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1. General information

Unless otherwise noted, all chemicals were purchased from commercial suppliers
(Adamas, Aladdin, J&K etc) and used without further purification. 'H NMR and
BCNMR were recorded at ambient temperature on a 400 MHz spectrometer (101
MHz for 3C NMR). NMR experiments are reported in & units, parts per million
(ppm), and were referenced to CDCl; (6 7.26 or 77.0 ppm) as the internal standard.
The coupling constants J are given in Hertz. Mass spectra were recorded on BRUKER
AutoflexIIISmartbeam MS-spectrometer. High resolution mass spectra (HRMS) were
recorded on Bruck microTof by using ESI method. Column chromatography was

performed using EM silica gel 60 (300—400 mesh).

2. General procedures and characterization data for all

reaction products'

" Rll

0 SR
R + R-NH, —= R’ N
OH OH

Scheme S1

The  typical experimental ~ procedure for  synthesis of 2-
((phenylimino)methyl)phenol 1a: Salicylaldehyde (1.0 mmol, 0.104 mL), aniline (1.1
mmoL, 0.101 mL) and ethanol absolute (5.0 mL) was charged in a 25 mL round
bottom flask equipped with stirring bar. Then, the acetic acid (0.1 mmoL, 0,006 mL)
and 4A MS was added into the reaction system. The reaction was heated upto 80 °C
and was refluxed for 6 h. After the reaction finished, the mixture was cooled to -10 °C.

The pure product 1a was obtained by filtration and recrystallization.
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The typical experimental procedure for synthesis of N-phenyl-2,3-
dihydrobenzofuran-3-amine 2a: trimethylsulfoxonium iodide (0.6 mmoL, 0.196 mg),
DMSO (5.0 mL) and NaH (0.8 mmoL, w% 60%, 0.032 g) were added into a 25 mL
schlenk flask under N, atmosphere at room temperture with a magnetic stirrer bar.
After 15 minutes of stirring, the 2-((phenylimino)methyl)phenol 1a (0.4 mmol, 52.6
mg) was added slowly. The mixture was continue stirred for 3 h at 40 °C under N,
atmosphere. After the reaction finished, the reaction mixture was allowed to attain
room temperature and was diluted with CH,Cl, (3%x10 mL). The mixture was filtered
through Celite pad and washed sufficiently with H;O (3%x20 mL). The filtrate was
concentrated under reduced pressure and then purified by column chromatography

using hexane/ethyl acetate as eluents to afford the desired pure product 2a.

i

N-phenyl-2,3-dihydrobenzofuran-3-amine (2a). Colorless liquid. '"H NMR (400 MHz,

CDCls) & 7.30 (d, J = 7.2 Hz, 1H), 7.23-7.12 (m, 3H), 6.91-6.80 (m, 2H), 6.73 (t, J = 7.2 Hz, 1H),
6.52 (d, J = 8.4 Hz, 2H), 5.10 (s, 1H), 4.61 (q, J = 7.2, 9.6 Hz, 1H), 4.31 (q, J = 7.2, 9.6 Hz, 1H),
3.89 (s, 1H). ®*C NMR (101 MHz, CDCl3) & 160.0, 146.2, 129.9, 129.3, 127.2, 125.2, 120.7,
118.0, 113.0, 110.1, 77.4, 55.0. HRMS (ESI) Calcd. for C;4H,NO [M+H]*, 212.1075. Found:

m/z 212.1078.

i

Cl

N-(2-chlorophenyl)-2,3-dihydrobenzofuran-3-amine (2b). Colorless liquid. "H NMR
(400 MHz, CDCls) 6 7.37 (d, J= 7.2 Hz, 2H), 7.29-7.20 (m, 2H), 7.19-7.10 (m, 1H), 6.96-6.84 (m,

2H), 6.72-6.62 (m, 2H), 5.26-5.14 (m, 1H), 4.71 (q, J = 7.2, 9.2 Hz, 1H), 4.61 (d, J = 6.8 Hz, 1H),
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4.36 (q, J=4.4,9.6 Hz, 1H). 3C NMR (101 MHz, CDCl3) § 160.1, 142.3, 130.2, 129.5, 127.7,
126.7,125.2,121.0, 119.5, 118.0, 111.3, 110.3, 77.5, 55.1. HRMS (ESI) Calcd. for C;4H;3CINO

[M+H]*, 246.0686. Found: m/z 246.0688.

i

Br

N-(2-bromophenyl)-2,3-dihydrobenzofuran-3-amine (2¢). Colorless liquid. '"H NMR
(400 MHz, CDCl;) 6 7.45-7.38 (m, 1H), 7.35 (d, J=7.6 Hz, 1H), 7.27-7.20 (m, 1H), 7.19-7.12 (m,
1H), 6.95-6.81 (m, 2H), 6.66-6.52 (m, 2H), 5.22-5.11 (m, 1H), 4.71 (q, J = 7.2, 9.6 Hz, 1H), 4.62
(d, J= 6.8 Hz, 1H), 4.33 (q, J = 4.4, 7.6 Hz, 1H). 3C NMR (101 MHz, CDCl;) & 160.1, 143.3,
132.7, 130.2, 128.4, 126.6, 125.1, 121.0, 118.5, 111.3, 110.3, 109.9, 77.4, 55.3. HRMS (ESI)

Calcd. for C4H;3BrNO [M+H]*, 290.0181. Found: m/z 290.0185.

i

NC

2-((2,3-dihydrobenzofuran-3-yl)amino)benzonitrile (2d). Colorless liquid. '"H NMR
(400 MHz, CDCls) 6 7.46-7.37 (m, 2H), 7.35 (d, J= 7.6 Hz, 1H), 7.29-7.22 (m, 1H), 6.78-6.66 (m,
2H), 6.93 (t, J= 7.2 Hz, 1H), 6.88 (d, J= 8.0 Hz, 1H), 6.78-6.66 (m, 2H), 5.34-5.17 (m, 1H), 4.83
(d, J=6.9 Hz, 1H), 4.74 (q, J = 7.6, 10.0 Hz, 1H), 4.36 (q, J = 4.0, 9.6 Hz, 1H). 3C NMR (101
MHz, CDCl;) 6 160.0, 148.2, 134.2, 133.1, 130.4, 125.6, 125.1, 121.1, 117.38, 117.3, 110.7, 110.3,

96.4,76.9, 54.8. HRMS (ESI) Calcd. for C;sH;3N,O [M+H]*, 237.1028. Found: m/z 237.1031.

Yo

FsC

N-(2-(trifluoromethyl)phenyl)-2,3-dihydrobenzofuran-3-amine (2e). Colorless liquid.
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'H NMR (400 MHz, CDCl3) § 7.47 (d, J = 7.6 Hz, 1H), 7.42-7.31 (m, 2H), 7.25 (t, J = 7.6 Hz,
1H), 6.94 (t, J= 7.2 Hz, 1H), 6.89 (d, J = 8.0 Hz, 1H), 6.78 (t, J= 7.6 Hz, 1H), 6.72 (d, J = 8.4 Hz,
1H). 13C NMR (101 MHz, CDCls) & 160.2, 144.0 (d, J = 1.2 Hz), 133.1, 130.4, 128.9, 127.0 (q, J
=5.3,10.9 Hz), 126.5, 126.2, 125.0, 123.5, 121.2 (d, J = 39.1 Hz), 116.9, 114.3 (q, J = 29.2, 58.6
Hz), 112.1, 110.4, 77.6, 55.5. HRMS (ESI) Calcd. for C;sH;3FsNO [M+H]", 280.0949. Found:

m/z 280.0950.

o

N-(o-tolyl)-2,3-dihydrobenzofuran-3-amine (2f). Colorless liquid. '"H NMR (400 MHz,

CDCl3) & 7.36 (d, J = 7.6 Hz, 1H), 7.27-7.19 (m, 1H), 7.17-7.10 (m, 1H), 7.07 (d, J = 7.6 Hz),
6.94-6.83 (m, 2H), 6.74-6.67 (m, 1H), 6.59 (d, J = 7.6 Hz, 1H), 5.19 (q, J = 6.0, 10.0 Hz, 1H),
471 (q,J = 7.6, 9.6 Hz, 1H), 4.36 (q, J = 4.0, 9.6 Hz, 1H), 3.78 (d, J = 4.8 Hz, 1H), 2.05 (s, 3H).
13C NMR (101 MHz, CDCLy) § 160.2, 144.3, 130.4, 130.0, 127.4, 127.0, 125.2, 122.4, 120.8,
117.7, 110.2, 109.9, 78.0, 55.1, 17.4. HRMS (ESI) Caled. for C;sHsNO [M+H]", 226.1232.

Found: m/z 226.1233.

g

MeO

N-(2-methoxyphenyl)-2,3-dihydrobenzofuran-3-amine (2g). Colorless liquid. '"H NMR
(400 MHz, CDCl3) 6 7.39 (d, J= 7.2 Hz, 1H), 7.23 (t, J = 8.0 Hz, 1H), 6.96-6.85 (m, 3H), 6.78 (d,
J=28.0Hz, 1H), 6.73 (t,J=7.6 Hz, 1H), 6.65 (d,J= 7.6 Hz, 1H), 5.22 (q, J= 7.2 Hz, 1H), 4.75 (q,
J=172,9.6 Hz, 1H), 4.55 (d, J = 6.0 Hz, 1H), 4.39 (q, J = 4.0, 9.6 Hz, 1H), 3.79 (s, 3H). 13C
NMR (101 MHz, CDCl;) 6 160.2, 147.0, 136.3, 130.0, 127.5, 125.4, 121.1, 120.8, 117.4, 110.2,
110.0, 109.7, 77.8, 55.2, 55.0. HRMS (ESI) Calcd. for C;sH;(NO, [M+H]*, 242.1181. Found: m/z

242.1182.
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o
HN\Q
Cl
N-(3-chlorophenyl)-2,3-dihydrobenzofuran-3-amine (2h). Colorless liquid. '"H NMR
(400 MHz, CDCl3) 8 7.31 (d, J = 7.2 Hz, 1H), 7.23 (t, J = 7.6 Hz, 1H), 7.07 (t, J = 8.0 Hz, 1H),
6.94-6.82 (m, 2H), 6.71 (d, J=7.6 Hz, 1H), 6.54 (s, 1H), 6.44 (dd, J = 1.6, 8.4 Hz, 1H), 5.16-5.06
(m, 1H), 4.64 (q, J = 7.2, 9.6 Hz, 1H), 4.33 (q, J = 3.6, 9.6 Hz, 1H), 4.01 (d, J = 7.2 Hz, 1H). 3C
NMR (101 MHz, CDCl;) ¢ 160.1, 147.4, 135.1, 130.4, 130.2, 126.8, 125.2, 120.9, 118.0, 112.7,

111.4, 110.3, 77.3, 55.1. HRMS (ESI) Calcd. for C;4H,CINO [M+H]", 245.0607. Found: m/z

245.0609.

oo
HNQ

Br

N-(3-bromophenyl)-2,3-dihydrobenzofuran-3-amine (2i). Colorless liquid. '"H NMR
(400 MHz, CDCls) 6 7.34 (d, J = 7.6 Hz, 1H), 7.25 (t, J = 8.0 Hz, 1H), 7.03 (t, J = 8.0 Hz, 1H),
6.96-6.82 (m, 3H), 6.74 (t, J= 2.0 Hz, 1H), 6.51 (q, J= 5.6, 8.0 Hz, 1H), 5.15 (q, J=3.2, 6.8 Hz,
1H), 4.68 (q, J = 7.2, 9.6 Hz, 1H), 4.37 (q, J = 4.0, 9.6 Hz, 1H), 4.01 (d, J = 6.0 Hz, 1H). 13C
NMR (101 MHz, CDCl;) ¢ 160.1, 147.6, 130.7, 130.3, 126.8, 125.2, 123.4, 121.04, 121.0, 115.6,

111.8, 110.4, 77.4, 55.2. HRMS (ESI) Calcd. for C;4H;3BrNO [M+H]", 290.0181. Found: m/z
290.0184.

oy
"

CF3

N-(3-(trifluoromethyl)phenyl)-2,3-dihydrobenzofuran-3-amine (2j). Colorless liquid.

TH NMR (400 MHz, CDCLy) § 7.33 (d, J = 7.6 Hz, 1H), 7.30-7.20 (m, 2H), 7.00 (d, J = 7.6 Hz,
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1H), 6.96-6.84 (m, 2H), 6.79 (s, 1H), 6.74 (d, J = 8.4 Hz, 1H), 5.19 (d, J = 3.6 Hz, 1H), 4.68 (q, J
= 7.6, 9.6 Hz, 1H), 4.36 (q, J = 4.0, 10.0 Hz, 1H), 4.15 (s, 1H). 3C NMR (101 MHz, CDCL;) §
160.1, 146.5, 131.9 (q, J = 31.6, 63.3 Hz), 130.4, 129.9, 128.2, 126.7, 125.5, 125.2, 122.8, 121.0,
120.1, 116.0, 114.6 (q, J = 3.9, 7.7 Hz), 110.4, 109.3 (q, J = 4.0, 7.8 Hz), 77.3, 55.2. HRMS (ESI)

Caled. for C;sH;3F;NO [M+H], 280.0949. Found: m/z 280.0950.

L)

HN

N-(m-tolyl)-2,3-dihydrobenzofuran-3-amine (2Kk). Colorless liquid. "H NMR (400 MHz,
CDCl3) 6 7.33 (d, J=7.2 Hz, 1H), 7.22 (t, J= 7.6 Hz, 1H), 7.08 (t, J = 8.0 Hz, 1H), 6.94-6.82 (m,
2H), 6.59 (d, J = 7.6 Hz, 1H), 6.47-6.35 (m, 2H), 5.17 (q, J = 4.0, 6.4 Hz, 1H), 4.67 (q, J=7.2, 9.6
Hz, 1H), 437 (q, J = 4.0, 9.6 Hz, 1H), 3.87 (s, 1H), 2.28 (s, 3H). 3C NMR (101 MHz, CDCl3) &
160.1, 146.4, 139.2, 130.0, 129.3, 127.4, 125.2, 120.8, 119.1, 114.0, 110.28, 110.2, 77.7, 55.3,

21.5. HRMS (ESI) Calcd. for CysH;(NO [M+H]*, 226.1232. Found: m/z 226.1233.

3
Y

OMe

N-(3-methoxyphenyl)-2,3-dihydrobenzofuran-3-amine (2I). Colorless liquid. '"H NMR
(400 MHz, CDCL3) & 7.26 (d, J = 7.6 Hz, 1H), 7.21-7.12 (m, 1H), 7.03 (t, J = 8.0 Hz, 1H), 6.88-
6.75 (m, 2H), 6.26 (dd, J = 2.0, 8.4 Hz, 1H), 6.15 (dd, J = 2.0, 8.4 Hz, 1H), 6.08 (t, J = 2.0 Hz,
1H), 5.09 (q, /=4.0, 7.2 Hz, 1H), 4.61 (q, J = 7.2, 9.6 Hz, 1H), 4.32 (q, /= 4.0, 9.6 Hz, 1H), 3.89
(s, 1H), 3.68 (s, 3H). 13C NMR (101 MHz, CDCl;) 8 160.9, 160.1, 147.7, 130.2, 130.1, 127.2,
125.2, 120.9, 110.3, 106.2, 103.1, 99.4, 77.6, 55.3, 55.0. HRMS (ESI) Calcd. for C;sH;(NO,

[M+H]*, 242.1181. Found: m/z 242.1184.
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PV
HN
Cl
N-(4-chlorophenyl)-2,3-dihydrobenzofuran-3-amine (2m) White solid, m.p. (105-106
°C). 'H NMR (400 MHz, CDCLy) & 7.24 (d, J = 7.6 Hz, 1H), 7.19-7.11 (m, 1H), 7.09-7.00 (m,
2H), 6.85-6.74 (m, 2H), 6.46-6.37 (m, 2H), 5.02 (q, J = 3.6, 7.2 Hz, 1H), 4.55 (q, J = 7.2, 9.6 Hz,
1H), 4.25 (q, J = 4.0, 9.6 Hz, 1H), 3.86 (s, 1H). 3C NMR (101 MHz, CDCl;) 8 160.4, 144.8,

130.2, 129.2, 126.9, 125.2, 122.6, 120.9, 114.2, 110.3, 77.2, 55.3. HRMS (ESI) Calcd. for

C14H3CINO [M+H], 246.0686. Found: m/z 246.0688.

o

N-(4-bromophenyl)-2,3-dihydrobenzofuran-3-amine (2n). White solid, m.p. (108-109

°C). 'H NMR (400 MHz, CDCLy) & 7.31 (d, J = 7.2 Hz, 1H), 7.27-7.19 (m, 3H), 6.94-6.81 (m,
2H), 6.50-6.38 (m, 2H), 5.15-5.04 (m, 1H), 4.62 (q, J = 7.2, 9.6 Hz, 1H), 4.30 (q, J = 3.6, 9.6 Hz,
1H), 3.97 (d, J = 8.0 Hz, 1H). 3C NMR (101 MHz, CDCl5) § 159.9, 145.2, 132.0, 130.2, 126.8,

125.1, 120.9, 114.6, 110.3, 109.6, 77.1, 55.1. HRMS (ESI) Caled. for C;4H;3BrNO [M+H]",

290.0181. Found: m/z 290.0185.

e

N-(4-iodophenyl)-2,3-dihydrobenzofuran-3-amine (20). Yellow solid, m.p. (116-117

°C). '"H NMR (400 MHz, CDCLy) § 7.47 (d, J = 8.8 Hz, 2H), 7.35 (d, J = 7.6 Hz, 1H), 7.28-7.23
(m, 1H), 6.98-6.84 (m, 2H), 6.39 (d, J = 8.8 Hz, 2H), 5.21-5.09 (m, 1H), 4.74-4.62 (m, 1H), 4.44-
4.30 (m, 1H), 3.99 (s, 1H). 3C NMR (101 MHz, CDCly) & 160.1, 145.9, 138.0, 130.0, 126.9,

125.2, 121.0, 115.4, 110.4, 78.9, 55.2. HRMS (ESI) Caled. for C4H;3INO [M+H]*, 338.0042.

Found: m/z 338.0044.
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L
HN
F
N-(4-fluorophenyl)-2,3-dihydrobenzofuran-3-amine (2p). Colorless liquid. '"H NMR
(400 MHz, CDCl3) 6 7.32 (d, J= 7.2 Hz, 1H), 7.26-7.19 (m, 1H), 6.95-6.83 (m, 4H), 6.57-6.48 (m,
2H), 5.11 (q, J = 4.0, 6.8 Hz, 1H), 4.67 (q, J = 7.2, 10.0 Hz, 1H), 4.35 (q, J = 4.0, 9.6 Hz, 1H),
3.82 (s, IH). 3C NMR (101 MHz, CDCls) 6 160.0, 157.2 (d, J = 234.7 Hz), 142.6 (d, J= 1.6 Hz),

130.1, 127.2, 125.2, 120.8116.0 (d, J = 22.1 Hz), 114.1 (d, J = 7.4 Hz), 110.3, 77.3, 55.8. HRMS

(ESI) Calcd. for C;4H;3FNO [M+H]", 230.0981. Found: m/z 230.0984.

Yo,

4-((2,3-dihydrobenzofuran-3-yl)amino)benzonitrile (2q). Colorless liquid. '"H NMR

(400 MHz, CDCls) & 7.47 (d, J = 8.8 Hz, 2H), 7.36 (d, J = 7.2 Hz, 1H), 7.32-7.24 (m, 1H), 6.95 (t,
J=172Hz, 1H), 6.89 (d, J = 8.4 Hz, 1H), 6.61 (d, J = 8.8 Hz, 2H), 5.27-5.18 (m, 1H), 4.72 (q, J =
7.2, 10.0 Hz, 1H), 4.51 (d, J = 7.2 Hz, 1H), 4.40 (q, J = 3.6, 9.6 Hz, 1H). *C NMR (101 MHz,

CDCl;) 6 160.2, 149.4, 133.9, 130.6, 126.0, 125.1, 121.2, 119.9, 112.6, 110.6, 101.0, 77.0, 54.8.

HRMS (ESI) Calcd. for C;sH13N,0 [M+H]*, 237.1028. Found: m/z 237.1030.

0
HN
NO,

N-(4-nitrophenyl)-2,3-dihydrobenzofuran-3-amine (2r). Yellow liquid. '"H NMR (400

MHz, CDCl;) 6 8.14 (d, J = 8.8 Hz, 2H), 7.38 (d, /= 7.2 Hz, 1H), 7.30 (t, J = 8.0 Hz, 1H), 6.97 (t,
J=17.6 Hz, 1H), 6.91 (d, J = 8.0 Hz, 1H), 6.59 (d, J = 9.2 Hz, 2H), 5.33-5.24 (m, 1H), 4.80-4.67
(m, 2H), 4.41 (q, J= 3.6, 9.6 Hz, 1H). 3C NMR (101 MHz, CDCl;) § 160.2, 151.3, 138.9, 130.8,
126.5,125.7,125.2,121.3, 111.5, 110.7, 77.0, 55.1. HRMS (ESI) Calcd. for C4H;3N,05; [M+H]",

257.0926. Found: m/z 257.0927.
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L

HN\©\
N-(p-tolyl)-2,3-dihydrobenzofuran-3-amine (2s). Colorless liquid. "H NMR (400 MHz,
CDCl3) 6 7.31 (d, J= 7.2 Hz, 1H), 7.23-7.17 (m, 1H), 7.00 (d, J = 8.0 Hz, 2H), 6.90-6.81 (m, 2H),
6.48 (d, J= 8.4 Hz, 2H), 5.11 (q, J = 4.0, 7.2 Hz, 1H), 4.62 (q, J = 7.6, 9.6 Hz, 1H), 4.33 (q, J =
4.0, 9.6 Hz, 1H), 3.78 (s, 1H), 2.23 (s, 3H). 3C NMR (101 MHz, CDCls) 8 160.0, 144.0, 129.9,

129.8, 127.4, 127.3, 125.2, 120.7, 113.3, 110.1, 77.5, 55.4, 20.3. HRMS (ESI) Calcd. for

CisH¢NO [M+H]", 226.1232. Found: m/z 226.1234.

o
HN
OMe

N-(4-methoxyphenyl)-2,3-dihydrobenzofuran-3-amine (2t). White solid, m.p. (50-51

°C). 'H NMR (400 MHz, CDCLy) & 7.30 (d, J = 7.2 Hz, 1H), 7.24-7.17 (m, 1H), 6.91-6.81 (m,
2H), 6.80-6.74 (m, 2H), 6.58-6.51 (m, 2H), 5.09 (q, J = 4.0, 7.2 Hz, 1H), 4.63 (q, J = 7.2, 9.6 Hz,
1H), 4.34 (q, J = 4.0, 9.6 Hz, 1H), 3.71 (s, 3H), 3.66 (s, 1H). 3C NMR (101 MHz, CDCl;) &
159.9, 152.4, 140.3, 129.8, 127.5, 125.1, 120.6, 114.8, 114.6, 110.1, 77.3, 56.0, 55.5. HRMS (ESI)

Calcd. for C;sH;sNO, [M+H]", 242.1181. Found: m/z 242.1184.

o

N-(4-(tert-butyl)phenyl)-2,3-dihydrobenzofuran-3-amine (2u). Colorless liquid. 'H

NMR (400 MHz, CDCl;) § 7.34 (d, J = 7.2 Hz, 1H), 7.29-7.18 (m, 3H), 6.95-6.82 (m, 2H), 6.57
(d, J=8.4 Hz, 2H), 5.16 (q, J = 4.0, 7.2 Hz, 1H), 4.69 (q, J= 7.2, 9.6 Hz, 1H), 4.40 (q, J = 4.0, 9.2
Hz, 1H), 3.87 (s, 1H), 1.29 (s, 9H). 3C NMR (101 MHz, CDCl;) § 160.1, 143.9, 140.9, 130.0,
127.4, 126.2, 1252, 120.8, 112.7, 110.2, 77.8, 55.4, 33.8, 31.4. HRMS (ESI) Calcd. for

CisHNO [M+H], 268.1701. Found: m/z 268.1706.
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L

HN

N-mesityl-2,3-dihydrobenzofuran-3-amine (4a). Colorless liquid. '"H NMR (400 MHz,
CDCl3) 8 7.19 (t, J = 8.0 Hz, 1H), 7.05 (d, J = 7.2 Hz, 1H), 6.89-6.77 (m, 4H), 4.85 (q, J = 3.2, 7.2
Hz, 1H), 4.51 (q, J = 9.6, 10.0 Hz, 1H), 4.39 (q, J = 3.2, 9.6 Hz, 1H), 3.21 (s, 1H), 2.23 (s, 3H),
2.15 (s, 6H). 3C NMR (101 MHz, CDCl3) & 159.7, 140.9, 129.6, 129.59, 129.5, 128.8, 125.2,
120.6, 110.2, 77.2, 58.9, 20.5, 18.5. HRMS (ESI) Calcd. for C;7H,,NO [M+H]*, 254.1545. Found:

m/z 254.1547.

C

HN

N-(3,4-dimethylphenyl)-2,3-dihydrobenzofuran-3-amine (4b). Colorless liquid. 'H
NMR (400 MHz, CDCL3) § 7.24 (d, J = 7.6 Hz, 1H), 7.17-7.07 (m, 1H), 6.85 (d, J = 8.0 Hz, 1H),
6.83-6.71 (m, 2H), 6.32 (s, 1H), 6.29 (dd, J = 2.0, 8.0 Hz, 1H), 5.06 (q, J = 4.0, 7.2 Hz, 1H), 4.57
(q,J = 3.2,9.6 Hz, 1H), 4.26 (q, J = 4.0, 9.6 Hz, 1H), 3.65 (s, 1H), 2.10 (s, 3H), 2.07 (s, 3H). BC
NMR (101 MHz, CDCl;) ¢ 160.1, 144.5, 137.6, 130.4, 130.0, 127.6, 126.3, 125.2, 120.8, 115.2,
110.6, 110.2, 77.7, 55.6, 20.0, 18.6. HRMS (ESI) Calcd. for C,cH;sNO [M+H]*, 240.1388. Found:

m/z 240.1390.

i,

Br

N-(2,4-dibromophenyl)-2,3-dihydrobenzofuran-3-amine (4¢). White solid, m.p. (89-
90 °C). 'H NMR (400 MHz, CDCl3) § 7.58 (s, 1H), 7.37 (t, J = 7.2 Hz, 1H), 7.35-7.26 (m, 2H),

7.02-6.85 (m, 2H), 6.55 (d, J = 8.4 Hz, 1H), 5.19 (q, J = 7.2 Hz, 1H), 4.74 (q, J = 8.0, 8.8 Hz, 1H),
S12



4.63 (s, 1H), 4.41-4.30 (m, 1H). 3C NMR (101 MHz, CDCl;) § 160.2, 142.6, 134.8, 131.2, 130.5,
126.4,125.2,121.2, 112.4, 110.5, 110.4, 109.1, 77.3, 55.5. HRMS (ESI) Calcd. for C;4H;,Br,NO

[M+H]*, 367.9286. Found: m/z 367.9287.

.

Cl

N-(2,4-dichlorophenyl)-2,3-dihydrobenzofuran-3-amine (4d). White solid, m.p. (66-
67 °C). '"H NMR (400 MHz, CDCl3) § 7.37 (d, J = 7.2 Hz, 1H), 7.32-7.22 (m, 2H), 7.14 (dd, J =
3.2,8.8 Hz, 1H), 6.95 (t, J= 7.6 Hz, 1H), 6.91 (d, J = 8.4 Hz, 1H), 5.25-5.15 (m, 1H), 4.73 (q, J =
7.6, 9.6 Hz, 1H), 4.58 (d, J = 6.8 Hz, 1H), 4.37 (q, J = 4.0, 9.6 Hz, 1H). 13C NMR (101 MHz,
CDCL) 6 160.2, 141.2, 130.4, 129.2, 127.7, 126.4, 125.2, 122.1, 120.0, 111.9, 110.5, 77.3, 55.4.

HRMS (ESI) Calcd. for C14H;,CLLNO [M+H]", 280.0296. Found: m/z 280.0297.

0
(L 3

HN

N-(2,3-dihydrobenzofuran-3-yl)quinolin-8-amine (4e). Brown liquid. 'H NMR (400
MHz, CDCL3) § 8.65 (d, J = 3.6 Hz, 1H), 8.06 (d, J = 8.4 Hz, 1H), 7.51-7.33 (m, 3H), 7.26 (t, J =
8.4 Hz, 1H), 7.13 (d, J = 8.0 Hz, 1H), 7.01-6.85 (m, 2H), 6.74 (d, J = 7.2 Hz, 1H), 6.48 (s, 1H),
5.42 (d, J= 4.0 Hz, 1H), 4.82 (t, J = 8.0 Hz, 1H), 4.52 (q, J = 4.0, 9.6 Hz, 1H). 13C NMR (101
MHz, CDCl;) § 160.3, 147.1, 143.1, 138.2, 135.9, 130.0, 128.7, 127.4, 127.2, 125.5, 121.6, 120.9,
114.9, 110.3, 104.9, 77.6, 54.9. HRMS (ESI) Calcd. for C;7H;sN,O [M+H]*, 263.1184. Found:

m/z 263.1187.

Lo (¢
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N-([1,1'-biphenyl]-4-ylmethyl)-2,3-dihydrobenzofuran-3-amine (4f). White solid, m.p.
(48-49 °C). '"H NMR (400 MHz, CDCl;) § 7.56 (t, J = 8.8 Hz, 4H), 7.42 (t, J = 8.0 Hz, 4H),
7.38-7.29 (m, 2H), 7.25-7.17 (m, 1H), 6.91 (t, /= 7.2 Hz, 1H), 6.86 (d, J = 8.0 Hz, 1H), 4.95-4.48
(m, 2H), 4.47-4.36 (m, 1H), 3.91 (q, J = 13.2, 30.4 Hz, 2H). 3C NMR (101 MHz, CDCl;) § 160.0,
140.8, 140.1, 138.9, 129.5, 128.7, 128.6, 128.5, 127.2, 127.0, 120.5, 110.2, 77.2, 59.3, 50.4.

HRMS (ESI) Calcd. for C,1HyoNO [M+H]*, 302.1545. Found: m/z 302.1548.

o)

N-(2,3-dihydrobenzofuran-3-yl)pyrimidin-2-amine (4g). White solid, m.p. (157-158
°C). 'TH NMR (400 MHz, CDCls) & 8.05 (s, 2H), 7.37 (d, J = 7.2 Hz, 1H), 7.28-7.20 (m, 1H),
6.91 (dd, J = 8.4, 16.0 Hz, 2H), 6.50 (t, J = 4.8 Hz, 2H), 5.75-5.62 (m, 1H), 4.79 (q, J = 7.6, 9.6
Hz, 1H), 4.40 (q, J = 4.0, 9.6 Hz, 1H). 3C NMR (101 MHz, CDCl;) 8 161.4, 160.5, 157.9, 130.0,

126.8, 125.5, 1209, 111.1, 110.3, 78.4, 53.3. HRMS (ESI) Calcd. for C;;H;p)N;O0 [M+H]",

214.0980. Found: m/z 214.0984.

HN—7

N-(2,3-dihydrobenzofuran-3-yl)pyridin-2-amine (4h). White solid, m.p. (168-169 °C).
TH NMR (400 MHz, CDCl3) & 8.13 (d, J = 4.4 Hz, 1H), 7.49-7.33 (m, 2H), 7.30-7.20 (m, 1H),
6.97-6.83 (m, 2H), 6.63 (q, J = 4.2, 6.4 Hz, 1H), 6.40 (d, J = 8.0 Hz, 1H), 5.70-5.57 (m, 1H), 4.79
(q, J= 7.2, 9.6 Hz, 1H), 4.67 (d, J = 6.8 Hz, 1H), 4.41 (q, J = 4.0, 9.6 Hz, 1H). 3C NMR (101
MHz, CDCl5) 8 160.4, 157.2, 148.0, 137.3, 130.0, 127.3, 125.2, 120.8, 113.6, 110.3, 108.4, 78.5,

53.5. HRMS (ESI) Caled. for C{3H3N,0 [M+H]*, 213.1028. Found: m/z 213.1029.

)

HN\<;N:®
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N-(2,3-dihydrobenzofuran-3-yl)benzo[d]thiazol-2-amine (4i). White solid, m.p. (174-
175 °C). '"H NMR (400 MHz, CDCls) § 7.57 (dd, J = 8.0, 12.8 Hz, 2H), 7.43 (d, J = 7.6 Hz, 1H),
7.36-7.22 (m, 2H), 6.98-6.85 (m, 2H), 5.68 (q, J = 3.6, 7.6 Hz, 1H), 5.52 (s, 1H), 4.80 (q, J = 7.2,
10.0 Hz, 1H), 4.56 (q, J = 3.6, 10.4 Hz, 1H), 5.68 (q, J = 3.6, 7.6 Hz, 1H), 5.52 (s, 1H), 4.80 (q, J
=7.2,10.4 Hz, 1H), 4.56 (q, J = 3.6, 10.4 Hz, 1H). 3C NMR (101 MHz, CDCI3)  165.0, 160.4,
152.2, 130.6, 126.5, 125.7, 125.5, 122.1, 121.1, 120.8, 119.4, 110.5, 77.7, 56.7. HRMS (ESI)

Caled. for C;5H;3N,0S [M+H], 269.0749. Found: m/z 269.0750.

2G

N-(naphthalen-1-yl)-2,3-dihydrobenzofuran-3-amine (4j). White solid, m.p. (131-132

°C). 'TH NMR (400 MHz, CDCl;) & 7.80 (d, J = 8.0 Hz, 1H), 7.70 (d, J = 8.4 Hz, 1H), 7.44 (t, J =
7.6 Hz, 2H), 7.41-7.33 (m, 2H), 7.29 (t, J = 7.6 Hz, 2H), 7.00-6.89 (m, 2H), 6.61 (d, J = 7.2 Hz,
1H), 5.37 (q, J = 4.0, 10.8 Hz, 1H), 4.82 (q, J = 7.6, 9.6 Hz, 1H), 4.62 (s, 1H), 4.50 (q, J = 4.0, 9.6
Hz, 1H). 3C NMR (101 MHz, CDCLy) § 160.4, 141.6, 134.4, 130.3, 128.7, 127.3, 126.3, 126.0,
125.4, 125.0, 123.4, 121.0, 119.9, 118.4, 110.4, 77.8, 55.5. HRMS (ESI) Calcd. for C;sH;sNO

[M+H]*, 262.1232. Found: m/z 262.1235.

HN

N’',N?-bis(2,3-dihydrobenzofuran-3-yl)benzene-1,2-diamine (4k). Yellow liquid. 'H
NMR (400 MHz, CDCls) & 7.29 (d, J = 7.6 Hz, 2H), 7.21 (t, J = 8.0 Hz, 2H), 6.92-6.81 (m, 6H),
6.72-6.65 (m, 2H), 5.12 (s, 2H), 4.74-4.65 (m, 2H), 4.37 (q, J = 4.0, 9.6 Hz, 2H), 3.58 (s, 2H). 3C
NMR (101 MHz, CDCl3) ¢ 160.2, 135.8, 130.0, 127.5, 127.4, 125.4, 125.3, 120.9, 120.1, 113.2,
113.1, 110.2, 77.6, 77.5, 55.58, 55.5. HRMS (ESI) Calcd. for C,,H;;N,O, [M+H]", 345.1603.

Found: m/z 345.1605.
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e

N!,N*-bis(2,3-dihydrobenzofuran-3-yl)benzene-1,4-diamine (41). Yellow liquid. 'H
NMR (400 MHz, CDCls) 8 7.35 (d, J = 7.2 Hz, 2H), 7.24 (t, J = 6.0 Hz, 2H), 6.97-6.82 (m, 4H),
6.59 (s, 4H), 5.15 (q, J = 4.0, 6.8 Hz, 2H), 4.68 (t, J = 7.6 Hz, 2H), 4.42 (q, J = 3.6, 9.6 Hz, 2H),
3.59 (s, 2H). 13C NMR (101 MHz, CDCl;) & 160.1, 139.3, 130.0, 127.7, 125.2, 120.8, 115.5,

110.3,77.5, 56.5. HRMS (ESI) Calcd. for C;;H,1N,O, [M+H]*, 345.1603. Found: m/z 345.1604.

HN

(0]

N?,N*-bis(2,3-dihydrobenzofuran-3-yl)-3,3',5,5'-tetramethyl-[ 1, 1'-biphenyl]-4,4'-

diamine (4m). Colorless liquid. "H NMR (400 MHz, CDCl;) & 7.27-7.17 (m, 6H), 7.09 (d, J
= 7.6 Hz, 2H), 6.92-6.79 (m, 4H), 4.95 (q, J = 3.2, 7.6 Hz, 2H), 4.56 (t, J = 9.6 Hz, 2H), 4.44 (q, J
= 3.2, 10.0 Hz, 2H), 3.39 (s, 2H), 2.25 (s, 12H). 3C NMR (101 MHz, CDCly) & 159.7, 142.6,
134.8, 129.7, 128.7, 127.2, 125.2, 120.7, 110.3, 77.4, 58.9, 18.9. HRMS (ESI) Calcd. for

C32H33N202 [M+H]+, 477.2542. Found: m/z 477.2545.

OMe
(0]

e

7-methoxy-N-phenyl-2,3-dihydrobenzofuran-3-amine (6a). White solid, m.p. (80-81
°C). 'TH NMR (400 MHz, CDCl;) & 7.23-7.16 (m, 2H), 6.95 (dd, J = 1.0, 7.2 Hz, 1H), 6.90-6.81
(m, 2H), 6.76 (t, J = 7.2 Hz, 1H), 6.59 (d, J= 7.6 Hz, 2H), 5.21 (q, J = 4.0, 6.4 Hz, 1H), 4.75 (q, J

=7.2,10.0 Hz, 1H), 4.45 (q, J = 4.0, 9.6 Hz, 1H), 3.96 (s, 1H), 3.87 (s, 3H). 3C NMR (101 MHz,
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CDCly) 6 148.5, 146.2, 144.8, 129.3, 128.3, 121.5, 118.1, 116.9, 113.0, 112.3, 78.1, 55.8, 55.7.

HRMS (ESI) Calcd. for C;sH(NO, [M+H]*, 242.1181. Found: m/z 242.1184.

oW,
O,N
HN\Q

5-nitro-N-phenyl-2,3-dihydrobenzofuran-3-amine (6b). Yellow liquid. '"H NMR (400

MHz, CDCl;) 6 8.26 (s, 1H), 8.22 (dd, J = 2.0, 8.8 Hz, 1H), 7.24 (t, /= 6.8 Hz, 2H), 6.94 (d, J =
8.8 Hz, 1H), 6.82 (t, J = 7.2 Hz, 1H), 6.65 (d, J = 8.0 Hz, 2H), 5.31 (q, J = 7.2, 9.6 Hz, 1H), 4.91
(g, J= 8.0, 10.0 Hz, 1H), 3.99 (d, J = 7.2 Hz, 1H). 3C NMR (101 MHz, CDCl;) 8 165.4, 145.6,
142.2, 129.6, 128.9, 127.3, 121.9, 119.0, 113.3, 110.4, 79.6, 54.5. HRMS (ESI) Calcd. for

C14H13N203 [M+H]+, 257.0926. Found: m/z 257.0929.

o

5-bromo-N-phenyl-2,3-dihydrobenzofuran-3-amine (6¢). Colorless liquid. '"H NMR

(400 MHz, CDCls) & 7.4 (s, 1H), 7.34 (d, J = 8.4 Hz, 1H), 7.21 (t, J = 7.6 Hz, 2H), 6.83-6.71 (m,
2H), 6.62 (d, J = 7.6 Hz, 2H), 5.19 (s, 1H), 4.72 (t, J = 7.6 HZ, 1H), 4.45-4.34 (m, 1H), 3.92 (s,
1H). 3C NMR (101 MHz, CDCl;) § 159.3, 146.0, 132.9, 129.7, 129.5, 128.2, 118.5, 113.2, 112.4,

111.9, 78.1, 55.2. HRMS (ESI) Calcd. for C4H;3BrNO [M+H]*, 290.0181. Found: m/z 290.0182.

OMe

N-(7-methoxy-2,3-dihydrobenzofuran-3-yl)pyridin-2-amine (6d). White solid, m.p.
(85-86 °C). '"H NMR (400 MHz, CDCl;) & 8.12 (dd, J = 0.8, 4.8 Hz, 1H), 7.47-7.36 (m, 1H),
6.99 (dd, J = 0.4, 7.2 Hz, 1H), 6.92-6.81 (m, 2H), 6.67-6.59 (m, 1H), 6.40 (d, J = 8.4 Hz, 1H),

5.71-5.60 (m, 1H), 4.86 (q, J = 3.6, 9.6 Hz, 1H), 4.72 (d, /= 7.2 Hz, 1H), 4.46 (q, J = 4.0, 10.0 Hz,
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1H), 3.89 (s, 3H). 3C NMR (101 MHz, CDCl;) & 157.1, 148.8, 147.9, 144.8, 137.3, 128.2, 121.5,
117.0, 113.5, 112.3, 108.4, 79.1, 55.9, 54.0. HRMS (ESI) Calcd. for C;4H,5N,0, [M+H]",

243.1134. Found: m/z 243.1136.

Cl
0]

e

5,7-dichloro-N-phenyl-2,3-dihydrobenzofuran-3-amine (6e). Colorless liquid. '"H NMR

Cl

(400 MHz, CDCl3) & 7.19 (t, J = 9.2 Hz, 4H), 6.78 (t, J = 7.6 Hz, 1H), 6.59 (d, J = 8.4 Hz, 2H),
5.22 (s, 1H), 4.79 (q, J = 3.6, 9.6 Hz, 1H), 4.43 (q, J = 4.4, 9.6 Hz, 1H), 3.91 (s, 1H). ¥C NMR
(101 MHz, CDCLy) & 154.8, 145.6, 130.3, 129.7, 129.5, 125.8, 123.7, 118.8, 116.2, 113.3, 78.6,

55.8. HRMS (ESI) Calcd. for C,4H,,CLLNO [M+H]*, 280.0296. Found: m/z 280.0298.

O

3-methyl-N-phenyl-2,3-dihydrobenzofuran-3-amine (6f). Colorless liquid. '"H NMR
(400 MHz, CDCl3) & 7.27-7.16 (m, 2H), 7.07 (t, J = 7.6 Hz, 2H), 6.94-6.83 (m, 2H), 6.68 (t, J =
7.2 Hz, 1H), 6.45 (d, J = 8.0 Hz, 2H), 4.80 (d, J = 5.2 Hz, 1H), 4.30 (d, J = 9.2 Hz, 1H), 4.00 (s,
1H), 1.71 (s, 3H). 3C NMR (101 MHz, CDCl;) 8 159.4, 144.9, 132.0, 129.4, 129.1, 123.0, 120.9,
118.0, 114.9, 110.2, 79.2, 62.0, 29.2. HRMS (ESI) Calcd. for C;sH;(NO [M+H]*, 226.1232.

Found: m/z 226.1233.

CL
O HN\©

N-phenyl-1,2-dihydronaphtho[2,1-b]furan-1-amine (6g). White solid, m.p. (127-128

°C). 'H NMR (400 MHz, CDCls) § 7.89-7.73 (m, 3H), 7.45 (t, J = 3.6 Hz, 1H), 7.33 (/= 7.6 Hz,

1H), 7.23 (t, /= 8.0 Hz, 2H), 7.17 (d, /= 8.8 Hz, 1H), 6.78 (t, /= 7.2 Hz, 1H), 6.64 (d, /= 8.0 Hz,
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2H), 5.57 (s, 1H), 4.82 (t, J = 7.2 Hz, 1H), 4.65 (q, J = 2.8, 9.6 Hz, 1H), 4.06 (s, 1H). 3C NMR
(101 MHz, CDCl;) 6 158.4, 146.5, 131.4, 130.6, 129.5, 128.8, 127.3, 123.3, 122.3, 118.0, 117.9,
113.0, 112.5, 78.7, 55.1. HRMS (ESI) Calcd. for C;sH;(NO [M+H]¥, 262.1232. Found: m/z

262.1235.
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