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Supporting information

Copies of NMR spectra (‘H/™C NMR)



N-tert-Butyloxycarbonyl-(S)-isoleucyl-N-[N'-(2-tert-butyloxydimethylsilyloxyethyl)-

aminocarbonylmethyl]-(S)-valin methylester (1).
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N-Methyl-(R)-pipecolyl-(S)-isoleucyl-N-[N'-(2-tert-butyloxydimethylsilyloxyethyl)amino-
carbonylmethyl]-desacetoxy-(S)-tubuvalin methylester (3a).
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N-Methyl-(R)-pipecolyl-(S)-isoleucyl-N-[N'-(2-tert-butyloxydimethylsilyloxyethyl)amino-

carbonylmethyl]-desacetoxy-(S)-tubuvalyl-(S)-tubuphenylalanin allylester (4b).
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N-Methyl-(R)-pipecolyl-(S)-isoleucyl-N-[N'-(tert.-butyloxycarbonylaminoethyl)amino-

carbonylmethyl]-desacetoxy-(S)-tubuvalyl-(S)-tubuphenylalanin allylester (6b).
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N-Methyl-(R)-pipecolyl-(S)-isoleucyl-N-[N'-(2-Allyloxyethyl)aminocarbonylmethyl]-

desacetoxy-(S)-tubuvalyl-(S)-tubuphenylalanin allylester (7b).
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N-Methyl-(R)-pipecolyl-(S)-isoleucyl-N-[N'-(2-allyloxyethyl)aminocarbonylmethyl]-

desacetoxy-(S)-tubuvalyl-(S)-tubuphenylalanin methylester (7c¢).
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N-Methyl-(R)-pipecolyl-(S)-isoleucyl-N-[N'-(2-propargyloxyethyl)aminocarbonyl-

methyl]-desacetoxy-(S)-tubuvalyl-(S)-tubuphenylalanin methylester (8c).
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N-Methyl-(R)-pipecolyl-(S)-isoleucyl-N-[N'-(2-propargyloxyethyl)aminocarbonyl-

methyl]-desacetoxy-(S)-tubuvalyl-(S)-tubuphenylalanin allylester (8b).

B0S be
pGe 9¢
p65 9¢
N £€29°9¢
L6418
B 0.8 L€
- L0168
- 90v 8¢

LI
- LET b
- L06'bb
- 2L 9p
= v6Y 8P
0rS 8k
960 €5
- €64°€5
- 192 66
— 3 zeess
180 85
- €LL'8s

10629
1689
£80'9
L 15189
- 05769
06972
2 8L
I5E6L
- ELE6L ="

Y .
B L6 ALL P
F1ro b LSELLE \|\o —

— g 08s'zzl V|N —
B 159221 = * —
- 19921 B
- zZ0v 9zl
3 L 528z}
7 ) .
m 1~ LLPBEZL

O T e BN TR TR R
T

O W@ OO0 BN- ONO - KR U0 00N BIGENG
U W @O SO0 OO NDUD @ MO WM WD

Ll.l
a0
T

W
a
T

- BLV'BCL
r POEZEL
- 3LETEL
— 138 - pPEL LEL
2 isi-dsi4"
L £59'6PkL
i 2L8 08t
SEL'BIL
BG83t

L68'0LL

SSRS N
CITH

|
9.0
ppm (t1)

100

150

nnm t1}



N-Methyl-(R)-pipecolyl-(S)-isoleucyl-N-[N'-(2-allyloxyethyl)aminocarbonylmethyl]-

desacetoxy-(S)-tubuvalyl-(S)-tubuphenylalanineCF;COOH (7-OH).
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(S)-tubuphenylalanineCF;COOH (8-OH).

tubuvalyl-

(S)-

desacetoxy-

N-Methyl-(R)-pipecolyl-(S)-isoleucyl-N-[N'-(2-propargyloxyethyl)aminocarbonyl-

methyl]
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Cyclopeptide 9.
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N-Methyl-(R)-pipecolyl-(S)-isoleucyl-N-{N'-[2-(1-Benzyl-1H-1,2,3-triazol-4-

yl)methoxyethyl]laminocarbonylmethyl}-desacetoxy-(S)-tubuvalyl-(S)-tubuphenylalanin

methylester (10).
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