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Section A:

Table S1. Optimization of Reaction Conditions*

NHNH,.HCI
(0]
| . Solvent, Base
OH open air, rt
(o]
1d 2a
Entry Solvent Base Oxidant | Time (h) | Yield?
(%)
1 DMSO K,COs3 Air 12 32
2 DMSO Cs,CO;4 Air 10 26
3 MeCN K,CO; Air 10 54
4 MeCN Triethyl Air 8 67
amine
5b MeCN Diethyl Air 4 71
amine
6°¢ MeCN Diethyl Air 4 76
amine
74 MeCN Diethyl Air 4 78
amine
8¢ MeCN Diethyl - 52 -
amine
a of MeCN - I, 12 B Isolated

yield.

b Reaction conditions: 1d (0.25 mmol), 2a (0.30 mmol, 1.2 equiv), base (0.75 mmol, 3.0
equiv), solvent (3 mL).

¢Reaction conditions: 1d (0.25 mmol), 2a (0.375 mmol, 1.5 equiv.), base (0.75 mmol, 3.0
equiv.), solvent (3 mL).

dReaction conditions: 1d (0.25 mmol), 2a (0.375 mmol, 1.5 equiv.), base (0.875 mmol, 3.5
equiv.), solvent (3 mL).

¢ Reaction conditions: 1d (0.25 mmol), 2a (0.375 mmol, 1.5 equiv.), base (0.875 mmol, 3.5
equiv), dry and degassed solvent (3 mL) under argon atmosphere.

/Reaction conditions: 1d (0.25 mmol), 2a (0.375 mmol, 1.5 equiv.), base (0.875 mmol, 3.5
equiv.), dry and degassed solvent (3 mL),iodine (0.30 mmol, 1.2 equiv.) under argon
atmosphere.

¢ Reaction conditions: 1d (0.25 mmol), 2a (0.375 mmol, 1.5 equiv), base (0.875 mmol, 3.5
equiv.), dry and degassed solvent (3 mL),K,S,0g (0.30 mmol, 1.2 equiv.), under argon
atmosphere.
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'H, 13C, DEPT, LCMS and HRMS spectra of all the synthesized compounds

Section B:
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SP-2-116 #126 RT: 0.56 AV: 1 NL:2.82E9
T: FTMS + p ESIFullms [100.00-1500.00]
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SP-2-118#118 RT:0.52 AV:1 NL: 1.79E9
T: FTMS + p ESIFull ms [100.00-1500.00]
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SP-2-42-HYDRO #134 RT. 059 AV:1 NL:1.06E10
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SP-2-44 #144 RT: 0.64 AV:1 NL: 5.75E9
T: FTMS + p ESIFull ms [100.00-1500.00]
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SP-2-43 #154 RT: 0.68 AV: 1 NL: 9.99E8
T: FTMS + p ESI Full ms [100.00-1500.00]
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SP-2-48 #121 RT: 0.54 AV: 1 NL: 8.88E8
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253.0862
R=71607
C 16 H13 O3 = 253.0859
0.9101 ppm
o)
OH
(0]
Q
e
s
°
5
S
2
<
o
=1
=
<
o
254.0890
R=71102
255.0924
251.1193 252.1385 Re66202 256.0947
R=54400 R=55600 R=44300
T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T T
250.5 251.0 2515 252.0 2525 253.0 253.5 254.0 2545 255.0 255.5 256.0 256.5 257.0
m/z
T OO0 MyT S - O T TS D © o
MHNRKOD IINANAD @0 S
f ) T

'TH NMR (CDCl3, 400 MHz) of 3dd

519



99'61-_
Lo'le—

clLl—

6v'8LL
Lerel
S9'vel
€9'gel
18’621
61°0€)
98°0€L
6eLEL
29°eel
voveElL
v'6eL
8€'8¢L
L8yl
96'G5L—

SeeLl—

——

[t}
=
=}

=}
=
=}

[to}
™

S

o
™

S

[te)
N

<)

o
3

S

[te)

S

o

IS

[te)
o

S

20

40

60

80

100

120

140

160

13C NMR (CDCl;, 100 MHz) of 3dd

99'61—
L1z

mv”m:/
s
gy
i

1.0

0.9

0.8

0.7

0.6

0.5

0.4

0.3

0.2

0.1

140 130 120 110 100 90 80 70 60 50 40 30 20 10

150

DEPT (CDCl;, 100 MHz) of 3dd

S20



SP-2-50 #132 RT: 0.58 AV:1 NL: 6.55E8
T: FTMS + p ESIFull ms [100.00-1500.00]

-
o

o
©

o
©

o©
3

o
o

o
o

o
'S

o
w

o
N}

©
=

o

Relative Abundance

267.1017
R=69807
C17H1503=267.1016
0.4258 ppm
0]
OH
O
268.1047
R=69302
269.1081
264.1005 264.7656 266.2842 R=64602 269.5744 270.1494
3 R=57900 R=56100 R=63702 | R=59900 R=47400
L o e e s e e e e e e s B s B s B T T T T T T T T T T T T
264.0 264.5 265.0 265.5 266.0 266.5 267.0 267.5 268.0 268.5 269.0 269. 270.0 2705 2710
m/z
HRMS of 3dd
CODVODAINNTODMO©®O on =]
QOANANQOLWVWLEINT N =
cocooocol\r\r\l\r\r\l\r\v\‘/c? Nl\.(l\‘ (=]
E OH
3 |
E I L )
1 — oo o < =3
[} > o O [} o
N ©
g faop 8 2
9 8 7 6 5 4 3 2 0

TH NMR (CDCl;, 400 MHz) of 3de

S21



& & ~ o
o 5 SO BR OGN GO = © = hr
S £ IIeochdNIAANT N 58
| R e N | Sl

1.03 '

0.95

0.8

0.75

0.6

0.5

0.4

0.35

023 by, ! |

g 1 |

013 | o Il 1

1L

02 I 'II " )

160 140 120 100

13C NMR (CDCls, 100 MHz) of 3de

133
131
129
126
125
124
—118

— —21.52

\20.12

1.0

0.9

0.8

0.7

0.6

0.5

0.4

0.3

0.2

0.1

150 140 130 120 110 100 90 80 70 60 50 40 30 20 10 0

DEPT (CDCl;, 100 MHz) of 3de

S22



SP-2-51#132 RT: 0.58 AV:1 NL: 2.09E9
T: FTMS + p ESIFull ms [100.00-1500.00]
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SP-2-52#161 RT: 0.71 AV: 1 NL: 9.57E7
T: FTMS + p ESIFull ms [100.00-1500.00]
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SP-2-126 #130 RT: 058 AV:1 NL:1.17E9
T: FTMS + p ESIFull ms [100.00-1500.00]
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MT-10SP-2-129 #181 RT: 0.81 AV:1 NL:554E8
T: FTMS + p ESIFull ms [100.00-1500.00]
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MT-10SP-2-131#134 RT:0.60 AV:1 NL: 4.43E9
T. FTMS + p ESIFullms [100.00-1500.00]

Relative Abundance
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MT-10SP-2-133#152 RT: 0.68 AV:1 NL: 5.63E9
T: FTMS + p ESIFull ms [100.00-1500.00]
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MT-10SP-2-132#156 RT: 0.69 AV:1 NL: 2.76E9
T: FTMS + p ESIFull ms [100.00-1500.00]
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R=67407
C+7 H1s5 04 =283.0965
0.4705 ppm
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MT-10SP-2-135#168 RT: 0.75 AV:1 NL:6.19E9
T: FTMS + p ESIFull ms [100.00-1500.00]
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MT-10SP-2-136 #141 RT: 0.63 AV:1 NL:7.90E9

T: FTMS + p ESIFull ms [100.00-1500.00]
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SP-2-138#136 RT: 0.60 AV:1 NL:4.30E9
T: FTMS + p ESI Full ms [100.00-1500.00]
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SP-1-113#104 RT: 046 AV:1 NL:6.47E8

T: FTMS + p ESIFull ms [100.00-1500.00]
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SP-1-134#112 RT: 050 AV: 1 NL: 4.07E7
T: FTMS + p ESIFull ms [100.00-1500.00]
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13C NMR (CDCls, 50 MHz) of 7
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DEPT (CDCls, 50 MHz) of 7

SP-2-96 #291 RT: 1.30 AV: 1 NL: 2.04E9
T: FTMS + p ESI Full ms [100.00-1500.00]
262.2167
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C17 Hz2 ONNa =279.1594

279.1590
R=65902
288.9221 292.9086 299.9013
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HRMS of 7
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