Supplementary Materials

NMR Spectra of the New Compounds

Figure S1. *H spectrum of TA1938 (1).
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Figure S2. *3C spectrum of TA1938 (1).
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Figure S3. HSQC spectrum of TA1938 (1).
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Figure S4. HMBC spectrum of TA1938 (1).
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Figure S5. COSY spectrum of TA1938 (1).
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Figure S7. Secondary MS fragmentation of the TA1909 (2) ions at m/z 1094.6 (A) and

m/z 838.8 (B).
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Figure S8. Secondary MS fragmentation of the TA1895 (3) ions at m/z 1094.6 (A) and

m/z 802.5 (B).
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Figure S9. Secondary MS fragmentation of the TA1896 (4) ions at m/z 1094.6 (A) and
m/z 817.4 (B).
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Figure S10. Secondary MS fragmentation of the TA1924 (5) ions at m/z 1122.7 (A) and
m/z 817.7 (B).
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A

Figure S11. Secondary MS fragmentation of the TA1910 (6) ions at m/z 1108.5 (A) and
m/z 839.3 (B).
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Figure S12. Secondary MS fragmentation of the TA1924a (7) ions at m/z 1108.7 (A) and
m/z 853.5 (B).
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Figure S13. Secondary MS fragmentation of the TA1909a (8) ions at m/z 1108.5 (A) and

m/z 824.4 (B).
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Figure S14. Secondary MS fragmentation of the TA.VIla (10) ions at m/z 1122.9 (A) and

m/z 816.5 (B).
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Figure S15. Secondary MS fragmentation of the TA.VII (11) ions at m/z 1122.8 (A) and

m/z 802.4 (B).
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Secondary fragmentation of TA.VIb (9): m/z 1108.6—see secondary fragmentation of TA1924a (Figure S12A).
In addition, peaks are present indicating an impurity of m/z 1108.6 with other amino acid sequence—see
secondary fragmentation of TA1910 (Figure S11A), m/z 824.4-see secondary fragmentation of TA1909a
(Figure S13B); Secondary fragmentation of TA.Vb (12): m/z 1108.8—-see secondary fragmentation of TA1924a
(Figure S12A), m/z 838.6-see secondary fragmentation of TA1909 (Figure S7B).

Figure S16. *H spectrum of TA1909 (2).
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Figure S17. *C spectrum of TA1909 (2).
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Figure S18. *H spectrum of TA1895 (3).
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Figure S19. *C spectrum of TA1895 (3).
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Figure S20. *H spectrum of TA1896 (4).
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Figure S21. *C spectrum of TA1896 (4).
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Figure S22. 'H spectrum of TA1924 (5).
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Figure 23. °C spectrum of TA1924 (5).

— — — — — —
35 30 25 20 15 10 em

3 2 1 Y] 5 58 57 5 5 54 53 52 51
MM | LL J
T T T T T T T T T T
176 175 174 173 172 171 ppm 140 135 i3 ppm
T T T T T T T T T T T T T T T T T
1 16 15 1 13 1 11 1 =]4] &0 5 3 prpm

Figure S24. *H spectrum of TA1910 (6).
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Figure S25. *C spectrum of TA1910 (6).

Figure $26. 'H spectrum of TA1924A (7).
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Figure S27. *C spectrum of TA1924A (7).

Jm —— ‘ - - M’.L‘M.L”.

T T T T T T T T T T T T T
] e o “an - o aa . - .

30 20 10 ppm

Figure S28. *H spectrum of TA1909A (8).
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Figure S29. *C spectrum of TA1909A (8).
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Figure S30. Structure of TA1909 (2) presenting key HMBC (-~ ) and ROESY
(- ) correlations.
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Figure S31. Structure of TA1895 (3) presenting key HMBC (~——~) and ROESY
(+) correlations.
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Figure S32. Structure of TA1896 (4) presenting key HMBC (~——~) and ROESY
(~—) correlations.
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Figure S33. Structure of TA1924 (5) presenting key HMBC (~——~) and ROESY
(+) correlations.
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Figure S34. Structure of TA1910 (6) presenting key HMBC (-~ ) and ROESY
(- ) correlations.
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Figure S35. Structure of TA1924a (7) presenting key HMBC (~—x) and ROESY
(+) correlations.
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Figure S36. Structure of TA1909a (8) presenting key HMBC (~—x) and ROESY
(~) correlations.
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Figure S37. Structure of TA.VIb (9) presenting key HMBC (-~ ) and ROESY
(+) correlations.
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Figure S38. Structure of TA.Vla (10) presenting key HMBC () and ROESY
(- ) correlations.
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Figure S39. Structure of TA.VII (11) presenting key HMBC (-~ ) and ROESY
(+) correlations.

o
824
1756 N
71 759 )
uv
8.55

Ac 'Aib 2Ala

14val

“’Scr 9Aib

H 19:
7.18 PheOH

Figure S40. Structure of TA.Vb (12) presenting key HMBC (-~ ) and ROESY
(- ) correlations.
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Table S1. Known trichorzianines [1-3]. Positions marked in grey differ between compounds.

21

Trichorzianines 1 2 3 4 5 6 7 8 9 10 11 12 13 14 15 16 17 18 19 MW
(g/mol)

TA lla AcAib Ala Ala Aib Aib GIn Aib Aib Aib Ser Leu Aib Pro Leu Aib lle GIn GIn TrpOH 1962.1
TA llla AcAib Ala Ala Aib Iva GIn Aib Aib Aib Ser Leu Aib Pro Leu Aib | lle GIn GIn TrpOH 1976.2
TA b AcAib Ala Ala Aib Aib GIn Aib Aib Aib Ser Leu Aib Pro Val Aib Leu GIn GIn TrpOH 1948.1
TAlllc AcAib Ala Ala Aib Aib GIn Aib Aib Aib Ser Leu Aib Pro Val Aib lle GIn GIn TrpOH 1948.1
TAIVD AcAib Ala Ala Aib Iva GIn Aib Aib Aib Ser Leu Aib Pro Val Aib lle GIn GIn TrpOH 1962.1
TA VDb AcAib Ala Ala Aib Aib GIn Aib Aib Aib Ser Leu Aib Pro Leu Aib | lle GIn GIn PheOH 1923.1
TAVla AcAib Ala Ala Aib Iva GIn Aib Aib Aib Ser Leu Aib Pro Leu Aib Ile GIn GIn PheOH 1937.1
TAVIb AcAib Ala Ala Aib Aib GIn Aib Aib Aib Ser Leu Aib Pro Val Aib|lle GIn GIn PheOH 1909.1
TAVII AcAib Ala Ala Aib Iva GIn Aib Aib Aib Ser Leu Aib Pro Val Aib lle GIn GIn PheOH 1923.1
TB lla AcAib Ala Ala Aib Aib GIn Aib Aib Aib Ser Leu Aib Pro Leu Aib | lle GIn Glu TrpOH 1963.1
TB lllc AcAib Ala Ala Aib Aib GIn Aib Aib Aib Ser Leu Aib Pro Val Aib lle GIn Glu TrpOH 1949.1
TB IVb AcAib Ala Ala Aib Iva GIn Aib Aib Aib Ser Leu Aib Pro Val Aib | lle GIn Glu TrpOH 1963.1
TB Vb AcAib Ala Ala Aib Aib GIn Aib Aib Aib Ser Leu Aib Pro Leu Aib | lle GIn Glu PheOH 1924.1
TB Vla AcAib Ala Ala Aib Iva GIn Aib Aib Aib Ser Leu Aib Pro Leu Aib|lle GIn Glu PheOH 1938.1
TB VIb AcAib Ala Ala Aib Aib GIn Aib Aib Aib Ser Leu Aib Pro Val Aib | lle GIn Glu PheOH 1910.1
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Table S2. NMR data for TA1909 ? (2) in DMSO-d.

22

Position O¢c, mult. b 8y, mult., J (Hz) LR C-H correlations € NOE correlations d
Ac 1 171.1s Ac-2, 1Aib-NH
2 23.1q 1.93s LAib-NH,3,4
Laib 1 176.0€s 2Ala-NH, 1Aib-NH, 3,4
2 55.7 fs 1Aib-NH,3,4
3  2659q 1.35s 1Aib-NH 1Aib-NH
4 24.1q 1.32s 1Aib-3 1Aib-NH
NH 8.57s Ac-2, 1Aib-3,4
2Ala 1 174.8's 3Ala-NH, 2Ala-2,3
2 51.0d 3.99 m 2Ala-NH,3 2Ala-NH,3
3 16.8 q 1.31d 2Ala-NH,2 2Ala-NH,2
NH 8.27.d (5.0) 3Ala-NH, 2Ala-2,3
3Aala 1 174.8 s 4Aib-NH, 3Ala-2,3
2 51.4d 3.99 m 3Ala-NH,3 3Ala-NH,3, 4Aib-NH
3 16.1 q 1.33d 2Ala-NH,2 3Ala-NH,2
NH 7.69d (6.4) 4Aib-NH, 2Ala-NH, 3Ala-2,3
4Aib 1 175.0 s SAib-NH,3
2 56.0 s 4Aib-NH,3,4
3 26.2q 1411s 4Aib-NH,4 4Aib-NH
4 233iq 1.36Ks 4Aib-3 4Aib-NH
NH 7.81s 4Aib-2,3, 3Ala-NH,2, Aib-NH
SAib 1  176.0€s 6GIn-NH, 2Aib-3,4,NH
2 55.8 fs 5Aib-NH,3,4
3 267hq 144 5Aib-NH,4 5Aib-NH
4 22.6 1.39s 5Aib-3 SAib-NH
NH 754 SAib-3,4, 4Aib-NH, 6GIn-NH
6GIn 1 174.1's 7Aib-NH, 6GIn-2,3
2 56.2 d 3.74m 6GIn-NH,3,4a,4b 7Aib-NH, 6GIn-NH,3,4a,4b
3 26.2t 1.98 m 6GIn-2,4a,4b 6GIn-2,NH, 7Aib-NH
4a 3151t 2.13m 6GIn-3, NH,b 6GIn-2,4b,NH, NH, a
4b 2.23m 6GIn-2,4a
5 173.6s 6GIn-3,4a,4b,NH,a,NH,b
NH,a 7.13s 6GIn-4a, NH, b
NH,b 6.75s 6GIn-NH, a
NH 7.74m 6GIn-2,3,4a, 5Aib-NH
TAib 1 176.0€s 8Aib-NH, 7Aib-NH,3
2 56.0 s 7Aib-NH,3,4
3 26.29q 1.41]s 7Aib-NH
4 23.0q 1.34Ks 7Aib-NH,3 7 Aib-NH
NH 7.90 s 6GIn-2,3, 7Aib-3,4, 8Aib-NH
8Aib 1 176.3 s 9Aib-NH, 8Aib-3,4
2 56.0's 8Aib-NH,3,4
3 26.8hq 1.46's 8Aib-NH,4 8Aib-NH
4 22.7q 1.38s 8Aib-3 8Aib-NH
NH 7.59 8Aib-3,4, Aib-NH, 9Ala-NH
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Table S2. Cont.

9Ala 1 174.7 s 10ser-NH, 9Ala-2
2 51.9d 3.94m 9Ala-3 9Ala-NH,3
3 16.5 q 1.40d 9Ala-2 9Ala-NH,2
NH 7.73m 9Ala-2,3, BAib-NH
10ger 1 170.7 s 11} ey-NH, 10ser-2,3a
2 58.3d 4,09 m 10ser-NH,0H 10ser-NH,3a,3b, 11 eu-NH
3a 61.1t 3.72m 10ser-NH,2,0H 10ser-NH,2,0H
3b 3.77m 10ser-NH,2,0H
OH 4.86 t (6.0) 10ser-NH,3a,3b
NH 7.77m 10ser-2,3a,3b,0H
11 ey 1 1735s 12Aib-NH, 11Leu-2
2 51.6 d 427 m 11| eu-NH 11| eu-NH,4,5,3a,3b, 14Leu-5
3a 39.5t 1.54m 11} eu-2.5,6 11} eu-2,5,3b
3b 1.67m 11| eu-NH,2,33,5
4 24.0d 1.73m 11 eu-5,6 11| eu-NH,6
5 20.6 q 0.76 d (6.0) 11 eu-6,3b 11 eu-2,3a,3b
6 23.0q 0.81d 11 eu-5,3b 11 eu-4
NH 7.43d (7.9) 10ser-2, 11 eu-2,3b,4
12Aib 1 173.0 s 12Aib-NH,3,4
2 55.9s 12Aib-NH,3,4
3 25.6 q 1.40s 12pjb-4 12 Ajb-NH
4 2341 1.46's 12Ajb-NH,3 12 Ajib-NH,13pPro-5b
NH 7.78s 13pro-5b, 12Aib-3,4
13prg 1 173.4s 14| ey-NH, 13pro-2,3a
2 63.0d 4.21t(8.1) 13pro-4,5b 141 eu-NH,5, 13Pro-4,3b
3a 28.8t 1.58 m 13prp-2,5b 13pro-3b
3b 2.22m 13prp-3a,2,5h,4
4 259t 1.84m 13prp-2,3a,3b,5b 13pro-2,3b,5a,50
5a 48.7 t 3.38m 13pro-3b 13pro-4,5b
5b 3.71m 13pro-4, 5a, 12Aib-NH,3
14 gy 1 173.7 15Aib-NH, 14 eu-2
2 53.1d 3.94m 14 ey-4 141 ey-4,3a,30,6,NH, 15Aib-NH
3a 38.7t 1.51m 14| ey-2,4,5,6 141 eu-2,3b,6
3b 1.78 m 141 ey-2,3a,5,6,NH
4 24.8 d 1.67m 14| ey-5 141 eu-2, NH
5 23.0q 0.91d (6.4) 14| eu-30,4,6 141 eu-3b, 13pro-2, 11 eu-2
6 21.1q 0.82d 14 eu-45 14| eu-2,3a,3b
NH 7.74m 141 ey-2,3b,4, 13pro-2
15Aib 1 175.4 s 161e-NH, 15Aib-NH,3,4
2 56.3 s 15Aib-NH,3,4
3 2639q 1427 15Aib-3,NH I5Aib-NH
4 234iq 1.35Ks 15Aib-4 15Aib-NH
NH 7.63s 15Aib-3,4, 161le-NH, 14Leu-2
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16)1e 1 1720s 17GIn-NH, 1611e-2
2 58.9 d 3.91m 16)1e-6,4b 1611e-NH,5,6,4a,4b,3
3 35.6d 1.87m 16)le-2,4a,4b,5,6,NH 161le-NH, 2,6
4a 250t 1.20 m 1611e-2,3,5,6 1611e-NH,2,4b
4b 1.47m 1611e-NH,2,4a,5
11.4 0.81t 16)1e-4a 1611e-4b,2
6 157q 0.85d (6.8) 16]1e-4a,2 16]1e-NH,2,3
NH 6.96 d (7.0) 1611e-2,3,4a,4b,6, 15Aib-NH
17giIn 1 17155 18GIn-NH, 17GIn-2,3a,3b
2 53.8d 4.03m 17GIn-NH,4a,4b 17GIn-NH,3a,3b,4a,4b
3a 27.1t 1.85m 17GIn-2,4a,4b 17GIn-NH,2
3b 1.94m 17GIn-NH,2
4a 3171t  208m 17GIn-NH2a,2,3b 17GIn-NH,2
4b 2.18m 17GIn-NH,2,NH,b
5  173.7s 17GIn-4a,4b,NH,a,NH,b
NH,a 6.72 (s) 17GIn-NH,b
NH,b 7.13(s) 17GIn-NH,a,4b
NH 7.69d (6.4) 17GIn-2,3a,3b,4a,4b
18ciIn 1 1709s 19pheol-NH, 18GIn-2,3a,3b
2 53.1d 4.04 m 18GIn-NH,3b,4a,4b,NH 19PheOH-NH,
18GIn-NH,3a,3b,4a,4b
3a 27.7 1.83m 18GIn-2,4a,4b 18GIn-NH,2,3b,4a
3b 1.70 m 18GIn-NH,2,3a,4b
4a 3171t  203m 18GIn-NH,a,2,3a 18GIn-2,3a
4b 1.97m 18GIn-NH,NH,b,2,3b
5 173.7 18GIn-NH,a, NH,b,3a,3b,4a,4b
NH,a 6.64 s 18GIn-NH,b
NH,b 7.10s 18GIn-NH,a,4b
NH 7.47d (7.9) 18GIn-2,3a,3b,4b
19heol 1a 627t 3.28m 19pheol-3a,3b,0H 19Pheol-OH,NH
1b 3.32m 19Pheol-OH,NH
2 52.6d 3.86m 19pheol-1a,1b,3a,3b,NH,0H 19Pheol-OH,NH,3a,3b,5
3a 367t 2.61 dd 19pheol-1a,1b,2,5,NH 19Pheol-NH,2,3b,5
(13.7, 8.4)
3b 2.83 dd 19pheol-,2,3a,5,0H
(13.6, 5.2)
4 139.2s 19pheol-2,3a,3b,5
5 1294d 7.20m 19pPheol-3a,3b,6,7 19pheol-2,3a,3b
6 1282d  7.19m 19pheol-5,6
7 1260d 7.11m 19pPheol-5,6
OH 470t (5.7) 19pheOH-1a,1b 2,3b,NH
NH 7.27d (8.6) 18GIn-2, 19Pheol-1a,1b,2,3a,0H

a Carried out on an AVANCE-400 Bruker instrument; 0 Multiplicity and assignment are from HSQC
experiment; ¢ Values determined from HMBC experiment; MJcy = 8 Hz, recycle time 1 s; d Selected NOE’s
from a ROESY experiment; &.9:M.1.j.K These signals may interchange.
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Table S3. NMR data for TA1895 ? (3) in DMSO-d.

NOE correlations d

Position &c, mult. b 8y, mult., J (Hz) LR C-H correlations €
Ac 1 17125 Ac-2, 1Aib-NH
2 2339 1.92s 1Aib-NH,3,4
Iaib 1 176.0s 2Ala-NH, 1Aib-NH,3,4
2 558fs 1Aib-NH,3,4
3 26.8q 1.35s LAib-NH 1Aib-NH
4 2424 1.32s 1Aib-3 1Aib-NH
NH 8.57s Ac-2, 1Aib-3,4
2Ala 1 17465 3Ala-NH, 2Ala-2,3
2  510d 3.98m 2Ala-NH,3 2Ala-NH,3
3  16.8q 1.31d 2Ala-NH,2 2Ala-NH,2
NH 8.27.d (5.4) 3Ala-NH, 2Ala-2,3
3aAla 1 1748s 4Aib-NH, 3Ala-2,3,NH
2  513d 3.99 m 3Ala-NH,3 3Ala-NH,3, 4Aib-NH
3 1619 1.33d 2Ala-NH,2 3Ala-NH,2
NH 7.69d (5.6) 2Ala-NH, 3Ala-2,3
4paib 1 17505 SAib-NH
2 5605 4Aib-NH, 3,4
3 258iq 1.39Ks 4Aib-NH,4 4Aib-NH
4 226Nqg 1.38s 4Aib-3 4Aib-NH
NH 7.81s 4Aib-2,3,3Ala-2
SAib 1 176.0s 6GIn-NH, SAib-3,4,NH
2 557fFs SAib-NH,3,4
3 26.79s 1.42Mg SAib-NH,4 SAib-NH
4 228hq 1371s 5Aib-3 5Aib-NH
NH 7.53s SAib-3,4
6GIn 1 174.1s TAib-NH, 6GIn-2
2 56.4d 3.73m 6GIn-NH,3,4a,4b 7Aib-NH, 6GIn-NH,3,4a,4b
3 265t 1.99 m 6GIn-2,4a,4b 6GIn-2,NH, 7Aib-NH
4a 3151t 2.13m 6GIn-2,3,NH,b 6GIn-2, NH, NH, a
4b 2.23m 6GIn-NH,2, NH, a
5 173.6€s 6GIn-3,4a,4b,NH,a,NH,b
NH,a 7.13s 6GIn-4a,4b,NH,b
NH,b 6.75s 6GIn-NH,a
NH 7.74m 6GIn-2,3,4a,4b
‘Aib 1 176.0s 8Aib-NH, 7Aib-NH,3,4
2 56.0 s 7Aib-NH,3,4
3 262iq 1.41Ks 7Aib-NH,4 7Aib-NH
4 230hg 1.371s 7Aib-NH 7Aib-NH
NH 7.89's 6GIn-2,3, 7Aib-3,4
8aib 1 176.2s 9Ala-NH, 8Aib-3,4,NH
2  560s 8Aib-NH,3,4
3 268 145 8Aib-NH 4 8Aib-NH
4 232hg 1.351s 8Aib-3 8Aib-NH
NH 7.58s 8Aib-3,4

25
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Ala 1 17465 10ser-NH, 9Ala-2,3
2  518d 3.93m 9Ala-3 9Ala-NH,3
3 165q 1.40d 9Ala-2,NH 9Ala-NH,2
NH 7.73m 9Ala-2,3
10ser 1 170.7s 11} ey-NH, 10ser-2,3a
2  582d 4,09 m 10ser-oH 10ser-NH,3a,3b
3a 611t 3.72m 10ser-NH,2,0H 10ser-NH,2,0H
3b 3.77m 10ser-NH,2,0H
OH 4.85t(6.1) 10ser-NH,3a,3b
NH 7.77m 10ser-2,3a,3b,0H
ey 1 1733s 12 Aib-NH
2 5154 427 m 11| eu-NH 11| eu-NH,4,5,3a,3b, 12Aib-NH
3a 395t 1.52m 11 eu-5,6 111 eu-2,6
3b 1.65m 11| eu-NH,6
4 2424 1.68m 11 eu-5,6 11| eu-NH,5,6
5 21.0q 0.77d(6.9) 11 eu-6,3b 11Leu-2,4
6 231g  0.83d(7.2) 11 eu-5,3b 11 eu-4,3a,3b
NH 7.44d 11| eu-2,3b,4
L2aib 1 172.7s 12Aib-NH,3,4
2 56.4 s 12Aib-NH,3,4
3  2639q 1.38Ms 12Aib-NH 12jb-NH
4  23.1q 1.45s 12 Ajb-NH 12 Ajib-NH, 13pro-5b
NH 7.91s 13pro-5b, 11Leu-2, 12Aib-3,4
13prg 1 1738s 141 ey-NH, 13pr0-2,3a
2 630d  4.23t(7.6) 13pro-4 14val-NH, 13pro-4,3b
3a 288t 1.64m 13prp-2,5b 13pro-3b
3b 2.22m 13pro-3a,2,4
4 25.8 t 1.84m 13pro-5b 13prp-2,3b,5a
5a 486t 3.47m 13prp-3a,3b 13pro-4,5b
5b 3.69m 13pro-5a, 12Aib-NH, 4
14val 1 172.7 15Aib-NH, 14val-2
2 61.0d 3.76 m 14v/a1-3,4,5 14v/al-4,3,NH, 15Aib-NH
3 28.8 d 2.22m 14v/al-2.4 5 14v/al-2,4.5
4 191q  0.93d(6.4) 14val-5,2,3 14val-NH,2,3
5 191q 0.86d(8.0) 14val-4,2,3 14val-2,3
NH 7.59m 14v/al-2,3.4, 13pro-2
5aib 1 175.7s 161e-NH, 15Aib-NH,3,4
2 56.4 s 15Aib-NH,3,4
3 26.49q 1.43s 15Aib-NH,3 15Aib-NH
4 234hgq 1.371s 15Aib-4 15Aib-NH
NH 7.48's 15Aib-3,4, 14val-2
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6jle 1 172.4 s 17GIn-NH, 1611e-2,3
2 59.6 d 3.841 16le-NH,6 1611e-NH,6,3, 17GIn-NH
3 355d 1.88'm 1611e-2,4a,5,6 1611e-NH,2,6
4a 254t 1.20 m 1611e-2,5,6 1611e-NH,4b
4b 1.47m 1611e-NH,4a
5 11.4 0.81t 1611e-4a
6 15.7 q 0.85d (7.2) 16]1e-4a,2 16j1e-2,3
NH 7.22m 1611e-2,3,4a,4b
Iigin 1 171.8s 18GIn-NH, 17GIn-2
2 54.3d 3.95m 17GIn-NH,4a,4b 17GIn-NH,3,4a,4b
3 26.8t 1.90 m 17GIn-2,4a,4b 17GIn-NH,2
4a 3181t 2.13m 17GIn-NH,a,2,3 17GIn-NH,2, NH,b
4b 2.23m 17GIn-NH,2, NH,b
5  173.7€s 17GIn-3,4a,4b,NH,a,NH,b
NH,a 6.72 (s) 17GIn-NH,b
NH,b 7.13 () 17GIn-NH,a,4a,4b
NH 7.69d (5.6) 17GIn-2,3,4a,4b, 161le-2
18gIn 1 171.0's 19pheol-NH, 18GIn-2
2 53.4 d 4.00m 18GIn-4a,4b 19pheol-NH,
18GIn-NH,3a,4a,4b
3a 27.5d 1.81 m 18GIn-2,4a,4b 18GIn-2,3b,4a,4b
3b 1.70 m 18GIn-NH, 3a,4a,4b
4a 31.71¢ 2.04m 18GIn-NH,a,2 18GIn-2,3a,30,NH,b,NH
4b 1.97 m 18GIn-NH,2,3a,3b
5 173.8€5 18GIn-NH,a,NH,b,4a,4b
NH,a 6.62s 18GIn-NH,b
NH,b 7.07 s 18GIn-NH,a,4a
NH 7.444d 18GIn-2,3b,4a,4b
19pheol 1a 62.9t 3.30m 19pheol-3a,3b,0H
1b 3.32m
2 52.6 d 3.84t(6.0)  19Pheol-1a,1b,3a,30,NH,OH  19Pheol-OH,NH,3b,5
3a 367t 2.61dd (135, 8.4) 19pheol-1a,1b,2,5 19pheol-NH,3b,5
3b 2.83dd (13.5, 5.1) 19pheol-NH,2,3a
4 139.3 s 19pheol-3a,3b, 6
5 129.4 d 7.22m 19pheol-3a,3b,5,7 19pheol-2,3a
6 128.1d 7.18m 19pheol-6
7 126.0d 7.11m 19pheol-5
OH 4.69t (5.9) 19PheOH-2,NH
NH 7.15m 18GIn-2,

19pheol-2,3a,3b,0H

@ Carried out on an AVANCE-400, Bruker instrument; P Multiplicity and assignment are from HSQC
experiment; ¢ Values determined from HMBC experiment; MJcy = 8 Hz, recycle time 1 s; d Selected NOE’s
from a ROESY experiment; &.9:M.1.j.K..M These signals may interchange.
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Table S4. NMR data for TA1896 ® (4) in DMSO-d.

Position 8, mult. b &, mult., J (Hz) LR C-H correlations © NOE correlations d
Ac 1 171.1s Ac-2, 1Aib-NH
2 232q 1.92s 1Aib-NH
Iaib 1 1759¢€s 2Ala-NH, 1Aib-NH,3,4
2 55.8's 1Aib-NH,3,4
3 2659 1.355 LAib-NH 1Aib-NH
4 241q 1.32s 1Aib-3 1Aib-NH
NH 8.58's Ac-2, 1Aib-3,4, 2Ala-NH
2Ala 1 17465 3Ala-NH, 2Ala-2,3
2 51.0d 3.98m 2Ala-NH,3 2Ala-NH,3
3  16.8q 1.31d 2Ala-NH,2 2Ala-NH,2
NH 8.27.d (5.0) 3Ala-NH, 2Ala-2,3
3ala 1 1748s 4Aib-NH, 3Ala-2,3,NH
2 51.3d 3.98m 3Ala-NH,3 3Ala-NH,3, 4Aib-NH
3  16.1q 1.33d 2Ala-NH,2 3Ala-NH,2
NH 7.70 d (6.0) 2Ala-NH, 3Ala-2,3
4pib 1 17505 SAib-NH
2  557fFs 4Aib-NH,3,4
3 26.29q 14315 4Aib-NH,4 4Aib-NH
4 234hqg 1.381s 4Aib-3 4Aib-NH
NH 7.82s 4Aib-2,3, 3Ala-2, SAib-NH
SAib 1 1759¢€s 6GIn-NH, SAib-3,NH
2 558fs 5Aib-NH,3,4
3 2659q 14315 5Aib-4 5Aib-NH
4 226hq 1.355s 5Aib-NH,3 5Aib-NH
NH 7.53s SAib-3,4, 4Aib-NH
6GIn 1 174.1s 7 Aib-NH, 6GIn-2
2 56.4 d 3.74m 6GIn-NH,3,4a,4b 7Aib-NH, 6GIn-NH,3,4a,4b
3 26.2t 1.99 m 6GIn-2,4a,4b,NH 6GIn-2,4a,4b,NH, 7 Aib-NH
4a 315t 2.13m 6GIn-2,3,NH,b 6GIn-2,3,NH,NH,a
4b 2.23m 6GIn-NH,2,3,NH,a
5 17365 6GIn-3,4a,4b,NH,a,NH,b
NH,a 7.17s 6GIn-4a,4b,NH,b
NH,b 6.75s 6GIn-NH,a
NH 7.74'm 6GIn-2,3,4a,4b
TAib 1 176.0€s 8Aib-NH, 7Aib-NH,3,4
2 559fs 7Aib-NH,3,4
3 2659 1.44s 7Aib-NH,4 7Aib-NH
4 227hg 1.39)s 7Aib-NH 7Aib-NH
NH 7.89s 6GIn-2,3, 7Aib-3,4, 8Aib-NH
8Aibh 1 17625 9Ala-NH, 8Aib-3,4
2  560fs 8Aib-NH,3,4
3 26.89q 1.46 s 8Aib-NH,4 8Aib-NH
4 233hqg 1.391's 8Aib-3 8Aib-NH

NH 7.58s 8Aib-3,4, TAib-NH
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9aAla 1 17465 10ser-NH, 9Ala-2,3
2 51.8d 3.93m 9Ala-3 9Ala-NH,3
3  165q 1.40d 9Ala-2,NH 9Ala-NH,2
NH 7.73m 9Ala-2,3
10ser 1 170.7s 11 eu-NH, 10ser-2,3a
2 58.2d 4.09 m 10ser-0OH,3b 10ser-NH,3a,3b
3a 611t 3.73m 10ser-NH,2,0H 10ser-NH,2,0H
3b 3.77m 10ser-NH,2,0H
OH 4.851(6.0) 10ser-NH, 3a,3b
NH 7.76 m 10ser-2,3a,3b,0H, 11Leu-NH
ey 1 17335 12ib-NH, 11Leu-2
2 51.5d 427 m 111 ey-NH,3b 11 eu-NH,4,5,3a,3b, 12Aib-NH
3a 395t 1.53m 11 eu-5,6,4 11 eu-2,56
3b 1.66 m 11l eu-NH,6,5
4 24.2d 1.69 m 11 eu-5,6 11 eu-NH,5,6
5  20.8q 0.77 d 11 eu-6 11| eu-2,4,33,3b
6 229hg 0.83d 11 eu-5 11| eu-4,3a,3b
NH 7.43m 11 eu-2,3b,4, 12Aib-NH,
10ser-NH
12aib 1 1728s 12 Aib-NH, 3,4
2 56.1fs 12 Ajb-NH, 3,4
3 2649 1.36s 12 Aib-NH 12 Aib-NH, 13pro-5b
4 232hyg 147s 12jb-NH 12 Ajb-NH
NH 7.89s 13pro-5a,5b, 11Leu-2,NH,
12Aib-3,4
Bpro 1 17385 14v/al-NH, 13pro-2,3a
2 63.0d 4.21t(7.5) 13pro-4,5b,5a 14val-NH, 13pro-4,3a,3b,5b
3a 288t 1.64 m 13pro-2,4,5b,5a 13pPro-3b,2,5a
3b 2.22m 13pro-3a,2,4
4 25.81 1.84 m 13pro-5h 13pPro-2,3b,5a,5b
5a 486t 3.47m 13pro-3a,30,2,4 13pro-3a,4,5h, 12Aib-NH
5b 3.69 m 13pro-5a,2, 12Aib-3,NH
l4val 1 172.6 15Aib-NH, 14val-2
2 61.1d 3.68m 14v/a1-3,4,5,NH 14v/al-4,3,NH, 15Aib-NH
3 28.8d 2.22m 14v/a1-2,4,5 14v/a1-2,4,5,NH
4 191Kg  093d(6.5) 14val-5,2,3 14val-NH,2,3
5 19.2kq 0.86 d 14val-4,2,3 14val-2,3
NH 7.59 m 14v/al-2,3,4, 13pro-2
Baib 1 17565 1611e-NH, 15Aib-NH,3,4
2 56.2Fs 15Aib-NH,3,4
3 2629q 14215 15Aib-NH,4 I5Aib-NH
4 229hq 1.35s 15Aib-3 15Aib-NH
NH 7.45s 15Aib-3,4, 14val-2
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16)1e 1 1723s 17GIn-NH, 1611e-2,3
2  595d 3.87t 1611e-NH,6,4a 161e-NH,5,6,3,4a,4b, 17Glu-NH
3 3554 1.88'm 1611e-2,4a,4b,5,6,NH 1611e-NH,2,6
4a 253t 1.20 m 1611e-2,5,6,3 16le-NH,4b,2
4b 1.47m 1611e-NH,4a,2,5
5 114q 0.80 m 1611e-4a,4b 1611e-2,4a
6 1574 0.85m 16]1e-4a,4b,2 16y1e-2,3,NH
NH 7.20m 16]1e-2,3,4a,4b,6
17Glu 1 17145 18GIn-NH, 17Glu-2
2 537d 4.01m 17Glu-NH,4a,4b,3 17Glu-NH,3,4a
3 26.0t 1.98 m 17Glu-2,4a,4b,NH 17Glu-NH,2,4a,4b
4a 302t 2.41m 17Glu-2,3 17GIlu-NH,2,3
4b 2.47m 17GIu-3
5 17305 17Glu-4a,4b,0CH;
NH 7.67.d (6.0) 17Glu-2,3,4a, 18GIn-NH
OCH; 51.4q 3.555
18cIn 1 1709s 19pheol-NH, 18GIn-2,3b,3a
2 533d 4.01m 18GIn-3a,3b,4a,4b, NH 19pPheol-NH,
18GIn-NH,3a,3b,4a,4b
3a 2754 1.83m 18GIn-2,4a,4b 18GIn-2,3b,4a,4b
3b 1.70 m 18GIn-NH,2,3a,4a,4b
4a 317t 2.05m 18GIn-NH,a,2,3a,3b 18GIn-2,3a,3b,NH2b
4b 1.97m 18GIn-NH, 2,3a,3b,NH,b
5 17355 18GIn-NH,a,NH;b,
4a,4b,3a,3b
NH,a 6.51s 18GIn-NH,b
NH,b 7.05s 18GIn-NH,a,4a,4b
NH 7.45d 18GIn-2,3b,4b
19pheol 1a  62.8t 3.30m 19pheol-2,3a,3b,0H 19pPheol-OH,2,3a,3b
1b 3.33m 19Pheol-OH,2,3a,3b
2 526d 3.86m 19pheol-1a,1b,3a,30,NH, OH  19Pheol-OH,NH,3a,3b,5,1a,1b
3a 367t 2.61dd(10.7,6.7) 19pheol-1a,1b,2,5 19pheol-NH,3b,1a,b,2
3b 2.83 dd (10.8,3.8) 19pheol-NH,5,2,3a,1a,1b,0H
4 13935 19pheol-2,3a,3b,5, 6
5 129.4d 7.21m 19pheol-3a,3b,5,7 19pheol-2,3b
6 128.1d 7.19m 19pheol-6
7 125.9d 7.11m 19pheol-5
OH 4.671(5.8) 19pheol-2,3b,0H,1a,1b
NH 7.18m 19pheOH-2,NH,3b,1a,1b

@ Carried out on an AVANCE-500, Bruker instrument; P Multiplicity and assignment are from HSQC
experiment; ¢ Values determined from HMBC experiment; "Jcy = 8 Hz, recycle time 1 s; d Selected NOE’s
from a ROESY experiment; e.f.g.hiJ These signals may interchange.
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Position 8¢, mult. b &, mult., J (Hz) LR C-H correlations © NOE correlations d
Ac 1 1710s Ac-2, 1Aib-NH
2 230q 1.92s 1Aib-NH
Iaib 1 1756€s 2Ala-NH, 1Aib-NH,3,4
2  558s 1Aib-NH,3,4
3 265q 1.355 1Aib-NH LAib-NH
4 241q 1.32s 1Aib-3 1Aib-NH
NH 8.54s Ac-2, 1Aib-3,4, 2Ala-NH
2Ala 1 17455 3Ala-NH, 2Ala-2,3
2  508d 4.00 m 2Ala-NH,3 2Ala-NH,3
3  168¢q 1.30d 2Ala-NH,2 2Ala-NH,2
NH 8.24d (5.0) 2pla-2,3, 1Aib-NH, 3Ala-NH
3Ala 1 17455 4Aib-NH, 3Ala-2,3
2  51.0d 4.02 m 3Ala-NH,3 3Ala-NH,3, 4Aib-NH
3 162q 1.33d (7.5) 2Ala-NH,2 3Ala-NH,2
NH 7.68d (5.5) 4Aib-NH, 3Ala-2,3, 2Ala-NH
4pib 1 17505 Slva-NH, 4Aib-3
2 559fs 4Aib-NH,3,4
3 26.5q 1.43s 4Aib-NH,4 4Aib-NH
4 2299 1.35s 4Aib-NH,3 4Aib-NH
NH 7.86's 4Aib-2,3, 3Ala-NH,2
Slva 1 17645 6GIn-NH,2,
Slva-3a,3b,NH
2  586s 5lva-NH,3a,3b,4,5
3a 256t 2.20m Slva-4 Slva-NH,4,3b
3b 1.62m Slva-4,3a
4 7.4 0.73t(7.5) Slva-3a,3b 5lva-NH,3a,3b
5 227hqg 13515 5lva-NH,3a,3b Slva-NH,
NH 7.46's Slva-4,5,3a
6GIn 1 1738s 7Aib-NH, 6GIn-2
2 56.0d 3.78m 6GIn-NH,3,4a,4b 7 Aib-NH,8GIn-NH, 3,4a,4b
3 26.2 t 1.95m 6GIn-2,4a,4b,NH 6GIn-2,4a,4b,NH, 7 Aib-NH
4a 3171t 2.14'm 6GIn-3,NH,b 6GIn-NH,a,2,3,4b,NH
4b 2.23m 6GIn-NH,a,2,3,4a,NH
5 17385 6GIn-3,4a,4b,NH,a,NH,b
NH.a 7.16s 6GIn-4a,NH,b,4a,4b
NH,b 6.74s 6GIn-NH,a
NH 7.72m 6GIn-2,3,4a,4b
‘Aib 1 175.7¢€s 8Aib-NH, 7Aib-NH,3,4
2 559fs 7Aib-NH,3,4
3 262q 1421 7 Aib-NH 7Aib-NH
4 226hq 1.351s 7Aib-NH 7Aib-NH

NH 7.84s

6GIn-2,3, 7Aib-3,4, 8Aib-NH
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8Aib 1 175.9€s 9Aib-NH, 8Aib-3,4
2 56.1fs 8Aib-NH,3,4
3 26.09q 1.421s 8Aib-NH 8Aib-NH
4 228hq 1.381s 8Aib-NH 8Aib-NH
NH 7.54s 8Aib-3,4, 7 Aib-NH, 9Aib-NH
9aib 1 1765s 10ser-NH, 9Aib-3,4
2 560fFs 9Aib-NH,3,4
3 26.29q 1.46's 9Aib-NH
4 230hq 1.42's 9Aib-NH 9Aib-NH
NH 7.75s 9Aib-4, 8Aib-NH
10ser 1 17065 111 eu-NH, 10ser-2,3a
2  588d 4.02 m 10ser-NH,3b 10ser-NH,3a,3b, 11Leu-NH
3a 610t 3.76 m 10ser-NH,2 10ser-NH,2
3b 3.78m 10ser-NH,2
OH
NH 7.73m 10ser-2,3a,3b
ey 1 17355 12ib-NH, 11Leu-2
2  51.4d 4.28 m 11} ey-NH,4 12 Aib-NH, 11Leu-NH,5,3a,3b,4,
13pro-5a, 14val-4
3a  39.8t 1.55m 11Leu-2.4,5,6 11 eu-2,5
3b 1.68 m 11 eu-NH,2,5,6
4  24.1d 1.69 m 11} eu-5,6 11} eu-NH,2
5 208q 0.76 d (6.0) 11 eu-6,3b 11 eu-2,3a,3b
6 2349 0.83d 11 eu-5,3a 11 eu-3b
NH 7.59 d (8.0) 10ser-2, 11 eu-2,3b,4
2pib 1 1728s 12Aib-NH,3,4
2 561fs 12Aib-NH,3,4
3 2649q 1.38's 12 Ajib-NH 12Aib-NH
4 226q 1.48s 12jb-NH 12 Aib-NH, 13pro-5b,2
NH 7.93s 13pro-5a,5b, 11Leu-2, 12Aib-3,4
Bpro 1 1737s 14v/al-NH, 13pro-2,3a
2 630d 4.22t(7.5) 13pro-3a,3b,4,5b 14val-NH, 13pro-4,3a,3b,5b,
12Aib-3
3a 287t 1.65m 13pro-2,5a,5b 13pro-2,3b,5a
3b 2.22m 13pro-3a,2,5h,4
4 260t 1.86 m 13pro-2,3a,5a,5b 13pro-2,3b,5a,5b
5a 485t 3.52m 13pro-3a,30,2,4  13Pro-3a,4,5b, 11Leu-2, 14val-NH,
5b 3.67m 12 Ajb-NH
13pro-2,3b,4,5a, 12Aib-NH,3
14val 1 1727s 15Aib-NH, 14val-2
2 61.1d 3.72m 14v/a1-3,4,5,NH 14v/al-4,5,3,NH, 15Aib-NH
3  288d 2.21m 14v/a1-2,4,5,NH 14v/al-2,4,5,NH
4 19.1q 0.93d (6.5) 14val-5,2,3 14val-NH,2,3, 11Leu-2
5 19.2q 0.87.d (6.0) 14val-4,2,3 14val-2,3
NH 7.58'm 14val-2,3,4, 13pro-2
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15Aib 1 175.6 S 1611e-NH,2, 15Aib-NH,3,4
2 559fs _ 15Aib-NH,3,4
3  2669q 1.42)s 15Aib-NH 15Aib-NH
4 233hgq 1.3515s 15Aib-NH 15Aib-NH
NH 7.43s 15Aib-3,4, 14val-2
16)1e 1 172.2's 17Glu-NH, 1611e-2
2 59.5d 3.88m 1611e-NH,6,4a,4b,3 1611e-NH,6,4a,4b,3
3 355d 1.88'm 16)le-2,4a,4b,5,6,NH 1611e-NH,2,6
4a 25.4 1 1.20 m 1611e-2,3,5,6 1611e-2,4b,NH
4b 1.50 m 1611e-NH,2,4a,5
5 11.4 q 0.80t(7.0) 16]1e-4a,4b,3 16]1e-4b
6 15.7 q 0.84d 16|le-4a,4b,3,2 16]1e-NH,2,3
NH 7.20m 16)1e-2,3,4a,4b,6
17GIu 1 171.6 s 18GIn-NH, 17Glu-2
2 53.8d 4.01 m 17Glu-NH,4a,4b 18GIn-NH, 17GIu-NH,3,4a,4b
3 26.3t 1.95m 17Glu-2,4a,4b 17Glu-NH,2,4a,4b
4a 305t 2.40 m 17Glu-2,3 17Glu-NH,2,3,4b
4b 2.30m 17Glu-NH,2,3,4a
5 173.0's 17Glu-4a,4b,0CH;
NH 7.68d (5.5) 17Glu-2,3,4a,4b, 18GIn-NH
OCH; 514q 3555
18GIn 1 170.9's 19pheol-NH, 18GIn-2,3a,3b
2 53.3d 4.03m 18GIn-NH,3a,3b,4a,4b 19pheol-NH,
18GIn-NH,3a,3b,4b
3a 275 1.81m 18GIn-2,4a,4b,NH 18GIn-NH,2,3b,4a
3b _ 1.70m 18GIn-2,3a,4a
4a 316t 2.05m 18GIn-NH,a,2,3a,3b 18GIn-3a,3b
4b 1.97 m 18GIn-NH,NH,b,2
5 173.6 s 18GIn-NH,a,NH;,b,3a,
3b,4a,4b
NH,a 6.61s 18GIn-NH,b
NH,b 7.04s 18GIn-NH,a,4b
NH 7.44d 19pheol-NH, 18GIn-2,3b,4b,
17Glu-NH,2
19pheol  1a 62.8t 3.30m 19pheol-2,3a,3b 19pPheol-NH,2,3a,3b
1b 3.33m 19pheol-NH,2,3a,3b
2 52.6d 3.86m 19pheol-1a,1b,3a,3b,NH  19Pheol-NH,1a,1b,3a,3b,5
3a 36.7t 2.61dd (10.6, 6.9) 19pheol-1a,1b,2,5 19pPheol-NH,1a,1b,2
3b 2.84 dd (10.8, 4.0) 19pheol-1a,1b,2
4 139.3s 19pheol-2,3a,3b,6
5 12944 7.21m 19pheol-3a,3b,5,7 19pheol-2,3b,7
6 128.1d 7.19m 19pheol-6
7 126.0d 7.11m 19pheol-5 19pheol-5
OH
NH 7.18m 18GIn-NH,2,

19pheol-1a,1b,2,3a
@ Carried out on an AVANCE-500, Bruker instrument; P Multiplicity and assignment are from HSQC
experiment; ¢ Values determined from HMBC experiment; MJcy = 8 Hz, recycle time 1 s; d Selected NOE’s
from a ROESY experiment; e.f.g.hiJ These signals may interchange.
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Table S6. NMR data for TA1910 ? (6) in DMSO-d.

Position 8¢, mult. B &, mult., J (Hz) LR C-H correlations © NOE correlations d
Ac 1 171.1s Ac-2, 1Aib-NH
2 230q 1.92s 1Aib-NH
Iaib 1 17585 2Ala-NH, 1Aib-NH,3,4
2 55.8's 1Aib-NH,3,4
3 265 1.355 LAib-NH 1Aib-NH
4  241q 1.33s 1Aib-3 1Aib-NH
NH 8.57s Ac-2, 1Aib-3,4, 2Ala-NH
2Ala 1 17465 3Ala-NH, 2Ala-2,3
2 50.9d 4.01m 2Ala-NH,3 2Ala-NH,3
3 16.9 q 1.31d 2Ala-NH,2 2Ala-NH,2
NH 8.26 d (5.2) 2pla-2,3, 1Aib-NH, 3Ala-NH
3Ala 1 17465 4Aib-NH, 3Ala-2,3
2 51.1d 4.01m 3Ala-3,NH 3Ala-NH,3, 4Aib-NH
3 16.2q 1.33d (7.5) 2Ala-NH,2 3Ala-NH,2
NH 7.68d (6.0) 4Aib-NH, 3Ala-2,3, 2Ala-NH
4aib 1 17505 Slva-NH, 4Aib-3
2 56.4 s 4Aib-NH, 3,4
3  26.09q 1.45Fs 4Aib-NH,4 4Aib-NH
4 231¢€q 1.3595s 4Aib-NH,3 4Aib-NH
NH 7.87s 4Aib-2,3, 3Ala-NH,2, 2lva-NH
Slva 1 17625 6GIn-NH,2, ®Iva-3a,3b,NH
2 58.5s Slva-NH,3a,3b,4,5
3a 258t 2.21m Slva-4 Slva-NH,4,3b
3b 1.62m Slva-4,3a,NH
4 7.4 0.73m Slva-3a,3b Slva-NH,3a,3b
5 227 1.35s Slva-NH,3a,3b Slva-NH
NH 7.47s Slva-4,5,3a,3b, 6GIn-NH,
4Aib-NH
6GIn 1 174.1s 7Aib-NH, 6GIn-2
2 56.0 d 3.78m 6GIn-NH,3,4a,4b 7 Aib-NH,4, 6GIn-NH,3,4a,4b
3 26.2t 1.97 m 6GIn-2,4a,4b,NH 6GIn-2,4b,NH, 7Aib-NH
4a 316t 2.14'm 6GIn-3,NH,b 6GIn-NH,a,2,4b,NH
4b 2.23m 6GIn-NH,a,2,3,4a,NH
5 17365 6GIn-3,4a,4b,NH,a,NH,b
NH.a 7.16s 6GIn-NH,b,4a,4b
NH,b 6.77s 6GIn-NH,a
NH 7.73m 6GIn-2,3,4a,4b, ®lva-NH
Aib 1 176.0s 8Aib-NH, 7Aib-NH,3,4
2  564hs 7Aib-NH,3,4
3 26399 1.43Fs TAib-NH,4 7Aib-NH
4  227¢8q 1.369s TAib-3 7Aib-NH, 6GIn-2

NH 7.90s 6GIn-2,3, 7Aib-3,4, 8Aib-NH
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8aib 1 17645 9Ala-NH, 8Aib-3,4
2 56.0 s 8Aib-NH,3,4
3 26.89q 1.45fs 8Aib-NH,4 8Aib-NH
4 229¢€q 1.359s 8Aib-3 8Aib-NH
NH 7555 8Aib-3,4, Aib-NH, 9Ala-NH
9aAla 1 17465 10ser-NH, 9Ala-2,3
2 51.7d 3.96m 9Ala-NH,3 9Ala-NH
3  165q 1.40 d 9Ala-NH,3 9Ala-NH
NH 7.72s 9Ala-2,3, 8Aib-NH
10ser 1 1706 111 eu-NH, 10ser-2,3a,3b
2 58.1d 4.10 m 10ser-NH 10ser-NH,3a,3b, 11Leu-NH
3a  6L1t 3.73m 10ser-NH,2 10ser-2
3b 3.76 m 10ser-NH,2
OH
NH 7.76 d (6.0) 10ser-2,3b, 11Leu-NH
ey 1 1733s 12Aib-NH, 11Leu-2
2 51.4d 4.28m 11 eu-NH 12Aib-NH, 11Leu-NH,5,3a,3b,4,
13pro-5a, 14val-4
3a  39.8t 1.55m 11 ey-2,5,6 11 eu-2,54
3b 1.67 m 111 eu-NH,2,5,6
4 24.2 d 1.69 m 11 eu-5,6 11 eu-NH,2,3a
5 20.9 0.78 d (6.8) 11 eu-6,3b 11| eu-2,3a,3b
6 229 0.84 d 11| eu-5,3a 11| eu-3b,2
NH 7.44 d (8.0) 10ser-2,NH, 11Leu-2,3b,4
Laib 1 17285 12 Aib-NH,3,4
2  562Nhs 12 Aib-NH,3,4
3  264q 1.39s 12jb-NH 12 Ajib-NH, 13pro-5b,2
4 23.0q 1.46's 12pip 12 Ajib-NH
NH 7915 13pro-5a,5b, 11Leu-2, 12Aib-3,4
8pro 1 1738s 14v/al-NH, 13pro-2,3a,5b
2 63.0d 4.22t(7.6) 13prp-3a,3b,4,5b 14val-NH, 13pro-4,3a,3b,5b,5a
3a 28.7-28.8t 1.65m 13pro-2,5a,50,4 13pPro-2,3b, 5a
3b 2.22m 13pro-3a,2,5b,4
4 259t 1.86 m 13pro-2,3a,5b 13pPro-2,3b,5a,5b
5a  48.6t 3.48m 13prp-3a,3b,4 13pro-2,3a,4,5b, 11Leu-2,
5b 3.70m 14v/al-NH, 12Aib-NH
13pro-2,3b,4, 53, 12Aib-NH,3
4val 1 172.7s 15Aib-NH, 14val-2
2 61.1d 3.68m 14v/a1-3,4,5,NH 14v/al-4,5,3,NH, 15Aib-NH
3 28.7-28.8d 2.21m 14v/a1-2,4,5,NH 14v/al-2,4,5,NH
4 19.2q 0.94d (6.4) 14val-5,2,3 14val-NH,2,3, 11Leu-2
5 19.1q 0.89d (7.2) 14val-4,2,3 14val-2,3
NH 7.59d (6.8) 14val-2,3,4, 13pro-2,5a,

15Aib-NH
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daib 1 175.7s 1611e-NH,2, 15Aib-NH, 3,4
2 56.1hs 15Aib-NH,3,4
3 2659q 1.43Fs 15Aib-4 15Aib-NH
4 233€q 1.389s 15Aib-NH,3 15Aib-NH
NH 7.43s 15Aib-3,4, 14val-NH, 2,
16le-NH
e 1 1723s 17GIu-NH, 1611e-2
2 595d 3.88'm 1611e-NH,6,4a,3 1611e-NH,6,4a,4b,3, 17Glu-NH
3 355d 1.88 m 16)1e-2,4a,5,6,NH 1611e-NH,2,6,4a
4a 254t 1.20 m 1611e-2,5,6 1611e-2,4b,NH,3
4b 1.50 m 1611e-NH,2,4a,5
5 11.4q 0.81m 16jle-4a,4b 16]1e-4b
6 15.7q 0.85m 16/1e-4a,4b,2 161le-NH,2,3
NH 7.21m 16)1e-2,3,4a,4b,6, 17GIlu-NH,
15Aib-NH
I7Glu 1 17145 18GIn-NH, 17Glu-2
2 53.7d 4.02 m 17Glu-NH,4a,4b 17Glu-NH,3,4a,4b
3 263t 1.95m 17Glu-2,4a,4b 17Glu-NH,2
4a 302t 2.49'm 17Glu-2,3 17Glu-2,4b
4b 2.40 m 17Glu-NH,2,4a
5 173.0s 17Glu-4a,4b,0CH;
NH 7.68d (6.0) 17Glu-2,3,4b, 18GIn-NH,
16le-NH,2
OCH; 51.4q 3.555
I8GIn 1 1709s 19pheol-NH, 18GIn-2
2 533d 4.03m 18GIn-NH,3a,3b,4a,4b 19PheOH-NH,
18GIn-NH,3a,3b,4b
3a  275s 1.83m 18GIn-2,4a,4b,NH 18GIn-NH,2,3b,4a
3b 1.72m 18GIn-2,3a,4a
4a  31.7s 2.05m 18GIn-NH,a,2,3a,3b 18GIn-3a,3b,NH
4b 1.98 m 18GIn-NH, NH,b,2
5 173.6 18GIn-NH2a,NH2b,3a,3b,4a,4b
NH,a 6.63 s 18GIn-NH,b
NH,b 7.07s 18GIn-NH,a,4b
NH 7.46d 19Pheol-NH, 18GIn-2,3b,4a,4b,
17Glu-NH
19Pnheol 1a 62.8t 3.30m 19pheol-2,3a,3b 19Pheol-NH,2,3a,3b
1b 3.33m 19Pheol-NH,2,3a,3b
2 526d 3.86m 19pPheol-1a,1b,3a,3b,NH 19Pheol-NH, 1a,1b,3a,3b,5
3a 36.7t 2.62dd(13.5,8.5) 19pheol-1a,1b,2,5 19pheol-NH, 1a,1b,2
3b 2.84 dd (13.6, 5.0) 19pheol-1a,1b,2,5
4 1393s 19pheol-2,33,3b,6
5 129.4d 7.22m 19pheol-3a,3b,5,7 19pPheol-2,3b
6 128.1d 7.20m 19pheol-6
7 126.0d 7.12m 19pheol-5
OH
NH 7.19m 18GIn-NH,2, 19Pheol-1a,1b,2,3a

a Carried out on an AVANCE-400, Bruker instrument; P Multiplicity and assignment are from HSQC
experiment; ¢ Values determined from HMBC experiment; "Jc = 8 Hz, recycle time 1 s; d Selected NOE’s
from a ROESY experiment; e.£.0.h These signals may interchange.
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Table S7. NMR data for TA1924a ® (7) in DMSO-de.

Position 8¢, mult. b &, mult., J (Hz) LR C-H correlations C NOE correlations d
Ac 1 171.1s Ac-2, 1Aib-NH
2 23.1q 1.93s 1Aib-NH,3,4
Iaib 1 1759€s 2Ala-NH, 1Aib-NH,3,4
2 557fs 1Aib-NH,3,4
3 26.5q 1.36s LAib-NH 1Aib-NH
4 24.1q 1.32s 1Aib-3 1Aib-NH
NH 8.57s Ac-2, 1Aib-3,4
2Ala 1 1746 - 3Ala-NH, 2Ala-2,3
2 50.9d 4.01m 2Ala-NH,3 2Ala-NH,3
3 16.8 q 1.31d 2Ala-NH,2 2Ala-NH,2
NH 8.27.d (5.4) 3Ala-NH, 2Ala-2,3
3ala 1 174.7 s - 4Aib-NH, 3Ala-2,3
2 51.2d 4.01m 3Ala-NH,3 3Ala-NH,3, 4Aib-NH
3 16.1q 1.33d 2Ala-NH,2 3Ala-NH,2
NH 7.71m 4Aib-NH, 2Ala-NH, 3Ala-2,3
daib 1 175.0 s SAib-NH,4Aib-NH,3,4
2 56.0fFs 4Aib-NH,3,4
3 26.1q 1.45s 4Aib-NH,4 4Aib-NH
4 2259q 1.381s 4Aib-3 4Aib-NH
NH 7.83s 4Aib-4,3, 3Ala-NH,2, Aib-NH
SAib 1 176.0€s 6GIn-NH, 2Aib-NH,3,4
2 558fs 5Aib-NH,3a,3b,4,5
3 26.6 q 1.44s 5Aib-NH,4 SAib-NH
4 2279q 1.361s 5Aib-3 5Aib-NH,
NH 7.555 SAib-3,4, 4Aib-NH
6GIn 1 1738s 7Aib-NH, 6GIn-2,3
2 56.0 d 3.77m 6GIn-NH,3,4a,4b 7Aib-NH, 6GIn-NH,3,4a,4b
3 26.2t 1.97 m 6GIn-2,4a,4b,NH 6GIn-2, NH, 7Aib-NH
4a 3150t 2.15m 6GIn-2,3,NH,b 6GIn-2,4b,NH,a
4b 2.23m 6GIn-2,4a,NH,a
5 173.7 s 6GIn-3,4a,4b,NH.a,NH,b
NH,a 7.16s 6GIn-4a,4b,NH,b
NH,b 6.76 S 6GIn-NH, a
NH 7.77m 6GIn-2,3
TAib 1 176.0€s 8Aib-NH, 7Aib-NH,3,4
2 559fs 7Aib-NH,3,4
3 26.2 q 1.45] s 7Aib-NH,4 7Aib-NH
4 2289q 1.351s 7Aib-3 7Aib-NH
NH 7.86's 6GIn-2,3, 7Aib-3,4, 8Aib-NH
8aib 1 17565 9Aib-NH, 8Aib-3,4
2 56.0fs 8Aib-NH,3,4
3 266Nq 1.431s 8Aib-NH,4 8Aib-NH
4 2289q 1.351s 8Aib-3 8Aib-NH
NH 7.59s 8Aib-3,4, TAib-NH
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9aib 1 176.4s 10ser-NH, 9Aib-3,4,NH
2 56.1fs 9Aib-NH,3,4
3 265hq 1.48's 9Aib-4 9Aib-NH
4  2299q 1.43s 9Aib-NH,3 9Aib-NH
NH 7.79s 9Aib-3,4
10ser 1 17065 11| eu-NH, 10ser-2,3a -
2 58.9 d 4.03m 10ser-NH 10ser-NH,3a,3b, 11Leu-NH
3a 61.2't 3.75m 10ser-NH,2 10ser-NH,2
3b 3.79m 10ser-NH,2
NH 7.74m 10ser-2,3a,3b
ey 1 173.7 s - 12Aib-NH, 11Leu-2
2 51.6 d 4.27m 11| eu-NH,4 11| eu-NH,5,3a,3h, 13pro-5a
3a 39.2t 1.56 m 11 eu-25,6 11} eu-2,5,6,3b
3b 1.70 m 11| eu-NH,2,33,6
4 23.9d 1.73m 11 eu-5,6 11| eu-NH,5
5 20.5q 0.76 d 11 eu-6,3b 11 eu-2,3a,4
6 23.0q 0.82d 11 eu-5,3b 11| eu-3a,3b
NH 7.59d 10ser-2, 11 ey-2,30,4
12pib 1 173.0 s 12Aib-NH,3,4
2 563fs 12 Aib-NH,3,4
3 25.8 1.37s 12pib-3 12 Ajb-NH
4 23.1q 1.49s 12 Aib-NH,4 12 Ajib-NH, 13pro-5b
NH 7.92s 12 Ajp-3,4
13prp 1 173.3s - 14| ey-NH, 13pro-2,3a -
2 63.0d 4.211t(8.0) 13pro-3a,4,5b 14 eu-5, 13pro-4,3b
3a 28.7t 1.60 m 13prp-2,5h,4 13pro-3b, 5a
3b 2.24m 13pro-3a,2, 4
4 26.1t 1.86 m 13prp-2,5b,5a,3a 13pro-2,3b,5a,50
5a 48.7t 3.45m 13pro-3b 13pr0-2,33,4, 11Leu-2, 14Leu-NH
5b 3.70 m 13pro-4, 12Aib-3
141 ey 1 1738s - 15Aib-NH, 14 eu-2 -
2 53.6d 3.90m 14 ey-NH 14| ey-4,3a,30,5,6,NH, 19Aib-NH
3a 38.7t 1.52m 141 ey-45,6 141 eu-2,3b,5,6
3b 1.78 m 14| ey-2,3a,5,6,NH,4
4 24.8d 1.68 m 141 ey-5,6 141 eu-2,5,6,NH,3b
5 23.0q 0.92d (6.0) 14| eu-6,4,3a 14| eu-2,4,3a,3b, 13pro-2
6 20.9q 0.82d 14| ey-5,4 14| eu-2,3a,3b,4
NH 7.72m 141 eu-2, 3b,4, 13pPro-5a
5aib 1 175.3 s 161e-NH, 15Aib-NH,3,4
2 562fs 15Aib-NH,3,4
3 26.1hgq 1421 15Aib-NH,4 15Aib-NH
4 2349q 1.361s 15Aib-3 I5Aib-NH
NH 7.63s 15Aib-3,4, 1611e-NH,2, 14Leu-2
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61 1 1719s - 17Glu-NH, 16j1e-2 -
2 58.9d 3.93m 16)1e-NH, 1611e-6,4b,3 15Aib-NH, 1611e-NH,6,4b,3,
17Glu-NH
3 35.6d 1.88'm 16)1e-2,4a,4b,5,6,NH 1611e-NH,2,5,6
4a 250t 1.20 m 16)1e-2,5,6 161e-NH,4b
4b 1.47 m 1611e-NH,2,4a,5
5 115q 0.82t 16)le-4a,4b 16)1e-4b,3
6 157 0.86 d 1611e-4a,4b,2 16y1e-2,3
NH 6.94d 1611e-2,3,4a,4b, 15Aib-NH
17Glu 1 1711s 18GIn-NH, 17Glu-2,3a,3b
2 53.1d 4.06 m 17Glu-NH,4a,4b,3b 18GIn-NH, 17Glu-NH,3a,3b,4a
3a 265t 1.87m 17Glu-2,4a,4b 17Glu-NH,2,4b
3b 1.97m 17Glu-NH,2.4a
4a 301t 2.37m 17Glu-2 17Glu-NH,2,3b
4b 2.44m 17Glu-NH,3a
5  1729s 17Glu-4a,4b,0CH;
NH 7.68m 17Glu-2,3a, 1611e-2
OCH; 51.4q 3.54s
18clIn 1 170.8s 19pheol-NH,
18GIn-2,3a,3b
2 53.0d 4.06 m 18GIn-NH,3a,3b,4a,4b  19Pheol-NH, 18GIn-NH,3a,3b,4b
3a  27.7t 1.83m 18GIn-2,4a,4b,NH 18GIn-NH,2,3b,4a
3b 1.70 m 18GIn-NH,2,3a,4a
4a 3169t 2.05m 18GIn-NH,a,2,3a,3b 18GIn-3a,3b
4b 1.97m 18GIn-NH,NH,b,2
5 17365 18GIn-NH,a,NH,b,3a,3b,
43,4b
NH,a 6.65s 18GIn-NH,b
NH,b 7.10s 18GIn-NH,a,4b
NH 7.48d (8.0) 19pheol-NH, 18GIn-2,3a,3b,4b
19pheol 1a  62.7t 3.28m 19pheol-2,3a,3b 19Pheol-NH,2,3a,3b,5
1b 3.32m 19Pheol-NH,2,3a,3b
2 52.5d 3.87m 19pheol-1a,1b,3a,3b,NH 19Pheol-NH, 1a,1b,3a,3b,5
3a 366t 261dd(135,83)  19heol-1a,1b,2,5 19pheol-NH,1a,1b,2,5
3b 2.84 dd (13.6, 5.3) 19pheol-1a,1b,2,5
4 13925 19pheol-2,33,3b,5,7
5  129.4d 7.21m 19pheol-3a,3b,5,7 19pheol-1a,2,3a,3b,7
6 128.1d 7.19m 19pheol-5,7
7  126.0d 7.13m 19pheol-5,6 19pheol-5
OH
NH 7.30d (8) 18GIn-NH,2, 19Pheol-1a,1b,2,3a

2 Carried out on an AVANCE-500, Bruker instrument; P Multiplicity and assignment are from HSQC
experiment; ¢ Values determined from HMBC experiment; "Jc = 8 Hz, recycle time 1 s; d Selected NOE’s
from a ROESY experiment; e.f.g.hiJ These signals may interchange.
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Table S8. NMR data for TA1909a ® (8) in DMSO-de.

Position 8¢, mult. b§y, mult., J (Hz) LR C-H correlations € NOE correlations d
Ac 1 1711s Ac-2, 1Aib-NH
2 231q 1.93s 1Aib-NH
Iaib 1 1758s 2Ala-NH, 1Aib-NH, 3,4
2 558hsg 1Aib-NH,3,4
3 26.3q 1.36s 1Aib-NH 1Aib-NH
4  237q 1.33s 1Aib-3 1Aib-NH
NH 8.56 s Ac-2, 1Aib-3,4
2Ala 1 17465 3Ala-NH, 2Ala-2,3
2  509d 4.01m 2Ala-NH,3 2Ala-NH,3
3  169q 1.31d 2Ala-NH,2 2Ala-NH,2
NH 8.25d (6.0) 2pla-2,3, 3Ala-NH
BAla 1 17465 4Aib-NH, 3Ala-2,3
2  51.1d 4.01m 3Ala-3 3Ala-NH,3, 4Aib-NH
3 162q  1.33d(7.5) 2Ala-NH,2 3Ala-NH,2
NH 7.68 d (6.0) 4Aib-NH, 3Ala-2,3, 2Ala-NH
4aib 1 17505 Slva-NH, 4Aib-3,NH
2 56.2Ns 4Aib-NH,3,4
3 263 1.46's 4Aib-NH,4 4Aib-NH
4 233€q 1.35fs 4Aib-3 4Aib-NH
NH 7.87s 4Aib-2,3, 3Ala-NH,2, Slva-NH
Slva 1 176.2s 6GIn-NH, °Iva-NH
2  585s Slva-NH,3a,3b,4,5
3a 259t 2.21m Slva-4 Slva-NH,4,3b
3b 1.62m Slva-3a
4 7.4 0.731(7.4) Slva-NH,3a
5 226 1.35s Slva-3a Slva-NH
NH 7.47 s Slva-4,5,3a, 6GIn-NH, 4Aib-NH
6GIn 1 174.1s 7Aib-NH, 6GIn-2
2 56.0Nd 3.78 m 6GIn-4a,4b 7 Aib-NH,4,6GIn-NH,3,44a,4b
3 26.2t 1.97 m 6GIn-2,4a,4b 6GIn-2,NH, 7Aib-NH
4a 317t 2.14m 6GIn-NH,b 6GIn-NH, a, 2,4b,NH
4b 2.23m 6GIn-NH, a 2,4a,NH
5 1736€s 6GIn-3,4a,4b,NH,a
NH,a 7.16s 6GIn-NH,b,4a,4b
NH.b 6.76 S 6GIn-NH,a
NH 7.73m 6GIn-2,3,4a,4b, Slva-NH
‘Aib 1 176.0s 8Aib-NH, 7Aib-3,4
2 56.2hs 7 Aib-NH, 3,4
3 2629q 1.43Js TAib-NH,4 7Aib-NH
4 229€q 1.36fs TAib-3 7Aib-NH, 6GIn-2
NH 7.90s 6GIn-2,3, 7Aib-3,4, 8Aib-NH
8aib 1 17645 9Ala-NH, 8Aib-3,4,NH
2 56.1hs 8Aib-NH,3,4
3 26.49q 1.431s 8Aib-4 8Aib-NH
4 232¢q 1.39 s 8Aib-3 8Aib-NH
NH 7555 8Aib-3,4, Aib-NH, 9Ala-NH
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9Ala 1 17465 10ser-NH, 9Ala-2,3
2 517d 3.96 m 9Ala-3 9Ala-NH
3 165q 1.40 d 9Ala-NH,3 9Ala-NH
NH 7.72s 9Ala-2,3, Aib-NH
10ser 1 1706 10ser-2,3a,3b, 11Leu-NH
2 58.1d 4.11m 10ser-NH,0H, 11 eu-NH
3a 610!t 3.72m 10ger-2 10ser-NH,0H
3b 3.76 10ser-NH,0H
OH 4.871(6.2) 10ser-NH,2,3a,3b
NH 7.76d 10ser-2,3b,0H, 11Leu-NH
ey 1 1733s 12Aib-NH, 11Leu-2
2  514d 4.28 m 12Aib-NH, 11 eu-NH,5,3a,3b,4,
13pro-5a
3a 398t 1.55m 11 eu-5,6 111 eu-2,6,4
3b 1.67m 11 eu-NH,2,6
4  240d 1.69 m 11 eu-5,6 11| eu-NH,2,3a
5 210q 0.78d(6.8) 11 eu-6 11 eu-2
6 229q 0.84m 11 eu-5,3a 11| eu-3a,3b,2
NH 7.44m 10ser-2,NH, 11 eu-2,3b,4,
12 Ajb-NH
L2aib 1 17275 12Aib-NH,3,4
2 561Ns 12Aib-3,4
3  255q 1.40s 12 Ajb-NH
4 2299 1.49s 12 Aib-NH, 13pro-5b,2
NH 7.93s 13pro-5b, 11Leu-2,NH, 12Aib-3,4
13prp 1 173.8s 14v/al-NH, 13pro-2,3a
2 63.0d 4.241(7.6) 13pro-4 14val-NH, 13pro-4, 3b
32 201t 1.65m 13prp-2,4 13pro-3b
3b 2.22m 13pro-3a,2,5b
4 26.0't 1.86 m 13pro-5b 13pro-2,5a,5b
5a 486t 3.48m 13pro-4,5b, 11 eu-2, 14val-NH
5b 3.70 m 13pro-3b,4,5a, 12Aib-NH,3
4val 1 1727s 15Aib-NH, 14val-2
2 611'd 3.77m 14v/a1-3,4,5 14v/al-4,5,3,NH, 15Aib-NH
3 28.8d 2.21m 14v/al-2.4 5 14v/al-2,4 5 NH
4 192q  094d(6.4) 14val-5,2,3 14val-NH,2,3
5 19.2q 0.88d 14val-4,2,3 14val-2,3
NH 7.60d (7.2) 14Val-i,§>,4, 13pro-2,53,
Aib-NH
aib 1 175.7s 1611e-NH,2, 15Aib-NH,3,4
2 561hs 15Aib-3,4
3  26.39q 1.45] s 15Aib-4 I5Aib-NH
4 232¢q 1.39fs 15Aib-3 15Aib-NH
NH 7.43s 15Aib-3,4, 14val-NH,2
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1 1 17245 17GIn-NH, 1611e-2
2 59.6d 3.87m 1611e-6 1611e-NH,6,4b,3, 17GIn-NH
3 355d 1.88'm 1611e-2,4a,5,6 1611e-NH,2,6
4a 254t 1.20 m 161e-2,5,6 1611e-4b,NH
4b 1.50 m 1611e-NH,2,4a,5
5 114q 0.81t 16)1e-4a 16)1e-4b
6 1574 0.86 d 16j1e-2 16]1e-NH,2,3
NH 7.22m 1611e-2,3,4a,4b,6
17GIn 1 171.8s 18GIn-NH, 17GIn-2
2 54.3d 3.97m 17GIn-4a,4b 17GIn-NH,3,4a,4b
3 268t 1.90 m 17GIn-2,4a,4b 17GIn-NH,2
4a 317t 2.13m 17GIn-NH,a 17GIn-NH,2,NH,b
4b 2.23m 17GIn-NH,2,NH,b
5 173.7€s 17GIn-4a,4b,NH,b
NH.a 6.72s 17GIn-NH,b
NH,b 7.13s 17GIn-NH,a,4a,4b
NH 7.69d (5.6) 17GIn-2,3,4a,4b, 1611e-2,
18GIn-NH
18GIn 1 1710s 19pheol-NH,18GIn-2
2 534d 4.03m 18GIn-NH,4a,4b  19Pheol-NH, 18GIn-NH,3a,3b,4b
3a 274t 1.85m 18GIn-4a,4b 18GIn-NH,2,3b,4a
3b 1.72m 18GIn-2,3a,4a
4a  315s 2.05m 18GIn-NH,a 18GIn-3a,3b,NH
4b 1.98 m 18GIn-NH,NH,b,2
5 173.8€s 18GIn-NH,b,3b,4a,4b
NH,a 6.63s 18GIn-NH,b
NH,b 7.07s 18GIn-NH,a,4b
NH 7.46 d 18GIn-2,3b,4a,4b, 17GIn-NH
19pheol 1a 629t 3.30m 19pheol-3a,3b 19pheol-OH
1b 3.33m 19Pheol-OH
2 526d 3.86m 19pheol-1a,1b,0H 19pheol-NH,3a,3b,5,0H
3a 367t 263dd(135,82)  19heol-1a,1b,5 19pheol-NH,2
3b 2.84 dd (13.5, 5.2) 19pheol-2,5
4 13935 19pheol-2,3a,3b,6
5 129.4d 7.22m 19pheol-3a,3b,5,7 19pheol-2,3b
6 128.1d 7.20m 19pheol-6
7 126.0d 7.12m 19pheol-5
OH 4.69t(6.2) 19pheol-1a,1b,2,NH
NH 7.18m 18GIn-2, 19pheol-2,3a,0H

@ Carried out on an AVANCE-400, Bruker instrument; P Multiplicity and assignment are from HSQC
experiment; ¢ Values determined from HMBC experiment; "Joy=8 Hz, recycle time 1 s; d Selected NOE’s
from a ROESY experiment; e.f.g.hiJ These signals may interchange.
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Position 8c, mult. b &, mult., J (Hz) LR C-H correlations®©  NOE correlations d
Ac 1 171.2's Ac-2, 1Aib-NH
2 23.0q 1.93s 1Aib-NH
Laib 1 175.9's 2Ala-NH, 1Aib-NH,3,4
2 55.8's 1Aib-NH,3,4
3 26.1q 1.36s 1Aib-NH 1Aib-NH
4 242 q 1.33s 1Aib-3 1Aib-NH
NH 8.55s Ac-2, 1Aib-3,4
2Ala 1 174.6's 3Ala-NH, 2Ala-2,3
2 51.0d 3.99 m 2Ala-NH,3 2Ala-NH,3
3 16.9 q 1.31d 2Ala-NH,2 2Ala-NH,2
NH 8.25d (5.1) 2pla-2,3, 3Ala-NH
3Aala 1 174.7 s 4Aib-NH, 3Ala-2,3
2 51.2d 4.01m 3Ala-NH,3 3Ala-NH, 3,4Aib-NH
3 16.2 q 1.33d (7.5) 2Ala-NH,2 3Ala-NH,2
NH 7.70 d (6.0) 4Aib-NH, 3Ala-2,3,
2Ala-NH
4Aib 1 175.1s SAib-NH, 4Aib-3
2 56.0J s 4Aib-NH,3,4
3 262hg 1.43Fs 4Aib-NH,4 4Aib-NH
4 234iqg 1.36 Ks 4Aib-NH,3 4Aib-NH
NH 7.855 4Aib-2,3, 3Ala-NH,2
SAib 1 176.08s 6GIn-NH, 2Aib-3,4,NH
2 55.91s SAib-NH,3,4
3 266Nq 1.44's 5Aib-NH 4 5Aib-NH
4 22.7q 1.39s S5Aib-3 SAib-NH
NH 7.54s SAib-3,4
6GIn 1 173.9s 7Aib-NH, 6GIn-2
2 56.0 d 3.78m 6GIn-NH,3,4a,4b 7 Aib-NH,
6GIn-NH,3,4a,4b
3 26.2t 1.98 m 6GIn-2,4a,4b,NH 6GIn-2,4a,4b,NH,
7 Aib-NH
4a 3169t 2.14'm 6GIn-2,3,NH,b 6GIn-NH,a,2,3,4b,NH
4b 2.23m 6GIn-NH,a,2,3,4a
5 173.7 s 6GIn-3,4a,4b,NH,a,NH,b
NH.a 7.14s 6GIn-4a,NH,b,4a,4b
NH,b 6.74s 6GIn-NH,a
NH 7.75m 6GIn-2,3,4a
TAib 1 176.1€s 8Aib-NH, "Aib-NH,3,4
2 56.11s T Aib-NH,3,4
3  26.1hg 1.42Fs 7Aib-NH 4 7Aib-NH
4 230iq 1.38Ks 7Aib-NH 7Aib-NH

NH 7.855s

6GIn-2,3, TAib-3,4
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8Aib 1 175.7 s 9Aib-NH, 8Aib-3,4,NH
2 56.1J s 8Aib-NH,3.4
3 266Nq 1.43Fs 8Aib-NH,4 8Aib-NH
4 2321q 1.35Ks 8Aib-3 8Aib-NH
NH 7.58s 8Aib-3,4
9Aib 1 176.5s 10ser-NH, 9Aib-3,4
2 56.2] s 9Aib-NH,3 4
3 267N0q 1.47 s 9Aib-NH,4 9Aib-NH
4  233lq 1.44 s 9Aib-3 9Aib-NH
NH 7.78s 9Aib-3,4
10ger 1 170.7 s 11| eu-NH, 10ser-2,3a
2 59.0 d 4.03m 10ser-NH 10ser-NH,3a,3b
3a 61.2t 3.74m 10ser-NH,2 10ser-NH,2
3b 3.75m 10ser-NH,2
NH 7.76 m 10ser-2,3a,3b
11 ey 1 173.6 12Aip-NH, 11Ley-2
2 51.4d 4.28 m 11} eu-3b 11} eu-NH,5,3a,3b,4,
14v/al-4
3a 39.8t 1.54m 11} eu-2,5,6 111 eu-2,5
3b 1.70 m 11 eu-NH,2,5,6
4 24.2d 1.70 m 11) eu-5,6 111 eu-NH,2,5,6
5 20.8 0.77d 11 eu-6,4 11| eu-2,3a,3b
6 22.9q 0.83d 11 eu-5,3a 11 eu-3n
NH 7.62m 11 eu-2,3b,4, 12Aib-NH
12pib 1 172.8's 12 Aib-NH,3,4
2 56.3 s 12Aib-NH,3,4
3 255 q 1.40s 12Aib-NH 4 12 Ajib-NH, 13pro-5b
4 2294 1.49s 12pib-3 12 Ajib-NH
NH 7.95s 12ib-3,4, 11 eu-NH
13pro 1 173.8 s 13prp-2,3a, 14val-NH
2 63.1d 4.251(7.8) 13pro-3a,4 13pro-4,3a,3b,
3a 28.9t 1.67m 13prp-2,4,5b 13prop-2,3b,4
3b 2.22m 13prp-3a,2,4,5b
4 258t 1.87m 13prp-2,3a,5a,50 13prp-2,3a,3b,5a,5b
5a 48.6't 353 m 13prp-3a,3b,4 13pro-4,5b
5b 3.69m 13pro-3b,4,5a, 12Aib-3
14v/q 1 172.7 s 15Aib-NH, 14val-2
61.0d 3.80m 14v/a1-3,4,5 14v/al-4,5,3,NH,
15Aib-NH
3 28.9d 2.21'm 14v/al-2,45 14v/al-2,4,5 NH
4 19.2 q 0.95d (6.4) 14val-5,2,3 14val-NH,2,3, 11Leu-2
5 19.2 q 0.89d (6.8) 14val-4,2,3 14val-2,3
NH 7.60d 14v/al-2,3.4
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Baib 1 1757s 1611e-NH, 2,
15Aib-NH, 3,4
2 558s 15Aib-NH,3,4
3 263hqg 1.43Fs 15Aib-NH,4 15Aib-NH
4 230ig 1.36 Ks 15Aib-3 15Aib-NH
NH 7.47s 15Aib-3,4, 14val-2
61 1 17245 17GIn-NH, 1611e-2
2 596d 3.87m 1611e-NH,6,4a,4b 1611e-NH,5,6,4a,4b,3, 17GIn-NH
3  356d 1.88 m 16)1e-2,4a,5,6,NH 1611e-NH,2,5,6
4a  25.4t 1.20 m 1611e-2,3,5,6 1611e-2,4b,NH
4b 1.50 m 161le-4a,5,2
5 114q 0.81t(8.0) 16]1e-4a,4b 16yle-4b,2,3
6 15.8q 0.85d 16)le-4a,4b, 2 16]1e-3,NH,2
NH 7.22m 1611e-2,3,4a, 6
I7GlIn 1 17185 18GIn-NH, 17GIn-2
2  543d 3.98m 17GIn-NH,4a,4b 17GIn-NH,3,4a,4b,NH,b
3 269t 1.93m 17G\n-2,4a,4b,NH 17GIn-NH,2
4a 3189t 2.13m 17GIn-NH23,2,3 17GIn-NH,2,NH,b
4b 2.23m 17GIn-2,NH,b
5 173.7s 17GIn-4a,4b,NH,a,NH,b
NH,a 6.71s 17GIn-NH,b
NH,b 7.14's 17GIn-NH,a,4a,4b,2
NH 7.70 d (6.0) 17GIn-2,3,4a, 1611e-2
18cIn 1 17105 19pheol-NH, 18GIn-2
2  534d 4.02 m 18GIn-NH,3a,4a,4b  19Pheol-NH, 18GIn-NH,3a, 3b,4b
3a 275 1.83m 18GIn-2,4a,4b,NH 18GIn-2,3b,4a
3b 1.70 m 18GIn-2,3a,4a,NH
4a 3179t 2.05m 18GIn-NH,a,2,3a,3b 18GIn-3a,3b
4b 1.98 m 18GIn-NH,NH,b,2
5 173.7s 18GIn-NH,a,NH,b,4a,4b
NH,a 6.615 18GIn-NH,b
NH,b 7.06's 18GIn-NH,a,4b
NH 7.46d 18GIn-2,3b,4b
19pheol 1a 629t 3.31m 19pPheol-2,3a,3b 19pheol-NH
1b 3.34m 19pheol-NH
2 527d 3.87m 19pheol-1a,1b,3a,3b,NH 19pheol-NH,3a,3b,5
3a 36.8t 2.63dd(13.4,84)  19nheol-1a,1b,5 19pheol-NH,2
3b 2.83 dd (13.5, 4.9) 19pheol-2
4 139.4s 19pheol-2,3a,3b,6
5 1295d 7.22m 19pPheol-3a,3b,5,7 19pheol-2,7
6 128.2d 7.20m 19pheol-6
7 126.0d 7.13m 19pheol-5 19pheol-5
OH
NH 7.18 m 18GIn-2, 19Pheol-1a,1b,2,3a

@ Carried out on an AVANCE-400, Bruker instrument; P Multiplicity and assignment are from HSQC
experiment; ¢ Values determined from HMBC experiment; MJcy = 8 Hz, recycle time 1 s; d Selected NOE’s
from a ROESY experiment; &.9:M.1.j.K These signals may interchange.
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Table S10. NMR data for TA.VIa ? (10) in DMSO-de.

Position 8c, mult. B &, mult., J (Hz) LR C-H correlations C NOE correlations d
Ac 1 1711s Ac-2, 1Aib-NH,4
2 23.1q 1.92s 1Aib-NH,3,4
Iaib 1 175.7€s 2Ala-NH, 1Aib-NH,3,4
2  558s 1Aib-NH,3,4
3 262hq 1.355s 1Aib-NH 1Aib-NH
4  242q 1.32s 1Aib-3 LAib-NH
NH 8.55s Ac-2, 1Aib-3,4
2pla 1 17455 - 3Ala-NH, 2Ala-2,3
2 509d 4.01m 2Ala-NH,3 2Ala-NH,3
3  16.8q 1.31d 2Ala-NH,2 2Ala-NH,2
NH 8.24d (5.5) 3Ala-NH, 2Ala-2,3
3Ala 1 17455 - 4Aib-NH, 3Ala-2,3
2  51.0d 4.01m 3Ala-NH,3 3Ala-NH,3, 4Aib-NH
3 16.2q 1.33d 2Ala-NH,2 3Ala-NH,2
NH 7.68d 2Ala-NH, 3Ala-2,3
4paib 1 1750s Slva-NH, 4Aib-3
2 56.09s 4Aib-NH,3,4
3 262hgq 14115 4Aib-NH,4 4Aib-NH
4 233lq 1.35Ks 4Aib-NH,3 4Aib-NH
NH 7.86s 4Aib-2,3, 3Ala-2, Olva-NH
Slva 1 17645 6GIn-NH, °Iva-3,NH
2 58.6 s 5lva-NH,3a,3b,4,5
3a 257t 2.20m Slva-4 Slva-4,3b
3b 1.62m Slva-4,3a,5
4 7.4 0.73t Slva-3a,3b 5Iva-NH,3a,3b
5 225 1.35s Slva-NH,3a,3b Slva-NH,3b
NH 7.48's Slva-4,5, 4Aib-NH
6GIn 1 1738s 7Aib-NH, 6GIn-2
2  56.0d 3.78 m 6GIn-NH,3,4a,4b 7 Aib-NH, 6GIn-NH,3,4a,4b
3 26.3t 1.97 m 6GIn-2,4a,4b,NH 6GIn-2,4a,4b,NH
4a 31.6Ft 2.15m 6GIn-2, NH, b 6GIn-2,3,4b,NH.a
4b 2.25m 6GIn-2,3,4a
5 173.7s 6GIn-3,4a,4b,NH.,a,NH,b
NH,a 7.15s 6GIn-4a,NH,b
NH,b 6.75s 6GIn-NH.a
NH 7.73m 6GIn-2,3
Aib 1 1758€s 8Aib-NH,’ Aib-NH,3,4
2  56.10s 7 Aib-NH,3,4
3 265Nq 14115 7Aib-NH 4 7Aib-NH
4 233lq 1.35Ks TAib-3 7Aib-NH
NH 7.855 6GIn-2, 7Aib-3,4,8Aib-NH
8aib 1 175.9€s 9Aib-NH, 8Aib-3,4
2  56.10s 8Aib-NH,3,4
3 265hq 14215 8Aib-NH,4 8Aib-NH
4 227lq 1.37Ks 8Aib-3 8Aib-NH

NH 7545 8Aib-3,4, 7 Aib-NH, Aib-NH
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9Aib 1  176.4s 10ser-NH, 9Aib-3,4
2  56.19s 9Aib-NH,3.4
3 264hq 1.46's 9Aib-NH,4
4 231lq 1.42s 9Aib-3 9Aib-NH
NH 7.76s 9Aib-3,4, 8Aib-NH
10ser 1 1706 11| eu-NH, 10ser-2,3a,30 -
2 58.9 d 4,01 m 10ser-NH 10ser-NH
3a 612t 3.74m 10ser-NH,2
3b 3.78m 10ser-NH
OH - -
NH 7.73m 10ser-2,3b
ey 1 1737s - 12Aip-NH, 11Ley-2
2 51.5d 4.26 m 11| eu-NH,3b 11} eu-NH,5,3a,3b, 13pro-5a
3a 392t 1.56 m 11} eu-2,5,6 111 eu-2,3b,5
3b 1.70 m 11| eu-NH,2,3a,5
4 24.0d 1.73m 111 eu-5,6 11| eu-NH,6
5 205q 0.75d 11 eu-6,3b 11| eu-2,3b,3a
6 229 0.81d 11 eu-5,3b 11 eu-4
NH 7.58 d (7.5) 111 eu-2,3b,4, 12Aib-NH
L2paib 1 17295 12Aib-NH,3,4
2  56.20s 12 Aib-NH,3,4
3 259q 1.39s 12pip-4 12 Ajib-NH
4  229)q 1.48s 12Aib-NH,3 12Ajib-NH, 13pro-5b
NH 7.88s 111 eu-NH, 12Aip-3,4
13pr0 1 1733s - 14| ey-NH, 13pro-2,3a -
2 63.0d 4.211(8.0) 13pro-3a,4 13pro-4,3b
3a  28.7t 1.59 m 13prp-4,2,5b,5a 13pro-3b
3b 2.23m 13pro-3a,2,4
4 25.9t 1.86m 13prp-2,5a,5b 13pro-2,3b,5a,50
5a  48.7t 3.44m 13prp-3b,3a 13prp-2,4,50,11eu-2
5b 3.68'm 13pro-4,5a, 12Aib-3
41 ey 1 1737s - 15Aib-NH, 14Leu-2 -
2 53.5d 3.93m 14| ey-NH 141 eu-4,3a,6,NH, 15Aib-NH
3a  38.8t 151 m 141 ey-245,6 14| ey-2,3b,6
3b 1.78 m 14| ey-3a,6,NH
4 24.8d 1.68 m 14| ey-5,6,2 14| ey-2,5,NH
5 229q 0.91d (6.0) 141 eu-6,4 141 eu-4
6 211q 0.82d 14| ey-5,3p,4 1144Leu-2,3a,3b
NH 7.71m Leu-2,3b,4
5aib 1 1753s 1611e-2,NH, 15Aib-NH,3.4
2 56.3s 15Aib-NH,3,4
3 265hq 14315 15Aib-4 15Aib-NH
4 232)q 1.33Ks 15Aib-NH,3 I5Aib-NH
NH 7.62s 15Aib-3,4, 161le-NH, 14Leu-2
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16)1e 1 172.0s - 17GIn-NH, 1611e-2,3 -
2 58.9 d 3.91t(6.8) 1611e-NH,6,3,4a,4b 1611e-NH,5,6,4a,4b,3,
17GIn-NH
3 35.7d 1.87m 161le-2,4a,4b,5,6,NH 1611e-NH,2,6
4a 25.1t 1.20 m 16)le-2,5,6 161e-NH,4b,2
4b 1.47 m 1611e-NH,2,4a
5 11.4 0.81t 1611e-4a,4b 16)1e-2
6 15.7 q 0.84d (6.5) 16]1e-4a,4b,2 16j1e-2,3
NH 6.95 d (6.5) 1611e-2,3,4a,4b, 15Aib-NH
17GgIn 1 1715 18GIn-NH, 17GIn-2
2 53.8d 4.03m 17GIn-NH,4a,4b 17GIn-NH,3,4a,4b
3 27.2t 1.84m 17GIn-2,4a,4b,NH 17GIn-NH,2
4a  317F¢ 2.08'm 17GIn-NH,a,2,3 17GIn-NH,2,NH,b
4b 2.18 m 17GIn-2,NH,b
5 173.6s 17GIn-3,4a,4b,NH,a,NH,b
NH,a 6.71s 17GIn-NH,b
NH,b 7.15s 17GIn-NH,a,4a,4b
NH 7.70m 17GIn-2,3,4a, 1611e-2
8cin 1 170.9's 19pheol-NH, 18GIn-2,3a,3b
2 53.1d 4.05 m 18GIn-NH,3a,4a,4b 19pPheol-NH,
18GIn-NH,3a,3b,4b
3a 27.7t 1.81m 18GIn-2,4a,4b,NH 18GIn-2,3b,4a
3b 1.70 m 18GIn-NH,2,3a,4b
4a  318Ft 2.04m 18GIn-NH,a,2,3a,3b 18GIn-3a
4b 1.95m 18GIn-NH, NH,b,2,3b
5 173.6 s 18GIn-NH2 a,
NH,b,3a,3b,4a,4b
NH,a 6.64 s 18GIn-NH,b
NH,b 7.10's 18GIn-NH,a,4b
NH 7.47 d 18GIn-2,3b,4b
19heol  1a 62.7t 3.29m 19pheol-2,3a,3b 19Pheol-NH,2,5
1b 3.32m 19Pheol-NH,2
2 52.6 d 3.86m 19pheol-1a,1b,33,30,NH  19Pheol-NH,1a,1b,3a,3b,5
3a 36.7t 2.61dd(13.8,8.3) 19pheol-1a,1b,2,5 19pheol-NH, 2
3b 2.83dd (13.5, 5.5) 19pheol-2
4 139.2's 19pheol-2,3a,3b,5,7
5 129.4 d 7.20m 19pheol-3a,3b,6,7 19pheol-1a,2,7
6 128.2 d 7.19m 19pheol-5,7
7 126.0 d 7.12m 19pheol-5 19pheol-5
OH
NH 7.27d (8.5) 18GIn-2, 19Pheol-1a,1b,2,3a

@ Carried out on an AVANCE-400, Bruker instrument; P Multiplicity and assignment are from HSQC
experiment; ¢ Values determined from HMBC experiment; "Joy=8 Hz, recycle time 1 s; d Selected NOE’s
from a ROESY experiment; e.f.0.h1j K These signals may interchange.
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Table S11. NMR data for TA.VII # (11) in DMSO-ds.

Position 8¢, mult. b &, mult., J (Hz) LR C-H correlations C NOE correlations d
Ac 1 1710s Ac-2, 1Aib-NH
2 230q 1.92s 1Aib-NH
Iaib 1 1759¢€s 2Ala-NH, 1Aib-NH,3,4
2  558s 1Aib-NH,3,4
3 265hq 1345 1Aib-NH 1Aib-NH
4 2424 1.32s 1Aib-3 1Aib-NH
NH 8.55s Ac-2, 1Aib-3,4
2Ala 1 17455 3Ala-NH, 2Ala-2,3
2 509d 3.99 m 2Ala-NH,3 2Ala-NH,3
3  16.8q 1.30d 2Ala-NH,2 2Ala-NH,2
NH 8.24 d (5.6) 2pla-2,3, 3Ala-NH
BAla 1 17455 4Aib-NH, 3Ala-2,3
2  51.0d 4.01m 3Ala-NH,3 3Ala-NH,3, 4Aib-NH
3 16.2q 1.33d (7.5) 2Ala-NH,2 3Ala-NH,2
NH 7.68d 4Aib-NH, 3Ala-2,3, 2Ala-NH
dpaib 1 17505 Slva-NH, 4Aib-3
2  5601s 4Aib-NH,3,4
3 265hq 1.431s 4Aib-NH,4 4Aib-NH
4  2309q 1.34Ks 4Aib-NH,3 4Aib-NH
NH 7.86s 4Aib-2,3, 3Ala-NH,2
Slva 1 17645 6GIn-NH,?2, °Iva-3a,NH
2  586s 5lva-NH,3a,3b,4,5
3a 256t 2.20m Slva-4 5lva-NH,4,3b
3b 1.62m Slva-4,3a
4 7.4 0.731(7.2) Slva-3a,3b Slva-NH,3a,3b
5 227q 1.35s Slva-NH,3a,3b Slva-NH
NH 7.46's Slva-4,5,3a
6GIn 1 17385 7Aib-NH, 6GIn-2
2  56.0d 3.77m 6GIn-NH,3,4a,4b 7 Aib-NH, 6GIn-NH,3,4a,4b
3 26.2t 1.97 m 6GIn-2,4a,4b,NH 6GIn-2,4a,4b,NH, 7 Aib-NH
4a  31.6Ft 2.14'm 6GIn-2,3,NH,b 6GIn-NH,a,2,3,4b
4b 2.23m 6GIn-NH,a,2,3,4a
5 17365 6GIn-3,4a,4b,NH,a,NH,b
NH,a 7.16s 6GIn-4a,NH,b,4a,4b
NH,b 6.75s 6GIn-NH,a
NH 7.72m 6GIn-2,3
‘Aib 1 1758¢€s 8Aib-NH, 7Aib-NH,3,4
2  56.1is 7 Aib-NH,3,4
3 265hq 1.421s 7Aib-NH 4 7Aib-NH
4 2339q 1.34Ks 7Aib-NH,3 7Aib-NH
NH 7.85s 6GIn-2,3, 7Aib-3,4
8aib 1 175.7€s 9Aib-NH, 8Aib-3,4
2  5501ig 8Aib-NH,3,4
3 263hq 1411s 8Aib-NH,4 8Aib-NH
4  2299q 1.37 Ks 8Aib-3 8Aib-NH
NH 7.54s 8Aib-3,4
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9Aib 1 1765 10ser-NH, 9Aib-3,4
2 56.1ls 9Aib-NH,3.4
3 266q 1.45s 9Aib-NH,4 9Aib-NH
4 2299q 1415 9Aib-3 9Aib-NH
NH 7.76s 9Aib-3,4
10ser 1 17065 11| eu-NH, 10ser-2,3a
2  589d 4.02m 10ser-NH 10ser-NH,3a,3b
3a 611t 3.72m 10ser-NH,2 10ser-NH,2
3b 3.78m 10ser-NH,2
NH 7.72m 10ser-2,3a,3b
ey 1 17355 12Aib-NH, 11 eu-2
2  51.3d 4.27m 11| eu-NH,3b 12 Ajb-NH,
11| eu-NH,5,3a,3b,4, 14val-4
3a 398t 1.53m 11} eu-2,5,6 111 eu-2,5
3b 1.68 m 11| eu-NH,2,5,6
4  242d 1.68 m 111 eu-5,6 11| eu-NH,2,5,6
5 20.8q 0.75 d 11 eu-6,4 11 eu-2,3a,3b
6 2324 0.82d 11 eu-5,3a 11 eu-3n
NH 7.60m 11) eu-2,3b,4
L2aip 1 1727 s 12Aib-NH,3,4
2  56.21s 12Aib-NH,3,4
3 260hq 1.38's 12 Ajb-NH
4 2309q 1.48s 12Aib-NH,3 12 Ajib-NH, 13pro-5b,2
NH 7.93s 11 eu-2, 12Aib-3.4
18pro 1 173.7s 14v/al-NH, 13pro-2,3a
2  63.0d 4.241(7.6) 13prp-3a,3b,4,5b 14val-NH, 13pro-4, 3a,3b,
12Aip-3
3a 288t 1.65m 13pro-2,4 13prp-2,3b, 5a,4
3b 2.22m 13pro-3a,2,4
4 26.0't 1.86 m 13prp-2,3a,5a,50 13prp-2,3a,3b,5a,5b
Sa 484t 3.52m 13prp-3a,3b,2,4 13pro-3a,4,5b
5b 3.67m 13pro-4,5a, 12Aib-3
4val 1 17265 15Aib-NH, 14val-2
2 60.9d 3.78m 14v/a1-3,4,5NH 14v/al 5,3,NH, 15Aib-NH
3 28.8d 2.21m 14v/a1-2.4.5 NH 14v/al-2,4 5 NH
4 19.1q 0.93d (6.4) 14va1-5,2,3 14val-NH,3, 11Leu-2
5 19.1q 0.87 d (6.8) 14val-4,2,3 14val-2,3
NH 7.59d 14v/al-2,3.4, 13pro-2
15Aib 1 1756 161e-NH,2, 15Aib-NH,3,4
2 56.2 s 15Aib-NH,3,4
3 26.1hqg 1411s 15Aib-NH
4 2329q 1.38Ks 15Aib-NH,3 I5Aib-NH
NH 7.43s 15Aib-3,4, 14val-2
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6je 1 17235 17GIn-NH, 1611e-2
2 5954 3.85m 1611e-NH,6,4a,4b,3 161le-NH,5,4a,3, 17GIn-NH
3 3554 1.87m 1611e-2,4a,4b,5,6,NH 1611e-NH,2,6
4a 254t 1.20 m 1611e-2,3,5,6 1611e-2,4b,NH
4b 1.50 m 161le-4a,5
5 114q 0.80t(7.2) 1611e-4a,4b 1611e-4b,2,NH
6 1574 0.84 d 16]1e-4a,4b,2 16]1e-3
NH 7.21m 1611e-2,3,4a,5
17GiIn 1 17185 18GIn-NH, 17GIn-2
2 54.3d 3.97m 17GIn-NH,4a,4b,3 17GIn-NH,3,4a,4b,NH,b
3 26.8 1.93m 17GIn-2,4a,4b 17GIn-NH,2
4a  31.7Ft 2.13m 17GIn-NH,a,2,3 17GIn-NH,2,NH,b
4b 2.23m 17GIn-2,NH,b
5 173.65 17GIn-3,4a,4b,NH,a,NH,b
NH,a 6.72s 17GIn-NH,b
NH,b 7.16s 17GIn-NH,a,4a,4b,2
NH 7.70 m 17GIn-2,3,4a, 1611e-2
18cIn 1 171.0s 19pheol-NH, 18GIn-2,3a,3b
2  534d 4.00m 18GIn-NH,3a,3b,4a,4b 19pheol-NH,
18GIn-NH,3a,3b,4b
3a 27.5 1.81m 18GIn-2,4a,4b,NH 18GIn-2,3b,4a
3b 1.70 m 18GIn-2,3a,4a,NH
4a  318ft  205m 18GIn-NH,a,2,3a,3b 18GIn-3a,3b
4b 1.97 m 18GIn-NH,NH,b,2
5 17365 18GIn-NH,a,NH,b,3a,3b,4a,4b
NH,a 6.61s 18GIn-NH,b
NH.b 7.06's 18GIn-NH,a,4b
NH 7.444d 19Pheol-NH,18GIn-2,3b,4b
19heol 1a  62.8t 3.30m 19pheol-2,3a,3b 19pheol-NH
1b 3.33m 19pheol-NH
2  526d 3.85m 19pheol-1a,1b,3a,3b,NH 19Pheol-NH,3a,3b,5
3a  36.7t 2.62 dd 19pheol-1a,1b, 5 19Pheol-NH,2
(13.4, 12.0)
3b 2.83 dd 19pheol-2
(13.4, 5.0
4  139.3s 19pheol-2,33,3b,6
5 1294d  7.22m 19pheol-3a,3b,5,7 19pheol-2,3b,7
6 128.1d 7.18m 19pheol-6
7 1260d 7.11m 19pheol-5 19pheol-5
NH 7.18m 18GIn-NH,2,

19pheol-1a,1b,2,3a

@ Carried out on an AVANCE-400 Bruker instrument; P Multiplicity and assignment are from HSQC
experiment; ¢ Values determined from HMBC experiment; "Jcy = 8 Hz, recycle time 1 s; d Selected NOE’s
from a ROESY experiment; e.f.0.h1j K These signals may interchange.
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Table S12. NMR data for TA.Vb ? (12) in DMSO-d.

Position oc, mult. b 8y, mult., J (Hz) LR C-H correlations € NOE correlations d
Ac 1 1711s Ac-2, 1Aib-NH
2 23.1q 1.93s 1Aib-NH,3,4
Iaib 1 1759¢€s 2Ala-NH, 1Aib-NH,3,4
2 5580s 1Aib-NH,3,4
3 265hq 1.355s 1Aib-NH 1Aib-NH
4 242iq 1.32s 1Aib-3 1Aib-NH
NH 8.58s Ac-2, 1Aib-3,4
2Ala 1 17465 - 3Ala-NH, 2Ala-2,3
2 509d 4.00 m 2Ala-NH,3 2Ala-NH,3
3  168¢q 1.31d 2Ala-NH,2 2Ala-NH,2
NH 8.28d (5.2) 3Ala-NH, 2Ala-2,3
3ala 1 174.7s - 4Aib-NH, 3Ala-2,3
2 51.2d 4.00 m 3Ala-NH,3 3Ala-NH
3  161q 1.33d 2Ala-NH,2 3Ala-NH,2
NH 7.71m 4Aib-NH, 2Ala-NH, 3Ala-2,3
dpib 1 1751 SAib-NH, 4Aib-3,4
2 55805 4Aib-NH, 3,4
3 265hqg 1.42]s 4Aib-NH,4 4Aib-NH
4 232ig 1.39ks 4Aib-NH,3 4Aib-NH
NH 7.83s 4Aib-4,3, 3Ala-NH, 2Aib-NH
SAib 1 176.0€s 6GIn-NH, SAib-NH,3,4
2 56.09s 5Aib-NH,3,4
3 230hq 1.44s SAib-4,NH SAib-NH
4 265Iiq 1.34s 5Aib-3 5Aib-NH
NH 7555 5Aib-3,4, 4Aib-NH
6GIn 1 1738s 7Aib-NH, 6GIn-2,3
2  56.0d 3.77m 6GIn-NH,3,4a,4b 6GIn-NH,3,4a,4b
3 26.2t 1.97 m 6GIn-2,4a,4b,NH 6GIn-2,NH
4a  315F¢ 2.15m 6GIn-2,3,NH,b 6GIn-2, 4b,NH,a
4b 2.23m 6GIn-2,4a,NH,a
5 173.7s 6GIn-3,4a,4b,NH.,a,NH,b
NH,a 7.16 S 6GIn-4a,4b,NH,b
NH.b 6.76 s 6GIn-NH,a
NH 7.77m 6GIn-2,3
‘Aib 1 176.0€s 8Aib-NH, 7Aib-NH,3,4
2  56.09s 7Aib-NH,3,4
3 263hqg 1.41]s 7Aib-NH 4 7Aib-NH
4 230iq 1.35Ks 7Aib-NH,3 7Aib-NH
NH 7.86s 7 Aib-3,4, 8Aib-NH
8Aib 1 175.7s 9Aib-NH, 8Aib-3,4
2  56.19s 8Aib-NH,3,4
3 265hq 1.401's 8Aib-NH,4 8Aib-NH
4 2321q 1.37ks 8Aib-3 8Aib-NH

NH 759 8Aib-3,4, TAib-NH
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9aib 1 17645 10ser-NH, 9Aib-3,4,NH
2  56.19s 9Aib-NH,3,4
3  266q 1.48's 9Aib-NH,4 9Aib-NH
4  228q 1.42's 9Aib-3 9Aib-NH
NH 7.79s 9Aib-3,4
10ser 1 1706 11| eu-NH, 10ser-2 -
2 589d 4.02'm 10ser-NH 10ser-NH,3a,3b, 11Leu-NH
3a  61.2t 3.74m 10ser-NH,2 10ser-2
3b 3.78 m 10ser-2
OH 4.80t(6.2) - 10ser-NH
NH 7.74m 10ser-2,0H
Iley 1 17365 - 12 Ajb-NH
2  516d 4281 11} ey-NH,4 11 eu-NH,5,3a,3b, 13pro-5a
3a 392t 1.56 m 11 eu-256 11 eu-2,5,6,3b
3b 1.70 m 11 eu-NH,2,3a,6
4  24.0d 1.73m 11 eu-5,6 11Leu-5
5 205q 0.76 d 11| eu-6,3b 11| eu-2,3a,4
6 2300 0.82d 11 eu-5,3b 111 eu-3a,3b
NH 7.59d 10ser-2, 11 eu-2,3
12pib 1 173.0s 12Aib-NH,3,4
2 56.39s 12Aib-NH,3,4
3 265hq 1.40s 12Ajb-NH,4 12 Ajib-NH, 13pro-5b
4 230iq 1.46's 12pib-3
NH 7.92s 12pib-3
8prp 1 1733s - 14) eu-NH, 13pro-2 -
2 63.0d 4.221(8.2) 13pro-3a,4,5b 141 eu-5, 13pro-4,3b
3a 287t 1.60 m 13pro-2,5h,4 13pro-3b,5a
3b 2.24'm 13pro-3a,2, 4
4 26.1t 1.86 m 13pro-2,5h,5a,3a 13pro-2,3b,5a,5b
5a  48.7t 3.44'm 13pro-3h 13pro-2,3a,4, 11Leu-2
5b 3.70m 13pro-4, 12Aib-3
4 ey 1 1737s - 15Aib-NH -
2  536d 3.95m 141 ey-NH 141 ey-4,3a,3b,5,6 ,NH
3a  38.7t 1.52m 141 ey-4,5,6 141 ey-2,3b,5,6
3b 1.78 m 141 eu-2,3a,5,6,NH,4
4 24.9d 1.68 m 141 ey-5,6 14y ey-2,5,6,NH,3b
5 230q 0.92d (6.0) 14| eu-6,4,3a 14| eu-2,4,3a,3b, 13pro-2
6 21.1q 0.82d 14| eu-5,4 14| eu-2,3a,3b,4
NH 7.72m 141 eu-2, 3b,4
Baib 1 17545 1611e-NH, 15Aib-NH,3,4
2 56.29s 15Aib-NH,3,4
3 266hq 1.41s 15Aib-4 15Aib-NH
4 2421y 1.38's 15Aib-NH,3 15Aib-NH
NH 7635 15Aib-3,4, 1611e-NH
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61 1 17205 - 17GIn-NH, 16112 -
2 59.0d 3.91m 1611e-NH, 1611e-6,4b,3  1611e-NH,6,4b,3, 17GIn-NH
3 356d 1.88'm 16)le-2,4a,4b,5,6,NH 1611e-NH,2,5,6
4a 250t 1.20 m 161e-2,5,6 161le-4b
4b 1.47 m 16)le-2,4a,5
5 115q 0.82t 1611e-4a,4b 16)1e-4b,3
6 1574 0.86 d 16]1e-4a,4b,2 16j1e-2,3
NH 6.97 d (6.4) 1611e-2,3, 15Aib-NH,3,4
17GIn 1 17155 18GIn-NH, 17GIn-2
2 53.8d 4.02 m 17GIn-NH,4a,4b,3b  18GIn-NH, 17GIn-NH,3a,3b,4a
3a 272t 1.85m 17GIn-2,4a,4b 17GIn-NH,2,4b
3b 1.94 m 17GIn-NH,2.4a
4a 31.6Ft 2.08m 17GIn-2 17GIn-2,3b
4b 2.18 m 17GIn-NH,3a
5 173.7s 17GIn-4a,4b
NH,a 6.72's 18GIn-NH,b
NH,b 7155 18GIn-NH,a,4b
NH 7.71m 17GIn-2,3a,3b,4b, 1611e-2
18GIn 1 17095 19pheol-NH, 18GIn-2
2 53.1d 4.05m 18GIn-NH,3a,3b,4a,4b  19Pheol-NH, 18GIn-NH,3a,3b,4b
3a  27.7t 1.83m 18GIn-2,4a,4b,NH 18GIn-2,3b,4a
3b 1.70 m 18GIn-NH,2,3a,4a
4a 317t 2.05m 18GIn-NH,a,2,3a,3b 18GIn-3a,3b
4b 1.97 m 18GIn-NH,NH,b,2
5 173.7s 18GIn-NH.,a,NH;b,3a,
3b,4a,4b
NH.a 6.65s 18GIn-NH,b
NH,b 7115 18GIn-NH,a,4b
NH 7.48 d (7.6) 18GIn-2,3b,4b
19pheol 1a 62.7t 3.30m 19pPheol-2,3a,3b 19pheol-2,3a,3b,5
1b 3.32m 19pheol-2,3a,3b
2 526d 3.86m 19pheol-1a,1b,3a,3b,NH  19Pheol-NH,1a,1b,3a,3b,5
3a 367t 2.62dd(13.4,83)  19Pheol-1a,1b,2,5 19pPheol-NH,1a,1b,2,5
3b 2.84 dd (13.6, 5.2) 19pheol-1a,1b,2,5
4 13925 19pheol-2,3a,3b,5,7
5 129.4d 7.21m 19pPheol-3a,3b,6,7 19pPheol-1a,2,3a,3b,7
6 128.2d 7.19m 19pheol-5,7
7 126.0d 7.13m 19pPheol-5,6 19pheol-5
OH 4.71t(5.6) 19pheol-NH
NH 7.28 d (8.8) 18GIn-2, 19Pheol-2,3a,0H

a Carried out on an AVANCE-400 Bruker instrument; 0 Multiplicity and assignment are from HSQC
experiment; ¢ Values determined from HMBC experiment; MJcy = 8 Hz, recycle time 1 s; d Selected NOE’s
from a ROESY experiment; &.9:M.1.j.K These signals may interchange.
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