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Table S1 Comparison of Natural vs. Synthetic Iheyamine A (Free base, 'H NMR only).
Table S2 Comparison of Natural vs. Synthetic Iheyamine A (TFA salt ,*H and 13C NMR).

NMR and HRMS of compounds 6, 6a-i, 7, 7a-i, 8a, Iheyamines A (1), 1a-i.



Table S1 Comparison of Natural vs. Synthetic Iheyamine A (Free base, 'H NMR only).

lheyamine A-Free Base

1H NMR
Pos. Lit’. (500 MHz, CDCl;) Synthetic (600 MHz, CDCl3)
1 9.04, d (6.4) 9.05, d (6.5)
2 8.55,d (6.4) 8.56, d (6.5)
3 - -
4 - -
5 8.37,d (7.9) 8.39,d (7.8)
6 7.52,dd (7.9, 7.0) 7.53,t(7.4)
7 7.74,dd (7.9, 7.0) 7.72,t(7.6)
8 7.86,d (7.9) 7.81,d (7.8)
9 - -
10 - -
11 - -
12 - -
13 7.70,d (8.9) 7.64,d (8.7)
14 7.37,dd (8.9, 2.4) 7.35,dd (8.7, 2.4)
15 - -
16 8.01,d (2.4) 8.03,d (2.4)
17 - -
18 - -
19 4.02,s

4.04,s




Table S2 Comparison of Natural vs. Synthetic Iheyamine A (TFA salt, *H and 3C NMR).

lheyamine A-TFA Salt

1H NMR 13C NMR
Pos. Lit.! (500 MHz, Synthetic (600 Lit.! (125 MHz, Synthetic (150
CDCl5) MHz, CDCl3) CDCl5) MHz, CDCl3)
1 9.38, d (6.4) 9.36, d (6.5) 143.2, CH 143.2, CH
2 8.85, d (6.4) 8.82,d (6.7) 124.5, CH 124.5, CH
3 - - 128.3,C 127.9,C
4 - - 1238, C 123.8,C
5 8.42,d (7.9) 8.39, d (8.0) 121.4, CH 121.4, CH
6 7.61,dd (7.9, 7.0) 7.59,t(7.5) 124.4, CH 124.4, CH
7 7.84,dd (7.9, 7.0) 7.89,d (2.4) 132.8, CH 132.8, CH
8 8.05, d (7.9) 7.98, d (8.2) 115.1, CH 114.9, CH
9 - - 144.0,C 143.8,C
10 - - 138.1,C 138.0,C
11 - - 148.9,C 148.7,C
12 - - 138.2,C 138.0,C
13 7.99, d (8.9) 7.94,d (8.7) 115.7, CH 115.6, CH
14 7.52,dd (8.9, 2.4) 7.50, dd (8.7,2.5) 124.1, CH 124.0, CH
15 - - 157.5,C 157.4,C
16 7.96, d (2.4) 7.89,d (2.4) 102.8, CH 102.6, CH
17 - - 126.1,C 126.0,C
18 - - 135.7,C 1355, C
19 4.02,s 4.01,s 56.0, Me 55.9, Me

1 T.Sasaki, I. I. Ohtani, J. Tanaka and T. Higa, Tetrahedron Lett., 1999, 40, 303.
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6, CDCl;, 150 MHz
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6a, DMSO-ds, 150 MHz
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WWEF-22349 #22 RT: 0.10 AV:1 NL: 6.73E9
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372.13135
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386.14700
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WWF-22377 #22 RT: 0.10 AV: 1 NL: 5.37E9
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C2 H23 O3 N3Na=400.16316
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XDL-21383 #22 RT: 0.10 AV: 1 NL: 8.78E7
T: FTMS + p ESI Full ms [100.0000-1500.0000]
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C20Hi1s O3 N3Cl Na=406.09289

100 -1.79086 ppm

95
90
85
80
75
70
65
60
55
50
45

40

35 384.10980

C20Hi9 O3N3Cl=384.11095
>0 -2.97682 ppm
25

20
15
10

Relative Abundance

.ll, I I I ) 11y .It‘..n . N I l‘|| 1 |, |x|l || { |. | ll..; |-
e T THr AaNLaarmaaaraananyazayenaneay; TeT Trr T T et T trrrrrrr e

P

Hvrvvv‘vvv AR BRI LAY VVWVHVVWHWHV VHVH
380 450 460

34



a5

WWF-3618.001.001.1R.ESP ©

—

757
7.56
T 42
T.41
738
73T
7.20
7.10
7.10
7.03

|
t_-

1.00 0.87 0.581.00

7, DMSO-dg, 600 MHz

=0.00

| — Sy T —
T.IS I T.ID
|
1
I
i
JUAYT
= iy = e e e o=t
1.03 1.000.93.0.99 1.00 0,97 0.98 1.00 098307 29205831.001.01086
| R H 1] 1l B W U d H Ol B W L U U
130 125 120 115 110 105 100 95 a.0 a5 8.0 T4 7.0 6.5 6.0 55 5.0 4.5 4.0 35 30 25 20

Chemical Shift (ppm)

35

1.5 1.0 05



NH

/

N
H

7, DMSO-dg, 150 MHz

ZL6Z—

6l G6E
£2BE
LEBE:
LS EE
SHEE
6. 6E
ligiiy
£5 Pl
LBE5—
L 55—

08—

LLB0L
0g LI
bl

SOBLI
11t __W
L8611

ozt
E0vzid
YELTL
EEEEL

EELEb~
AFEEl—

e erl—

0LdS1—

WWF-21361B-1208.002.001. 1r.es

G4 56 48 40 32 24 16

72

200 192 184 176 168 160 152 144 136 128 120 112 104 8

208

Chemical Shift {ppm)

36



XDL-21383 #22 RT: 0.10 AV:1 NL: 8.78E7
T: FTMS + p ESI Full ms [100.0000-1500.0000]
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7a, DMSO-d;, 600 MHz
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WWEF-22331 #21 RT: 0.09 AV:1 NL: 2.12E9
T: FTMS + p ESI Full ms [100.0000-1500.0000]

Relative Abundance
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o o o " 8a, DMSO-dj, 600 MHz
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WWEF-22331B #22 RT: 0.10 AV: 1 NL: 3.24E9
T: FTMS + p ESI Full ms [100.0000-1500.0000]
332.13864
C20Hig O2N3=332.13935

100 -2.14363 ppm
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7b, DMSO-ds, 600 MHz
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7b, DMSO-dg, 150 MHz
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WWEF-22345 #22 RT: 0.10 AV:1 NL: 2.12E9
T: FTMS + p ESI Full ms [100.0000-1500.0000]
346.15430
C21 H2002N3=346.15500
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WWF-22359 #22 RT: 0.10 AV: 1 NL: 1.33E9
T: FTMS + p ESI Full ms [100.0000-1500.0000]
360.16986
C22H2202N3=360.17065

100 -2.20068 ppm
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C22 H21 O2 N3 Na=382.15260
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Relative Abundance
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7d, DMSO-dg, 150 MHz
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WWEF-22365#23 RT: 0.10 AV: 1 NL: 1.00E9
T: FTMS + p ESI Full ms [100.0000-1500.0000]
388.08160
C20H1602N3Cl Na=388.08233

100 -1.85960 ppm

95

20 366.09979

85 Ca0H17 02 N3 Cl = 366.10038
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7e, DMSO-d;, 600 MHz
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7e, DMSO-ds, 150 MHz
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WWEF-22411-5 #22 RT: 0.10 AV: 1 NL: 2.97E8
T: FTMS + p ESI Full ms [100.0000-1500.0000]
410.04919
C2H1702N3Br=410.04987

-1.63779 ppm

903 432.03107
85 C2 Hi6 02 N3 BrNa=432.03181
3 -1.72137 ppm

Relative Abundance
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WWF-22457 #24 RT: 0.10 AV: 1 NL: 8.84E8
T: FTMS + p ESI Full ms [100.0000-1500.0000]
458.03577
CxH1702N31=458.03600

100 -0.50151 ppm
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Relative Abundance
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7g, DMSO-d;, 150 MHz
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WWF-22376 #24 RT: 0.10 AV: 1 NL: 2.39E8
T: FTMS + p ESI Full ms [100.0000-1500.0000]
377.12381
CooH1704N4=377.12443

100 -1.64852 ppm
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Relative Abundance
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7h, DMSO-dg, 600 MHz
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7h, DMSO-d;, 150 MHz
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XDL-21361 #28 RT: 0.12 AV: 1 NL: 2.16E6
T: FTMS + p ESI Full ms [100.0000-1500.0000]
362.14865
Co1 H O3 N3=362.14992

100 -3.49822 ppm
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Relative Abundance
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7i, DMSO-ds, 600 MHz
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7i, DMSO-ds, 150 MHz
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WWF-22365 #30 RT: 0.13 AV: 1 NL: 5.65E8

T: FTMS + p ESI Full ms [100.0000-1500.0000]

Relative Abundance
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WWEF-22299 #27 RT: 0.12 AV:1 NL: 1.00E9
T: FTMS + p ESI Full ms [100.0000-1500.0000]
300.11258

Ci9oH14ON3=300.11314
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WWEF-21269 #23 RT: 0.10 AV:1 NL: 8.46E8
T: FTMS + p ESI Full ms [100.0000-1500.0000]
270.10196
CisH12N3=270.10257

100 -2.27592 ppm
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1b, CDCI;3+CF;COO0D, 150 MHz
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WWF-22283 #27 RT: 0.12 AV:1 NL: 3.10E9
T: FTMS + p ESI Full ms [100.0000-1500.0000]

Relative Abundance
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1c, CDCl3+CF;CO0D, 600 MHz

WWF22297.001.001.1R.ESP B 2 BB 8 Bazd 0§ =8
[= =« - =] == Tl el - o B
] I T TS | |1

I

=0.01

i bl Y T _._:JLJL\:._._llA_.‘, " _LL -
3.003.04
=H
6.5 6.0 55 50 4.5 4.0 35 3.0 25 20 1.5 1.0 0.5

Chemical Shift {ppm)

78



ZL0r—

rsk—

95 17—

1c, CDCI3+CF3COOD, 150 MHz

mh.m.__..
aa.hhw
boLL

G9°LLL
25ELE
9'¥iL
L¥5LE
9t LLL
LEQZL
GLE21
ESELL
62 ¥Z1
E0°'SE ¢
g.mm —L__.

areel
mm.mm—w

96 LEL
L1'BEL
65'8E 1
GE0FL
a5zl
Z5ERL
S5arL

EE091
L1909k
g8'09t1
=1

WWF22257 002.001.1R.ESP

48 40 32 24 16

56

72

46

1492 184 176 168 160 152 144 136 128 120 112 104

200

Chemical Shift (ppm)

79



WWEF-22297 #23 RT: 0.10 AV:1 NL: 1.97E9
T: FIMS + p ESI Full ms [100.0000-1500.0000]
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C20Hi6 N3 =298.13387

100 -1.82060 ppm
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1d, CDCI;+CF;CO0D, 150 MHz
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WWEF-21304 #24 RT: 0.10 AV: 1 NL: 1.69E9
T: FTMS + p ESI Full ms [100.0000-1500.0000]
304.06305
CisH11 N3 C1=304.06360

100 -1.81644 ppm
957
90=

852
803
753
703
65=
60=

555
505
457
40=

Relative Abundance
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1le, CDCI5+CF;COO0D, 150 MHz
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WWF-21349-5 #24 RT: 0.10 AV:1 NL: 3.98E8

T: FTMS + p ESI Full ms [100.0000-1500.0000]

Relative Abundance
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Ci1sHi1 N3 Br=2348.01309
-1.56260 ppm
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WWF-22395.001.001 1R.ESP 1f, CDCI;+CF;COOD, 600 MHz
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1f, CDCl;+CF;COOD, 150 MHz
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WWEF-22395 #22 RT: 0.10 AV:1 NL: 6.32E8
T: FTMS + p ESI Full ms [100.0000-1500.0000]
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CisHi1 N31=395.99922
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1g, CDCl;+CF;COOD, 150 MHz
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WWEF-22314 #31 RT: 0.14 AV:1 NL: 3.17E7
T: FTMS + p ESI Full ms [100.0000-1500.0000]

100

Relative Abundance
(9,
[w]

315.08682
CisH11 O2N4=315.08765
-2.63299 ppm
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1h, CDCI;+CF;COOD, 150 MHz
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XDL-21299 #31 RT: 0.14 AV:1 NL: 2.89E7
T: FTMS + p ESI Full ms [100.0000-1500.0000]
300.11258
Ci9H14sON3=300.11314

100 -1.86355 ppm

Relative Abundance
W
T
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WWF-21304-1#24 RT: 0.10 AV:1 NL: 2.23E9
T: FTMS + p ESI Full ms [100.0000-1500.0000]
304.06296
Ci1sH11 N3 C1=304.06360

100 -2.11754 ppm
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