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I. General information

All reagents and solvents were purchased from commercial sources (Energy Chemical, TCI, Acros, Alfa and J&K) and used
without further purification unless otherwise stated. The *H and '3C NMR spectra were recorded on Bruker Avance 300 (*H, 300
MHz), Bruker Avance 400 (*H, 400 MHz; 13C, 101 MHz) and Bruker Avance Ill HD 500MHz (H, 500 MHz; 13C, 126 MHz)
spectrometers. All chemical shifts (d) were given in ppm. Data were reported as follows: chemical shift, integration, multiplicity
(s = single, d = doublet, t = triplet, q = quartet, m = multiplet) and coupling constants (Hz). Flash column chromatography was
performed using H silica gel. For thin-layer chromatography (TLC), silica gel plates (HSGF 254) were used and compounds were
visualized by irradiation with UV light. Infrared (IR) spectra were recorded on Nicolet 6700 instrument. High-resolution mass
spectra (HRMS) were recorded by a Thermo Fisher Scientific Exactive Orbitrap mass spectrometer. HPLC analysis was carried out
on an Agilent 1260 Infinity system with Daicel CHIRALPAK® or Daicel CHIRALCEL® columns. Organic solutions were concentrated
under reduced pressure on the Heidolph rotary evaporator. Optical rotations were measured on a Rudolph Autopol VI

polarimeter.

Il. Table S1. Optimization of conditions for the model reaction of 1a with 2a

[Ru(cod)Cly], (1.5 mol%)

NH diphosphine (1.5 mol%) Ph\_
Nl‘ 2 diamine (1.5 mol%) " ph
Ph H K3POy4 (0.75 equiv.) H
1.5 equiv. 1.0 equiv. 18-crown-6 (0.2 equiv.) 3
1a 2a H,0, 70 °C, Ar, 1.5 h a
Ph,
P | HoN NH, HaN,  NH, wNH, NH, NH,
S e s L O, X
., Ph PH Ph Ph Ph NH, "NH, NH,
Ph L1 L2
(S.S}Ph-BPE  (S.S)}DPEN L2 L3 L3 La"
e &
NH N
Ph\Eh Ph\P/Ph PPh, @ ’ | A HN NH 1
)\/E\ ik NH, N P 0O 7N
|
99 S
L4 L5 L6 L7 L8 L9
Entry Diphosphine | Diamine Yield e.e.
1 L1 L2 54% 78%
2 L1 - 14% 8%
3 - L2 17% 10%
4 L1 L2’ 33% 50%
5 L1 L3 56% 72%
6 L1 L3’ 34% 26%
7 L1 L3” 33% 46%
8 L1 Lé 45% 15%
9 L1 L7 26% 66%
10 L1 L8 24% 11%
11 L1 L9 35% 20%
12 L4 L2 29% 17%
13 LS L2 17% 14%




lll. Experimental Procedure
i. General procedure A (asymmetric addition reaction)

[Ru(cod)Cly], (3.0 mol%)
(S,8)-Ph-BPE (3.0 mol%)

N NH2 a2 (S,S)-DPEN (3.0 mol%) R\:
\ + T Nzal - B
R)\H Art =N K3PO4 (0.75 equiv.) Ar1/\N~Ar2
KOH (0.2 equiv.) H
1.5 equiv. 1.0 equiv. 18-crown-6 (0.4 equiv.) 3
1 2 H,0, 70 °C, Ar, 1.5 h

A Schlenk tube (10 mL) equipped with a magnetic stir bar was charged with [Ru(cod)Cl,], (1.7 mg, 0.006 mmol, 3.0 mol%), (S,S)-
Ph-BPE (3.1 mg, 0.006 mmol, 3.0 mol%), (S,S)-DPEN (1.3 mg, 0.006 mmol, 3.0 mol%), KsPO,4 (31.8 mg, 0.15 mmol, 0.75 equiv.),
18-crown-6 (21.1 mg, 0.08 mmol, 0.4 equiv.), KOH (2.24 mg, 0.04 mmol, 0.2 equiv.), imine (0.2 mmol, 1.0 equiv.) and hydrazone
(0.3 mmol, 1.5 equiv.). The reaction system was then protected with argon atmosphere. Then, distilled water (0.2 mL) was
added to the reaction system and heated to 70 °C. The reaction mixture was stirred at 70 °C for 1.5 hours. After cooling to room
temperature, 3 mL water was added. The reaction mixture was extracted with ethyl acetate (3x5 mL). The combined organic
layers were washed with water (5 mL) and then dried over Na,SO,. The organic layers were concentrated and the resulting

residue was purified by preparative TLC on silica gel to afford the product.

ii. General procedure B (Racemic addition reaction) !

N’ NH> [Ru(p-cymene)Cl,], (1.5 mol%) R

P + A2 PPh; (6.0 mol%) l ,
17X A _Ar
RH Art "N KsPO, (0.75 equiv.) AN
1.5 equiv. 1.0 equiv. TBAC (0.2 equiv.)
1 2 H,0, 70°C, Ar, 1.5 h rac-3

A Schlenk tube (10 mL) equipped with a magnetic stir bar was charged with [Ru(p-cymene)Cl,], (1.8 mg, 0.003 mmol, 1.5 mol%),
PPhs (3.1 mg, 0.012 mmol, 6.0 mol%), K3sPO, (31.8 mg, 0.15 mmol, 0.75 equiv.), TBAC (11.1 mg, 0.04 mmol, 0.2 equiv.), imine (0.2
mmol, 1.0 equiv.) and hydrazone (0.3 mmol, 1.5 equiv.). The reaction system was then protected with argon atmosphere. Then,
distilled water (0.2 mL) was added. The mixture was heated to 70 °C, and stirred for 1.5 hours. After cooling to room
temperature, 3 mL water was added. The reaction mixture was extracted with ethyl acetate (3x5 mL). The combined organic
layers were washed with water (5 mL) and then dried over Na,SO,. The organic layers were concentrated and the resulting

residue was purified by preparative TLC on silica gel to afford the racemic product.

iii. Derivatization reaction: Removal of protective groups in 3au 2

©\ /©/0Me CAN (4.0 equiv.) NH, ‘
; C

CH3CN/H,0, rt, 5 h

H
. 74% yield
1.0 equiv. 70% ee
74% ee
3au 4

A solution of CAN (0.4 mmol) in H,0 (0.125 mL) was added to a stirred solution of the corresponding protected amine 3au or rac-
3au (0.1 mmol) in CH3CN/H,0 (0.5 mL). The reaction mixture was stirred for 2 h. Afterwards CH,Cl, (1 mL) was added and the
organic phase separated. A 10% solution of NaOH (2 mL) was added to the aqueous phase which was then extracted with EtOAc
(2 x 25 mL). The combined organic phases were dried (MgS0,) and the solvent removed under reduced pressure. The residue

was purified by preparative TLC on silica gel to afford the corresponding pure amine.3



iv. Procedure of deuterium labelling study

[Ru(cod)Cl5], (3.0 mol%)

(S,S)-Ph-BPE (30 mol%) D/H (38% 2H
N NH2 (S,S)-DPEN (3.0 mol%) Ph\AD,H((GZf/ zH))
| + PN Ph : Ph o
Ph)\H Ph™ =N K3PO, (0.75 equiv.) Ph N
. 1.0 equi KOH (0.2 equiv.) H

1.5 equiv. 0 equiv. 18-crown-6 (0.4 equiv.) 78% yield

1a 2a D,0, 70 °C, Ar, 1.5 h 77% ee

d-3aa

A Schlenk tube (10 mL) equipped with a magnetic stir bar was charged with [Ru(cod)Cl,], (1.7 mg, 0.006 mmol, 3.0 mol%), (S,S)-
Ph-BPE (3.1 mg, 0.006 mmol, 3.0 mol%), (S,S)-DPEN (1.3 mg, 0.006 mmol, 3.0 mol%), KsPO, (31.8 mg, 0.15 mmol, 0.75 equiv.),
18-crown-6 (21.1 mg, 0.08 mmol, 0.4 equiv.), KOH (2.24 mg, 0.04 mmol, 0.2 equiv.), N-benzylideneaniline (36.2 mg, 0.2 mmol,
1.0 equiv.) and benzylidenehydrazine (34 pL, 0.3 mmol, 1.5 equiv.). The reaction system was then protected with argon
atmosphere. Then, deuterium oxide (0.2 mL) was added and heated to 70 °C. The reaction mixture was stirred at 70 °C for 1.5
hours. After cooling to room temperature, 3 mL water was added. The reaction mixture was extracted with ethyl acetate (3x5
mL). The combined organic layers were washed with water (5 mL) and then dried over Na,SO,. The organic layers were

concentrated and the resulting residue was purified by preparative TLC on silica gel to afford the product.

v. Preparation of Hydrazones
A mixture of carbonyl compounds (5.0 mmol, 1 equiv) and hydrazine monohydrate (0.34 mL, 6.0 mmol, 85 wt. %, 1.2 equiv) in
THF (11 mL) solution was stirred at room temperature for 30 min. The solvent was removed in vacuo to provide the desired

hydrazone. The crude hydrazone was used directly without further purification.*

vi. Preparation of imines

A mixture of the aromatic aldehyde (3.0 mmol, 1.0 equiv), aniline (3.0 mmol, 1.0 equiv) and MgS0O, (0.84 mmol, 0.28 equiv) in
THF (1 mL) solution was stirred at room temperature for 5 h. The mixture was dissolved in dichloromethane, then filtered
through a pad of celite and rinsed with dichloromethane. The solid hydrated MgSO, was filtered off and the filtrate was

concentrated under reduce pressure. The crude imine was used directly without further purification.®

vii. Preparation of cyclic imine

To the argon purged glass vial containing 2-amino phenol (119.9 mg, 1.1 mmol) in polyethylene glycol (400 MW, 2.0 mL) were
added potassium carbonate (138.2 mg, 1.0 mmol) and 2- fluorobenzaldehyde (124.1 mg, 1.0 mmol), and stirred at 100 C for 13
h during which the reaction was monitored by means of Thin Layer Chromatography. The reaction mixture was extracted with
ether (3x6 mL). The combined ether layers were washed with water and brine, dried over anhydrous sodium sulfate, and

concentrated under reduced pressure. The crude cyclic imine was used directly without further purification.®



IV. Characterization Data

(8)-NV-(1,2-diphenylethyl)aniline (3aa)

!
A

Following the general reaction procedure A, 3aa was obtained from the benzaldehyde hydrazone (1a, 34 pL, 0.3 mmol, 1.5 equiv.)
and N-benzylideneaniline (2a, 36.2 mg, 0.2 mmol, 1.0 equiv.), as a colorless solid (44.7 mg, 82%, 91:9 er), mp. 58-60 °C.

R/=0.71 (Petroleum ether/Dichloromethane = 1:1).

FT-IR (neat, cm™) 3026, 1601, 1508, 1317, 1275, 750, 699.

'TH NMR (300 MHz, CDCl;) 6 7.37-7.16 (m, 8H), 7.16-7.08 (m, 2H), 7.04 (dd, J = 8.4, 7.4 Hz, 2H), 6.62 (t,J=7.3 Hz, 1H), 6.51-
6.38 (m, 2H), 4.58 (t, /= 8.5 Hz, 1H), 4.11 (s, 1H), 3.13 (dd, J=13.9, 5.7 Hz, 1H), 3.01 (dd, J = 14.0, 8.2 Hz, 1H).

I3C NMR (101 MHz, CDCl) & 147.4, 143.6, 137.8, 129.4, 129.2, 128.71, 128.67, 127.2, 126.9, 126.6, 117.6, 113.8, 59.4, 45.3.
HRMS(ESI, m/z), calcd for C,0HyoN* [M+H], 274.1590; found, 274.1586.

HPLC analysis: Chiracel OD-H, n-Hexane:i-PrOH = 98:2, 1.0 mL/min, UV = 254 nm. Retention time (min): 8.8 (minor) and
11.2 (major).

[a]p** =-35.33 (c = 1.0, CHCl;, 91:9 er).

(8)-N-(2-(3-methoxyphenyl)-1-phenylethyl)aniline (3ba)

Following the general reaction procedure A, 3ba was obtained from the (3-methoxybenzylidene)hydrazine (1e, 45.0 mg, 0.3
mmol, 1.5 equiv.) and N-benzylideneaniline (2a, 36.2 mg, 0.2 mmol, 1.0 equiv.), as a yellow oil (39.8 mg, 66%, 87:13 er).
R/=0.61 (Petroleum ether/Dichloromethane = 1:1).

FT-IR (neat, cm'') 3406, 3053, 3027, 2919, 1600, 1506, 1262, 1153, 1052, 750, 692.

'"H NMR (300 MHz, CDCl3) 6 7.37-7.25 (m, 4H), 7.25-7.13 (m, 2H), 7.04 (t, J = 7.9 Hz, 2H), 6.75 (dd, J = 12.4, 4.5 Hz, 2H),
6.66-6.57 (m, 2H), 6.45 (d, J= 7.7 Hz, 2H), 4.57 (dd, /= 7.7, 6.0 Hz, 1H), 4.12 (s, 1H), 3.71 (s, 3H), 3.11 (dd, J = 13.9, 5.7 Hz,
1H), 2.98 (dd, J=13.9, 8.1 Hz, 1H).

13C NMR (101 MHz, CDCl;) 8 159.8, 147.4, 143.6, 139.3, 129.6, 129.1, 128.7, 127.2, 126.6, 121.7, 117.6, 115.0, 113.8, 112.4,
59.3,55.3,453.

HRMS(ESI, m/z), calcd for C,1Hy,ON* [M+H]*, 304.1696; found, 304.1693.

HPLC analysis: Chiracel OD-H, n-Hexane:i-PrOH = 98:2, 1.0 mL/min, UV = 254 nm. Retention time (min): 11.1 (minor) and
24.9 (major).

[a]p** =-47.75 (c = 1.0, CHCl;, 87:13 er).

(S)-N-(2-(4-methoxyphenyl)-1-phenylethyl)aniline (3ca)



Following the general reaction procedure A, 3ca was obtained from the (4-methoxybenzylidene)hydrazine (1d, 45.0 mg, 0.3
mmol, 1.5 equiv.) and N-benzylideneaniline (2a, 36.2 mg, 0.2 mmol, 1.0 equiv.), as a white solid (28.5 mg, 47%, 86:14 er), mp.
125-127 °C.

R/= 0.54 (Petroleum ether/Dichloromethane = 1:1).

FT-IR (neat, cm'') 3042, 2919, 1603, 1507, 1248, 1178, 1301, 750, 700.

'"H NMR (400 MHz, CDCl;) é 7.35-7.16 (m, 5H), 7.03 (dd, J = 14.6, 8.0 Hz, 4H), 6.80 (d, J = 8.5 Hz, 2H), 6.62 (t, J = 7.3 Hz,
1H), 6.45 (d, J= 7.9 Hz, 2H), 4.53 (dd, J= 7.8, 6.0 Hz, 1H), 4.13 (s, 1H), 3.78 (s, 3H), 3.07 (dd, J = 14.0, 5.8 Hz, 1H), 2.95 (dd, J
=14.0, 8.0 Hz, 1H).

I3C NMR (101 MHz, CDCl;) 4 158.6, 147.4, 143.6, 130.3, 129.8, 129.1, 128.7, 127.2, 126.6, 117.6, 114.1, 113.9, 59.5, 55.4, 44 4.
HRMS(ESI, m/z), calcd for C,1Hy,ON* [M+H]*, 304.1696; found, 304.1692.

HPLC analysis: Chiracel OD-H, n-Hexane:i-PrOH = 98:2, 1.0 mL/min, UV = 254 nm. Retention time (min): 11.5 (minor) and
14.6 (major).

[a]p?* =-45.99 (c = 1.0, CHCl;, 86:14 er).

(S)-N-(2-(2,3-dimethoxyphenyl)-1-phenylethyl)aniline (3da)

OMe
OMe

O

Following the general reaction procedure A, 3da was obtained from the (2,3-dimethoxybenzylidene)hydrazine (1i, 54.0 mg, 0.3
mmol, 1.5 equiv.) and N-benzylideneaniline (2a, 36.2 mg, 0.2 mmol, 1.0 equiv.), as a yellow oil (54.6 mg, 82%, 91:9 er).

R/=0.58 (Petroleum ether/Dichloromethane = 1:1).

FT-IR (neat, cm'') 3393, 3025, 2933, 1601, 1507, 1481, 1267, 1078, 1006, 748, 692.

'"H NMR (400 MHz, CDCl;) 6 7.40 (d, J = 7.4 Hz, 2H), 7.31 (t, J = 7.5 Hz, 2H), 7.23 (dd, J = 12.2, 4.9 Hz, lH), 7.01 (t, J=7.9
Hz, 2H), 6.93 (t, J = 7.9 Hz, 1H), 6.84-6.75 (m, 1H), 6.67 (d, J = 7.6 Hz, 1H), 6.56 (t, J = 7.3 Hz, 1H), 6.44 (d, J = 7.8 Hz, 2H),
4.88 (s, 1H), 4.51 (dd, J=9.1, 4.6 Hz, 1H), 3.86 (s, 6H), 3.09 (dd, /= 13.6, 9.1 Hz, 1H), 2.99 (dd, /= 13.7, 4.6 Hz, 1H).

13C NMR (101 MHz, CDCl;) 8 152.9, 147.8, 147.5, 144.3, 132.3, 129.0, 128.7, 127.1, 126.5, 124.2, 122.9, 116.9, 113.4, 111.3,
60.8, 60.1, 55.9, 39.9.

HRMS(ESI, m/z), calcd for C,,H40,N* [M+H]", 334.1802; found, 334.1796.

HPLC analysis: Chiracel OD-H, n-Hexane:i-PrOH = 99:1, 1.0 mL/min, UV = 254 nm. Retention time (min): 9.8 (minor) and
11.1 (major).

[a]p** =-42.16 (c = 1.0, CHCl;, 91:9 er).

(8)-N-(2-(3,4-dimethoxyphenyl)-1-phenylethyl)aniline (3ea)



Following the general reaction procedure A, 3ea was obtained from the (3,4-dimethoxybenzylidene)hydrazine (1j, 54.0 mg, 0.3
mmol, 1.5 equiv.) and N-benzylideneaniline (2a, 36.2 mg, 0.2 mmol, 1.0 equiv.), as a yellow oil (34.7 mg, 52%, 89:11 er).
R/=0.39 (Petroleum ether/Dichloromethane = 1:1).

FT-IR (neat, cm'') 3390, 2933, 1602, 1516, 1261, 1028, 750.

"H NMR (300 MHz, CDCl;) & 7.28 (t, J = 6.0 Hz, 4H), 7.26-7.20 (m, 1H), 7.05 (t, /= 7.9 Hz, 2H), 6.77 (d, J = 8.1 Hz, 1H), 6.73-
6.57 (m, 2H), 6.51-6.38 (m, 3H), 4.55 (t, J = 6.7 Hz, 1H), 4.13 (s, 1H), 3.85 (s, 3H), 3.71 (s, 3H), 3.07 (dd, J = 13.9, 6.0 Hz, 1H),
2.98 (dd, J=13.8, 7.5 Hz, 1H).

13C NMR (101 MHz, CDCl;) 3 148.9, 148.0, 147.4, 143.5, 130.1, 129.2, 128.7, 127.1, 126.7, 121.5, 117.6, 113.8, 112.6, 111.3,
59.3,56.0,55.8, 44.7.

HRMS(ESI, m/z), calcd for C,,H40,N* [M+H]", 334.1802; found, 334.1800.

HPLC analysis: Chiracel OD-H, n-Hexane:i-PrOH = 98:2, 1.0 mL/min, UV = 254 nm. Retention time (min): 21.8 (minor) and
36.5 (major).

[a]p?* =-46.20 (c = 1.0, CHCl;, 89:11 er).

(8)-N-(2-(3,5-dimethoxyphenyl)-1-phenylethyl)aniline (3fa)

OMe

Following the general reaction procedure A, 3fa was obtained from the (3,5-dimethoxybenzylidene)hydrazine (1h, 54.0 mg, 0.3
mmol, 1.5 equiv.) and N-benzylideneaniline (2a, 36.2 mg, 0.2 mmol, 1.0 equiv.), as a yellow oil (43.9 mg, 66%, 88:12 er).
R/=0.58 (Petroleum ether/Dichloromethane = 1:1).

FT-IR (neat, cm'') 3735, 2933, 1603, 1507, 1205, 1150, 1068, 832, 750, 700.

'"H NMR (300 MHz, CDCl;) 6 7.39-7.17 (m, 5H), 7.04 (t, J= 7.9 Hz, 2H), 6.62 (t, J= 7.3 Hz, 1H), 6.46 (d, J = 7.7 Hz, 2H), 6.32
(t, J=2.1 Hz, 1H), 6.25 (d, J = 2.1 Hz, 2H), 4.63-4.49 (m, 1H), 4.14 (s, 1H), 3.71 (s, 6H), 3.07 (dd, J = 13.8, 5.6 Hz, 1H), 2.94
(dd, J=13.8, 8.1 Hz, 1H).

13C NMR (126 MHz, CDCl;) 4 161.0, 147.4, 143.5, 140.0, 129.1, 128.7, 127.2, 126.6, 117.6, 113.8, 107.4, 98.9, 59.2, 55.4, 45.6.
HRMS(ESI, m/z), calcd for C,,H40,N* [M+H]", 334.1802; found, 334.1798.

HPLC analysis: Chiracel OD-H, n-Hexane:i-PrOH = 95:5, 1.0 mL/min, UV = 254 nm. Retention time (min): 8.5 (minor) and
22.3 (major).

[a]p?* =-33.56 (c = 1.0, CHCl;, 88:12 er).

(S)-N-(1-phenyl-2-(3,4,5-trimethoxyphenyl)ethyl)aniline (3ga)



OMe

Following the general reaction procedure A, 3ga was obtained from the (3,4,5-trimethoxybenzylidene)hydrazine (11, 63.0 mg, 0.3
mmol, 1.5 equiv.) and N-benzylideneaniline (2a, 36.2 mg, 0.2 mmol, 1.0 equiv.), as a brown oil (44.4 mg, 61%, 89:11 er).
R/=0.29 (Petroleum ether/Dichloromethane = 1:1).

FT-IR (neat, cm'') 3389, 3001, 2937, 2838, 1601, 1506, 1454, 1423, 1322, 1242, 1128, 1007, 750, 701.

'H NMR (300 MHz, CDCl;) 6 7.30 (d, J = 4.3 Hz, 4H), 7.26-7.20 (m, 1H), 7.06 (t, J= 7.9 Hz, 2H), 6.64 (t, J = 7.3 Hz, 1H), 6.48
(d, J=7.8 Hz, 2H), 6.24 (s, 2H), 4.57 (t, J = 6.6 Hz, 1H), 4.14 (s, 1H), 3.82 (s, 3H), 3.74 (s, 6H), 3.07 (dd, J = 13.8, 6.0 Hz, 1H),
2.97 (dd, J=13.7, 7.4 Hz, 1H).

I3C NMR (101 MHz, CDCl;) 6 153.2, 147.3, 143.3, 136.9, 133.2, 129.2, 128.7, 127.2, 126.7, 117.7, 113.8, 106.5, 61.0, 59.2, 56.2,
45.4.

HRMS(ESI, m/z), calcd for C,3Hy6O3N* [M+H]", 364.1907; found, 364.1901.

HPLC analysis: Chiracel OD-H, n-Hexane:i-PrOH = 98:2, 1.0 mL/min, UV = 254 nm. Retention time (min): 23.3 (minor) and
48.9 (major).

[a]p** =-30.22 (c = 1.0, CHCl;, 89:11 er).

(S)-N-(2-(4-methoxy-3-methylphenyl)-1-phenylethyl)aniline (3ha)
Me

Following the general reaction procedure A, 3ha was obtained from the (4-methoxy-3-methylbenzylidene)hydrazine (1p, 49.2 mg,
0.3 mmol, 1.5 equiv.) and N-benzylideneaniline (2a, 36.2 mg, 0.2 mmol, 1.0 equiv.), as a brown oil (25.3 mg, 40%, 90:10 er).
R/=0.67 (Petroleum ether/Dichloromethane = 1:1).

FT-IR (neat, cm'') 3412, 2918, 2853, 2369, 1602, 1506, 1255, 1134, 1031, 749, 699.

'"H NMR (400 MHz, CDCl;) 6 7.37-7.26 (m, 4H), 7.22 (d, J = 6.6 Hz, 1H), 7.03 (t, J = 7.8 Hz, 2H), 6.90 (d, J= 7.4 Hz, 2H), 6.71
(d, J= 8.2 Hz, 1H), 6.61 (t, /= 7.3 Hz, 1H), 6.44 (d, J = 8.0 Hz, 2H), 4.51 (dd, J = 8.2, 5.6 Hz, 1H), 4.06 (d, J = 66.8 Hz, 1H),
3.80 (s, 3H), 3.05 (dd, J = 14.0, 5.4 Hz, 1H), 2.88 (dd, J = 14.0, 8.5 Hz, 1H), 2.16 (s, 3H).

13C NMR (101 MHz, CDCl;) 8 156.8, 147.5, 143.8, 131.7, 129.3, 129.1, 128.7, 127.5, 127.1, 126.8, 126.6, 117.6, 113.9, 110.1,
59.5,55.5,44.6, 16.3.

HRMS(ESI, m/z), calcd for C,oHpsON* [M+H]*, 318.1852; found, 318.1850.

HPLC analysis: Chiracel OD-H, n-Hexane:i-PrOH = 97:3, 1.0 mL/min, UV = 254 nm. Retention time (min): 7.2 (minor) and 9.4
(major).

[a]p** =-69.16 (c = 1.0, CHCl;, 90:10 er).

(S)-N-(2-(3-ethoxy-4-methoxyphenyl)-1-phenylethyl)aniline (3ia)



Following the general reaction procedure A, 3ia was obtained from the (3-ethoxy-4-methoxybenzylidene)hydrazine (1n, 58.2 mg,
0.3 mmol, 1.5 equiv.) and N-benzylideneaniline (2a, 36.2 mg, 0.2 mmol, 1.0 equiv.), as a white solid (55.5 mg, 80%, 90:10 er),
mp. 116-119 °C.

R/=0.48 (Petroleum ether/Dichloromethane = 1:1).

FT-IR (neat, cm') 3389, 2918, 1602, 1506, 1260, 1139, 1029, 750, 700.

"H NMR (400 MHz, CDCl;) 6 7.29 (d, J = 4.3 Hz, 4H), 7.22 (dd, J = 8.5, 4.2 Hz, 1H), 7.04 (dd, J= 8.3, 7.5 Hz, 2H), 6.77 (d, J =
8.1 Hz, 1H), 6.67 (dd, J= 8.1, 1.8 Hz, 1H), 6.62 (t, J= 7.3 Hz, 1H), 6.47 (dd, J=11.0, 4.8 Hz, 3H), 4.54 (t, /= 6.7 Hz, 1H), 4.12
(s, 1H), 3.97-3.88 (m, 2H), 3.84 (s, 3H), 3.06 (dd, /= 13.9, 6.0 Hz, 1H), 2.96 (dd, /= 13.9, 7.6 Hz, 1H), 1.38 (t, /= 7.0 Hz, 3H).
13C NMR (101 MHz, CDCl;) 8 148.3, 148.3, 147.5, 143.5, 130.1, 129.2, 128.7, 127.1, 126.7, 121.5, 117.6, 114.2, 113.8, 111.6,
64.3,59.3,56.1,44.7, 14.9.

HRMS(ESI, m/z), calcd for C,3Hy6O,N* [M+H]", 348.1958; found, 348.1952.

HPLC analysis: Chiracel OD-H, n-Hexane:i-PrOH = 94:6, 1.0 mL/min, UV = 254 nm. Retention time (min): 10.4 (minor) and
15.3 (major).

[a]p?* =-48.64 (c = 1.0, CHCl;, 90:10 er).

(S)-N-(2-(4-fluorophenyl)-1-phenylethyl)aniline (3ja)

Following the general reaction procedure A, 3ja was obtained from the (3-ethoxy-4-methoxybenzylidene)hydrazine (1n, 41.4 mg,
0.3 mmol, 1.5 equiv.) and N-benzylideneaniline (2a, 36.2 mg, 0.2 mmol, 1.0 equiv.), as a yellow oil (7.4 mg, 13%, 77:23 er).
R/=0.69 (Petroleum ether/Dichloromethane = 1:1).

FT-IR (neat, cm'') 3410, 3048, 2851, 1598, 1506, 1316, 1152, 844, 700.

'"H NMR (400 MHz, CDCls) § 7.33-7.20 (m, 5H), 7.16-6.99 (m, 4H), 6.94 (t, J = 8.6 Hz, 2H), 6.63 (t, /= 7.3 Hz, 1H), 6.47 (d, J
=7.7 Hz, 2H), 4.55 (t, /= 6.9 Hz, 1H), 4.08 (s, 1H), 3.05 (qd, J = 14.0, 7.0 Hz, 2H).

13C NMR (126 MHz, CDCl;) 6 161.9 (d, Jor = 245.7 Hz), 147.3, 143.2, 133.5, 130.8 (d, Jor = 7.7 Hz), 129.2, 128.7, 127.3, 126.7,
117.8,115.4 (d, Jcr=21.2 Hz), 113.8, 59.5, 44.3.

9F NMR (377 MHz, CDCl;) 6 -116.2.

HRMS(ESI, m/z), calcd for C,0HoNF* [M+H]*, 292.1496; found, 292.1507.

HPLC analysis: Chiracel OD-H, n-Hexane:i-PrOH = 98:2, 1.0 mL/min, UV = 254 nm. Retention time (min): 13.4 (minor) and
14.7 (major).

[a]p?* =-32.04 (c = 1.0, CHCl;, 77:23 er).

(S)-N-(2-(3-chloro-4-methoxyphenyl)-1-phenylethyl)aniline (3ka)
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Following the general reaction procedure A, 3ka was obtained from the (3-chloro-4-methoxybenzylidene)hydrazine (1f, 55.2 mg,
0.3 mmol, 1.5 equiv.) and N-benzylideneaniline (2a, 36.2 mg, 0.2 mmol, 1.0 equiv.), as a colorless oil (14.8 mg, 22%, 92:8 er).
R/=0.58 (Petroleum ether/Dichloromethane = 1:1).

FT-IR (neat, cm'') 3566, 2335, 1603, 1507, 1265, 745.

"H NMR (500 MHz, CDCl3)  7.37-7.26 (m, 4H), 7.26-7.19 (m, 1H), 7.10 (d, J = 1.6 Hz, 1H), 7.06 (t, J= 7.8 Hz, 2H), 6.93 (dd, J
= 8.3, 1.5 Hz, 1H), 6.80 (d, J = 8.4 Hz, 1H), 6.63 (t, /= 7.3 Hz, 1H), 6.47 (d, J = 8.0 Hz, 2H), 4.60-4.44 (m, 1H), 4.07 (s, 1H),
3.87 (s, 3H), 3.03 (dd, J = 14.0, 5.9 Hz, 1H), 2.94 (dd, J = 14.0, 7.9 Hz, 1H).

13C NMR (126 MHz, CDCl;) 8 153.9, 147.2, 143.1, 131.1, 130.9, 129.2, 128.8, 128.5, 127.3, 126.6, 122.4, 117.8, 113.8, 112.2,
59.3, 56.3, 44.0.

HRMS(ESI, m/z), calcd for C,1H,;ONCI* [M+H]*, 338.1306; found, 338.1302.

HPLC analysis: Chiracel OD-H, n-Hexane:i-PrOH = 95:5, 1.0 mL/min, UV = 254 nm. Retention time (min): 11.9 (minor) and
16.8 (major).

[a]p** =-87.36 (c = 1.0, CHCl;, 92:8 er).

(S)-N-(2-(2-chloro-3-methoxyphenyl)-1-phenylethyl)aniline (31a)

OMe

i

Following the general reaction procedure A, 3la was obtained from the (2-chloro-3-methoxybenzylidene)hydrazine (1g, 55.2 mg,
0.3 mmol, 1.5 equiv.) and N-benzylideneaniline (2a, 36.2 mg, 0.2 mmol, 1.0 equiv.), as a yellow oil (34.4 mg, 51%, 90:10 er).
R/=0.57 (Petroleum ether/Dichloromethane = 1:1).

FT-IR (neat, cm'') 3421, 3051, 1602, 1503, 1265, 1074, 744, 701.

'"H NMR (400 MHz, CDCl;) 6 7.39 (d, J= 7.4 Hz, 2H), 7.31 (t, J = 7.5 Hz, 2H), 7.26-7.20 (m, 1H), 7.11 (t, J = 7.9 Hz, 1H), 7.02
(t,J=17.8 Hz, 2H), 6.81 (d, J= 8.0 Hz, 1H), 6.75 (d, J= 7.6 Hz, 1H), 6.60 (t, /= 7.3 Hz, 1H), 6.45 (d, J = 8.2 Hz, 2H), 4.69 (dd, J
=8.6, 5.6 Hz, 1H), 4.27 (s, 1H), 3.89 (s, 3H), 3.22 (dd, J = 14.4, 5.8 Hz, 1H), 3.19-3.12 (m, 1H).

13C NMR (101 MHz, CDCl;) 8 155.4, 147.3, 143.7, 137.6, 129.0, 128.6, 127.2, 127.0, 126.3, 123.1, 122.8, 117.4, 113.6, 110.5,
58.1,56.3,43.1.

HRMS(ESI, m/z), calcd for C,1H,;ONCI* [M+H]*, 338.1306; found, 338.1300.

HPLC analysis: Chiracel OD-H, n-Hexane:i-PrOH = 98:2, 1.0 mL/min, UV = 254 nm. Retention time (min): 13.4 (minor) and
17.6 (major).

[a]p** =-50.76 (c = 1.0, CHCl;, 90:10 er).

(S)-NV-(2-(furan-2-yl)-1-phenylethyl)aniline (3ma)
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Following the general reaction procedure A, 3ma was obtained from the (furan-2-ylmethylene)hydrazine (1s, 33.0 mg, 0.3 mmol,
1.5 equiv.) and N-benzylideneaniline (2a, 36.2 mg, 0.2 mmol, 1.0 equiv.), as a colorless oil (20.6 mg, 39%, 87:13 er).
R/=0.67 (Petroleum ether/Dichloromethane = 1:1).
FT-IR (neat, cm™) 3412, 3027, 2919, 2851, 1602, 1504, 1317, 1007, 750, 699.
'TH NMR (400 MHz, CDCl;) 8 7.43-7.26 (m, 5H), 7.23 (s, 1H), 7.10-7.01 (m, 2H), 6.64 (t, /= 7.3 Hz, 1H), 6.49 (d, J= 7.7 Hz,
2H), 6.31-6.22 (m, 1H), 6.02 (d, /= 3.0 Hz, 1H), 4.63 (dd, J= 8.4, 5.2 Hz, 1H), 4.30 (s, 1H), 3.13 (dd, J=15.2, 5.1 Hz, 1H), 3.04
(dd,J=15.2, 8.4 Hz, 1H).
I3C NMR (101 MHz, CDCl5) 8 152.2, 147.4, 143.3, 142.0, 129.2, 128.8, 127.3, 126.4, 117.7, 113.8, 110.5, 107.6, 57.7, 37.5.
HRMS(ESI, m/z), calcd for CsH;gON* [M+H]*, 264.1383; found, 264.1379.
HPLC analysis: Chiracel OD-H, n-Hexane:i-PrOH = 98:2, 1.0 mL/min, UV = 254 nm. Retention time (min): 7.7 (minor) and 8.8
(major).
[a]p?* =-22.24 (c = 1.0, CHCl;, 87:13 er).

(S)-NV-(1-phenyl-2-(thiophen-2-yl)ethyl)aniline (3na)
%
S /@

(J

Following the general reaction procedure A, 3na was obtained from the (thiophen-2-ylmethylene)hydrazine (1r, 37.8 mg, 0.3

mmol, 1.5 equiv.) and N-benzylideneaniline (2a, 36.2 mg, 0.2 mmol, 1.0 equiv.), as a yellow oil (19.4 mg, 35%, 86:14 er).

R/=0.76 (Petroleum ether/Dichloromethane = 1:1).

FT-IR (neat, cm™) 3403, 2922, 2851, 1601, 1504, 1317, 750, 692.

'"H NMR (300 MHz, CDCl3)  7.40-7.22 (m, 5H), 7.14 (d, J = 4.4 Hz, 1H), 7.07 (t, J= 7.9 Hz, 2H), 6.91 (dd, J = 5.0, 3.5 Hz, 1H),

6.78 (d, J=2.9 Hz, 1H), 6.65 (t, J=7.3 Hz, 1H), 6.49 (d, /= 7.8 Hz, 2H), 4.59 (dd, J= 7.8, 5.6 Hz, 1H), 4.17 (s, 1H), 3.34 (dd, J

=14.9, 5.4 Hz, 1H), 3.25 (dd, J=15.0, 8.1 Hz, 1H).

I3C NMR (101 MHz, CDCls) & 147.3, 143.1, 140.2, 129.2, 128.8, 127.4, 127.0, 126.6, 126.3, 124.6, 117.8, 113.8, 59.5, 39.1.

HRMS(ESI, m/z), calcd for C,sHsNS*[M+H]*, 280.1155; found, 280.1152.

HPLC analysis: Chiracel OD-H, n-Hexane:i-PrOH = 98:2, 1.0 mL/min, UV = 254 nm. Retention time (min): 9.1 (minor) and
11.0 (major).

[a]p?* =-25.58 (c = 1.0, CHCl;, 86:14 er).

(S)-N-(1-phenylheptyl)aniline (30a)

v

Following the general reaction procedure A, 30a was obtained from the pentylidenehydrazine (1y, 30.0 mg, 0.3 mmol, 1.5 equiv.)
and N-benzylideneaniline (2a, 36.2 mg, 0.2 mmol, 1.0 equiv.), as a colorless oil (4.7 mg, 9%, 66:34 er).

R/=0.65 (Petroleum ether/Dichloromethane = 1:1).

FT-IR (neat, cm'') 3595, 2922, 2357, 1622, 1276, 1260, 750.
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'TH NMR (500 MHz, CDCl;) 6 7.31 (dt, J=15.0, 7.4 Hz, 4H), 7.21 (t, J= 6.9 Hz, 1H), 7.07 (t,J= 7.8 Hz, 2H), 6.62 (t, /= 7.2 Hz,
1H), 6.50 (d, J = 7.9 Hz, 2H), 4.28 (t, J = 6.8 Hz, 1H), 4.06 (s, 1H), 1.83-1.72 (m, 2H), 1.39 (d, J = 14.0 Hz, 1H), 1.32-1.23 (m,
7H), 0.86 (t, J = 6.8 Hz, 4H).
I3C NMR (126 MHz, CDCl,) & 147.7, 144.5, 129.2, 128.7, 127.0, 126.5, 117.2, 113.4, 58.4, 39.2, 31.9, 29.3, 26.5, 22.7, 14.2.
HRMS(ESI, m/z), calcd for CgHyyN* [M-H]*, 266.1903; found, 266.1898.
HPLC analysis: Chiracel OD-H, n-Hexane:i-PrOH = 98:2, 1.0 mL/min, UV = 254 nm. Retention time (min): 5.4 (minor) and 6.3
(major).
[a]p?® =-42.35 (c = 1.0, CHCI;, 66:34 er).

(S)-N-(1-(4-fluorophenyl)-2-phenylethyl)aniline (3ab)

Following the general reaction procedure A, 3ab was obtained from the benzaldehyde hydrazone (1a, 34 uL, 0.3 mmol, 1.5 equiv.)
and 1-(4-fluorophenyl)-N-phenylmethanimine (2f, 39.8 mg, 0.2 mmol, 1.0 equiv.), as a yellow oil (47.1 mg, 81%, 90:10 er).
R/=0.79 (Petroleum ether/Dichloromethane = 1:1).

FT-IR (neat, cm™) 3412, 3052, 3027, 2922, 2851, 1600, 1506, 1316, 1265, 1220, 1154, 832, 750, 692.

'TH NMR (400 MHz, CDCl;)  7.31-7.17 (m, 5H), 7.11-7.01 (m, 4H), 6.97 (t, J = 8.7 Hz, 2H), 6.63 (t, /= 7.3 Hz, 1H), 6.43 (d, J
= 7.8 Hz, 2H), 4.56 (t, /= 6.9 Hz, 1H), 4.10 (s, 1H), 3.07 (dd, J=13.9, 6.1 Hz, 1H), 3.00 (dd, J = 13.9, 7.9 Hz, 1H).

3C NMR(101 MHz, CDCl;) 6 162.0 (d, Jo.r = 244.7 Hz), 147.2, 139.1 (d, Jcr = 3.0 Hz), 137.5, 129.3 (d, Jor = 17.8 Hz), 128.7,
128.1, 128.0, 127.0, 117.8, 115.5 (d, Jcr=21.4 Hz), 113.8, 58.8, 45.4.

1F NMR (377 MHz, CDCl3) 8 -115.9.

HRMS(ESI, m/z), calcd for Co0HoNF* [M+H]*, 292.1496; found, 292.1495.

HPLC analysis: Chiracel OD-H, n-Hexane:i-PrOH = 97:3, 1.0 mL/min, UV = 254 nm. Retention time (min): 9.7 (minor) and
13.5 (major).

[a]p?* =-57.12 (c = 1.0, CHCl;, 90:10 er).

(S)-N-(1-(4-bromophenyl)-2-phenylethyl)aniline (3ac)

e

Following the general reaction procedure A, 3ac was obtained from the benzaldehyde hydrazone (1a, 34 pL, 0.3 mmol, 1.5 equiv.)
and 1-(4-bromophenyl)-N-phenylmethanimine (2h, 51.8 mg, 0.2 mmol, 1.0 equiv.), as a yellowish oil (61.8 mg, 88%, 90:10 er).
R/=0.67 (Petroleum ether/Dichloromethane = 1:1).

FT-IR (neat, cm™') 3412, 3052, 3026, 2919, 1601, 1506, 1029, 749, 692.

'"H NMR (500 MHz, CDCl3) 8 7.41 (d, J= 8.1 Hz, 2H), 7.25 (dq, J = 14.9, 7.3 Hz, 3H), 7.17 (d, J= 8.1 Hz, 2H), 7.09 (d, J= 7.2
Hz, 2H), 7.05 (t, J= 7.6 Hz, 2H), 6.64 (t, /= 7.3 Hz, 1H), 6.41 (d, J="7.8 Hz, 2H), 4.53 (t, /= 6.1 Hz, 1H), 4.09 (s, 1H), 3.08 (dd,
J=13.9,5.8 Hz, 1H), 2.99 (dd, J= 13.8, 8.0 Hz, 1H).

I3C NMR (126 MHz, CDCl;) 6 147.1, 142.6, 137.3, 131.8, 129.3, 129.2, 128.8, 128.4, 127.0, 120.9, 117.9, 113.8, 58.9, 45.2.
HRMS(ESI, m/z), calcd for Cy0HoNBr* [M+H]*, 352.0695; found, 352.0694.
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HPLC analysis: Chiracel OD-H, n-Hexane:i-PrOH = 97:3, 1.0 mL/min, UV = 254 nm. Retention time (min): 10.9 (minor) and
14.7 (major).
[a]p?® = -44.98 (c = 1.0, CHCIs, 90:10 er).

(S)-N-(1-(4-iodophenyl)-2-phenylethyl)aniline (3ad)

Following the general reaction procedure A, 3ad was obtained from the benzaldehyde hydrazone (1a, 34 uL, 0.3 mmol, 1.5 equiv.)
and 1-(4-iodophenyl)-N-phenylmethanimine (2i, 61.4 mg, 0.2 mmol, 1.0 equiv.), as a yellowish oil (50.3 mg, 63%, 86:14 er).
R/=0.63 (Petroleum ether/Dichloromethane = 1:1).

FT-IR (neat, cm™) 3407, 3051, 3025, 2922, 1601, 1506, 1318, 1265, 1005, 749, 692.

'TH NMR (400 MHz, CDCls) 6 7.61 (d, J = 8.3 Hz, 2H), 7.26 (dt, J = 10.5, 6.9 Hz, 3H), 7.16-6.95 (m, 6H), 6.64 (t, J = 7.3 Hz,
1H), 6.41 (d, J= 7.8 Hz, 2H), 4.58-4.44 (m, 1H), 4.09 (s, 1H), 3.08 (dd, /= 13.9, 5.9 Hz, 1H), 2.98 (dd, /= 13.9, 8.1 Hz, 1H).

I3C NMR (101 MHz, CDCl) & 147.1, 143.4, 137.8, 137.3, 129.3, 129.2, 128.8, 128.7, 127.0, 117.9, 113.8, 92.4, 59.0, 45.2.
HRMS(ESI, m/z), calcd for CooH oNI* [M+H]*, 400.0557; found, 400.0556.

HPLC analysis: Chiracel OD-H, n-Hexane:i-PrOH = 95:5, 1.0 mL/min, UV = 254 nm. Retention time (min): 10.5 (minor) and
13.8 (major).

[a]p?* =-37.48 (c = 1.0, CHCl;, 86:14 er).

(S)-N-(2-phenyl-1-(4-(trifluoromethyl)phenyl)ethyl)aniline (3ae)

Peats

Following the general reaction procedure A, 3ae was obtained from the benzaldehyde hydrazone (1a, 34 pL, 0.3 mmol, 1.5 equiv.)
and N-phenyl-1-(4-(trifluoromethyl)phenyl)methanimine (2p, 49.8 mg, 0.2 mmol, 1.0 equiv.), as a colorless oil (57.2 mg, 84%,
91:9 er).

R/=0.80 (Petroleum ether/Dichloromethane = 1:1).

FT-IR (neat, cm™) 3412, 3027, 2921, 1602, 1506, 1419, 1325, 1121, 1066, 749, 692.

'TH NMR (400 MHz, CDCl;) 6 7.55 (d, J= 8.1 Hz, 2H), 7.43 (d, J = 8.1 Hz, 2H), 7.26 (dt, J = 6.8, 6.0 Hz, 3H), 7.10 (d, J= 6.9 Hz,
2H), 7.05 (t, J=7.9 Hz, 2H), 6.65 (t, J= 7.3 Hz, 1H), 6.41 (d, /= 7.9 Hz, 2H), 4.63 (t, J= 6.7 Hz, 1H), 4.14 (s, 1H), 3.12 (dd, J =
14.0, 5.8 Hz, 1H), 3.01 (dd, /= 13.9, 8.2 Hz, 1H).

I3C NMR (101 MHz, CDCls) & 147.8, 147.0, 137.1, 129.7, 129.3, 129.2, 128.9, 127.2, 127.0, 125.73 (q, Jcr = 3.8 Hz), 123.0,
118.1, 113.8, 59.1, 45.1.

19F NMR (377 MHz, CDCls) & -62.3.

HRMS(ESI, m/z), calcd for C, HoNF;" [M+H]", 342.1464; found, 342.1461.

HPLC analysis: Chiracel OD-H, n-Hexane:i-PrOH = 98:2, 1.0 mL/min, UV = 254 nm. Retention time (min): 13.8 (minor) and
19.4 (major).

[a]p** =-57.75 (c = 1.0, CHCl;, 91:9 er).
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(S)-N-(2-phenyl-1-(4-(trifluoromethoxy)phenyl)ethyl)aniline (3af)

0

N

H
F;CO
Following the general reaction procedure A, 3af was obtained from the benzaldehyde hydrazone (1a, 34 pL, 0.3 mmol, 1.5 equiv.)
and N-phenyl-1-(4-(trifluoromethoxy)phenyl)methanimine (2q, 53.0 mg, 0.2 mmol, 1.0 equiv.), as a yellow oil (57.8 mg, 81%,
89:11 er).
R/=0.76 (Petroleum ether/Dichloromethane = 1:1).
FT-IR (neat, cm™) 3412, 3053, 1602, 1506, 1260, 1164, 749, 692.
TH NMR (500 MHz, CDCls) 6 7.33 (d, J = 8.4 Hz, 2H), 7.30-7.20 (m, 3H), 7.14 (d, J = 8.2 Hz, 2H), 7.11-7.01 (m, 4H), 6.65 (t, J
=7.2 Hz, 1H), 6.43 (d, J= 8.1 Hz, 2H), 4.58 (s, 1H), 4.11 (s, 1H), 3.09 (dd, /= 13.9, 5.7 Hz, 1H), 3.00 (dd, J=13.9, 8.2 Hz, 1H).
I3C NMR (126 MHz, CDCls) & 148.3, 147.1, 142.3, 137.3, 129.3, 129.2, 128.8, 127.9, 127.1, 121.2, 120.6 (d, Jc.r = 256.8 Hz),
118.0, 113.8, 58.8, 45.3.
1F NMR (377 MHz, CDCls) & -57.8.
HRMS(ESI, m/z), calcd for C,HoONF5" [M+H]", 358.1413; found, 358.1410.
HPLC analysis: Chiracel OD-H, n-Hexane:i-PrOH = 98:2, 1.0 mL/min, UV = 254 nm. Retention time (min): 10.8 (minor) and
15.6 (major).
[a]p?* =-54.50 (c = 1.0, CHCl;, 89:11 er).

(S)-N-(1-(4-methoxyphenyl)-2-phenylethyl)aniline (3ag)

Lo

Following the general reaction procedure A, 3ag was obtained from the benzaldehyde hydrazone (1a, 34 pL, 0.3 mmol, 1.5 equiv.)
and 1-(4-methoxyphenyl)-N-phenylmethanimine (2b, 42.2 mg, 0.2 mmol, 1.0 equiv.), as a colorless oil (26.7 mg, 44%, 88:12 er).
R/= 0.64 (Petroleum ether/Dichloromethane = 1:1).

FT-IR (neat, cm™') 3404, 2922, 2834, 1601, 1507, 1245, 1178, 1031, 828, 749, 692.

'TH NMR (400 MHz, CDCl;) 8 7.29-7.14 (m, 5H), 7.10 (d, J = 7.0 Hz, 2H), 7.05 (t, /= 7.9 Hz, 2H), 6.83 (d, J = 8.6 Hz, 2H), 6.62
(t, J=17.3 Hz, 1H), 6.46 (d, J = 7.9 Hz, 2H), 4.60-4.46 (m, 1H), 4.08 (s, 1H), 3.78 (s, 3H), 3.09 (dd, J = 13.9, 5.9 Hz, 1H), 3.00
(dd,J=13.9,7.9 Hz, 1H).

I3C NMR (101 MHz, CDCl) & 158.7, 147.5, 137.9, 135.5, 129.4, 129.1, 128.6, 127.6, 126.8, 117.6, 114.1, 113.8, 58.8, 55.4, 45.4.
HRMS(ESI, m/z), calcd for C,HyON* [M+H]*, 304.1696; found, 304.1695.

HPLC analysis: Chiracel OD-H, n-Hexane:i-PrOH = 96:4, 1.0 mL/min, UV = 254 nm. Retention time (min): 8.7 (minor) and
11.1 (major).

[a]p** =-60.82 (c = 1.0, CHCl;, 88:12 er).

(S)-N-(2-phenyl-1-(p-tolyl)ethyl)aniline (3ah)
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Poa

Following the general reaction procedure A, 3ah was obtained from the benzaldehyde hydrazone (1a, 34 uL, 0.3 mmol, 1.5 equiv.)
and N-phenyl-1-(p-tolyl)methanimine (2¢, 39.0 mg, 0.2 mmol, 1.0 equiv.), as a colorless oil (21.3 mg, 37%, 86:14 er).

R/=0.71 (Petroleum ether/Dichloromethane = 1:1).

FT-IR (neat, cm™) 3027, 2918, 1602, 1506, 749.

TH NMR (300 MHz, CDCl3) & 7.30-7.18 (m, 5H), 7.12 (dd, J = 10.1, 4.5 Hz, 4H), 7.04 (dd, J = 8.4, 7.5 Hz, 2H), 6.61 (t,J=7.3
Hz, 1H), 6.45 (d, J= 7.7 Hz, 2H), 4.62-4.46 (m, 1H), 4.08 (s, 1H), 3.12 (dd, J = 14.0, 5.6 Hz, 1H), 2.99 (dd, J = 14.0, 8.2 Hz, 1H),
2.32 (s, 3H).

I3C NMR (126 MHz, CDCls) & 147.5, 140.6, 138.0, 136.7, 129.4, 129.3, 129.1, 128.7, 126.8, 126.5, 117.5, 113.8, 59.1, 45.3, 21.2.
HRMS(ESI, m/z), calcd for C, Hp,N* [M+H], 288.1747; found, 288.1746.

HPLC analysis: Chiracel OD-H, n-Hexane:i-PrOH = 98:2, 1.0 mL/min, UV = 254 nm. Retention time (min): 7.2 (minor) and 8.9
(major).

[a]p?* =-43.08 (c = 1.0, CHCl;, 86:14 er).

(S)-N-(2-phenyl-1-(2-(trifluoromethyl)phenyl)ethyl)aniline (3ai)

QL
S

Following the general reaction procedure A, 3ai was obtained from the benzaldehyde hydrazone (1a, 34 pL, 0.3 mmol, 1.5 equiv.)
and N-phenyl-1-(2-(trifluoromethyl)phenyl)methanimine (20, 49.8 mg, 0.2 mmol, 1.0 equiv.), as a yellow oil (16.6 mg, 24%,
84:16 er).

R/=0.78 (Petroleum ether/Dichloromethane = 1:1).

FT-IR (neat, cm™) 2922, 2325, 1647, 1539, 1312, 750.

'TH NMR (500 MHz, CDCl;) 6 7.74 (t, J= 8.3 Hz, 2H), 7.48 (t, J= 7.5 Hz, 1H), 7.40-7.29 (m, 3H), 7.29-7.19 (m, 3H), 7.00 (t, J =
7.8 Hz, 2H), 6.61 (t, J = 7.3 Hz, 1H), 6.39 (d, J = 7.8 Hz, 2H), 5.03 (d, /= 9.6 Hz, 1H), 4.12 (s, 1H), 3.30 (d, J = 14.4 Hz, 1H),
2.70 (dd, J=14.3, 10.2 Hz, 1H).

I3C NMR (126 MHz, CDCls) § 146.9, 143.5, 137.7, 132.7, 129.2, 129.1, 129.0, 127.6, 127.3 (dd, Jcr = 24.0, 5.8 Hz), 126.4 (q,
Jor=6.0 Hz), 126.1, 123.9, 121.7, 118.0, 113.7, 55.1, 45.2.

19F NMR (377 MHz, CDCls) & -58.1.

HRMS(ESI, m/z), calcd for C, HoNF;" [M+H]", 342.1464; found, 342.1464.

HPLC analysis: Chiracel OD-H, n-Hexane:i-PrOH = 99.3:0.7, 1.0 mL/min, UV = 254 nm. Retention time (min): 6.0 (minor) and
7.0 (major).

[a]p** =-66.38 (c = 1.0, CHCl;, 84:16 er).

(S)-N-(1-(3-fluorophenyl)-2-phenylethyl)aniline (3aj)
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Following the general reaction procedure A, 3aj was obtained from the benzaldehyde hydrazone (1a, 34 pL, 0.3 mmol, 1.5 equiv.)
and 1-(3-fluorophenyl)-N-phenylmethanimine (2j, 39.8 mg, 0.2 mmol, 1.0 equiv.), as a yellow oil (38.7 mg, 66%, 82:18 er).
R/=0.75 (Petroleum ether/Dichloromethane = 1:1).

FT-IR (neat, cm™) 3412, 3053, 3027, 2921, 2851, 1602, 1506, 1316, 1263, 750, 692.

'TH NMR (300 MHz, CDCl;) 8 7.26 (dt, J=9.5, 6.8 Hz, 4H), 7.15-6.98 (m, 6H), 6.91 (td, J= 8.4, 2.0 Hz, 1H), 6.64 (t, /= 7.3 Hz,
1H), 6.44 (d, J = 7.9 Hz, 2H), 4.57 (t, J = 6.6 Hz, 1H), 4.10 (s, 1H), 3.11 (dd, J = 13.9, 5.7 Hz, 1H), 3.00 (dd, J = 13.9, 8.2 Hz,
1H).

13C NMR (126 MHz, CDCls) 8 163.3 (d, Jcr = 245.8 Hz), 147.1, 146.6 (d, Jcr = 6.4 Hz), 137.3, 130.2 (d, Jcr = 8.1 Hz), 129.3 (d,
Jor=13.2 Hz), 128.8, 127.0, 122.3,122.2, 117.9, 114.1 (d, Jcr=21.3 Hz), 113.8, 113.4 (d, Jcr = 21.8 Hz), 59.0 (d, Jcr=1.5
Hz), 45.2.

19F NMR (377 MHz, CDCl3) 8 -112.9.

HRMS(ESI, m/z), calcd for Co,0H|oNF* [M+H]*, 292.1496; found, 292.1494.

HPLC analysis: Chiracel OD-H, n-Hexane:i-PrOH = 97:3, 1.0 mL/min, UV = 254 nm. Retention time (min): 10.2 (minor) and
14.2 (major).

[a]p?* =-47.66 (c = 1.0, CHCl;, 82:18 er).

(S)-N-(1-(3-bromophenyl)-2-phenylethyl)aniline (3ak)

Following the general reaction procedure A, 3ak was obtained from the benzaldehyde hydrazone (1a, 34 uL, 0.3 mmol, 1.5 equiv.)
and 1-(3-bromophenyl)-N-phenylmethanimine (2k, 51.8 mg, 0.2 mmol, 1.0 equiv.), as a yellowish oil (52.6 mg, 75%, 83:17 er).
R/=0.69 (Petroleum ether/Dichloromethane = 1:1).

FT-IR (neat, cm™) 3420, 3052, 3026, 1601, 1506, 1264, 749, 693.

TH NMR (400 MHz, CDCls) 6 7.49 (s, 1H), 7.36 (d, J = 7.8 Hz, 1H), 7.32-7.20 (m, 4H), 7.16 (t, J = 7.7 Hz, 1H), 7.11 (d, J= 7.0
Hz, 2H), 7.06 (t, J= 7.9 Hz, 2H), 6.65 (t, J= 7.3 Hz, 1H), 6.43 (d, /= 8.0 Hz, 2H), 4.51 (d, J= 8.3 Hz, 1H), 4.09 (s, 1H), 3.10 (dd,
J=14.0,5.6 Hz, 1H), 2.98 (dd, J = 14.0, 8.4 Hz, 1H).

I3C NMR (101 MHz, CDCl3) 6 147.1, 146.3, 137.3, 130.4, 130.3, 129.6, 129.3, 129.2, 128.8, 127.1, 125.3, 122.9, 118.0, 113.8,
59.1,45.3.

HRMS(ESI, m/z), calcd for C,0HoNBr* [M+H]*, 352.0695; found, 352.0694.

HPLC analysis: Chiracel OD-H, n-Hexane:i-PrOH = 95:5, 1.0 mL/min, UV = 254 nm. Retention time (min): 9.2 (minor) and
12.2 (major).

[a]p?* =-49.36 (c = 1.0, CHCl;, 83:17 er).

(S)-N-(1-(3-chloro-4-fluorophenyl)-2-phenylethyl)aniline (3al)



17

Following the general reaction procedure A, 3al was obtained from the benzaldehyde hydrazone (1a, 34 pL, 0.3 mmol, 1.5 equiv.)
and 1-(3-chloro-4-fluorophenyl)-N-phenylmethanimine (21, 46.6 mg, 0.2 mmol, 1.0 equiv.), as a yellow oil (46.8 mg, 72%, 86:14
er).

R=0.71 (Petroleum ether/Dichloromethane = 1:1).

FT-IR (neat, cm™) 3411, 3027, 2919, 1602, 1506, 1317, 1260, 749, 692.

'TH NMR (300 MHz, CDCl3) 8 7.35 (dd, J= 7.0, 2.0 Hz, 1H), 7.32-7.20 (m, 3H), 7.16-6.98 (m, 6H), 6.66 (t, J= 7.3 Hz, 1H), 6.41
(d,J=7.7Hz, 2H), 4.51 (t,J= 6.7 Hz, 1H), 4.09 (s, 1H), 3.06 (dd, /= 13.9, 6.0 Hz, 1H), 2.98 (dd, /= 13.9, 8.0 Hz, 1H).

13C NMR (126 MHz, CDCl) 8 157.2 (d, Jcr = 247.8 Hz), 146.9, 140.8 (d, Jc.r = 3.6 Hz), 137.0, 129.1, 129.2, 128.8, 128.6, 127.2,
126.2 (d, Jcr=7.1 Hz), 121.2 (d, Jcr = 17.8 Hz), 118.1, 116.7 (d, Jcr = 21.1 Hz), 113.8, 58.6, 45.3.

19F NMR (377 MHz, CDCl3) 8 -117.9.

HRMS(ESI, m/z), calcd for C,H gNCIF* [M+H]?, 326.1106; found, 326.1105.

HPLC analysis: Chiracel OD-H, n-Hexane:i-PrOH = 97:3, 1.0 mL/min, UV = 254 nm. Retention time (min): 14.5 (minor) and
19.4 (major).

[a]p** =-67.72 (c = 1.0, CHCl;, 86:14 er).

(S)-N-(1-(naphthalen-2-yl)-2-phenylethyl)aniline (3am)

ol
o

Following the general reaction procedure A, 3am was obtained from the benzaldehyde hydrazone (1a, 34 pL, 0.3 mmol, 1.5
equiv.) and 1-(naphthalen-2-yl)-N-phenylmethanimine (2w, 46.2 mg, 0.2 mmol, 1.0 equiv.), as a yellowish green solid (47.1 mg,
73%, 92:8 er), mp. 99-101 °C.

R/= 0.68 (Petroleum ether/Dichloromethane = 1:1).

FT-IR (neat, cm'') 3408, 3051, 2918, 2851, 1601, 1506, 1316, 1265, 815, 747, 692, 478.

'"H NMR (300 MHz, CDCl5) 8 7.78 (dd, J = 14.7, 7.1 Hz, 4H), 7.54-7.36 (m, 3H), 7.32-7.18 (m, 3H), 7.18-7.08 (m, 2H), 7.02 (t, J
=17.9 Hz, 2H), 6.60 (t, J = 7.3 Hz, 1H), 6.48 (d, J= 7.7 Hz, 2H), 4.82-4.66 (m, 1H), 4.20 (s, 1H), 3.22 (dd, J = 14.0, 5.6 Hz, 1H),
3.07 (dd, J=14.0, 8.3 Hz, 1H).

13C NMR (126 MHz, CDCl;) 8 147.4, 141.2, 137.7, 133.7, 133.0, 129.4, 129.2, 128.7, 128.5, 128.0, 127.8, 126.9, 126.1, 125.7,
125.3,124.9,117.7, 113.9, 59.6, 45.3.

HRMS(ESI, m/z), calcd for Co4Hp,N* [M+H]", 324.1747; found, 324.1745.

HPLC analysis: Chiracel OD-H, n-Hexane:i-PrOH = 98:2, 1.0 mL/min, UV = 254 nm. Retention time (min): 12.2 (minor) and
16.2 (major).

[a]p** =-61.42 (c = 1.0, CHCl;, 92:8 er).

(S)-N-(2-phenyl-1-(thiophen-2-yl)ethyl)aniline (3an)
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Following the general reaction procedure A, 3an was obtained from the benzaldehyde hydrazone (1a, 34 uL, 0.3 mmol, 1.5 equiv.)
and N-phenyl-1-(thiophen-2-yl)methanimine (2r, 37.4 mg, 0.2 mmol, 1.0 equiv.), as a yellowish oil (42.7 mg, 77%, 91:9 er).
R/=0.75 (Petroleum ether/Dichloromethane = 1:1).

FT-IR (neat, cm™) 3403, 3026, 2921, 2851, 1601, 1506, 1312, 1265, 749, 692.

'TH NMR (400 MHz, CDCl;) 6 7.24 (dd, J= 16.6, 5.1 Hz, 4H), 7.11 (dd, J = 18.2, 7.7 Hz, 4H), 6.90 (dd, J=4.7, 3.4 Hz, 1H), 6.85
(s, IH), 6.68 (t,J= 6.8 Hz, 1H), 6.57 (d, J= 6.9 Hz, 2H), 4.90 (s, 1H), 4.10 (s, 1H), 3.19 (s, 1H), 3.18 (s, 1H).

I3C NMR (101 MHz, CDCls) & 148.6, 147.1, 137.5, 129.4, 129.3, 128.7, 127.0, 126.9, 123.94, 123.90, 118.2, 113.9, 55.6, 45.3.
HRMS(ESI, m/z), calcd for CgHgNS* [M+H]*, 280.1155; found, 280.1155.

HPLC analysis: Chiracel OD-H, n-Hexane:i-PrOH = 98:2, 1.0 mL/min, UV = 254 nm. Retention time (min): 10.8 (minor) and
12.2 (major).

[a]p** =-39.20 (c = 1.0, CHCl;, 91:9 er).

(S)-N-(2-phenyl-1-(thiophen-3-yl)ethyl)aniline (3a0)

3
v

Following the general reaction procedure A, 3ao was obtained from the benzaldehyde hydrazone (1a, 34 pL, 0.3 mmol, 1.5 equiv.)
and N-phenyl-1-(thiophen-3-yl)methanimine (2s, 37.4 mg, 0.2 mmol, 1.0 equiv.), as a colorless oil (39.1 mg, 70%, 89:11 er).
R/=0.70 (Petroleum ether/Dichloromethane = 1:1).

FT-IR (neat, cm™) 3406, 3051, 3025, 2922, 1601, 1503, 1316, 1264, 844, 827, 749, 692.

TH NMR (500 MHz, CDCls) 6 7.30-7.18 (m, 4H), 7.08 (d, J= 6.1 Hz, 4H), 7.06-6.97 (m, 2H), 6.65 (t,J= 7.2 Hz, 1H), 6.52 (d, J
=7.9 Hz, 2H), 4.73 (t, /= 6.5 Hz, 1H), 4.03 (s, 1H), 3.14 (dd, J= 14.8, 7.2 Hz, 1H), 3.12-3.05 (m, 1H).

I3C NMR (126 MHz, CDCl) & 147.4, 144.8, 137.7, 129.4, 129.2, 128.6, 126.8, 126.3, 126.1, 121.1, 117.8, 113.7, 55.4, 44.0.
HRMS(ESI, m/z), calcd for CgHgNS* [M+H]*, 280.1155; found, 280.1155.

HPLC analysis: Chiracel OD-H, n-Hexane:i-PrOH = 96:4, 1.0 mL/min, UV = 254 nm. Retention time (min): 8.8 (minor) and
10.7 (major).

[a]p** =-9.49 (c = 1.0, CHC]l;, 89:11 er).

(S)-N-(1-(furan-2-yl)-2-phenylethyl)aniline (3ap)

Following the general reaction procedure A, 3ap was obtained from the benzaldehyde hydrazone (1a, 34 uL, 0.3 mmol, 1.5 equiv.)
and 1-(furan-2-yl)-N-phenylmethanimine (2t, 34.2 mg, 0.2 mmol, 1.0 equiv.), as a yellow oil (36.2 mg, 69%, 91:9 er).

R/=0.65 (Petroleum ether/Dichloromethane = 1:1).

FT-IR (neat, cm™) 3027, 1602, 1507, 1264, 1010, 749, 691.
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'TH NMR (500 MHz, CDCls) & 7.36 (s, 1H), 7.22 (dq, J = 14.4, 7.1 Hz, 3H), 7.12 (t, J = 7.9 Hz, 2H), 7.05 (d, J = 7.1 Hz, 2H),
6.69 (t, J=17.3 Hz, 1H), 6.58 (d, J= 7.8 Hz, 2H), 6.30-6.18 (m, 1H), 6.03 (d, J=2.4 Hz, 1H), 4.75 (t, J= 5.9 Hz, 1H), 3.95 (s, 1H),
3.24-3.19 (m, 1H), 3.17 (dd, J = 12.8, 5.6 Hz, 1H).
I3C NMR (126 MHz, CDCls) & 155.3, 147.0, 141.6, 137.4, 129.4, 129.3, 128.5, 126.8, 118.1, 113.8, 110.4, 106.9, 53.2, 41.0.
HRMS(ESI, m/z), calcd for CigH;sON* [M+H]", 264.1383; found, 264.1383.
HPLC analysis: Chiracel OD-H, n-Hexane:i-PrOH = 99:1, 1.0 mL/min, UV = 254 nm. Retention time (min): 8.8 (minor) and 9.9
(major).
[a]p?® =-33.03 (¢ = 1.0, CHCIs, 91:9 er).

(S)-N-(1-(furan-3-yl)-2-phenylethyl)aniline (3aq)

<
v

Following the general reaction procedure A, 3aq was obtained from the benzaldehyde hydrazone (1a, 34 uL, 0.3 mmol, 1.5 equiv.)
and 1-(furan-3-yl)-N-phenylmethanimine (2u, 34.2 mg, 0.2 mmol, 1.0 equiv.), as a yellow oil (32.6 mg, 62%, 91:9 er).

R/= 0.64 (Petroleum ether/Dichloromethane = 1:1).

FT-IR (neat, cm™) 3419, 3027, 2923, 1602, 1506, 1312, 1267, 749, 692.

TH NMR (500 MHz, CDCl3) 8 7.34 (d, J= 1.1 Hz, 1H), 7.26 (t, J= 7.3 Hz, 2H), 7.23-7.16 (m, 2H), 7.12 (t, J = 8.1 Hz, 4H), 6.68
(t, J=17.2 Hz, 1H), 6.57 (d, J = 8.0 Hz, 2H), 6.30 (s, 1H), 4.63 (t, J = 6.4 Hz, 1H), 3.88 (s, 1H), 3.10 (dd, J = 13.5, 6.6 Hz, 1H),
3.08-3.02 (m, 1H).

13C NMR (126 MHz, CDCls) & 147.3, 143.3, 139.8, 137.7, 129.5, 129.3, 128.6, 127.6, 126.8, 117.8, 113.8, 109.2, 51.4, 43.1.
HRMS(ESI, m/z), calcd for CgH;gON* [M+H]*, 264.1383; found, 264.1383.

HPLC analysis: Chiracel OD-H, n-Hexane:i-PrOH = 96:4, 1.0 mL/min, UV = 254 nm. Retention time (min): 8.6 (minor) and
10.0 (major).

[a]p** =-12.57 (c = 1.0, CHCl;, 91:9 er).

(S)-N-(1-([1,1'-biphenyl]-4-yl)-2-phenylethyl)aniline (3ar)

S

Following the general reaction procedure A, 3ar was obtained from the benzaldehyde hydrazone (1a, 34 pL, 0.3 mmol, 1.5 equiv.)
and 1-([1,1'-biphenyl]-4-yl)-N-phenylmethanimine (2x, 51.4 mg, 0.2 mmol, 1.0 equiv.), as a white solid (39.1 mg, 56%, 93:7 er),
mp. 173-174 °C.

R/=0.75 (Petroleum ether/Dichloromethane = 1:1).

FT-IR (neat, cm') 3415, 3053, 3026, 2922, 1600, 1506, 1318, 1274, 764, 749, 694.

'"H NMR (400 MHz, CDCl3) 6 7.58 (d, J = 7.7 Hz, 2H), 7.54 (d, J = 8.2 Hz, 2H), 7.41 (dd, J = 16.5, 7.9 Hz, 4H), 7.35-7.25 (m,
3H), 7.25-7.19 (m, 1H), 7.15 (d, J = 7.0 Hz, 2H), 7.06 (t, /= 7.9 Hz, 2H), 6.63 (t, J = 7.3 Hz, 1H), 6.48 (d, /= 7.8 Hz, 2H), 4.63
(dd,J=7.9, 5.9 Hz, 1H), 4.14 (s, 1H), 3.17 (dd, J = 14.0, 5.6 Hz, 1H), 3.04 (dd, /= 14.0, 8.3 Hz, 1H).

13C NMR (101 MHz, CDCl;) 8 147.4, 142.7, 141.0, 140.0, 137.8, 129.4, 129.2, 128.9, 128.7, 127.4, 127.3, 127.2, 127.0, 126.9,
117.7,113.8, 59.1, 45.3.

HRMS(ESI, m/z), calcd for CpsHpsN* [M+H], 350.1903; found, 350.1901.



20
HPLC analysis: Chiracel OD-H, n-Hexane:i-PrOH = 97:3, 1.0 mL/min, UV = 254 nm. Retention time (min): 11.0 (minor) and
13.7 (major).
[a]p?® =-36.88 (c = 1.0, CHCIs, 93:7 er).

(8)-11-benzyl-10,11-dihydrodibenzo[b.f][1,4]oxazepine (3as)

O,
SO

Following the general reaction procedure A, 3as was obtained from the benzaldehyde hydrazone (1a, 34 pL, 0.3 mmol, 1.5 equiv.)
and dibenzol[b,f][1,4]oxazepine (2aa, 39.0 mg, 0.2 mmol, 1.0 equiv.), as a white solid (18.9 mg, 33%, 83:17 er), mp. 176-177 °C.
R/=0.56 (Petroleum ether/Dichloromethane = 1:1).

FT-IR (neat, cm™) 2919, 1506, 1490, 1266, 745.

'TH NMR (400 MHz, CDCl;) é 7.35-7.27 (m, 2H), 7.27-7.22 (m, 2H), 7.22-7.15 (m, 3H), 7.15-7.09 (m, 2H), 7.05 (td, J= 7.4, 1.2
Hz, 1H), 6.88-6.79 (m, 1H), 6.73-6.64 (m, 1H), 6.45 (dd, /= 7.9, 1.4 Hz, 1H), 4.56 (dd, J = 9.9, 4.9 Hz, 1H), 3.95 (s, 1H), 3.42
(dd, J=13.5, 10.0 Hz, 1H), 3.30 (dd, J=13.5, 5.0 Hz, 1H).

I3C NMR (101 MHz, CDCl3) 6 157.3, 144.1, 138.9, 137.5, 133.7, 129.5, 129.2, 128.8, 127.6, 126.7, 124.6, 124.4, 121.9, 121.3,
119.2,118.9,59.5, 41.7.

HRMS(ESI, m/z), calcd for C,0H;sON* [M+H]*, 288.1383; found, 288.1380.

HPLC analysis: Chiracel OD-H, n-Hexane:i-PrOH = 97:3, 1.0 mL/min, UV = 254 nm. Retention time (min): 9.2 (minor) and
10.5 (major).

[a]p** =-117.33 (c = 1.0, CHCl;, 83:17 er).”

(S,E)-N-(1,4-diphenylbut-3-en-2-yl)aniline (3at)

Following the general reaction procedure A, 3at was obtained from the benzaldehyde hydrazone (1a, 34 pL, 0.3 mmol, 1.5 equiv.)
and N,3-diphenylprop-2-en-1-imine (2y, 41.4 mg, 0.2 mmol, 1.0 equiv.), as a yellow oil (18.5 mg, 31%, 78:22 er).

R/=0.58 (Petroleum ether/Dichloromethane = 1:1).

FT-IR (neat, cm™) 3566, 1601, 1502, 1265, 745, 692.

'TH NMR (400 MHz, CDCls) 6 7.30 (dd, J = 12.3, 5.0 Hz, 6H), 7.24-7.18 (m, 4H), 7.14 (t, J = 7.9 Hz, 2H), 6.68 (t, J = 7.3 Hz,
1H), 6.63 (d, J = 7.8 Hz, 2H), 6.54 (d, J = 16.0 Hz, 1H), 6.19 (dd, J = 15.9, 6.0 Hz, 1H), 4.28 (q, J = 6.2 Hz, 1H), 3.80 (s, 1H),
3.03(dd, J=11.7,4.4 Hz, 1H), 2.98 (dd, J=11.7, 4.8 Hz, 1H).

I3C NMR (101 MHz, CDCl;) 6 147.5, 137.7, 137.1, 131.5, 130.6, 129.6, 129.3, 128.67, 128.65, 127.5, 126.8, 126.5, 117.7, 113.8,
56.6,42.5.

HRMS(ESI, m/z), calcd for C,oHp,N* [M+H], 300.1747; found, 300.1745.

HPLC analysis: Chiracel OD-H, n-Hexane:i-PrOH = 97:3, 1.0 mL/min, UV = 254 nm. Retention time (min): 11.7 (minor) and
14.5 (major).

[a]p** =-10.48 (c = 1.0, CHCl;, 78:22 er).

(8)-N-(1,2-diphenylethyl)-4-methoxyaniline (3au)
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Following the general reaction procedure A, 3au was obtained from the benzaldehyde hydrazone (1a, 34 uL, 0.3 mmol, 1.5 equiv.)
and N-(4-methoxyphenyl)-1-phenylmethanimine (2z, 42.2 mg, 0.2 mmol, 1.0 equiv.), as a yellow oil (9.7 mg, 16%, 87:13 er).
R/=0.45 (Petroleum ether/Ethyl acetate = 5:1).

FT-IR (neat, cm™) 2918, 2322, 1714, 1507, 1260, 750.

TH NMR (500 MHz, CDCl;) 6 7.35-7.16 (m, 8H), 7.12 (d, J= 7.1 Hz, 2H), 6.63 (d, J = 8.9 Hz, 2H), 6.40 (d, /= 8.9 Hz, 2H), 4.50
(dd,J=17.9, 5.9 Hz, 1H), 3.87 (s, 1H), 3.65 (s, 3H), 3.11 (dd, J=13.9, 5.5 Hz, 1H), 2.98 (dd, J=13.9, 8.3 Hz, 1H).

I3C NMR (126 MHz, CDCl3) 6 152.2, 143.8, 141.7, 138.0, 129.3, 128.67, 128.65, 127.1, 126.8, 126.6, 115.0, 114.8, 60.2, 55.8,
45.4.

HRMS(ESI, m/z), calcd for C,HpON* [M+H]Y, 304.1696; found, 304.1691.

HPLC analysis: Chiracel OD-H, n-Hexane:i-PrOH = 90:10, 1.0 mL/min, UV = 254 nm. Retention time (min): 7.1 (major) and
9.4 (minor).

[a]p** =-69.64 (c = 1.0, CHCl;, 87:13 er).

(8)-4-chloro-N-(1,2-diphenylethyl)aniline (3av)

o

Following the general reaction procedure A, 3av was obtained from the benzaldehyde hydrazone (1a, 34 pL, 0.3 mmol, 1.5 equiv.)
and N-(4-methoxyphenyl)-1-phenylmethanimine (2z, 43.0 mg, 0.2 mmol, 1.0 equiv.), as a yellow oil (25.8 mg, 42%, 88:12 er).
R/=0.76 (Petroleum ether/Dichloromethane = 1:1).

FT-IR (neat, cm'') 3410, 3026, 2918, 1601, 1512, 1265, 750, 699.

"H NMR (500 MHz, CDCl) 8 7.26 (dt, J = 8.8, 6.2 Hz, 8H), 7.16-7.04 (m, 2H), 7.04-6.89 (m, 2H), 6.43-6.25 (m, 2H), 4.54 (dd, J
=7.8,5.9 Hz, 1H), 4.12 (s, 1H), 3.13 (dd, /= 14.0, 5.7 Hz, 1H), 2.99 (dd, J = 14.0, 8.2 Hz, 1H).

13C NMR (126 MHz, CDCl;) 6 145.88, 142.99, 137.57, 129.31, 128.98, 128.79, 128.73, 127.38, 126.96, 126.55, 122.35, 114.92,
59.49, 45.17.

HRMS(ESI, m/z), calcd for Cy0H;oNCI* [M+H]*, 308.1201; found, 308.1199.

HPLC analysis: Chiracel OD-H, n-Hexane:i-PrOH = 98:2, 1.0 mL/min, UV = 254 nm. Retention time (min): 10.2 (major) and
12.8 (minor).

[a]p?* =-59.04 (c = 1.0, CHCl;, 88:12 er).

(8)-1,2-diphenylethan-1-amine (4)
g

Following the general reaction procedure of Removal of protective groups in 3au, 4 was obtained from the (S)-N-(1,2-
diphenylethyl)-4-methoxyaniline (3au, 30.3 mg, 0.1 mmol, 1.0 equiv.), as a yellow oil (14.5 mg, 74%, 85:15 er).

R/=0.17 (Petroleum ether/Ethyl acetate = 1:1).

FT-IR (neat, cm'') 2367, 2328, 1942, 1265, 744, 699.
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"H NMR (500 MHz, CDCl;) & 7.34 (q, J= 7.6 Hz, 4H), 7.26 (dt, J=19.4, 7.5 Hz, 4H), 7.17 (d, J= 7.3 Hz, 2H), 4.19 (dd, J = 8 4,
5.1 Hz, 1H), 3.01 (dd, J=13.3,4.7 Hz, 1H), 2.84 (dd, /= 13.1, 9.0 Hz, 1H).
13C NMR (126 MHz, CDCl;) 6 145.6, 139.2, 129.5, 128.6, 127.3, 126.59, 126.53, 57.7, 46.6.
HRMS(ESI, m/z), calcd for Ci4H;(N* [M+H]", 198.1277; found, 198.1276.
HPLC analysis: Chiracel OD-H, n-Hexane:i-PrOH:Diethylamine = §9.9:10:0.1, 1.0 mL/min, UV =220 nm. Retention time (min):
8.3 (major) and 11.9 (minor).
[a]p?* =+7.06 (c = 1.0, CHCl;, 85:15 er).

(S)-NV-(1,2-diphenylethyl-2-d)aniline (d-3aa)

o je
N
©AH

Following the general reaction procedure of deuterium labeling study, d-3a was obtained from the benzaldehyde hydrazone (1a,
34 uL, 0.3 mmol, 1.5 equiv.) and N-benzylideneaniline (2a, 36.2 mg, 0.2 mmol, 1.0 equiv.), as a colorless solid (42.5 mg, 78%,
89:11 er), mp. 58-60 °C.

R/=0.71 (Petroleum ether/Dichloromethane = 1:1).

FT-IR (neat, cm'') 3420, 3052, 3027, 1602, 1506, 1317, 1265, 749, 699.

'"H NMR (300 MHz, CDCl3) 8 7.31 (dd, J = 7.0, 4.7 Hz, 4H), 7.28-7.18 (m, 4H), 7.15-7.08 (m, 2H), 7.08-6.98 (m, 2H), 6.62 (t, J
=7.3 Hz, 1H), 6.52-6.40 (m, 2H), 4.57 (d, /= 7.9 Hz, 1H), 4.17 (s, 1H), 3.11 (d, /= 5.7 Hz, 0.38H), 3.00 (d, J = 8.2 Hz, 0.62H).
I3C NMR (126 MHz, CDCl;) 6 147.4, 143.5, 143.3, 140.4, 129.2, 128.7, 127.3, 126.6, 120.9, 117.7, 113.7, 111.3, 58.0, 34.3.
HRMS(ESI, m/z), calcd for Cy0HoDN* [M+H]*, 275.1653; found, 275.1649.

HPLC analysis: Chiracel OD-H, n-Hexane:i-PrOH = 98:2, 1.0 mL/min, UV = 254 nm. Retention time (min): 8.3 (minor) and
10.5 (major).

[a]p** =-32.86 (c = 1.0, CHCl;, 89:11 er).



V. Assignment of Absolute Configuration

ca ch’ i ’NX
C13 C‘I‘!
fz’?}

Crystal data and structure refinement

Identification code 3ar

Empirical formula C26 H23 N
Formula weight 349.450
Temperature 169.99 K

Wavelength 1.54184 A

Crystal system Orthorhombic

Space group P 21 21 21

Unit cell dimensions a = 5.7298(1) A
b=17.2063(3) A B=90.000"
c=19.1047(4) A y=90.000°
Volume 1883.51(6) A3

Z4

Density (calculated) 1.233 Mg/m3
Absorption coefficient 0.000 mm-1
F(000) 744.00

Crystal size 0.300 x 0.200 x 0.100 mm?

for 3ar (CCDC: 2122656)

a=90.000°

Theta range for data collection 2.3127 to 75.2141°
Index ranges -6<=h<=5, -21<=k<=21, -23<=]<=23

Reflections collected 10768

Independent reflections 3711 [R(int) = 0.0420]

Completeness to theta = 66.97° 100.00 %
Absorption correction spherical harmonics

Max. and min. transmission 1.00000 and 0.54811
Refinement method Full-matrix least-squares on F?

Data / restraints / parameters 3711 /0 /244

Goodness-of-fit on F2 0.535(999)

Final R indices [[>4sigma(I)] R1 =0.0419, wR2 = 0.1073

R indices (all data) R1 =0.0474, wR2 =

Absolute structure parameter 0.00

Extinction coefficient n/a

0.1066

Largest diff. peak and hole 0.14 and -0.18 e.A3
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https://www.ccdc.cam.ac.uk/mystructures/viewinaccessstructures/7827b563-9c47-ec11-96a8-00505695f620

Crystal data and structure refinement for 3as (CCDC: 2122657)

Identification code 3as

Empirical formula C20 H17 N O

Formula weight 287.350

Temperature 169.97(13) K

Wavelength 1.54184 A

Crystal system Monoclinic

Space group P 1 21/c 1

Unit cell dimensions a = 14.4749(4) A a=90.000° .
b=5.5880(1)A B=103.172(3)° .
c=18.3790(5) A y=90.000° .

Volume 1447.5(1) A3

Z4

Density (calculated) 1.319 Mg/m3

Absorption coefficient 0.000 mm-1

F(000) 608.0

Crystal size 0.300 x 0.100 x 0.050 mm?

Theta range for data collection 2.4690 to 75.3063° .
Index ranges -17<=h<=17, -6<=k<=0, -22<=]<=22
Reflections collected 17557

Independent reflections 2904 [R(int) = 0.0381]
Completeness to theta = 66.97° 99.93 %
Absorption correction spherical harmonics

Max. and min. transmission 1.00000 and 0.68492
Refinement method Full-matrix least-squares on F?
Data / restraints / parameters 2904 / 0/ 199
Goodness-of-fit on F2 0.535(999)

Final R indices [I>4sigma(I)] R1 =0.0471, wR2 = 0.1239
R indices (all data) R1 =0.0550, wR2 = 0.1239
Absolute structure parameter 0.02

Extinction coefficient n/a

Largest diff. peak and hole 0.42 and -0.23 e.A-
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VI. NMR Spectra

(S) -N-(1,2-diphenylethyl)aniline (3aa)
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(S)-IV-(2-(3-methoxyphenyl)-1-phenylethyl)aniline (3ba)
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(S)-IV-(2-(4-methoxyphenyl)-1-phenylethyl)aniline (3ca)
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(S)-V-(2-(2,3-dimethoxyphenyl)-1-phenylethyl)aniline (3da)
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(S)-IV-(2-(3,4-dimethoxyphenyl)-1-phenylethyl)aniline (3ea)
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(S)-V-(2-(3,5-dimethoxyphenyl)-1-phenylethyl)aniline (3fa)
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(S)-V-(1-phenyl-2-(3,4,5-trimethoxyphenyl)ethyl)aniline (3ga)
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(S)-IV-(2-(4-methoxy-3-methylphenyl)-1-phenylethyl)aniline (3ha)
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(S)-N-(2-(4-fluorophenyl)-1-phenylethyl)aniline (3ja)
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VII. HPLC Spectra

(S)-N-(1,2-diphenylethyl)aniline (3aa)
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HPLC Spectra of Chiral 3aa
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DAD1 B, Sig=254,4 Ref=360,100 (C:\CHEM32\1\DATAWYZ\WYZ 2021-06-25 18-02-06\002-0201.D)
mAU ]
500 |
400
300
1 ©
A
. \o%
200 ] ~ '\‘gJ
] E 0@5-
100 + oo
0_: J/\r
y . y T y ' T T J y : 1 : : ' T ' T T T T T
2 4 6 8 10 12 14 min|
Signal 2: DAD1 B, Sig=254,4 Ref=360,100
Peak RetTime Type  Width Area Area Name
# [min] [min] [mAU*s ] %
R BERE |- |- |-mmmmmeeee |--meeees | wmmmmmm e
1 8.757 MM ©.3582 1535.55847 9.4445 ?
2 11.210 MM 0.4359 1.47233e4  90.5555 ?
Totals : 1.62588e4
HPLC Spectra of Racemic 3aa
DAD1 B, Sig=254,4 Ref=360,100 (C:\CHEM32\1\DATAWYZ\WYZ 2021-06-30 08-28-54\004-0401.D)
mAU
140 4
120
100
80
60
40
20
0 5 S~
1 ¢ — 1 & & % [ ¢ ¥ T ] g T - T \
2 4 6 8 10 12 14 16 18 miry

Signal 2: DAD1 B, Sig=254,4 Ref=360,100

Width Area Area Name
[mAU*s] %

Peak RetTime Type
# [min]

1 8.307 MM
2 10.564 MM

0.3664 3408.39185 49.9052 ?
©.4333 3421.33521 50.0948 ?

Totals : 6829.72705
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(5)-N-(2-(3-methoxyphenyl)-1-phenylethyl)aniline (3ba)

HPLC Spectra of Chiral 3ba

DAD1 B, Sig=254,4 Ref=360,100 (C:\CHEM32\1\DATAWYZ\WYZ 2021-07-12 12-00-15\OnlineEdited--014.D)
mAU 2

200
150
100

50—

> 11.076

0 : 1 ; L
e e e 5 s ey S S
5 10 15 20 25 miny

Signal 2: DAD1 B, Sig=254,4 Ref=360,100

Peak RetTime Type Width Area Height Area
#  [min] [min] [mAU*s] [mAU] %

R P P |- |-oemme e |- |
1 11.876 BB ©.4916 2372.69312 76.12232 13.2638

2 24.909 BB ©.9499 1.55158e4  253.16173 86.7362

Totals : 1.78884e4 329.28405

HPLC Spectra of Racemic 3ba

DAD1 B, Sig=254,4 Ref=360,100 (C:\CHEM32\1\DATAWYZ\WYZ 2021-07-12 12-00-15\OnlineEdited--012.D)
mAU ] ©
300

250 -

24.987

200
150
100

50*2
03 AM L E T

T T T T T T ! T T T T i T T T T T " T T T T T T T
5 10 15 20 25 min

Signal 2: DAD1 B, Sig=254,4 Ref=360,100

Peak RetTime Type Width Area Height Area
#  [min] [min] [mAU*s] [mAU] %
] EEEEEE R |--mm e R R 1
1 11.e61 BB 0.4955 1.03451e4 330.23853 49.9788
2 24.987 BB 0.9299 1.0353%4 170.16026 50.0212

Totals : 2.069%0e4  500.39879



(S)-N-(2-(4-methoxyphenyl)-1-phenylethyl)aniline (3ca)

HPLC Spectra of Chiral 3ca

72

DAD1 B, Sig=254,4 Ref=360,100 (C:\\CHEM32\1\DATAWYZ\WYZ 2021-07-07 14-03-02\005-0501.D)
mAU -
140
120 -
100€
80 - N2
1 N
60 © 0
40 ot
VAN
0- P — -
L o e iy T ] gl T T T
2 4 6 8 10 12 14 16 18 min
Signal 2: DAD1 B, Sig=254,4 Ref=360,100
Peak RetTime Type Width Area Area Name
#  [min] [min] [mAU*s] %
e R e |-=m e |--mmeee | 2mmmem e
1 11.476 MM 0.5160 1014.44080 14.4717 ?
2 14.577 MM 8.6163 5995.36475 85.5283 ?
Totals : 7009.80554
HPLC Spectra of Racemic 3ca
DAD1 B, Sig=254,4 Ref=360,100 (C:\CHEM32\1\DATAWYZ\WYZ 2021-07-07 14-03-02\004-0401.D)
mAU -
80
60
40
20
1
0=
I T ] I T T ] I I
2 4 6 8 10 12 14 16 18 miny

Signal 2: DAD1 B, Sig=254,4 Ref=360,100

Peak RetTime Type Width Area Area Name
#  [min] [min] [mAU*s] %

e BESEEE |------ |----e-- |- mmmmeee e |--mme - |-mmmm e
1 11.468 MM ©.5184 2838.08350 50.0186 ?
2 14.590 MM 0.6237 2835.96802 49.9814 ?

Totals : 5674.05151



(5)-N-(2-(2,3-dimethoxyphenyl)-1-phenylethyl)aniline (3da)

OMe
OMe

O

HPLC Spectra of Chiral 3da

73

mAU _f
700
600
500
400
300
200
100

0-

DAD1 B, Sig=254,4 Ref=360,100 (C:\CHEM32\\DATAWYZ\WYZ 2021-09-05 18-48-33\OnlineEdited—002.D)

9.778

wn

10

min|

Signal 2: DAD1 B, Sig=254,4 Ref=360,100

Peak RetTime Type Width Area Area Name
# [min] [min] [mAU*s] %

1 9.778 BV
2 11.135 VB

0.4968 2776.96265  9.2833 ?
©.5281 2.71367e4  90.7167 ?

Totals : 2.99136e4

HPLC Spectra of Racemic 3da

mAU
350 ?

300 -
250 -
200 -
150
100
50 -
0]

DAD1 B, Sig=254,4 Ref=360,100 (C:\CHEM32\1\DATAWYZ\WYZ 2021-09-05 18-48-33\004-0101.D)

(2]

190

min|

Signal 2: DAD1 B, Sig=254,4 Ref=360,100

Peak RetTime Type Width Area Area Name
#  [min] [min] [mAU*s ] %

1 9.789 BV
2 11.190 VB

0.4949 1.18958e4  49.8943 ?
0.5226 1.19462e4  50.1057 ?

Totals : 2.38420e4
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(5)-N-(2-(3,4-dimethoxyphenyl)-1-phenylethyl)aniline (3ea)
Meojij\
MeO

HPLC Spectra of Chiral 3ea

DAD1 B, Sig=254,4 Ref=360,100 (C:\CHEM32\1\DATAWYZ\WYZ 2021-07-09 13-58-21\005-0201.D)
mAU 4
140;
120—3
e
60~ E’ @fe-{{’b
40- -
20 / \
0 —
T T T T S T A A B B e S T,
10 20 30 40 50 min
Signal 2: DAD1 B, Sig=254,4 Ref=360,100
Peak RetTime Type Width Area Height Area
# [min] [min] [mAU*s ] [mAU] %

R P P |=snmmeneee | nmmmeeeee |--nneeee |

1 21.757 MM ©.9584 2324.15137 40.41644 11.1904
2 36.464 MM 1.9195 1.84451e4  160.15160 88.8096

Totals : 2.07692e4 200.56803

HPLC Spectra of Racemic 3ea

DAD1 B, Sig=254,4 Ref=360,100 (C:\CHEM32\1\DATAWYZ\WYZ 2021-07-09 11-16-42\003-0101.D)
mAU ] & &

37.665

10 20 30 40 50 miny

Signal 2: DAD1 B, Sig=254,4 Ref=360,100

Peak RetTime Type Width Area Height Area
# [min] [min] [mAU*s] [mAU] %
Rl RS R R e s R |
1 22.020 MM 0.9562 5272.08496 91.89688 50.0251
2 37.665 BB 1.2310 5266.79541 50.16089 49.9749

Totals : 1.05389e4  142.05777



(5)-N-(2-(3,5-dimethoxyphenyl)-1-phenylethyl)aniline (3fa)

OMe

HPLC Spectra of Chiral 3fa
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DAD1 B, Sig=254,4 Ref=360,100 (C:\CHEM32\1\DATAWYZ\WYZ 2021-08-13 14-09-10\005-0401.D)
mAU ] 0
250 -
200
150 -
1 ]
100 3
50
0 E P 1 1 .
T ! T T ! T ¥ d T K T i L g T T T T T ! T
5 10 15 20 25 min
Signal 2: DAD1 B, Sig=254,4 Ref=360,100
Peak RetTime Type Width Area Area Name
#  [min] [min] [mAU*s] %
ceenfemnenes e R |- |- |-
1 8.453 BB 0.3734 2064.53491 12.0235 ?
2 22.265 BB 0.8648 1.51063e4 87.9765 ?
Totals : 1.71708e4
HPLC Spectra of Racemic 3fa
DAD1 B, Sig=254.4 Ref=360,100 (C:\CHEM32\1\DATAWYZ\WYZ 2021-08-13 14-09-10\003-0201.D)
mAU ] o
400
300 3
: ~
] &
200
100
0] '
B L T T T L T T
5 10 15 20 25 min

Signal 2: DAD1 B, Sig=254,4 Ref=360,100

Peak RetTime Type Width Area Area Name
#  [min] [min] [mAU*s] %

] EEEEEE |- |---e e |--eme - IR e s
1 8.430 BV 0.3763 1.10084e4  49.9130 ?
2 22.284 BB ©.8558 1.10467e4 50.0870 ?

Totals : 2.20551e4
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(S)-V-(1-phenyl-2-(3,4,5-trimethoxyphenyl)ethyl)aniline (3ga)

OMe
MeO

o 3

HPLC Spectra of Chiral 3ga

DAD1 B, Sig=254,4 Ref=360,100 (C:\CHEM32\1\DATAWYZ\WYZ 2021-07-09 13-568-21\006-0301.D)

mAU E
120

100
80

10 20 30 40 50 miry

Signal 2: DAD1 B, Sig=254,4 Ref=360,100

Peak RetTime Type Width Area Height Area
# [min] [min] [mAU*s] [mAU] %
e RO e R |-mmeeeeee |-mmme e |--mme e |

1 23.284 MM 1.9433 2579.98389 41.21444 11.4018
2 48.929 MM 2.5671 2.00479e4  130.15926 88.5982

Totals : 2.26279%4  171.37370

HPLC Spectra of Racemic 3ga

DAD1 B, Sig=254,4 Ref=360,100 (C:\CHEM32\1\DATAWYZ\WYZ 2021-07-09 13-58-21\004-0101.D)
mAU 3

10 20 30 40 50 min




Signal 2: DAD1 B, Sig=254,4 Ref=360,100
Peak RetTime Type Width Area Height Area

#  [min] [min] [mAU*s ] [mAU] %
e RESR e Rt |-mmeneee |-mmme e |--mmeeee |

1 23.276 MM 1.0823 5223.43848 80.43731 50.2102
2 50.263 MM 2.2234 5179.69775 38.82799 49.7898

Totals : 1.04031e4  119.26530

(S)-IV-(2-(4-methoxy-3-methylphenyl)-1-phenylethyl)aniline (3ha)
Me

HPLC Spectra of Chiral 3ha
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DAD1 B, Sig=254,4 Ref=360,100 (C:\CHEM32\1\DATAWYZ\WYZ 2021-08-27 14-17-36\003-0301.D)
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Signal 2: DAD1 B, Sig=254,4 Ref=360,100
Peak RetTime Type Width Area Area Name
#  [min] [min] [mAU*s] %
el EECE |--mee- |- nee- |--emeeeee |--meeee | -omm e
1 7.241 BB ©.3512 1842.16248 10.0346 ?
2 9.389 BB 0.4202 1.65160e4 89.9654 ?
Totals : 1.83582e4

HPLC Spectra of Racemic 3ha
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DAD1 B, Sig=254,4 Ref=360,100 (C:\CHEM32\1\DATAW YZ\WYZ 2021-08-27 09-04-15\004-0301.D)
mAU (= 3
300 f g‘)
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T " | T b | & T T T
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Signal 2: DAD1 B, Sig=254,4 Ref=360,100
Peak RetTime Type Width Area Area Name
# [min] [min] [mAU*s] %
el EEEEE |- |- |- mme e |-=- oo |- e m e
1 7.230 BB ©.3515 7151.96826 49.8730 ?
2 9.294 BB 0.4094 7188.40674 50.1270 ?
Totals 1.43404e4
(S)-IV-(2-(3-ethoxy-4-methoxyphenyl)-1-phenylethyl)aniline (3ia)
EtO S /@
N
H
HPLC Spectra of Chiral 3ia
DAD1 B, Sig=254,4 Ref=360,100 (C:\CHEM32\1\DATAWYZ\WYZ 2021-09-05 17-50-00\OnlineEdited-002.D)
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Signal 2: DAD1 B, Sig=254,4 Ref=360,100

Peak RetTime Type Width Area Area Name
#  [min] [min] [mAU*s] %

Rl EESEE === |- e R |- mm e
1 10.371 BB 0.4488 2618.36621 9.9718 ?
2 15.325 BB 0.7114 2.36392e4 90.0282 ?

Totals : 2.62576e4

HPLC Spectra of Racemic 3ia



79

DAD1 B, Sig=254,4 Ref=360,100 (C:\CHEM32\1\DATAWYZ\WYZ 2021-09-05 17-50-00\002-0101.D)
mAU - 5 =4
- ™~
1 w
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LB L PO B R A A PR B T CE S T T T
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Signal 2: DAD1 B, Sig=254,4 Ref=360,100
Peak RetTime Type Width Area Area Name
#  [min] [min] [mAU*s] %
R R e |<nmmmme |- nmmeee |=emmm e
1 10.554 BB 0.4379 1.40232e4 51.8272 ?
2 15.740 BB 0.4724 1.30344e4 48.1728 ?
Totals : 2.70577e4
(5)-N-(2-(4-fluorophenyl)-1-phenylethyl)aniline (3ja)
F\T:::]\\
©/\N/ i :
H
HPLC Spectra of Chiral 3ja
DAD1 C, Sig=254.4 Ref=off (C:\CHEM32\1\DATAWYZ\WYZ 2022-07-08 15-33-02\005-0101.D)
mAU
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- o
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Signal 2: DAD1 C, Sig=254,4 Ref=off

Peak RetTime Type Width Area Height Area
# [min] [min] [mAU*s] [mAU] %
Gl R e |<-mmmee e |-ommeeee |---meee- |

1 13.427 BV ©.3796 4338.53320 178.45332 23.1891
2 14.695 VB ©.4220 1.43708e4 530.54724 76.8109

Totals : 1.87894e4  709.00056

HPLC Spectra of Racemic 3ja
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DAD1 C, Sig=254,4 Ref=off (C:\CHEM32\1\DATAWWYZ\WYZ 2022-07-08 14-58-45\004-0101.D)
mAU w 2
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Signal 2: DAD1 C, Sig=254,4 Ref=off
Peak RetTime Type Width Area Height Area
# [min] [min] [mAU*s ] [mAU] %

1 13.425 BB 0.3761 4263.88086 175.08258 49.5717
2 14.760 BB 0.4113 4276.52197 162.33228 50.4283

Totals : 8480.40283 337.41486

(S)-IV-(2-(3-chloro-4-methoxyphenyl)-1-phenylethyl)aniline (3ka)
L
N
H

HPLC Spectra of Chiral 3ka

DAD1 B, Sig=254,4 Ref=360,100 (C:\CHEM32\1\DATAWYZ\WYZ 2021-08-28 17-59-30\001-0101.D)
mAU o
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Signal 2: DAD1 B, Sig=254,4 Ref=360,100

Peak RetTime Type Width Area Area Name
#  [min] [min] [mAU*s] %

e B | memnfme e | -mmeenees |-nmmeees e
1 11.879 BB 0.4649 834.41772 7.8286 ?
2 16.780 BB 0.6559 9824.21875 92.1714 ?

Totals : 1.06586e4

HPLC Spectra of Racemic 3ka
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DAD1 B, Sig=254,4 Ref=360,100 (C:\CHEM32\1\DATAW YZ\WYZ 2021-08-28 17-59-30\002-0201.D)
mAU 7 o

175 =
150 -
125
100 -
75
50
25

0 =

16.600

-25 : AN L L L L e
2.5 5 7.5 10 12.5 15

min|

Signal 2: DAD1 B, Sig=254,4 Ref=360,100
Peak RetTime Type Width Area Area Name

#  [min] [min] [mAU*s] %

1 11.823 BB 0.4617 6261.45801 50.7255 ?
2 16.600 BB 0.6217 6082.34424 49.2745 ?

Totals : 1.23438e4

(S)-N-(2-(2-chloro-3-methoxyphenyl)-1-phenylethyl)aniline (31a)

OMe

i

HPLC Spectra of Chiral 3la

DAD1 B, Sig=254,4 Ref=360,100 (C:\CHEM32\1\DATAWYZ\WYZ 2021-09-04 09-06-26\013-0101.D)
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Signal 2: DAD1 B, Sig=254,4 Ref=360,100

Peak RetTime Type Width Area Area Name
# [min] [min] [mAU*s ] %
Rl BEEEE |---ee- |---eeee |- mmee e R |-mmmr e
1 13.363 BB 8.5420 1090.99097 10.8955 ?
2 17.682 BBA 0.6962 9715.75098 89.9045 ?
Totals : 1.08067e4

HPLC Spectra of Racemic 3la
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DAD1 B, Sig=254,4 Ref=360,100 (C:\CHEM32\1\DATAW YZ\WYZ 2021-09-03 21-49-06\OnlineEdited--002.D)
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Signal 2: DAD1 B, Sig=254,4 Ref=360,100

Peak RetTime Type Width Area Area Name
# [min] [min] [mAU*s ] %

1 12.569 BB 0.5448 2.67851e4  48.8066 ?
2 16.429 VBA 0.6856 2.80950e4 51.1934 ?

Totals : 5.48801e4

(S)-N-(2-(furan-2-yl)-1-phenylethyl)aniline (3ma)

%

SNe
o
H

HPLC Spectra of Chiral 3ma

DAD1 B, Sig=254,4 Ref=360,100 (C:\CHEM32\1\DATAWYZ\WYZ 2021-07-07 14-03-02\002-0201.D)
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Signal 2: DAD1 B, Sig=254,4 Ref=360,100

Peak RetTime Type Width Area Area Name
#  [min] [min] [mAU*s] %

e BESRE |--eeee |--eeeee e |--mme e | ommme oo
1 7.737 MM 0.3708 1240.49646 13.0273 ?
2 8.848 MM ©.4031 8281.80957 86.9727 ?

Totals : 9522.30603

HPLC Spectra of Racemic 3ma
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DAD1 B, Sig=254,4 Ref=360,100 (C:\CHEM32\1\DATAWYZ\WYZ 2021-06-30 08-28-54\006-0601.D)
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Signal 2: DAD1 B, Sig=254,4 Ref=360,100

Peak RetTime Type Width Area Area Name
#  [min] [min] [mAU*s] %

1 7.358 MM
2 8.369 MM

0.3334 3344.22607 49.4287 ?
©.3537 3421.53662 50.5713 ?

Totals : 6765.76270

(S)-V-(1-phenyl-2-(thiophen-2-yl)ethyl)aniline (3na)

%

SHe
o
H

HPLC Spectra of Chiral 3na

DAD1 B, Sig=254,4 Ref=360,100 (C:\CHEM32\1\DATAWYZ\WYZ 2021-06-30 08-28-54\002-0201.D)
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Signal 2: DAD1 B, Sig=254,4 Ref=360,100

Peak RetTime Type Width Area Area Name
# [min] [min] [mAU*s] %

R |-l mee e |=mmmmee e |=mmmeees e
1 9.128 MM @0.4107 1377.79016 13.9558 ?
2 10.971 MM 0.4758 8494.73145 86.0442 ?

Totals : 9872.52161

HPLC Spectra of Racemic 3na
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DAD1 B, Sig=254,4 Ref=360,100 (C:\CHEM32\1\DATAWYZ\WYZ 2021-06-30 08-28-54\005-0501.D)
mAU -

1oo—f
80
so—f

20

Signal 2: DAD1 B, Sig=254,4 Ref=360,100

Peak RetTime Type Width Area Area Name
# [min] [min] [mAU*s ] %
ORI EERE |------ |--=ee - |--memmeeee |---e oo |--m e
1 9.098 MM ©.3955 2861.04370 48.7849 ?
2 11.095 MM ©.4783 3003.56982 51.2151 ?
Totals : 5864.61353

(S)-N-(1-phenylheptyl)aniline (30a)

HPLC Spectra of Chiral 30a

DAD1 B, Sig=254,4 Ref=360,100 (C:\CHEM32\1\DATAWYZ\WYZ 2021-07-12 12-00-15\OnlineEdited--009.D)
mAU o
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Signal 2: DAD1 B, Sig=254,4 Ref=360,100

Peak RetTime Type Width Area Height Area
#  [min] [min] [mAU*s] [mAU] %

1 5.397 BV 0.3657 5288.68164 225.47072 34.3003
2 6.346 VB 0.3696 1.01301e4  431.90103 65.6997

Totals : 1.54188e4  657.37175

HPLC Spectra of Racemic 30a
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DAD1 B, Sig=254,4 Ref=360,100 (C:\CHEM32\1\DATAWYZ\WYZ 2021-07-12 12-00-15\004-0401.D)
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Signal 2: DAD1 B, Sig=254,4 Ref=360,100
Peak RetTime Type Width Area Height Area

#  [min] [min] [mAU*s] [mAU] %
S R P |--meemeeee |-mmmmees |--nmnees |

1 5.417 MM 0.3648 3123.58154 142.71191 49.3185
2 6.381 MM 0.3841 3209.90308 139.29749 50.6815

Totals : 6333.48462 282.00940

(S)-N-(1-(4-fluorophenyl)-2-phenylethyl)aniline (3ab)

HPLC Spectra of Chiral 3ab

DAD1 B, Sig=254,4 Ref=360,100 (C:\CHEM32\1\DATAWYZ\WYZ 2021-09-26 13-52-43\OnlineEdited-004.D)
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Signal 2: DAD1 B, Sig=254,4 Ref=360,100

Peak RetTime Type Width Area Area Name
#  [min] [min] [mAU*s] %
L | mmmme e |-mmmmmeees |-ommmee |ommmmm e
1 9.705 BB 0.4079 1805.39014 9.8013 ?
2 13.510 BB 0.5296 1.66144e4 90.1987 ?
Totals : 1.84198e4

HPLC Spectra of Racemic 3ab



86

DAD1 B, Sig=254,4 Ref=360,100 (C:\CHEM32\1\DATAWYZ\WYZ 2021-09-26 13-52-43\0OnlineEdited--002.D)
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Signal 2: DAD1 B, Sig=254,4 Ref=360,100
Peak RetTime Type Width Area Area Name
#  [min] [min] [mAU*s] %
e |-=-n-- E— |-=nmmmmees |-=mmee e e,
o 9.518 BB 0.4044 8603.94336 50.2281 ?
2 13.177 BB ©.5029 8525.80371 49.7719 ?
Totals : 1.71297e4
(S)-N-(1-(4-bromophenyl)-2-phenylethyl)aniline (3ac)
N :
H
Br
HPLC Spectra of Chiral 3ac
DAD1 B, Sig=254,4 Ref=360,100 (C:\CHEM32\T\DATAWYZ\WYZ 2021-10-07 18-37-33\OnlineEdited—002.D)
mAU —: ~
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Signal 2: DAD1 B, Sig=254,4 Ref=360,100

Peak RetTime Type Width Area Area Name
#  [min] [min] [mAU*s] %

R AR |------ | == |-mmemeee |--meeee | -mmemmme oo
1 10.893 BB 0.4457 1234.72742 10.0766 ?
2 14.717 BB 0.5743 1.10186e4 89.9234 ?

Totals : 1.22534e4

HPLC Spectra of Racemic 3ac
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DAD1 B, Sig=254,4 Ref=360,100 (C:\CHEM32\1\DATAWYZ\WYZ 2021-10-07 18-37-33\001-0101.D)
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Signal 2: DAD1 B, Sig=254,4 Ref=360,100
Peak RetTime Type Width Area Area Name
#  [min] [min] [mAU*s] %
S R |-mmmeeees |-omnenes | ommmmm e
1 10.907 BB 0.4435 7234.68457 50.0203 ?
2 14.732 BB 08.5574 7228.80859 49.9797 ?
Totals : 1.44635e4
(S)-N-(1-(4-iodophenyl)-2-phenylethyl)aniline (3ad)
N :
H
|
HPLC Spectra of Chiral 3ad
DAD1 B, Sig=254,4 Ref=360,100 (C:\CHEM32\1\DATAWYZ\WYZ 2021-10-12 10-32-31\013-0201.D)
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Signal 2: DAD1 B, Sig=254,4 Ref=360,100

Peak RetTime Type Width Area Height Area
# [min] [min] [mAU*s] [mAU] %

ceeefemneee- [ p— |- emen |--mmmmeeee |--=nmmen |

1 10.454 BB ©0.4561 4436.89844 151.31656 13.6369
2 13.817 BBA ©.5793 2.86991e4  756.57672 86.3631

Totals : 3.25360e4  907.89328

HPLC Spectra of Racemic 3ad
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DAD1 B, Sig=254,4 Ref=360,100 (C:\CHEM32\1\DATAWYZ\WYZ 2021-10-13 08-33-25\001-0101.D)
mAU <
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iilie
14.706

2 4 6 8 10 12 14 min

Signal 2: DAD1 B, Sig=254,4 Ref=360,100

Peak RetTime Type  Width Area Area Name
#  [min] [min] [mAU*s] %

Rl R |- |- |-memmmee |--- e |-mm o
1 10.904 BB 0.4208 6122.90723 49.9847 ?
2 14.706 BBA 0.5299 6126.65527 560.0153 °?

Totals : 1.22496e4

(S)-IV-(2-phenyl-1-(4-(trifluoromethyl)phenyl)ethyl)aniline (3ae)

Peat

HPLC Spectra of Chiral 3ae

DAD1 B, Sig=254,4 Ref=360,100 (C:\CHEM32\1\DATAW YZ\WYZ 2021-09-15 09-36-33\013-0101.D)
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Signal 2: DAD1 B, Sig=254,4 Ref=360,100

Peak RetTime Type Width Area Area Name
#  [min] [min] [mAU*s] %

e BT |------ |------- |--c oo |-=eese |-meeomeeo e
1 13.800 BB ©.5450 1566.49207 9.4383 ?
2 19.431 BB 0.7437 1.50307e4 90.5617 ?

Totals : 1.65972e4

HPLC Spectra of Racemic 3ae



DAD1 B, Sig=254,4 Ref=360,100 (C:\CHEM32\1\DATAWYZ\WYZ 2021-09-14 21-12-56\003-0101.D)
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Signal 2: DAD1 B, Sig=254,4 Ref=360,100

Peak RetTime Type Width Area Area Name
#  [min] [min] [mAU*s] %

e I | --eeee | --nnee- | -mmm e |=mmmeee- R
1 13.920 BB ©.5424 5846.78613 50.0027 ?
2 19.711 BB 0.7166 5846.15430 49.9973 ?

Totals : 1.16929%e4

(S)-IV-(2-phenyl-1-(4-(trifluoromethoxy)phenyl)ethyl)aniline (3af)

QL
o

HPLC Spectra of Chiral 3af

DAD1 A, Sig=254,4 Ref=360,100 (C:\CHEM32\1\DATAWYZ\WYZ 2021-09-17 16-14-08\014-0201.D)
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Signal 1: DAD1 A, Sig=254,4 Ref=360,100

Peak RetTime Type Width Area Height Area
# [min] [min] [mAU*s] [mAU] %

Seen e T |-memmmeee- |-mmmme e |- mnmee- |
1 10.824 MF ©.5142 1169.14233 37.89658 10.5588

2 15.632 BB ©.6363 9903.50586 243.62817 89.4412

Totals : 1.10726e4 281.52476

HPLC Spectra of Racemic 3af
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DAD1 A, Sig=254,4 Ref=360,100 (C:\CHEM32\1\DATAWYZ\WYZ 2021-09-17 16-14-08\004-0101.D)
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Signal 1: DAD1 A, Sig=254,4 Ref=360,100
Peak RetTime Type Width Area Height Area
# [min] [min] [mAU*s] [mAU] %
coen e | =ooefomeeees R |<ommmneees |- |
1 10.933 BB ©.4967 5760.399990 181.27107 50.0311
2 15.703 BB 0.6342 5753.24414 142.15414 49.9689
Totals : 1.15136e4 323.42522
(S)-V-(1-(4-methoxyphenyl)-2-phenylethyl)aniline (3ag)
N :
H
MeO
HPLC Spectra of Chiral 3ag
DAD1 B, Sig=254,4 Ref=360,100 (C:\CHEM32\1\DATAW YZ\WYZ 2021-09-15 10-24-59\011-0201.D)
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Signal 2: DAD1 B, Sig=254,4 Ref=360,100

Peak RetTime Type Width Area Area Name
#  [min] [min] [mAU*s] %
S |---n- [ |-=mmmmees |-=-mees e
1 8.714 BB ©0.3811 1695.64783 11.5349 ?
2 11.105 FM 0.4753 1.30044e4 88.4651 ?
Totals : 1.47001e4

HPLC Spectra of Racemic 3ag
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DADA B, Sig=254,4 Ref=360,100 (C\CHEM32\1\DATAWYZ\WYZ 2021-09-14 22-03-27\001-0101.D)
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Signal 2: DAD1 B, Sig=254,4 Ref=360,100

Peak RetTime Type Width Area Area Name
# [min] [min] [mAU*s ] %

1 8.753 MF
2 11.102 BB

0.4057 5399.52588 50.5932 ?
0.4329 5272.90576 49.4068 ?

Totals : 1.06724e4

(S)-N-(2-phenyl-1-(p-tolyl)ethyl)aniline (3ah)

Poae

HPLC Spectra of Chiral 3ah

DAD1 A, Sig=254,4 Ref=360,100 (C:\CHEM32\1\DATAWYZ\WYZ 2021-09-23 18-38-52\012-0201.D)
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Signal 1: DAD1 A, Sig=254,4 Ref=360,100

Peak RetTime Type Width Area Area Name
# [min] [min] [mAU*s ] %
R R <= e |- oo |- mee e |<-esmee | <o e

1 7.243 BB 0.3723 2402.28442 13.6834 ?
2 8.929 BB ©.4206 1.51539e4  86.3166 ?

Totals : 1.75562¢e4

HPLC Spectra of Racemic 3ah
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DAD1 A, Sig=254,4 Ref=360,100 (C:\CHEM32\1\DATAWYZ\WYZ 2021-09-23 17-58-23\002-0201.D)
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Signal 1: DAD1 A, Sig=254,4 Ref=360,100
Peak RetTime Type  Width Area Area Name
# [min] [min] [mAU*s] %
L R | -mmmme ] ommeees |-nmmmme s |=-mnnees | -mmmmmmee e
1 7.274 FM 0.3992 9476.09668 50.4104 ?
2 8.975 BB 0.4175 9321.81836 49.5896 ?
Totals : 1.87979%4
(S)-IV-(2-phenyl-1-(2-(trifluoromethyl)phenyl)ethyl)aniline (3ai)
N :
H
CF3
HPLC Spectra of Chiral 3ai
DAD1 B, Sig=254,4 Ref=360,100 (C:\CHEM32\1\DATAWYZ\WYZ 2021-09-29 16-49-54\011-0101.D)
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Signal 2: DAD1 B, Sig=254,4 Ref=360,100

Peak RetTime Type Width Area Area Name
# [min] [min] [mAU*s ] %

S P |--=nn- — |-=mmmeee- | === nnes e
1 6.034 MF 0.6089 3474.93555 16.0200 ?
2 7.049 FM ©.6353 1.82163e4 83.9800 ?

Totals : 2.16912e4

HPLC Spectra of Racemic 3ai
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DAD1 B, Sig=254,4 Ref=360,100 (C:\CHEM32\1\DATAWYZ\WYZ 2021-09-29 16-49-54\001-0201.D)
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Signal 2: DAD1 B, Sig=254,4 Ref=360,100

Peak RetTime Type Width Area Area Name
#  [min] [min] [mAU*s] %
cen]eme e |- [---m--- | == mmeeee R R aGRe e
1 6.085 BV 0.6597 7578.36621 48.5481 ?
2 7.142 VB 0.6351 8031.65576 51.4519 ?
Totals : 1.56100e4

(S)-V-(1-(3-fluorophenyl)-2-phenylethyl)aniline (3aj)

HPLC Spectra of Chiral 3aj

DAD1 B, Sig=254,4 Ref=360,100 (C:\CHEM32\1\DATAWYZ\WYZ 2021-09-28 21-10-47\012-0101.0)
mAU a2
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50
0 L i
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2 4 6 8 10 12 14 16 18 min

Signal 2: DAD1 B, Sig=254,4 Ref=360,100

Peak RetTime Type Width Area Height Area
# [min] [min] [mAU*s ] [mAU] %

T P P |-eeea | =mmmmeee- | =nmeee- |
1 10.208 BB 0.3981 2828.20239 110.69870 17.9193

2 14.159 BB 0.5189 1.29548e4  388.65002 82.0807

Totals : 1.57830e4  499.34872

HPLC Spectra of Racemic 3aj
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DAD1 B, Sig=254,4 Ref=360,100 (C:\CHEM32\1\DATAWYZ\WYZ 2021-09-28 17-21-06\002-0201.D)
mAUi b N 6@
] R
250 o A
1 éﬁ-
200
150%
100%
50
0 : 1 T T
T T T T | T T T T
2 4 6 8 10 12 14 16 18 min
Signal 2: DAD1 B, Sig=254,4 Ref=360,100
Peak RetTime Type Width Area Height Area
#  [min] [min] [mAU*s] [mAU] %
N P |==mmmmees |==mmmmmees |-=nmeee |
1 10.854 BB 0.3928 7541.97363 298.50449 49.8520
2 13.922 FM 0.5377 7586.76465 235.17218 50.1480
Totals : 1.51287e4 533.67667
(S)-V-(1-(3-bromophenyl)-2-phenylethyl)aniline (3ak)
Br: : /@
N
H
HPLC Spectra of Chiral 3ak
DAD1 B, Sig=254,4 Ref=360,100 (C\CHEM32\1\DATAWYZ\WYZ 2021-10-12 10-32-31\012-0101.D)
mAU ﬁ
k| N
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Signal 2: DAD1 B, Sig=254,4 Ref=360,100

Peak RetTime Type Width Area Height Area
#  [min] [min] [mAU*s] [mAU] %

R [ - |- e | =mmeen == nmme |
1 9.239 BB ©.4187 5863.01025 217.36635 17.2579
2 12.231 BB 0.5264 2.8109%4 835.72778 82.7421

Totals : 3.3972%4 1053.09413

HPLC Spectra of Racemic 3ak
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DAD1 B, Sig=254,4 Ref=360,100 (C:\CHEM32\\DATAWYZ\WYZ 2021-10-13 08-33-25\002-0201.D)
mAU e 2
] ©
] o~
200 | by
150
100
50 -
0{ Il L =
T T T T ™ " " & T " e
2 4 6 8 10 12 14 min
Signal 2: DAD1 B, Sig=254,4 Ref=360,100
Peak RetTime Type Width Area Area Name
#  [min] [min] [mAU*s ] %
RRIEEEEERE |------ |- |--memmeeee |-mmemee |<nmemm o
1 9.570 BB ©.3665 5809.09570 49,5891 ?
2 12.673 BB ©.4532 5905.37402 50.4109 ?
Totals : 1.17145e4
(S)-IV-(1-(3-chloro-4-fluorophenyl)-2-phenylethyl)aniline (3al)
cl - /©
N
H
F
HPLC Spectra of Chiral 3al
DAD1 B, Sig=254,4 Ref=360,100 (C:\CHEM32\1\DATAWYZ\WYZ 2021-10-07 18-37-33\OnlineEdited--004.D)
mAU _; ©
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L T P L ) T R T S T g™ 7
2.5 5 7.5 10 125 15 17.5 20 22,5 min
Signal 2: DAD1 B, Sig=254,4 Ref=360,100
Peak RetTime Type  Width Area Area Name
#  [min] [min] [mAU*s] %
el BEEEE |------ |----e-- |-=memeee e |=mmm e
1 14.535 BB 0.5651 34360.31201 13.9267 ?
2 19.398 BB 0.7506 2.12008e4  86.0733 ?
Totals : 2.46311e4

HPLC Spectra of Racemic 3al
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DAD1 B, Sig=254,4 Ref=360,100 (C:\CHEM32\1\DATAWYZ\WYZ
mAU 3
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2021-10-07 18-37-33\0OnlineEdited—-003.D)
=
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e T T, I R P
2.5 5 7.5 10

min

Signal 2: DAD1 B, Sig=254,4 Ref=360,100

Peak RetTime Type Width Area Area
# [min] [min] [mAU*s] %

1 14.404 BB 0.5710 8019.70117 49.6328 ?
2 19.422 BB ©.7437 8138.36865 50.3672 ?

Totals : 1.61581e4

(S)-N-(1-(naphthalen-2-yl)-2-phenylethyl)aniline (3am)

HPLC Spectra of Chiral 3am

mAU E
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300
200

100 -

0]

DAD1 A, Sig=254,4 Ref=360,100 (C:\CHEM32\1\DATAWYZ\WYZ 2021-09-23 18-38-52\011-0101.D)

12.151

Signal 1: DAD1 A, Sig=254,4 Ref=360,100

Peak RetTime Type Width Area Area Name
#  [min] [min] [mAU*s] %

e |-- - |----- - |--emeeee- |--om e R
1 12.151 BB ©.5358 2179.75806 8.4419 ?
2 16.150 BB 0.6672 2.36409e4  91.5581

Totals : 2.58207e4

HPLC Spectra of Racemic 3am
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DAD1 A, Sig=254,4 Ref=360,100 (C:\CHEM32\1\DATAWYZ\WYZ 2021-09-23 17-58-23\001-0101.0)
mAU; 0
300
250
200 -
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50 -]

16.522

0 '

18

min

Signal 1: DAD1 A, Sig=254,4 Ref=360,100

Peak RetTime Type Width

#  [min]

Area Area
[mAU*s] %

Name

1 12.338 BB
2 16.522 BB

0.5397 1.14677e4
0.6742 1.12699%4

50.4349 °?
49,5651 ?

Totals : 2.27375e4

(S)-N-(2-phenyl-1-(thiophen-2-yl)ethyl)aniline (3an)

T

HPLC Spectra of Chiral 3an

DAD1 B, Sig=254,4 Ref=360,100 (C:\CHEM32\1\DATAW YZ\WYZ 2021-09-15 09-36-33\OnlineEdited--002.D)
mAU ]
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min

Signal 2: DAD1 B, Sig=254,4 Ref=360,100

Peak RetTime Type Width Area Area Name
#  [min] [min] [mAU*s] %

ceee|emeeeee |--eene |- eneee |=-ceeenae |-==eeeen |-ommmmemm e
1 10.762 BV 0.4415 2020.25610 8.9618 ?
2 12.176 VB ©.4830 2.05228¢4 91.0382 ?

Totals : 2.25430e4

HPLC Spectra of Racemic 3an
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DAD1 B, Sig=254,4 Ref=360,100 (C:\CHEM32\1\DATAWYZ\WYZ 2021-09-14 21-41-06\004-0101.D)
mAU = 2 §
200
150
100
50
0] L AN
| I | I T I T ! ! |
2 4 6 8 10 12 14 min|
Signal 2: DAD1 B, Sig=254,4 Ref=360,100
Peak RetTime Type Width Area Area Name
#  [min] [min]  [mAU*s] %
e Rt |--eeee |--enee |<nmmmeeeee |-nmmeees | -mmmm oo
1 10.953 BV 0.4405 7180.03174 50.1043 ?
2 12.390 VB 0.4687 7150.12500 49.8957 ?
Totals : 1.43302e4
(S)-IV-(2-phenyl-1-(thiophen-3-yl)ethyl)aniline (3a0)
72 N
TN .
S
HPLC Spectra of Chiral 3ao
DAD1 A, Sig=254,4 Ref=360,100 (C:\CHEM32\1\DATAW YZ\WYZ 2021-09-22 17-01-39\014-0301.D)
mAU ] o
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T ' i T ' i : T T ‘ ‘ T T T T T y y y T T
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Signal 1: DAD1 A, Sig=254,4 Ref=360,100

Peak RetTime Type Width Area Area Name
#  [min] [min] [mAU*s ] %

1 8.822 VB R 0.3765 1721.36646 10.9314 ?
2 10.703 BB 0.4403 1.40256e4 89.0686 ?

Totals : 1.57470e4

HPLC Spectra of Racemic 3ao
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DAD1 A, Sig=254,4 Ref=360,100 (C:\CHEM32\1\DATAW YZ\WYZ 2021-09-22 15-45-56\004-0301.D)
mAU 7] 5
] ~
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300
200
100 -
0 :
I I I T T I T
2 4 6 10 12 14 min|
Signal 1: DAD1 A, Sig=254,4 Ref=360,100
Peak RetTime Type Width Area Area Name
# [min] [min] [mAU*s] %
I BEEEEE |------ |---ee e R |-mmmm e
1 8.835 VB R ©0.3814 1.23111e4 49.3784 ?
2 10.737 BB 0.4446 1.26210e4 50.6216 ?
Totals : 2.49321e4
(S)-V-(1-(furan-2-yl)-2-phenylethyl)aniline (3ap)
o N :
\ || H
HPLC Spectra of Chiral 3ap
DAD1 A, Sig=254,4 Ref=360,100 (C:\CHEM32\1\DATAWYZ\WYZ 2021-09-22 18-13-55\OnlineEdited--002.D)
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2 4 6 8 10 12 14 min

Signal 1: DAD1 A, Sig=254,4 Ref=360,100

Peak RetTime Type Width Area Area Name
#  [min] [min] [mAU*s] %

] R e R |- mmmeee = mmmeee |+ m oo
1 8.830 BV E 0.4469 1649.48486  9.4489 ?
2 9.871 VB R 0.4808 1.58075e4  90.5511 ?

Totals :

1.74570e4

HPLC Spectra of Racemic 3ap
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DAD1 A, Sig=254,4 Ref=360,100 (C:\CHEM32\1DATAWYZ\WYZ 2021-09-22 18-13-55\001-0101.D)

mAU - h: N
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50

Signal 1: DAD1 A, Sig=254,4 Ref=360,160

Peak RetTime Type Width Area Area Name
# [min] [min] [mAU*s ] %

1 8.854 BV 0.4607 1.14902e4  49.6399 ?
2 9.922 VB 0.4859 1.16569e4  50.3601 ?

Totals : 2.31471e4

(S)-N-(1-(furan-3-yl)-2-phenylethyl)aniline (3aq)

3
v

HPLC Spectra of Chiral 3aq

DAD1 A, Sig=254,4 Ref=360,100 (C:\CHEM32\1\DATAWYZ\WYZ 2021-09-22 17-01-39\012-0101.D)
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Signal 1: DAD1 A, Sig=254,4 Ref=360, 100

Peak RetTime Type Width Area Area Name
t# [min] [min] [mAU*s ] %

S BEREE |------ |---ee - |- -m e meee |--eee e | -oeemm oo
1 8.647 BB 0.3677 1577.39795 8.5907 ?
2 9.980 BB 0.4119 1.67843e4  91.4093 ?

Totals : 1.83616e4

HPLC Spectra of Racemic 3aq
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DAD1 A, Sig=254,4 Ref=360,100 (C:\CHEM32\1\DATAWYZ\WYZ 2021-09-22 15-45-56\002-0101.D)

mAU 3 3 b
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Signal 1: DAD1 A, Sig=254,4 Ref=360,100
Peak RetTime Type Width Area Area Name

# [min] [min] [mAU*s] %

1 8.585 BV ©.3687 7580.08838 50.0014 ?
2 9.909 VB 0.4065 7579.66260 49.9986 ?

Totals : 1.51598e4

(S)-N-(1-([1,1'-biphenyl]-4-yl)-2-phenylethyl)aniline (3ar)

HPLC Spectra of Chiral 3ar

DAD1 B, Sig=254,4 Ref=360,100 (C:\CHEM32\\DATAWYZ\WYZ 2021-09-26 13-52-43\OnlineEdited—-003.D)
mAU @
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Signal 2: DAD1 B, Sig=254,4 Ref=360,100

Peak RetTime Type Width Area Area Name
# [min] [min] [mAU*s] %
e R | mmmme] o neee |- -mmmmeees |--mneees | ommmmme i omee e
1 11.044 BB 0.4744 1943.83862 7.3954
2 13.719 BBA 0.5647 2.43405e4 92.6046 °?

Totals : 2.62843e4



HPLC Spectra of Racemic 3ar
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DAD1 B, Sig=254,4 Ref=360,100 (C:\CHEM32\1\DATAWYZ\WYZ 2021-09-26 13-52-43\001-0101.D)

mAU — o g
] [5¢]
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100—5
SO—f
0] ‘ ;
=t J- T & - & T ] ! [ e S R PN T ‘
2 4 6 8 10 12 16 min
Signal 2: DAD1 B, Sig=254,4 Ref=360,100
Peak RetTime Type Width Area Area Name
#  [min] [min] [mAU*s] %
S R R |=mmm e |--mmeee | =mmmemmmm e
1 11.035 BB 0.4771 9154.16895 49.3942
2 13.783 BBA ©.5622 9378.70703 50.6858 ?
Totals : 1.85329e4
(S)-11-benzyl-10,11-dihydrodibenzo[b.f][1,4]oxazepine (3as)
,—NH
o/®
HPLC Spectra of Chiral 3as
DAD1 B, Sig=254,4 Ref=360,100 (C:\CHEM32\1\DATAWYZ\WYZ 2021-10-14 10-20-17\OnlineEdited—-004.D)
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Signal 2: DAD1 B, Sig=254,4 Ref=360,100

Peak RetTime Type Width Area Height Area
# [min] [min] [mAU*s] [mAU] %

e R R <o | -mem e |+ |
1 9.234 BV 0.4644 4131.66016 139.95602 17.3211

2 10.477 W R 0.5229 1.97217e4 587.13428 82.6789

Totals : 2.38534e4  727.09030

HPLC Spectra of Racemic 3as
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DAD1 B, Sig=254,4 Ref=360,100 (C:\CHEM32\1\DATAWYZ\WYZ 2021-10-14 10-20-17\002-0201.D)
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Signal 2: DAD1 B, Sig=254,4 Ref=360,100
Peak RetTime Type Width Area Height Area

#  [min] [min] [mAU*s] [mAU] %
] R O R |--eme e |=mmnees |

1 9.229 BV 0.4617 4681.77100 159.83073 50.1129
2 10.544 MF 0.5337 4660.67871 145.54997 49.8871

Totals : 9342.44971 305.38071

(S,E)-N-(1,4-diphenylbut-3-en-2-yl)aniline (3at)

HPLC Spectra of Chiral 3at

DAD1 B, Sig=254,4 Ref=360,100 (C:\CHEM32\1\DATAWYZWYZ 2021-10-14 10-20-17\0nlineEdited—003.D)
mAU o
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Signal 2: DAD1 B, Sig=254,4 Ref=360,100

Peak RetTime Type Width Area Height Area
#  [min] [min] [mAU*s] [mAU] %

1 11.682 BB 0.4420 3466.85352 121.09499 21.9196
2 14.495 BBA  ©.5387 1.23494e4  354.27261 78.0804

Totals : 1.58162e4  475.36760

HPLC Spectra of Racemic 3at
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DAD1 B, Sig=254,4 Ref=360,100 (C:\CHEM32\1\DATAWYZ\WYZ 2021-10-14 10-20-17\001-0101.D)
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Signal 2: DAD1 B, Sig=254,4 Ref=360,100
Peak RetTime Type Width Area Height Area

#  [min] [min] [mAU*s] [mAU] %
] EEEE |--on]omee e |-mmmeee e |--mme e 1

1 11.777 BB 0.4440 2.08993e4  725.72937 49.9080
2 14.811 MF 0.5878 2.09764e4  594.75940 50.0920

Totals : 4.18758e4 1320.48877

(S)-N-(1,2-diphenylethyl)-4-methoxyaniline (3au)

HPLC Spectra of Chiral 3au
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DAD1 B, Sig=254,4 Ref=360,100 (C:\CHEM32\1\DATAWYZ\WYZ 2021-10-27 08-46-55\001-0101.D)

Signal 2: DAD1 B, Sig=254,4 Ref=360,100

Peak RetTime Type Width Area Area Name
# [min] [min] [mAU*s ] %
R P |---en- |- | --mmmmeeee |=nmmene | -meemmem e
1 7.199 MF 0.3430 1.24691e4 87.2290 ?
2 9.555 BB ©0.3457 1825.56482 12.7710 ?
Totals : 1.42947e4

HPLC Spectra of Racemic 3au
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DAD1 B, Sig=254,4 Ref=360,100 (C\CHEM32\1\DATAW YZ\WWYZ 2021-10-27 08-46-55\002-0201.D)
mAU
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Signal 2: DAD1 B, Sig=254,4 Ref=360,100
Peak RetTime Type Width Area Area Name
#  [min] [min] [mAU*s] %
e ot o frmmermrees frmmmnmms e
1 7.127 MF 0.3425 7226.02499 50.3448 ?
2 9.414 BB 8.3705 7127.05078 49.6552 ?
Totals : 1.43531e4
(S)-4-chloro-N-(1,2-diphenylethyl)aniline (3av)
©\ /©/CI
©/\N
H
HPLC Spectra of Chiral 3av
DAD1 C, Sig=254,4 Ref=off (C:\CHEM32\I\DATAWYZ\WYZ 2022-07-13 09-51-03\OnlineEdited—002.D)
mAU 1 o
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Signal 2: DAD1 C, Sig=254,4 Ref=off
Peak RetTime Type Width Area Height Area
#  [min] [min] [mAU*s] [mAU] %
e R R |-nmmeene |-nmmnne |=nmmeeee l
1 10.262 BB 0.3006 1.26932e4  659.35785 B87.6786
2 12.840 BB 0.3465 1783.76685 80.51026 12.3214
Totals :

1.44770e4  739.86811

HPLC Spectra of Racemic 3av
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DAD1 C, Sig=254,4 Ref=off (C:\CHEM32\1\DATAWYZ\WYZ 2022-07-13 09-51-03\001-0101.D)
mAU T D ©
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0 I - L . '
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Signal 2: DAD1 C, Sig=254,4 Ref=off
Peak RetTime Type Width Area Height Area
#  [min] [min] [mAU*s] [mAU] %
e D O e |=mmeenee |-mmm e |<mmme e |
1 9.889 BB 0.3405 3.33078e4 1551.36316 50.2134
2 12.176 BB 0.3772 3.30246e4 1370.14331 49.7866
Totals : 6.63324e4 2921.50647

(S)-1,2-diphenylethan-1-amine (4)

s

HPLC Spectra of Chiral 4
DAD1 C, Sig=220,4 Ref=off (C:\CHEM32\1\DATA\WYZ\WYZ 2021-10-30 10-54-33\002-0401.D)
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Signal 3: DAD1 C, Sig=220,4 Ref=off
Peak RetTime Type Width Area Area Name
#  [min] [min] [mAU*s] %
e [ | = [mamssmns [ssenenss |msmmsnennrmnennrn
1 8.339 BB ©.2779 1.80125e4 84.9133 ?
2 11.897 BB 0.3300 3200.30469 15.0867 ?
Totals : 2.12128e4

HPLC Spectra of Racemic 4
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DAD1 C, Sig=220,4 Ref=off (C:\CHEM32\1\DATA\WYZ\WYZ 2021-10-30 10-54-33001-0501.D)
mAU ©
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Signal 3: DAD1 C, Sig=220,4 Ref=off
Peak RetTime Type Width Area Area Name
#  [min] [min] [mAU*s] %
ol B e R R |-ommoee |-ommmm o
1 8.326 BB 0.2763 1.45434e4  52.8268 ?
2 11.840 BV R 0.3326 1.2986%4 47.1732 ?
Totals : 2.75303e4
(S)-V-(1,2-diphenylethyl-2-d)aniline (d-3aa)
e
N
H
HPLC Spectra of Chiral d-3aa
DAD1 B, Sig=254,4 Ref=360,100 (C\CHEM32\1\DATAWYZ\WYZ 2021-10-26 15-54-11\003-0101.D)
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Signal 2: DAD1 B, Sig=254,4 Ref=360,100

Peak RetTime Type  Width Area Area Name
# [min] [min] [mAU*s] %

R EEEEERE |------ |- e |--- oo |-
1 8.285 BB 0.3750 4756.96826 11.4173 ?
2 10.544 BB 0.4541 3.69077e4  88.5827 ?

Totals : 4.16646e4

HPLC Spectra of Racemic d-3aa
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DAD1 B, Sig=254,4 Ref=360,100 (C:\CHEM32\T\DATAWYZ\WYZ 2021-06-30 08-28-54\004-0401.D)
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Signal 2: DAD1 B, Sig=254,4 Ref=360,100

Peak RetTime Type Width Area Area Name
i [min] [min] [mAU*s ] %
e R |==mmmm e |==mmmmees |--mmnne- |=nmmmmem e
1 8.307 MM 0.3664 3408.39185 49.9052 ?
2 10.564 MM ©.4333 3421.33521 50.0948 ?

Totals : 6829.72705
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