MS m/z (rel intensity) 389 (M+, 21). 

Preparation of Cinnamoyl Amide (±)-1a. 

To the solution of aminophosphine 3a (0.221 g, 0.50 mmol) in 
THF (13 mL) was added pyridine (0.078 mL, 1.0 mmol), N,N-dimethyl-4-aminopyridine 

(26 mg, 0.20 mmol) and cinnamoyl chloride (0.167 g, 1.0 mmol) at room temperature. 

The reaction mixture was stirred at 60 °C. After 48 h, the mixture was quenched with 

water and diluted with diethyl ether. The organic layer was washed with water and brine, 

and dried over MgSO4. The filtrate was concentrated and the residue was purified by 

column chromatography (hexane:EtOAc = 4:1). 

(±)-N-(Adamantan-1-yl)-N-(2-(diphenylphosphaneyl)-6-methoxyphenyl)cinnamamide 

((±)-1a). 88% yield (252 mg, 0.44 mmol) as a white solid; mp 100-102 °C; 1H NMR (400 

MHz, CDCl3) d 7.39 (d, J = 15.5 Hz 1H), 7.35-7.29 (m, 5H), 7.26 (s, 1H), 7.24-7.19 (m, 

3H), 7.16-7.12 (m, 2H), 7.07-6.98 (m, 5H), 6.96 (dd, J = 1.3 and 8.3 Hz, 1H), 6.82 (qd, J 

= 1.2 and 7.7 Hz, 1H), 5.71 (q, J = 15.5 Hz 1H), 3.81 (s, 3H), 2.28-2.33 (m, 6H), 1.96 (s, 

3H), 1.53 (s, 6H); 13C NMR (101 MHz, CDCl3) d 166.5, 157.3 (d, JCP = 24.0 Hz), 141.4 

(d, JCP = 52.0 Hz), 139.8, 136.7 (d, JCP = 39.9 Hz), 136.4 (d, JCP = 38.3 Hz), 135.5, 135.4 

(d, JCP = 112.3 Hz), 134.0 (d, JCP = 84.6 Hz) × 2, 133.7 (d, JCP = 78.0 Hz) × 2, 128.9, 

128.8, 128.6, 128.49 (d, JCP = 25.5 Hz) × 2, 128.46, 128.32 (d, JCP = 28.4 Hz) × 2, 128.30 

× 2, 127.7 × 2, 127.2 (d, JCP = 6.0 Hz), 122.1, 111.9, 61.1, 55.6, 39.6 (d, JCP = 3.7 Hz) × 

3, 36.5 × 3, 30.3 × 3; 31P NMR (121 MHz, CDCl3) d −17.8; HRMS (ESI-orbitrap) m/z 
calcd for C38H38O2NP + H 572.2713 found 572.2705; EI-MS m/z (rel intensity) 571 (M+, 

N
MeO PPh2

Ph

O
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1); HPLC (Daicel CHIRALCEL® OD-H, 0.46×25 cm, UV 254 nm, hexane : 2-propanol 

= 98 : 2, 0.8 mL/min) tR = 11.9 min (CD : lext (De) 254 (–)), tR = 16.2 min (CD : lext (De) 
254 (+)). 

Preparation of Cinnamoyl Amide (±)-1b. 

To the solution of aminophosphine 3b (0.132 g, 0.30 mmol) in 

THF (8.0 mL) was added pyridine (0.048 mL, 0.60 mmol), N,N-dimethyl-4-

aminopyridine (16 mg, 0.13 mmol) and cinnamoyl chloride (0.100 g, 0.6 mmol) at room 

temperature. The reaction mixture was stirred at 60 °C. After 48 h, the mixture was 

quenched with water and diluted with diethyl ether. The organic layer was washed with 

water and brine, and dried over MgSO4. The filtrate was concentrated and the residue was 

purified by column chromatography (hexane:EtOAc = 4:1). 

(±)-N-(Adamantan-2-yl)-N-(2-(diphenylphosphaneyl)-6-methoxyphenyl)cinnamamide 

((±)-1b). 92% yield (157 mg, 0.28 mmol) as a white solid; mp 184-196 °C; 1H NMR (400 

MHz, CDCl3) d 7.36-7.27 (m, 5H), 7.25-7.13 (m, 7H), 7.00-6.94 (m, 6H), 6.86 (qd, J = 

2.7 and 7.7 Hz, 1H), 5.74 (d, J = 15.3 Hz, 1H), 4.71 (s, 1H), 3.84 (s, 3H), 2.76 (s, 1H), 

2.23-2.16 (m, 2H), 2.04 (d, J = 12.1 Hz, 1H), 1.85-1.79 (m, 3H), 1.72-1.64 (m, 4H), 1.44 

(t, J = 14.7 Hz, 2H), 1.20 (d, J = 14.4 Hz, 1H); 13C NMR (101 MHz, CDCl3) d 167.5, 

157.2 (d, JCP = 6.6 Hz), 139.8, 135.6, 134.6 × 2 (d, JCP = 22.0 Hz), 133.4 (d, JCP = 27.6 

Hz), 133.2 × 2 (d, JCP = 19.2 Hz), 129.3, 128.9, 128.7, 128.4 × 2 (d, JCP = 6.0 Hz), 128.3, 

128.2, 128.1 × 4, 127.6 × 4, 126.7 (d, JCP = 2.2 Hz), 120.5, 112.2, 63.4 (d, JCP = 6.6 Hz), 

55.4, 38.8, 37.9, 37.8, 31.9 (d, JCP = 2.2 Hz), 31.4, 30.8 (d, JCP = 6.6 Hz), 30.3, 27.8, 27.0; 

31P NMR (121 MHz, CDCl3) d −16.2; HRMS (ESI-orbitrap) m/z calcd for C38H38O2NP 
+ H 572.2713 found 572.2711; EI-MS m/z (rel intensity) 571 (M+, 0.4); HPLC (Daicel 

CHIRALPAC® IA, 0.46×25 cm, UV 270 nm, hexane : 2-propanol = 98 : 2, 1.0 mL/min) 

tR = 15.0 min (CD : lext (De) 254 (–)), tR = 20.4 min (CD : lext (De) 254 (+)). 
Preparation of Cinnamoyl Amide (±)-1c. 

PPh2MeO
N

O

Ph
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To the solution of aminophosphine 3c (0.312 g, 0.80 mmol) in 
THF (20 mL) was added pyridine (0.13 mL, 1.6 mmol), N,N-dimethyl-4-aminopyridine 

(26 mg, 0.20 mmol) and cinnamoyl chloride (0.267 g, 1.6 mmol) at room temperature. 

The reaction mixture was stirred at 60 °C. After 48 h, the mixture was quenched with 

water and diluted with diethyl ether. The organic layer was washed with water and brine, 

and dried over MgSO4. The filtrate was concentrated and the residue was purified by 

column chromatography (hexane:EtOAc = 4:1). 

(±)-N-(Cyclohexyl)-N-(2-(diphenylphosphaneyl)-6-methoxyphenyl)cinnamamide ((±)-

1c). 99% yield (412 mg, 0.79 mmol) as a white solid; mp 175-177 °C; 1H NMR (400 

MHz, CDCl3) d 7.38 (d, J = 15.5 Hz, 1H), 7.33-7.26 (m, 6H), 7.24-7.18 (m 4H), 7.10-
7.02 (m, 5H), 6.95 (dd, J = 1.2 and 8.3 Hz, 1H), 6.84 (ddd, J = 1.3, 2.7 and 7.7 Hz, 1H), 

5.70 (d, J = 15.6 Hz, 1H), 4.11 (tt, J = 3.5 and 11.6 Hz, 1H), 3.75 (s, 3H), 2.13 (t, J = 13.9 

Hz, 2H), 1.73-1.63 (m, 3H), 1.57–1.42 (m, 3H), 1.33-1.22 (m, 2H) 0.98 (tq, J = 3.7 and 

13.0 1H); 13C NMR (101 MHz, CDCl3) d 166.9, 156.9 (d, JCP = 5.9 Hz), 141.0 (d, JCP = 
13.9 Hz), 140.0, 137.0 (d, JCP = 13.2 Hz), 135.7 (d, JCP = 13.2 Hz), 135.4, 134.303 (d, JCP 

= 27.3 Hz) × 2, 134.296 (d, JCP = 21.6 Hz) × 2, 133.2 (d, JCP = 19.1 Hz) × 2, 129.1, 128.8 

(d, JCP = 2.9 Hz) × 2, 128.4 (d, JCP = 2.0 Hz) × 2, 128.29 × 2, 128.22, 128.16 × 2, 127.6 

× 2, 126.7 (d, JCP = 1.5 Hz), 120.4, 112.2, 59.4, 55.5, 30.9 (d, JCP = 7.3 Hz), 30.6 (d, JCP 

= 2.2 Hz), 26.1, 26.0, 25.9; 31P NMR (121 MHz, CDCl3) d −17.4; HRMS (ESI-orbitrap) 
m/z calcd for C34H34O2NP + H 520.2400 found 520. 2397; EI-MS m/z (rel intensity) 519 

(M+, 6); HPLC (Daicel CHIRALCEL® OD-H, 0.46×25 cm, UV 270 nm, hexane : 2-

propanol = 98 : 2, 1.0 mL/min) tR = 15.1 min (CD : lext (De) 254 (–)), tR = 18.6 min (CD : 

lext (De) 254 (+)). 
Optical Resolution of (±)-1a. 

HPLC resolution of (±)-1a (49.1 mg, 0.086 mmol) dissolved in hexane (10 mL) was 

carried out by successive injections of 2 mL on a CHIRALCEL® OD (1.0×25 cm) and 

CHIRALCEL® OD-H (1.0×25 cm). A solution of hexane : 2-propanol = 98 : 2 was used 

as the eluent working at a flow rate of 1.8 mL/min and with UV monitoring at 254 nm. 

(–)-1a and (+)-1a were obtained by concentration of fractions respectively.  

O

Ph
PPh2MeO

N
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 (–)-N-(Adamantan-1-yl)-N-(2-(diphenylphosphaneyl)-6-
methoxyphenyl)cinnamamide ((–)-1a). 28% yield (13.7 mg, 0.024 mmol) as a white solid; 

mp 100-102 °C; 99% ee; [a]20D –37.0 (c 0.23, CHCl3); 1H NMR (300 MHz, CDCl3) d 

7.40 (d, J = 15.5 Hz 1H), 7.35-7.26 (m, 6H), 7.24-7.19 (m, 3H), 7.16-7.12 (m, 2H), 7.07-

6.98 (m, 5H), 6.96 (dd, J = 1.3 and 8.3 Hz, 1H), 6.82 (qd, J = 1.2 and 7.7 Hz, 1H), 5.71 

(q, J = 15.5 Hz 1H), 3.81 (s, 3H), 2.33-2.28 (m, 6H), 1.96 (s, 3H), 1.53 (s, 6H); 13C NMR 

(75 MHz, CDCl3) d 166.5, 157.3 (d, JCP = 24.0 Hz), 141.4 (d, JCP = 52.0 Hz), 139.8, 136.7 
(d, JCP = 39.9 Hz), 136.4 (d, JCP = 38.3 Hz), 135.7, 135.4 (d, JCP = 112.3 Hz), 134.0 (d, 

JCP = 84.6 Hz) × 2, 133.7 (d, JCP = 78.0 Hz) × 2, 128.9, 128.8, 128.6, 128.50 (d, JCP = 

25.5 Hz) × 2, 128.46, 128.33 (d, JCP = 28.4 Hz) × 2, 128.31 × 2, 127.7 × 2, 127.2 (d, JCP 

= 6.0 Hz), 122.1, 111.9, 61.1, 55.6, 39.6 (d, JCP = 3.7 Hz) × 3, 36.6 × 3, 30.3 × 3; 31P 

NMR (121 MHz, CDCl3) d −17.9; HRMS (ESI-orbitrap) m/z calcd for C38H38O2NP + H 

572.2713 found 572.2706; EI-MS m/z (rel intensity) 571 (M+, 1); HPLC (Daicel 

CHIRALCEL® OD-H, 0.46×25 cm, UV 254 nm, hexane : 2-Propanol = 98 : 2, 1.0 

mL/min) tR (major) = 10.7 min (CD : lext (De) 254 (–)), tR (miner) = 16.4 min (CD : lext 

(De) 254 (+)). 
(+)-N-(Adamantan-1-yl)-N-(2-(diphenylphosphaneyl)-6-methoxyphenyl)cinnamamide 

((+)-1a). 33% yield (16.2 mg, 0.028 mmol) as a white solid; mp 100-102 °C; 99% ee; 

[a]20D 41.6 (c 0.53, CHCl3); 1H NMR (300 MHz, CDCl3) d 7.40 (d, J = 15.5 Hz 1H), 
7.35-7.29 (m, 6H), 7.24-7.19 (m, 3H), 7.16-7.11 (m, 2H), 7.08-6.99 (m, 5H), 6.96 (dd, J 

= 1.3 and 8.3 Hz, 1H), 6.81 (qd, J = 1.2 and 7.7 Hz, 1H), 5.72 (q, J = 15.5 Hz 1H), 3.81 

(s, 3H), 2.33-2.28 (m, 6H), 1.96 (s, 3H), 1.53 (s, 6H); 13C NMR (75 MHz, CDCl3) d 166.5, 
157.3 (d, JCP = 24.0 Hz), 141.4 (d, JCP = 52.0 Hz), 139.8, 136.7 (d, JCP = 39.9 Hz), 136.4 

(d, JCP = 38.3 Hz), 135.7, 135.3 (d, JCP = 112.3 Hz), 134.0 (d, JCP = 84.6 Hz) × 2, 133.7 

(d, JCP = 78.0 Hz) × 2, 128.9, 128.8, 128.6, 128.49 (d, JCP = 25.5 Hz) × 2, 128.47, 128.33 

(d, JCP = 28.4 Hz) × 2, 128.31 × 2, 127.7 × 2, 127.2 (d, JCP = 6.0 Hz), 122.1, 111.9, 61.1, 

55.6, 39.6 (d, JCP = 3.7 Hz) × 3, 36.6 × 3, 30.3 × 3; 31P NMR (121 MHz, CDCl3) d −17.9; 

HRMS (ESI-orbitrap) m/z calcd for C38H38O2NP + H 572.2713 found 572.2704; EI-MS 

m/z (rel intensity) 571 (M+, 1); HPLC (Daicel CHIRALCEL® OD-H, 0.46×25 cm, UV 

N
MeO PPh2

Ph

O

*
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254 nm, hexane : 2-Propanol = 98 : 2, 1.0 mL/min) tR (miner) = 10.7 min (CD : lext (De) 

254 (–)), tR (major) = 14.9 min (CD : lext (De) 254 (+)). 
Optical Resolution of (±)-1b. 

HPLC resolution of (±)-1b (74.8 mg, 0.131 mmol) dissolved in hexane (40 mL) was 

carried out by successive injections of 2 mL on a CHIRALPAC® IA (1.0×25 cm). A 

solution of hexane : 2-propanol = 98 : 2 was used as the eluent working at a flow rate of 

1.5 mL/min and with UV monitoring at 270 nm. (+)-1b and (–)-1b were obtained by 

concentration of fractions respectively.  

 (+)-N-(Adamantan-2-yl)-N-(2-(diphenylphosphaneyl)-6-

methoxyphenyl)cinnamamide ((+)-1b). 14% yield (10.5 mg, 0.018 mmol) as a white 

solid; mp 184-186 °C; 99% ee; [a]20D 96.9 (c 1.05, CHCl3); 1H NMR (300 MHz, CDCl3) 

d 7.36-7.27 (m, 5H), 7.24-7.13 (m, 7H), 7.00-6.94 (m, 6H), 6.86 (qd, J = 2.7 and 7.7 Hz, 
1H), 5.74 (d, J = 15.3 Hz, 1H), 4.71 (s, 1H), 3.83 (s, 3H), 2.76 (s, 1H), 2.23-2.16 (m, 2H), 

2.04 (d, J = 12.1 Hz, 1H), 1.85-1.80 (m, 3H), 1.73-1.63 (m, 4H), 1.44 (t, J = 14.7 Hz, 2H), 

1.20 (d, J = 14.4 Hz, 1H); 13C NMR (101 MHz, CDCl3) d 167.5, 157.2 (d, JCP = 6.6 Hz), 
139.8, 135.6, 134.6 × 2 (d, JCP = 22.0 Hz), 133.3 (d, JCP = 27.6 Hz), 133.13 × 2 (d, JCP = 

19.2 Hz), 129.3, 128.9, 128.7, 128.4 × 2 (d, JCP = 6.0 Hz), 128.3, 128.23, 128.16 × 4, 

127.6 × 4, 126.7 (d, JCP = 2.2 Hz), 120.5, 112.2, 63.4 (d, JCP = 6.6 Hz), 55.4, 38.8, 37.90, 

37.86, 31.9 (d, JCP = 2.2 Hz), 31.4, 30.8 (d, JCP = 6.6 Hz), 30.3, 27.8, 27.0; 31P NMR (121 

MHz, CDCl3) d −16.1; HRMS (ESI-orbitrap) m/z calcd for C38H38O2NP + H 572.2713 

found 572.2712; EI-MS m/z (rel intensity) 571 (M+, 7); HPLC (Daicel CHIRALPAC® 

IA, 0.46×25 cm, UV 270 nm, hexane : 2-Propanol = 98 : 2, 1.5 mL/min) tR (major) = 14.7 

min (CD : lext (De) 254 (–)), tR (miner) = 20.6 min (CD : lext (De) 254 (+)). 

(–)-N-(Adamantan-2-yl)-N-(2-(diphenylphosphaneyl)-6-methoxyphenyl)cinnamamide 

((–)-1b). 16% yield (11.5 mg, 0.020 mmol) as a white solid; mp 184-186 °C; 99% ee; 

[a]20D –94.2 (c 0.43, CHCl3); 1H NMR (300 MHz, CDCl3) d 7.36-7.27 (m, 5H), 7.25-

7.13 (m, 7H), 7.00-6.94 (m, 6H), 6.86 (qd, J = 2.7 and 7.7 Hz, 1H), 5.74 (d, J = 15.3 Hz, 

1H), 4.71 (s, 1H), 3.84 (s, 3H), 2.76 (s, 1H), 2.23-2.16 (m, 2H), 2.04 (d, J = 12.1 Hz, 1H), 

1.85-180 (m, 3H), 1.72-1.64 (m, 4H), 1.44 (t, J = 14.7 Hz, 2H), 1.20 (d, J = 14.4 Hz, 1H); 

PPh2MeO
N

O

Ph
*
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13C NMR (101 MHz, CDCl3) d 167.5, 157.2 (d, JCP = 6.6 Hz), 139.8, 135.6, 134.6 × 2 
(d, JCP = 22.0 Hz), 133.3 (d, JCP = 27.6 Hz), 133.1 × 2 (d, JCP = 19.2 Hz), 129.3, 128.9, 

128.7, 128.4 × 2 (d, JCP = 6.0 Hz), 128.3, 128.22, 128.15 × 4, 127.6 × 4, 126.7 (d, JCP = 

2.2 Hz), 120.5, 112.2, 63.4 (d, JCP = 6.6 Hz), 55.4, 38.8, 37.89, 37.86, 31.9 (d, JCP = 2.2 

Hz), 31.4, 30.8 (d, JCP = 6.6 Hz), 30.2, 27.8, 27.0; 31P NMR (121 MHz, CDCl3) d −16.1; 
HRMS (ESI-orbitrap) m/z calcd for C38H38O2NP + H 572.2713 found 572.2711; EI-MS 

m/z (rel intensity) 571 (M+, 3); HPLC (Daicel CHIRALPAC® IA, 0.46×25 cm, UV 270 

nm, hexane : 2-Propanol = 98 : 2, 1.5 mL/min) tR (miner) = 15.2 min (CD : lext (De) 254 

(–)), tR (major) = 20.6 min (CD : lext (De) 254 (+)). 

Optical Resolution of (±)-1c. 

HPLC resolution of (±)-1c (96.9 mg, 0.186 mmol) dissolved in hexane (50 mL) was 

carried out by successive injections of 2 mL on a CHIRALCEL® OD (1.0×25 cm). A 

solution of hexane : 2-propanol = 98 : 2 was used as the eluent working at a flow rate of 

3.0 mL/min and with UV monitoring at 254 nm. (aR)-(–)-1c and (aS)-(+)-1c were 

obtained by concentration of fractions respectively.  

(aR)-(–)-N-(Cyclohexyl)-N-(2-(diphenylphosphaneyl)-6-

methoxyphenyl)cinnamamide ((aR)-(–)-1c). 36% yield (34.9 mg, 0.067 mmol) as a white 

solid; mp 175-177 °C; 99% ee; [a]20D –149 (c 0.48, CHCl3); 1H NMR (300 MHz, CDCl3) 

d 7.38 (d, J = 15.5 Hz, 1H), 7.34-7.26 (m, 6H), 7.25-7.18 (m 4H), 7.10-7.02 (m, 5H), 6.95 
(dd, J = 1.2 and 8.3 Hz, 1H), 6.84 (ddd, J = 2.7 and 1.3 and 7.7 Hz, 1H), 5.70 (d, J = 15.6 

Hz, 1H), 4.11 (tt, J = 3.5 and 11.6 Hz, 1H), 3.75 (s, 3H), 2.13 (t, J = 13.9 Hz, 2H), 1.71-

1.63 (m, 3H), 1.57–1.42 (m, 3H), 1.33-1.22 (m, 2H) 0.99 (tq, J = 3.7 and 13.0 1H); 13C 

NMR (101 MHz, CDCl3) d 166.9, 156.9 (d, JCP = 5.9 Hz), 141.0 (d, JCP = 13.9 Hz), 140.1, 
137.0 (d, JCP = 13.2 Hz), 135.7 (d, JCP = 13.2 Hz), 135.5, 134.39 (d, JCP = 22.0 Hz) × 2, 

134.38 (d, JCP = 30.1 Hz) × 2, 133.2 (d, JCP = 19.1 Hz) × 2, 129.2, 128.8 (d, JCP = 2.9 Hz) 

× 2, 128.42 (d, JCP = 3.0 Hz) × 2, 128.35(d, JCP = 1.5 Hz) × 2, 128.27, 128.22 × 2, 127.7 

× 2, 126.7 (d, JCP = 1.5 Hz), 120.4, 112.2, 59.5, 55.6, 31.0 (d, JCP = 7.3 Hz), 30.7 (d, JCP 

= 2.2 Hz), 26.2, 26.1, 25.9; 31P NMR (121 MHz, CDCl3) d −17.4; HRMS (ESI-orbitrap) 
m/z calcd for C34H34O2NP + H 520.2400 found 520. 2398; EI-MS m/z (rel intensity) 519 

(M+, 6); HPLC (Daicel CHIRALCEL® OD-H, 0.46×25 cm, UV 254 nm, hexane : 2-

MeO
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Propanol = 98 : 2, 0.8 mL/min) tR (major) = 13.8 min (CD : lext (De) 254 (–)), tR (minor) 

= 16.5 min (CD : lext (De) 254 (+)). 

 (aS)-(+)-N-(Cyclohexyl)-N-(2-(diphenylphosphaneyl)-6-

methoxyphenyl)cinnamamide ((aS)-(+)-1c). 26% yield (25.2 mg, 0.048 mmol) as a white 

solid; mp 175-177 °C; 99% ee; [a]20D 131 (c 0.23, CHCl3); 1H NMR (300 MHz, CDCl3) 

d 7.38 (d, J = 15.5 Hz, 1H), 7.33-7.27 (m, 6H), 7.24-7.18 (m 4H), 7.10-7.02 (m, 5H), 6.95 

(dd, J = 1.2 and 8.3 Hz, 1H), 6.84 (ddd, J = 2.7 and 1.3 and 7.7 Hz, 1H), 5.70 (d, J = 15.6 

Hz, 1H), 4.11 (tt, J = 3.5 and 11.6 Hz, 1H), 3.76 (s, 3H), 2.13 (t, J = 13.9 Hz, 2H), 1.69-

1.63 (m, 3H), 1.57-1.43 (m, 3H), 1.33-1.22 (m, 2H) 0.98 (tq, J = 3.7 and 13.0 1H); 13C 

NMR (101 MHz, CDCl3) d 166.9, 156.9 (d, JCP = 5.9 Hz), 141.1 (d, JCP = 13.9 Hz), 140.1, 
137.1 (d, JCP = 13.2 Hz), 135.8 (d, JCP = 13.2 Hz), 135.5, 134.39 (d, JCP = 22.0 Hz) × 2, 

134.38 (d, JCP = 30.1 Hz) × 2, 133.2 (d, JCP = 19.1 Hz) × 2, 129.2, 128.8 (d, JCP = 2.9 Hz) 

× 2, 128.42 (d, JCP = 3.0 Hz) × 2, 128.36 × 2, 128.27, 128.22 × 2, 127.7 × 2, 126.7 (d, JCP 

= 1.5 Hz), 120.4, 112.2, 59.5, 55.6, 31.0 (d, JCP = 7.3 Hz), 30.7 (d, JCP = 2.2 Hz), 26.2, 

26.1, 25.9; 31P NMR (121 MHz, CDCl3) d −17.4; HRMS (ESI-orbitrap) m/z calcd for 

C34H34O2NP + H 520.2400 found 520. 2398; EI-MS m/z (rel intensity) 519 (M+, 5); HPLC 

(Daicel CHIRALCEL® OD-H, 0.46×25 cm, UV 254 nm, hexane : 2-Propanol = 98 : 2, 

0.8 mL/min) tR (minor) = 12.8 min (CD : lext (De) 254 (–)), tR (major) = 17.3 min (CD : 

lext (De) 254 (+)). 
X-ray Diffraction Analysis data of (aS)-(+)-1c: Colorless Prismatic crystals from 

hexane, orthorhombic space group P212121, a = 9.2573(2) Å, b = 17.7086(4) Å, c = 

17.8309(4) Å, a = 90 °, b = 93.1780(10) °, g = 90 °, V = 2923.09(11) Å3, Z = 4, r = 1.181 

g/cm3, µ (CuKa) = 1.059 mm-1. The structure was solved by the direct method of full-
matrix least–squares, where the final R and Rw were 0.0418 and 0.1117 for 5103 

reflections. 

General Procedure for the Palladium-Catalyzed Allylic Alkylation of Indoles.  

To a mixture of 1 (12 µmol), [Pd(C3H5)Cl]2 (2.2 mg, 6 µmol), indole or substituted 

indole (0.2 mmol), 1,3-diphenyl-2-propenyl acetate (60.6 mg, 0.24 mmol), and Cs2CO3 

(130 mg, 0.4 mol) was added THF (0.2 mL) at room temperature under an Ar atmosphere. 

After stirring for 18 h at 40 °C, the reaction mixture was quenched with water and diluted 

MeO
N

PPh2
Ph

O



  S12 

with diethyl ether. The organic layer was washed with water and brine, and dried over 

MgSO4. The filtrate was concentrated under reduced pressure and the residue was 

purified by column chromatography (elution with n-hexane/EtOAc/Et3N = 20/4/1). 

 (S,E)-3-(1,3-Diphenylallyl)-1H-indole ((S)-4a) (Table 3, entry 1).5 

69% yield (42.8 mg, 0.138 mmol) as a yellow solid; mp 118-120 °C; 97% ee; [a]20D +36.7 

(c 0.79, CHCl3); 1H NMR (400 MHz, CDCl3) d 7.78 (s, 1H), 7.41 (d, J = 8.0 Hz, 1H), 

7.34-7.12 (m, 12H), 7.03-6.99 (m, 1H), 6.80 (d, J = 2.2 Hz, 1H), 6.70 (dd, J = 7.4 and 

15.8 Hz, 1H), 6.42 (d, J = 15.8 Hz, 1H), 5.09 (d, J = 7.4 Hz, 1H); 13C NMR (101 MHz, 

CDCl3) d 143.3, 137.4, 136.5, 132.5, 130.5, 128.44×(1+1), 128.38, 127.1, 126.7, 126.34, 

126.26, 122.6, 122.0, 119.8, 119.4, 118.5, 111.1, 46.1; EI-MS m/z (rel intensity) 309 (M+, 

100); HPLC (Daicel CHIRALPAK® IB, 0.46 f ´ 25 cm, UV 254 nm), hexane : ethanol 
= 99 : 1, 0.7 mL/min:  tR = 55.4 min (minor) and 61.3 min (major). 

 (S,E)-6-Bromo-3-(1,3-diphenylallyl)-1H-indole ((S)-4b) (Table 3, 

entry 2).5 70% yield (54.6 mg, 0.141 mmol) as a yellow solid; mp 132-134 °C; 90% ee; 

[a]20D +34.9 (c 1.02, CHCl3); 1H NMR (400 MHz, CDCl3) d 7.82 (s, 1H), 7.41 (d, J = 1.6 

Hz, 1H), 7.34-7.16 (m, 11H), 7.09 (dd, J = 1.7 and 8.5 Hz, 1H), 6.79 (dd, J = 0.9 and 2.3 

Hz, 1H), 6.66 (dd, J = 7.3 and 15.8 Hz, 1H), 6.39 (d, J = 15.8 Hz, 1H), 5.04 (d, J = 7.3 

Hz, 1H); 13C NMR (101 MHz, CDCl3) d 142.9, 137.34, 137.23, 132.0, 130.7, 128.49, 

128.47, 128.36, 127.3, 126.3, 126.3, 125.6, 123.2, 122.7, 121.1, 118.8, 115.6, 114.0, 46.0; 

EI-MS m/z (rel intensity) 387 (M+, 100); HPLC (Daicel CHIRALPAK® IA-3, 0.46 f ´ 25 
cm, UV 254 nm), hexane : 2-propanol = 99 : 2, 0.9 mL/min:  tR = 63.8 min  (major) 

and 71.7 min (minor). 

 (S,E)-6-Chloro-3-(1,3-diphenylallyl)-1H-indole ((S)-4c) (Table 3, 

entry 3).5 70% yield (48.4 mg, 0.141 mmol) as a brown solid; mp 46-48 °C; 93% ee; 
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[a]20D +36.1 (c 0.98, CHCl3); 1H NMR (400 MHz, CDCl3) d 7.86 (s, 1H), 7.35-7.17 (m, 
12H), 6.96 (dd, J = 1.8 and 8.6 Hz, 1H), 6.83 (dd, J = 0.8 and 2.3 Hz, 1H), 6.67 (dd, J = 

7.4 and 15.8 Hz, 1H), 6.40 (d, J = 15.8 Hz, 1H), 5.05 (d, J = 7.4 Hz, 1H); 13C NMR (101 

MHz, CDCl3) d 143.0, 137.2, 137.0, 132.1, 130.7, 128.49 × 2, 128.47 × 2, 128.37 × 2, 
128.0, 127.3, 126.5, 126.3 × 2, 125.3, 123.2, 120.7, 120.1, 118.8, 111.0, 46.0;  EI-MS 

m/z (rel intensity) 343 (M+, 100); HPLC (Daicel CHIRALPAK® IA-3, 0.46 f ´ 25 cm, 

UV 254 nm), hexane : ethanol = 99 : 1, 0.7 mL/min:  tR = 60.6 min  (major) and 63.8 

min (minor). 

 (S,E)-3-(1,3-Diphenylallyl)-6-fluoro-1H-indole ((S)-4d) (Table 3, 

entry 4).5 72% yield (47.4 mg, 0.145 mmol) as a brown solid; mp 42-44 °C; 93% ee; 

[a]20D +23.0 (c 0.12, CHCl3); 1H NMR (400 MHz, CDCl3) d 7.84 (s, 1H), 7.35-7.16 (m, 
11H), 6.96 (dd, J = 2.3 and 9.6 Hz, 1H), 6.81-6.64 (m, 3H), 6.41 (d, J = 15.8 Hz, 1H), 

5.05 (d, J = 7.4 Hz, 1H); 13C NMR (101 MHz, CDCl3) d 159.9 (d, JC-F = 236.2 Hz), 143.1, 
137.3, 136.5 (d, JC-F = 12.4 Hz), 132.2, 130.7, 128.49, 128.45, 128.39, 127.2, 126.5, 126.3, 

123.3, 122.8 (d, JC-F = 3.1 Hz), 120.6 (d, JC-F = 10.0 Hz), 118.7, 108.2 (d, JC-F = 24.2 Hz), 

97.4 (d, JC-F = 25.9 Hz), 46.1; EI-MS m/z (rel intensity) 327 (M+, 100); HPLC (Daicel 

CHIRALPAK® IA, 0.46 f ´ 25 cm, UV 254 nm), hexane : ethanol = 99 : 1, 0.5 mL/min:  
tR = 109.4 min (major) and 118.9 min (minor). 

 (S,E)-3-(1,3-Diphenylallyl)-6-methoxy-1H-indole ((S)-4e) 

(Table 3, entry 5).5 71% yield (48.3 mg, 0.142 mmol) as a yellow solid; mp 145-147 °C; 

72% ee; [a]20D +37.0 (c 1.04 CHCl3); 1H NMR (400 MHz, CDCl3) d .76 (s, 1H), 7.34-

7.15 (m, 11H), 6.76 (d, J = 2.2 Hz, 1H), 6.72-6.66 (m, 3H), 6.42 (d, J = 15.8 Hz, 1H), 

5.04 (d, J = 7.4 Hz, 1H), 3.77 (s, 3H); 13C NMR (101 MHz, CDCl3) d 156.4, 143.4, 137.43, 
137.36, 132.5, 130.4, 128.44, 128.41, 128.36, 127.1, 126.32, 126.26, 121.4, 121.2, 120.4, 

118.5, 109.3, 94.6, 55.6, 46.2; EI-MS m/z (rel intensity) 339 (M+, 100); HPLC (Daicel 

CHIRALPAK® IB, 0.46 f ´ 25 cm, UV 254 nm), hexane : ethanol = 99 : 1, 0.9 mL/min:  
tR = 76.8 min (minor) and 84.1 min (major). 
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 (S,E)-6-(Benzyloxy)-3-(1,3-diphenylallyl)-1H-indole ((S)-4f) 

(Table 3, entry 6).5 87% yield (63.9 mg, 0.154 mmol) as a yellow solid; mp 132-134 °C; 

87% ee; [a]20D +32.78 (c 1.02, CHCl3); 1H NMR (400 MHz, CDCl3) d 7.65 (s, 1H), 7.38 

(d, J = 7.3 Hz, 2H), 7.34-7.13 (m, 14H), 6.76-6.64 (m, 4H), 6.40 (d, J = 15.8 Hz, 1H), 

5.02 (d, J = 7.4 Hz, 1H), 4.99 (s, 2H); 13C NMR (101 MHz, CDCl3) d 155.5, 143.3, 137.41, 
137.36, 137.23, 132.5, 130.4, 128.49, 128.44, 128.40, 128.36, 127.8, 127.4, 127.1, 126.32, 

126.26, 121.53, 121.40, 120.4, 118.4, 110.0, 96.0, 70.5, 46.2; EI-MS m/z (rel intensity) 

415 (M+, 88), 324 (100); HPLC (Daicel CHIRALPAK® IA, 0.46 f ´ 25 cm, UV 254 nm), 
hexane : ethanol = 98 : 2, 0.7 mL/min:  tR = 46.0 min  (major) and 52.3 min (minor). 

 (S,E)-3-(1,3-Diphenylallyl)-6-nitro-1H-indole ((S)-4g) (Table 3, 

entry 7).5 26% yield (18.2 mg, 0.051 mmol) as a brown solid; mp 71-73 °C; 76% ee; 

[a]20D +28.6 (c 0.45, CHCl3); 1H NMR (400 MHz, CDCl3) d 8.66 (s, 1H), 8.35 (d, J = 0.5 

Hz, 1H), 7.91 (dd, J = 1.4 and 8.9 Hz, 1H), 7.43 (d, J = 8.8 Hz, 1H), 7.38-7.22 (m, 11H), 

6.69 (dd, J = 7.3 and 15.8 Hz, 1H), 6.42 (d, J = 15.9 Hz, 1H), 5.12 (d, J = 7.4 Hz, 1H); 
13C NMR (101 MHz, CDCl3) d 143.2, 142.4, 137.0, 135.1, 131.42, 131.36, 131.1, 128.63, 

128.60, 128.5, 128.3, 127.4, 126.8, 126.3, 119.73, 119.67, 114.9, 108.2, 45.8;  EI-MS 

m/z (rel intensity) 354 (M+, 100); HPLC (Daicel CHIRALPAK® IA-3, 0.46 f ´ 25 cm, 
UV 254 nm), hexane : ethanol = 98 : 2, 0.5 mL/min:  tR = 104.1 min (major) and 111.9 

min (minor). 

 (S,E)-3-(1,3-Diphenylallyl)-6-methyl-1H-indole ((S)-4h) (Table 3, 

entry 8).5 34% yield (22.0 mg, 0.068 mmol) as a brown solid; mp 125-127 °C; 87% ee; 

[a]20D +33.8 (c 0.25, CHCl3); 1H NMR (400 MHz, CDCl3) d 7.81 (s, 1H), 7.36-7.17 (m, 
11H), 7.12 (s, 1H), 6.85 (d, J = 8.1 Hz, 1H), 6.80 (dd, J = 0.7 and 2.2 Hz, 1H), 6.71 (dd, 

J = 7.4 and 15.8 Hz, 1H), 6.43 (d, J = 15.8 Hz, 1H), 5.08 (d, J = 7.4 Hz, 1H), 2.42 (s, 3H); 
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13C NMR (101 MHz, CDCl3) d 143.4, 137.4, 137.0, 132.5, 131.9, 130.4, 128.43×(1+1), 
128.36, 127.1, 126.30, 126.27, 124.6, 121.9, 121.1, 119.5, 118.4, 111.0, 46.2, 21.7 ;  EI-

MS m/z (rel intensity) 323 (M+, 100); HPLC (Daicel CHIRALPAK® IB, 0.46 f ´ 25 cm, 

UV 254 nm), hexane : ethanol = 99 : 1, 0.7 mL/min:  tR = 64.9 min (minor) and 72.2 

min (major). 

 (S,E)-7-Bromo-3-(1,3-diphenylallyl)-1H-indole ((S)-4i) (Table 3, 
entry 9).5 64% yield (50.0 mg, 0.129 mmol) as a brown solid; mp 35-37 °C; 83% ee; 

[a]20D +15.6 (c 0.27, CHCl3); 1H NMR (400 MHz, CDCl3) d 8.11 (s, 1H), 7.35-7.16 (m, 
12H), 6.91 (dd, J = 0.9 and 2.4 Hz, 1H), 6.87 (t, J = 7.8 Hz, 1H), 6.68 (dd, J = 7.3 and 

15.8 Hz, 1H), 6.40 (d, J = 15.8 Hz, 1H), 5.07 (d, J = 7.3 Hz, 1H); 13C NMR (101 MHz, 

CDCl3) d 142.9, 137.3, 135.3, 132.0, 130.8, 128.481, 128.468, 128.40, 127.9, 127.3, 
126.5, 126.3, 124.4, 123.2, 120.6, 119.9, 119.1, 104.7, 46.2; EI-MS m/z (rel intensity) 

387 (M+, 100); HPLC (Daicel CHIRALPAK® IB, 0.46 f ´ 25 cm, UV 254 nm), hexane : 
ethanol = 99 : 1, 0.7 mL/min:  tR = 25.0 min (major) and 28.4 min  (minor). 

 (S,E)-5-Bromo-3-(1,3-diphenylallyl)-1H-indole ((S)-4j) (Table 3, 

entry 10).5 60% yield (46.7 mg, 0.120 mmol) as a brown solid; mp 50-52 °C; 91% ee; 

[a]20D +37.2 (c 0.55, CHCl3); 1H NMR (400 MHz, CDCl3) d 7.90 (s, 1H), 7.53 (t, J = 0.7 
Hz, 1H), 7.35-7.13 (m, 12H), 6.83 (d, J = 2.2 Hz, 1H), 6.65 (dd, J = 7.3 and 15.8 Hz, 1H), 

6.38 (d, J = 15.8 Hz, 1H), 5.03 (d, J = 7.2 Hz, 1H);  13C NMR (101 MHz, CDCl3) d 
142.8, 137.2, 135.2, 132.0, 130.7, 128.49×(1+1), 128.34, 127.2, 126.5, 126.3, 125.0, 

123.8, 122.2, 118.3, 112.68, 112.56, 45.8;  EI-MS m/z (rel intensity) 387 (M+, 100); 

HPLC (Daicel CHIRALPAK® IB, 0.46 f ´ 25 cm, UV 254 nm), hexane : ethanol = 99 : 
1, 0.9 mL/min:  tR = 36.7 min (minor) and 39.2 min  (major). 

 (S,E)-4-Bromo-3-(1,3-diphenylallyl)-1H-indole ((S)-4k) (Table 3, 
entry 11).5 68% yield (53.2 mg, 0.137 mmol) as a brown solid; mp 50-52 °C; 95% ee; 
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[a]20D +45.3 (c 0.18, CHCl3); 1H NMR (400 MHz, CDCl3) d 8.12 (s, 1H), 7.33-7.15 
(m,12H), 6.95 (t, J = 7.9 Hz, 1H), 6.86 (d, J = 2.4 Hz, 1H), 6.70 (dd, J = 6.6 and 15.8 Hz, 

1H), 6.21 (d, J = 15.9 Hz, 1H), 5.88 (d, J = 6.5 Hz, 1H); 13C NMR (101 MHz, CDCl3) d 

143.8, 137.69, 137.56, 133.7, 130.6, 128.92, 128.43, 128.18, 127.0, 126.22, 126.16, 

124.90, 124.75, 124.3, 122.9, 118.9, 114.3, 110.5, 44.7; EI-MS m/z (rel intensity) 387 

(M+, 100); HPLC (Daicel CHIRALPAK® IA-3, 0.46 f ´ 25 cm, UV 254 nm), hexane : 

ethanol = 99 : 1, 0.5 mL/min:  tR = 105.7 min (major) and 116.8 min (minor). 

 (S,E)-3-(1,3-Diphenylallyl)-5-methoxy-1H-indole ((S)-4l) 
(Table 3, entry 12).5 78% yield (53.1 mg, 0.156 mmol) as a brown solid; mp 53-55 °C; 

91% ee; [a]20D +27.1 (c 0.17, CHCl3); 1H NMR (400 MHz, CDCl3) d 7.80 (s, 1H), 7.35-

7.16 (m, 11H), 6.83-6.80 (m, 3H), 6.69 (dd, J = 7.3 and 15.8 Hz, 1H), 6.42 (d, J = 15.8 

Hz, 1H), 5.05 (d, J = 7.2 Hz, 1H), 3.69 (s, 3H); 13C NMR (101 MHz, CDCl3) d 153.7, 
143.2, 137.4, 132.4, 131.7, 130.5, 128.45×(1+1), 128.39, 127.127, 127.119, 126.4, 126.2 

× 2, 123.4, 118.2, 112.1, 111.8, 101.7, 55.7, 46.1; EI-MS m/z (rel intensity) 339 (M+, 

100); HPLC (Daicel CHIRALPAK® IB, 0.46 f ´ 25 cm, UV 254 nm), hexane : ethanol 
= 99 : 1, 0.9 mL/min:  tR = 42.1 min (minor) and 49.5 min (major). 

 (S,E)-3-(1,3-Diphenylallyl)-2-phenyl-1H-indole ((S)-4m) (Table 3, 
entry 13).5 88% yield (67.8 mg, 0.176 mmol) as a yellow solid; mp 86-88 °C; 92% ee; 

[a]20D +89.7 (c 0.99, CHCl3); 1H NMR (400 MHz, CDCl3) d 7.94 (s, 1H), 7.49-7.12 (m, 
18H), 7.00-6.96 (m, 1H), 6.88 (dd, J = 7.3 and 15.8 Hz, 1H), 6.39 (d, J = 15.8 Hz, 1H), 

5.27 (d, J = 7.2 Hz, 1H); 13C NMR (75 MHz, CDCl3) d 143.4, 137.4, 136.1, 135.5, 132.9, 
132.2, 131.0, 128.8, 128.6, 128.4, 128.25, 128.23, 128.0, 127.8, 127.1, 126.3, 126.1, 

122.1, 121.2, 119.7, 113.7, 110.9, 45.1; EI-MS m/z (rel intensity) 385 (M+, 100); HPLC 

(Daicel CHIRALPAK® IB, 0.46 f ´ 25 cm, UV 254 nm), hexane : ethanol = 99 : 1, 0.9 
mL/min:  tR = 16.4 min (major) and 17.8 min (minor). 

 
  

Ph Ph

HN
OMe

Ph Ph

HN
Ph



  S17 

Table S1. Time Dependence of Ee Value of 1b at Various Temperatures in Dodecane. 

a Ee was determined by chiral HPLC analysis. 

 

Figure S1. Data for the Racemization Plot of 1b 
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Table S2. Time Dependence of Ee Value of 1c at Various Temperatures in Dodecane. 

a Ee was determined by chiral HPLC analysis. 

 
Figure S3. Data for the Racemization Plot of 1c 

 

Figure S4. Data for the Arrhenius Plot of 1c 
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1H, 13C and 31P NMR of N-(2-(Diphenylphosphaneyl)-6-methoxyphenyl)adamantan-1-

amine (3a) 
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1H, 13C and 31P NMR of N-(2-(Diphenylphosphaneyl)-6-methoxyphenyl)adamantan-2-

amine (3b)  
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1H, 13C and 31P NMR of N-(2-(Diphenylphosphaneyl)-6-

methoxyphenyl)cyclohexylamine (3c) 
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1H, 13C and 31P NMR, and chiral phase HPLC chart of (±)-N-(Adamantan-1-yl)-N-(2-

(diphenylphosphaneyl)-6-methoxyphenyl)cinnamamide ((±)-1a)  
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  S33 

1H, 13C and 31P NMR, and chiral phase HPLC chart of (±) -N-(Adamantan-2-yl)-N-(2-

(diphenylphosphaneyl)-6-methoxyphenyl)cinnamamide ((±)-1b) 
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  S38 

1H, 13C and 31P NMR, and chiral phase HPLC chart of (±)-N-(Cyclohexyl)-N-(2-

(diphenylphosphaneyl)-6-methoxyphenyl)cinnamamide ((±)-1c)
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  S43 

1H, 13C and 31P NMR, and chiral phase HPLC chart of (–)-N-(Adamantan-1-yl)-N-(2-

(diphenylphosphaneyl)-6-methoxyphenyl)cinnamamide ((–)-1a)
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  S48 

1H, 13C and 31P NMR, and chiral phase HPLC chart of (+)-N-(Adamantan-1-yl)-N-(2-

(diphenylphosphaneyl)-6-methoxyphenyl)cinnamamide ((+)-1a)
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  S52 

1H, 13C and 31P NMR, and chiral phase HPLC chart of (+)-N-(Adamantan-2-yl)-N-(2-

(diphenylphosphaneyl)-6-methoxyphenyl)cinnamamide ((+)-1b) 
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  S57 

1H, 13C and 31P NMR, and chiral phase HPLC chart of (–)-N-(Adamantan-2-yl)-N-(2-

(diphenylphosphaneyl)-6-methoxyphenyl)cinnamamide ((–)-1b) 
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  S62 

1H, 13C and 31P NMR, and chiral phase HPLC chart of (aR)-(–)-N-(Cyclohexyl)-N-(2-

(diphenylphosphaneyl)-6-methoxyphenyl)cinnamamide ((aR)-(–)-1c)  
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1H, 13C and 31P NMR, and chiral phase HPLC chart of (aS)-(+)-N-(Cyclohexyl)-N-(2-

(diphenylphosphaneyl)-6-methoxyphenyl)cinnamamide ((aS)-(+)-1c) 
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1H and 13C NMR, and chiral phase HPLC chart of (S)-4a 
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Chiral phase HPLC chart of (±)-4a  
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1H and 13C NMR, and chiral phase HPLC chart of (S)-4b 
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Chiral phase HPLC chart of (±)-4b 
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1H and 13C NMR, and chiral phase HPLC chart of (S)-4c 
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Chiral phase HPLC chart of (±)-4c 
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1H and 13C NMR, and chiral phase HPLC chart of (S)-4d 
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Chiral phase HPLC chart of (±)-4d 
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1H and 13C NMR, and chiral phase HPLC chart of (S)-4e 
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Chiral phase HPLC chart of (±)-4e 
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1H and 13C NMR, and chiral phase HPLC chart of (S)-4f 
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Chiral phase HPLC chart of (±)-4f 
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1H and 13C NMR, and chiral phase HPLC chart of (S)-4g 
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Chiral phase HPLC chart of (±)-4g 
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1H and 13C NMR, and chiral phase HPLC chart of (S)-4h 
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Chiral phase HPLC chart of (±)-4h 
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1H and 13C NMR, and chiral phase HPLC chart of (S)-4i 
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Chiral phase HPLC chart of (±)-4i 
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1H and 13C NMR, and chiral phase HPLC chart of (S)-4j 
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Chiral phase HPLC chart of (±)-4j 
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1H and 13C NMR, and chiral phase HPLC chart of (S)-4k 
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Chiral phase HPLC chart of (±)-4k 
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1H and 13C NMR, and chiral phase HPLC chart of (S)-4l 
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Chiral phase HPLC chart of (±)-4l 
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1H and 13C NMR, and chiral phase HPLC chart of (S)-4m 
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Chiral phase HPLC chart of (±)-4m 

 

 


