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Table S1: NMR data of pterulamide II (2; 500 MHz in CDCl5):

Position & 8 COSY  HMBC TOCSY ROESY
MTP”
co 165.9
o 111.1 605d146 B B, CO B Ala-NMe, SMe
B 147.9 780d14.6 « a, CO, SMe o SMe
S-Me 15.0 2.37s B o, B
Ala
CcO 172.3
o 499 5.55¢6.7 B CO B NMe, Ilel-NMe
B 14.8 1.28d 6.7 o a, CO o NMe, lle]l-NMe
N-Me 30.9 3.04 s o, MTP-CO o, B, MTP- o
llel
(¢[6) 171.7
o 574 5214107 B B. BMe, CO B.BMe. V.Y, 5 Vall-NMe, Vall-o,, NMe
B 33.0 211 m o, v, BMe o, BMe, v, v, 8 NMe
B-Me 15.7 0.86 B o, B,y o B,7.Y, 0
v 243 128+ 099 B, & o, B, BMe, &
3 10.6 0.85 y o, B. BMe, 7. ¥
N-Me  30.1 297 s o, Ala-CO o, B, Ala-a,, Ala-B
Vall
co 170.7
o 61.1 4.53 br B co B. Y. Y Ilel-a.
B 26.2 230m oYY oYY NMe
v 19.2 0.86 B B.Y o B,y o, NMe
vy 18.4 074d63 B B.Y o B,y NMe
N-Me 317 3.09 s Ile]-CO B.v. 7, llel-o.
Val2
CcO 173.4
o 54.3 463183 B, NH B.v. v, CO B, v.v lle2-NMe
B 30.9 2.0l m o, Y+ oYY
VY 18.49 0.86 B o B o, B
NH 7.25 o o
1le2
Cco 170.5
o 61.4 4684115 B B, BMe, CO, Val2-CO B, PMe, 1. Y. &
B 31.5 2.10m oY, BPMe o, BMe, v, Y, 6 NMe, NHMe
B-Me 18.5 0.839 m B o, B,y o B,y Y,
y 245 1284091 B, & o, B. PMe, &
8 104 0.83 y o, B. BMe, 7. ¥
N-Me 311 3.16 s a, Val2-CO B,.NHMe, Val2-a.
CONH 6.82 br CONHMe CONHMe
CONHMe 26.1 2.76d4.4 CONH 1le2-CO CONH Ile2-B, lle2-NMe

213C shifts are from the HSQC-DEPT and HMBC spectra
® MTP = (E)-3-methylthiopropenoyl residue



Table S2: NMR data of pterulamide III (3; 500 MHz in CDCl3):

Position 8" on COSY HMBC TOCSY ROESY
Benzoyl
CO 171.7
1 135.7
2,6 126.8 7.36 m 3,4,5 4 (3.,5),4 Ala-NMe
35 128.6 741 m 2,4,6 1, (2,6) (2,6), 4
4 129.8 741 m 2,3,5,6 (2,6), (3,5) (2,6), (3,5)
Ala
CO 172.1
o 49.2 55946.7 B B NMe, lle]-NMe
B 144 1384 6.7 o a, CO o NMe
N-Me  33.1 2.96 s o, Bz-CO o, B, Bz-2,6
llel
CO 171.7
o 57.0 5.28d 103 B B, CO , BMe, v, 7, & Vall-NMe, v
B 32.9 2.19m o, v, B-Me o, BMe, v, Y, & NMe
B-Me 15.7 0.87 m B o, B,y o B. VY, 9
Y 24.1 1.38,1.07m B, 8 o, B, BMe, & o
) 10.6 091 m Y o, B, BMe, v, ¥
N-Me  30.2 3.10s o B, Ala-a.
Vall
co 170.5
o 61.1 4.57 br B CcoO B.v.vY Y
B 26.2 230m oYY oYY NMe
Y 19.3 0.86 m B B o, B,y o, NMe
Y 18.2 0.76 d 6.3 B B,y o, B,y NMe
N-Me 310 3.10s Ile]1-CO B.y. ¥, llel-o.
Val2
CO 173.0
a 53.8 4.67m B, NH Co B.v.y Ille2-NMe
B 31.1 1.99m oYY oY, Y
Y 24.5 0.86 m B o, B, Y o, B
Y 18.7 0.83m B,y
NH 7.05 br o
lle2
CO 170.2
o 60.9 4.67m B (60) B, BMe, v, Y, & Y
B 31.1 2.10m o, v, B-Me o, PMe, v, Y, & NMe
BMe 19.0 0.87m B o, B,y o B Yy, 9
Y 24.2 1.30,0.99 m B,d o, B, PMe, & o
) 10.4 0.81m Y o, B, BMe, 7, ¥
NMe 30.9 3.13s o, Val2-CO B, Val2-o.
CONH 6.49 br CONHMe CONHMe
CONHMe 25.8 2776d4.4 CONH Ile2-CO CONH

213C shifts are from the HSQC-DEPT and HMBC spectra



Table S3: NMR data of pterulamide IV (4; 500 MHz in CDCl;):

Position ot Oy COSY HMBC TOCSY ROESY
Cinnamoyl
CO 166.8
o 116.4 6.87d 155 B C-1 B Ala-NMe, (2,6)
B 143.7 7.72d 155 o C-1 o
C-1 137.7
C-2,6 127.7 7.53m 3,4,5 3,4,5 cinnamoyl-o.
C-35 128.7 7.37m 2,4,6 C-1 2,4,6
C4 129.7 7.37Tm 2,3,5,6 2,3,5,6
Ala
CcO 172.1
o 49.1 5.67q7.1 B B lle]-NMe
B 14.5 1.31d7.1 o o NMe
N-Me 304 311s o, cinnamoyl-CO B, cinnamoyl-o.
liel”
CcO 171.7
o 56.9 5.25d11.1 B B, BMe, v, Y, & Vall-NMe
B 32.6 2.16m o, v, B-Me o, BMe, v, Y, & NMe
B-Me 15.4 0.86 m B o B,y o B, Yy, 0
Y 239 1.31m+1.02 B,8 o, B, PMe, & NMe
S 10.3 0.86 Y o, B, PMe, v, ¥
N-Me 299 3.00 s a, Ala-CO B, v, Ala-a
Vall®
CO
o 60.6 4.43 br B B. v 7Y
B 259 2.33m oYY oYY NMe
Y 19.3 0.87 m B B, v o B,y
v 17.9 0.76 d 6.7 B B,y o B,y NMe
N-Me 30.5 3.08s 1le1-CO B, Y, llel-o
Val2®
CO 173.0
o 53.4 4.6718.5 B, NH B, v.v lle2-NMe
B 30.7 1.98 m oYY (VA
Y 17.6 0.84 B o, B o, B
v 154 0.84 B o, B o, B
NH 6.70 br o4
lle2"
CO 171.0
o 60.7 460d11.1 B B, BMe, v, v, &
B 31.1 2.12m oy, PMe o, PMe, v, Y, & NMe
B-Me 18.8 0.87m B o, B,y o B. VY,
Y 23.8 1.28m+094 B,d o, B, PMe, &
) 10.1 0.81 Y o, B, BMe, v, ¥
N-Me 304 3.10s o, Val2-CO B, Val2-o
CONH* 6.22 br CONHMe NHMe
CONHMe 25.5 2.76d4.8 CONH 1le2-CO NH

213C shifts from HSQC-DEPT and HMBC spectra

b

similar amino acids are numbered consecutively from N- to C-terminal end



Table S4: NMR data of pterulamide VI (6; 500 MHz in CDCl;):

Position 8 8y COSY  HMBC ROESY TOCSY
Bz
CO 172.0
1 136.4
2/6 126.6 729 m 3/50.4 CO, 2/6,4 Vall-NMe
3/5 128.8 7.40 2/6 216, 3/5
4 129.7 7.40 2/6 2/6, 3/5
Vall®
CO 170.6
a 58.4 533d11.0 B CO,B.v.Y,NMe, BzCO B, 7. Y B. Y. Y
B 26.9 243 oYY a o, v,y o,y Y
Y 19.6 0.93 B o By o, B a, B
% 182 0.98d6.5 B o By a, o B
N-Me 329 2.87s a, Bz-CO Bz-2/6
Val2®
CO 171.0
o 58.6 522d11.0 B CO, B, Y. ¥, NMe Val3-NMe, B, v,y
B.v.vy
p 27.3 242 oYY B.v.vy B.v.v
Y 19.9 0.90 B o, B, Y oY, Y oY, Y
% 17.9 0.84 B o By o B o B
N-Me 30.6 3.11s a, Vall-CO
Val 3°
CO 169.5
o 62.7 4.58 B CO, B, v, v, NMe Val4-NH, B,y Y
B.v.vy
B 26.0 2.26 oYY a, v,y o,y Y
Y 18.4 0.74d6.5 B o By o B o B
% 19.5 0.89 B o By o B o B
N-Me 30.6 3.04 s a, Val2-CO Val2-a
Val4®
CO 172.4
a 53.8 471190 B, NH CO, .y B.7. v NH, B, V.Y
B 31.1 1.95m oYY oYY NH, o, v, ¥
Y 17.8 0.82 B o B o B NH, o, B
Y ~18 0.85 B o B,y o B NH, o, B
NH 6.54d9.0 o Val3-CO Val3-a o, B, Y. Y
lle
CO 171.8
a 56.5 5.28d11.0 B CO, B, B-Me, NMe B, B-Me B, B-Me, y
B 335 2.14m o, B-Me o, Y o, B-Me, y
B-Me 15.3 0.87 o, B,y o o, B
Y 24.1 0.94+1.25 m B
) 10.7 0.82 B.vy
N-Me 30.7 3.10s a, Val4-CO
Vals®
CcoO 171.4
o 63.9 4.65 B (¢0) B.v.vY B,v.vY
B 26.9 2.30 oYY o, v, Y oYY
Y 18.9 0.79 B o By o B o B
Y 19.5 1.05d 6.0 B o B,y o B o B
N-Me 33.1 3.10s o, Ile-CO

213C shifts from HSQC-DEPT and HMBC spectra

b similar amino acids are numbered consecutively from N- to C-terminal end



S5: 'H NMR of pterulamide I (1; 500 MHz, in MeOH-d,)
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S6: 'H NMR of pterulamide II (2; 500 MHz, inCDCl,)
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8 7 6 5 4 3 2 1 ppm



S7: 'H NMR of pterulamide III (3; 500 MHz, inCDCl,)
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7 6 5 4 3 2 1 ppm



S8: 'H NMR of pterulamide IV (4; 500 MHz, inCDCl,)
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7 6 5 4 3 2 ppm



S9: 'H NMR of pterulamide V (5; 500 MHz, inCDCL,)

//
//

7 6 5 4 3 2 1 ppm



S10: 'H NMR of pterulamide VI (6; 500 MHz, inCDCl,)
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7 6 5 4 3 2 ppm
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