Physico-chemical properties of compound 1 and 2

PF1171A (1): white solid; [o]sse®® +31° (¢ 0.15, MeOH); *H-NMR (500 MHz, CDCls) &: 0.87
(3H,d, J=6.0 Hz, Leu-6), 0.90 (3H, d, J=7.2 Hz, allo-lle-»), 0.91 (3H, t, J = 7.2 Hz, allo-lle-
5),0.94 (3H, d, J =5.2 Hz, Leu-&"), 0.95, (3H, d, J = 7.2 Hz, MeLeu-8"), 0.97 (3H, d, J = 6.8
Hz, MeLeu-9), 1.27 (3H, d, J = 6.8 Hz, Ala-5), 1.38 (2H, m, allo-lle-¥), 1.53 (1H, m, Leu-y),
1.57 (2H, m, Pip-y), 1.63 (1H, m, MeLeu-y), 1.76 (2H, m, Leu-g4, Pip-p), 1.91 (1H, m, MeLeu-
£), 1.98 (1H, m, Leu-p), 2.04 (3H, m, Pip-4, Pip-0), 2.18 (1H, m, MeLeu-4), 2.41 (1H, m, allo-
lle-p), 3.14 (1H, d, J = 3.0 Hz, Pip-¢), 3.17 (3H, s, MeLeu-N-Me), 3.47 (1H, m, MeLeu-a),
3.67 (1H, dd, J = 3.0, 11.5 Hz, Pip- 0), 4.12 (1H, d, J = 13.5 Hz, Pip-£), 4.43 (1H, dd, J = 3.0,
7.5 Hz, allo-lle- ), 4.53 (1H, m, Leu- ), 4.80 (1H, m, Ala- ¢), 7.11 (1H, t, J = 7.5 Hz ABA-
3), 7.18 (1H, d, J = 7.5 Hz, ABA-5), 7.39 (1H, d, J = 7.5 Hz, ABA-2), 7.46 (1H, t, J = 13.5 Hz,
ABA-4), 7.62 (1H, d, J = 9.5 Hz, Ala-NH), 7.99 (1H, d, J = 8.0 Hz, Leu-NH), 8.30 (1H, d, J =
8.5 Hz, allo-1le-NH), 9.43(1H, s, ABA-NH). 3C-NMR (125 MHz, CDCl3) & 11.9 (allo-lle-9),
14.0 (allo-1le-y), 18.5 (Ala-p), 21.8 (Leu-0), 22.1 (MeLeu-0), 23.2 (Leu-5"), 23.4 (MeLeu-5"),
24.5 (Leu-y, Pip-p), 25.6 (MeLeu-y), 26.9 (allo-lle-y), 27.4 (Pip-y), 28.1 (Pip-0), 36.3 (Leu-p),
36.5 (allo-lle- o), 37.8 (MeLeu-p), 37.9 (MeLeu-N-Me), 47.9 (Ala- @), 50.9 (Leu- a), 52.7
(Pip-¢), 57.3 (allo-lle- ¢), 61.6 (Pip-0), 65.2 (MeLeu-a), 122.7 (ABA-1), 123.3 (ABA-3), 123.9
(ABA-2), 127.2 (ABA-5), 131.8 (ABA-4), 137.2 (ABA-6), 168.9 (Pip-CO), 169.3 (MeLeu-
CO), 170.3 (ABA-CO), 171.1 (allo-1le-CO), 174.1 (Leu-CO), 174.4 (Ala-CO).

PF1171C (2): white solid; [o]sse®® +26° (¢ 0.15, MeOH); *H-NMR (500 MHz, CDCls) &: 0.87
(3H, d, J = 6.0 Hz, Leu-6), 0.93 (3H, d, J = 7.2 Hz, Val-y), 0.96 (6H, d, J = 6.8 Hz, 16.8 Hz,
MeLeu-&", Leu-¢), 0.97 (3H, d, J = 6.8 Hz, MeLeu-&), 1.05, (3H, d, J = 7.2 Hz, Val-y), 1.28
(3H, d, J = 6.8 Hz, Ala-f), 1.54 (3H, m, Leu-y, Pip-9), 1.63 (1H, m, MeLeu-y), 1.74 (1H, m,
Pip-£), 1.76 (1H, m, Leu-p), 1.91 (1H, m, MeLeu-4), 2.00 (1H, m, Leu-4), 2.04 (1H, m, Pip-
B), 2.08 (2H, m, Pip-), 2.17 (1H, m, MeLeu-p), 2.67 (1H, m, Val-4), 3.14 (1H, d, J = 3.0 Hz
Pip-¢), 3.18 (3H, s, MeLeu-N-Me), 3.47 (1H, dd, J = 5.0, 9.0 H, MeLeu-a), 3.67 (1H, dd, J =
3.0, 11.5 Hz, Pip- @), 4.12 (1H, d, J = 13.5 Hz, Pip-£), 4.30 (1H, dd, J = 3.0, 7.5 Hz, Val- ),
4.55 (1H, m, Leu- ), 4.80 (1H, m, Ala- o), 7.11 (1H, t, J = 7.5 Hz ABA-3), 7.18 (1H, d, J =
7.5 Hz, ABA-5), 7.45 (1H, t,J = 13.5 Hz, ABA-4), 7.62 (1H, d, J = 9.5 Hz, Ala-NH), 7.99 (1H,
d, J = 8.0 Hz, Leu-NH), 8.28 (1H, d, J = 8.0 Hz, Val-NH), 9.39(1H, s, ABA-NH). 1*C-NMR
(125 MHz, CDCl3) &: 16.2 (Val-y), 18.4 (Ala-f), 19.8 (Ala-), 21.8 (Leu-6), 22.1 (MeLeu-0)



23.2 (Leu-8"), 23.3 (MeLeu-&"), 24.4 (Leu-y), 24.5 (Pip-p), 25.6 (MeLeu-7), 27.4 (Pip-9), 28.2
(Pip-»), 29.9 (Val-9) 36.3 (Leu-p), 37.8 (MeLeu-p), 37.9 (MeLeu-N-Me), 47.9 (Ala- «), 50.9
(Leu- a), 52.7 (Pip-¢), 59.2 (Val-a), 61.6 (Pip-a), 65.2 (MeLeu-a), 122.8 (ABA-1), 123.3
(ABA-3), 123.9 (ABA-2), 127.2 (ABA-5), 131.8 (ABA-4), 137.2 (ABA-6), 168.9 (Pip-CO),
169.3 (MeLeu-CO), 170.2 (ABA-CO), 170.7 (Val-CO), 174.2 (Leu-CO), 174.4 (Ala-CO).



