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Table S1: NMR data table for ianthelliformisamine D (4) in DMSO-ds®

position dc, type on, mult. JinHz) COSY HMBC ROESY
1 1345,C

2 131.6, CH 7.89,s 3,4,6,7 7,8

3 118.0,C

4 153.9,C

4-OCH3 60.6, CH3 3.81,s 4

5 118.0,C

6 131.6, CH 7.89, s 2,4,5,7 7,8

7 135.2, CH 7.33,d (15.8) 8 1, 2,6,8%9 2,6

8 1245, CH 6.66, d (15.8) 7 1,9 2,6,9-NH
9 164.4,C

9-NH 8.04,1(5.7) 10 9, 10v 8, 10v

10 36.5, CH; 3.14 dt (5.7, 6.5) 9-NH, 11 9,11%, 12 9-NH, 11, 12
11 27.0, CH: 1.63, m 10, 12 0%, 12 10, 12

12 39.7, CH; 3.20,t(7.2) 11 10, 11%, 13 10,11

13 46.4, CH, 3.33,m 14 12%, 14%, 15 14,15

14 17.5, CH; 191, m 13,15 13, 15%, 16 13,15

15 30.5, CH; 2.21,t(8.0) 14 13,14, 16 13,14

16 173.9

aSpectra recorded at 25 °C (800 MHz for *H NMR and 200 MHz for °C NMR); “Weak correlation.
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Table S2: NMR data table for ianthelliformisamine E (5) in DMSO-ds*

position dc, type on, mult. (JinHz) COSY HMBC ROESY
1 134.3,C

2 131.6,CH 7.89,s 3,4,6,7 7,8

3 118.0,C

4 153.9,C

4-OCH3 60.6, CHs 3.82,s 4

5 118.0,C

6 131.6, CH 7.89,s 2,4,5,7 7,8

7 135.5, CH 7.36, d (15.8) 8 1, 2,6,8% 9

8 124.1, CH 6.65, d (15.8) 7 1,9

9 164.9,C

9-NH 8.23,t(5.7) 10 9, 10% 8, 10
10 35.9, CH; 3.25dt (5.7, 6.5) 9-NH, 11 9, 11%, 12 11,12
11 26.1, CH; 177, m 10, 12 0%, 12 10, 12
12 44.8, CH; 2.92, m 11, 12-NH 10, 11%, 13% 10, 11
12-NH 8.35, brs 12,13

13 46.3, CH> 293, m 12-NH, 14 12%, 14%, 15 14, 15
14 21.1, CH, 1.79, m 13,15 13, 15%, 16 13,15
15 30.4, CH, 2.36,t(7.3) 14 13,14, 16 13, 14
16 173.6,C

16-OH ¢

3Spectra recorded at 25 °C (800 MHz for *H NMR and 200 MHz for 3C NMRY); Plsolated as a TFA salt;  Not observed; “Weak correlation.

S10



ST
9T
9T |
9L'T 1
LLT A
LLT A
84T
8L'T
64T

60T /f

081
:2\

be'T
mm.N%
9z
OSWa 05°Z - Feer

OSIWAJ 05°C

0SWa 05°'Z \
OSWa 05°C
162
162
67 - Frse
€6'C
€6'C
4

v F

STE)
9Te
9Te

OdH ze'e

[4:23

OH

AN =z - .
187 e O J 11
68°L— 861

ws
mN.wW. - F980

2’8 . .
v Va o Foo1

Br

-
Br

2.0 1.5 1.0 0.5 0.0
S11

2.5

3.0

3.5

4.0

f1 (ppm)

4.5
Figure S7: *H NMR (800 MHz) spectrum of ianthelliformisamine E (5) in DMSO-ds

5.0

5.5

7.0 6.5 6.0

7.5

8.0

8.5



60'TC —

60°9C —

TH'0€ —
v6'GE
OSWa 1Z°6€

OSWa z§'6€
OSWa 29'6€
OSWa €£°6€
oska mw.mmA\V
9Ly

ST

95°09 —

0'8TT —

Tyl —

6S'TET —
6CVET ~
6v'GET —

6'€ST —

L8'V9T —

€9°¢LT —

OH

Br

~
Br

T
120

T
130

T
140

T
150

T
160

T
170

f1 (ppm)

T
100

110

Figure S8: 3C NMR (200 MHz) spectrum of ianthelliformisamine E (5) in DMSO-ds

S12



— ©)

@

]

A

20

30

- 40

50

- 60

-70

- 80

90

100

-110

-120

-130

T T T T T T T T T T T T T T T T T
8.5 8.0 7.5 7.0 6.5 6.0 5.5 5.0 4.5
f2 (ppm)

Figure S9: HSQC spectrum of ianthelliformisamine E (5) in DMSO-ds

4.0

3.5

3.0

2.5

2.0

f1 (ppm)

S13



L NE

- ® 30

20

eQe - 40

50

70
- 80
90

100

f1 (ppm)

110
© 120

130

Lo

140

150

160
-170

180

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
8.5 8.0 7.5 7.0 6.5 6.0 5.5 5.0 4.5 4.0 3.5 3.0 2.5 2.0
f2 (ppm)

Figure S10: HMBC spectrum of ianthelliformisamine E (5) in DMSO-de
S14



"

T

15

0L..
4 @ ;2.5

% ;3.0
3.5
-4.0
-4.5

5.0

f1 (ppm)

~5.5
6.0
6.5
~7.0
-7.5
0 -—8.0

8.5

9.0

8.5 8.0 7.5 7.0 6.5 6.0 5.5

Figure S11: COSY spectrum of ianthelliformisamine E (5) in DMSO-ds

T
5.0
f2 (ppm)

S15



4.5

5.0

5.5

6.0

6.5

~7.0

-7.5

8.0

8.5

o @
0
0
0
.
— o [] O
—_— 0 ﬂ "
& 0
@"P a "
’ 0
T T T T T T T T T T T T T T
8.5 8.0 7.5 7.0 6.5 6.0 5.5 4.5 4.0 3.5 3.0 2.5 2.0

5.0
f2 (ppm)

Figure S12: ROESY spectrum of ianthelliformisamine E (5) in DMSO-ds

f1 (ppm)

S16



Table S3: NMR data table for ianthelliformisamine F (6) in DMSO-ds®

position  dc, type on, mult. Jin Hz) COSY HMBC
1 134.4,C
2 131.6,CH 7.88,s 1%, 3,4,6,7
3 118.0,C
4 153.9,C
4-OCH:  60.6, CH3 3.81,s 4
5 118.0,C
6 131.6,CH 7.88,s 2,457
7 135.7,CH 7.32,d (15.8) 8 1,2,6,8%9
8 124.6,CH 6.65, d (15.8) 7 1,7,9
9 166.1, C
9-NH: 7.19, brs 9-NH> 8
7.46, brs 9-NH>

aSpectra recorded at 25 °C (800 MHz for *H NMR and 200 MHz for *C NMR).
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Table S4: NMR data table for ianthelliformisamine G (7) in DMSO-dg* "

position dc, type on, mult. (Jin Hz) COSY HMBC

1 134.3,C

2 131.6,CH 7.89,s 3,4,6,7

3 118.0,C

4 153.9,C

4-OCHjs 60.6, CHs 3.82,s 4

5 118.0,C

6 131.6,CH 7.89,s 2,4,5,7

7 135.4, CH 7.35,d (15.8) 8 1%, 2,6,8% 9
8 124.2, CH 6.65, d (15.8) 7 1,9

9 164.9, C

9-NH 8.23,1(5.8) 10 ow

10 35.9, CH» 3.25,dt (5.8, 6.8) 9-NH, 11 9, 11w, 12v
11 27.5, CH; 1.73, 1t (6.8, 7.5) 10, 12 10, 12

12 36.9, CH> 281, m 11 10v, 11v
12-NH; 7.73, brs

3Spectra recorded at 25 °C (800 MHz for *H NMR and 200 MHz for 3C NMRY); ®lsolated as a TFA salt; “Weak correlation.
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Figure S25: 'H NMR (800 MHz) spectrum of ianthelliformisamine A (1) in DMSO-ds
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Figure S26: *H NMR (800 MHz) spectrum of ianthelliformisamine B (2) in DMSO-ds
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Figure S27: *H NMR (800 MHz) spectrum of ianthelliformisamine C (3) in DMSO-ds
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Figure S28: 'H NMR (800 MHz) spectrum of 3,5-dibromo-4-methoxybenzaldehyde (9) in DMSO-ds
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Figure S29: **C NMR (200 MHz) spectrum of 3,5-dibromo-4-methoxybenzaldehyde (9) in DMSO-ds
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Figure S30: 'H NMR (800 MHz) spectrum of (E)-3-(3,5-dibromo-4-methoxyphenyl)acrylic acid (10) in DMSO-dg
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Figure S31: 13C NMR (200 MHz) spectrum of (E)-3-(3,5-dibromo-4-methoxyphenyl)acrylic acid (10) in DMSO-ds
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Figure S32: 'H NMR (800 MHz) spectrum of synthetic ianthelliformisamine D (4) in DMSO-ds
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Figure S33: 13C NMR (200 MHz) spectrum of synthetic ianthelliformisamine D (4) in DMSO-ds

S39



(a)
Br
O °
' b
Br = NN
@)
i M_J&“lk R V|

(b)

T T T T T T T T T T T T T T T T T T T T T T T T
8.0 7.5 7.0 6.5 6.0 5.5 5.0 4.5 4.0 3.5 3.0 2.5 2.0 1.5 1.0 0.5 0.0
f1 (ppm)

Figure S34: Stacked *H NMR (800 MHz) spectra of natural product (a) and synthetic (b), ianthelliformisamine D (4) in DMSO-ds
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Figure S35: Stacked *C NMR (200 MHz) spectra of natural product (a) and synthetic (b), ianthelliformisamine D (4) in DMSO-ds
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