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Si(FPr);

Jo}
TolS  O-si(i-Pr),

| |

PPM 76 72 68 64 60 56 52 48 44 40 36 32 28 24 20 16

BC NMR (CDCls, 125 MHz)

l -

1.2 0.8 04

rr-—r—r>r-r - rTr 1T 1T T 1T T T T
PPM 135 125 115 105 95 85 75 65 55 45 35 25



Electronic Supplementary Material (ESI) for Organic & Biomolecular Chemistry
This journal is © The Royal Society of Chemistry 2013

"H NMR (CDCl3, 500 MHz)
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"H NMR (CDCl3, 500 MHz)
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OAc "H NMR (CDCls, 500 MHz)
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H-Arg-Thr-Val-Hyp-Ser-Gly-Hyp-Asp-Pro-Leu-His-His-His-OH (4)

"H NMR and HSQC spectra (D,0, 500 MHz)
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HPLC Chart of 4
s Column : InertSustain C18 (3.0x150)
1 Eluent: 0.1% TFA H,0-CH,;CN
o Gradient: 5-5-50-50%/(0-5-35-50 min)
01 Flow Rate: 0.5 mL/min
0s Detection: PDA at 220 nm
o Retention time: 15.40 min
0.1 /\k—/w_’\—)
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Mass spectrum of 4

9
4700 Reflector Spec #1 MC[BP = 1481.6, 15034]
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Y12 Y11 Yio Yo Vs Y7 Y6 Y5 Y4 Y3 Y2 Y1
1325.6 1224.6 1125.5 1012.4 925.4 868.4 755.4 640.3 543.3 430.2 293.1 156.1

4 [M+H]+= 1481.72 (C53H97N22020)

Fragment ions observed by tandem MS/MS analysis of 4. Numbers upper and lower sides of 13 amino
acid sequences are b- (blue) and y- (red) ions, respectively. bs, by, b7, by, y4, Vs, y7 and yo ions were also

detected though at the small intensity.
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H-Arg-Thr-Val-Hyp-Ser-Gly-Hyp|Araf-g-0]-Asp-Pro-Leu-His-His-His-OH (3)

"H NMR and HSQC spectra (D,0, 500 MHz)
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HPLC Chart of 3

* Column : InertSustain C18 (3.0x150)

b Eluent: 0.1% TFA H,0-CH,CN
Gradient: 5-5-50-50%/(0—5-35-50 min)
Flow Rate: 0.5 mL/min

Detection: PDA at 220 nm

Retention time: 14.72 min
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Mass spectrum of 3
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3 [M+H]+= 1613.77 (068H105N22024)

Fragment ions observed by tandem MS/MS analysis of 3. Numbers upper and lower sides of 13 amino
acid sequences are b- (blue) and y- (red) ions, respectively. bs, by, by, V4, V6, y7 and ys ions were also

detected though at the small intensity.
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H-Arg-Thr-Val-Hyp-Ser-Gly-Hyp|Araf;-p-0]-Asp-Pro-Leu-His-His-His-OH (2)

"H NMR and HSQC spectra (D,0, 500 MHz)
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HPLC Chart of 2

Column : InertSustain C18 (3.0x150)
Eluent: 0.1% TFA H,0-CH,;CN
Gradient: 5-5-50-50%/(0—5-35-50 min)
Flow Rate: 0.5 mL/min

Detection: PDA at 220 nm

Retention time: 14.80 min
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Mass spectrum of 2
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1589.7 1488.61389.6 1276.51189.51132.5 755.4 640.3 543.3 430.2 293.1 156.1

2 [M+H]+= 1745.81 (C73H113N22028)

Fragment ions observed by tandem MS/MS analysis of 2. Numbers upper and lower sides of 13 amino
acid sequences are b- (blue) and y- (red) ions, respectively. bs, by, b7, by, y4, Vs, y7 and yo ions were also

detected though at the small intensity.
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H-Arg-Thr-Val-Hyp-Ser-Gly-Hyp|Araf;-p-0]-Asp-Pro-Leu-His-His-His-OH (1)

"H NMR and HSQC spectra (D,0, 500 MHz)

I

PPM 5.2 4.8 4.4 4.0 3.6 3.2 2.8 2.4 2.0 1.6 1.2 0.8

_—12
_—16
_—20
_—24
_—28
—32
_—36
-—40
_—44
:—48

T

| PPM (F1)

PPM (F2) 4.8 4.4 4.0 3.6 3.2 2.8 2.4 2.0 1.6 1.2 0.8

HPLC Chart of 1

Column : InertSustain C18 (3.0x150)
Eluent: 0.1% TFA H,0-CH,;CN

Flow Rate: 0.5 mL/min
os Detection: PDA at 220 nm
Retention time: 14.74 min

27

Gradient: 5-5-50-50%/(0—5-35-50 min)
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Mass spectrum of 1
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Mass (miz)

258.2 357.2 470.3 557.3 614.3 1123.51238.51335.6 1448.71585.7 1722.8
b bz ba b4 b5 bs b7 bs bg by b11 b12
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L iaan
Arg-i-Thr-;uValaHyp-LSerAGIy-'-Hyp-'-Aspa—Proa-Leué—Hlsa;-His
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Y12 Y11 Yio Y9 Y8 y7 Ye Y5 Ya Y3 Y2 Y1
1721.7 1620.7 1521.61408.6 1321.6 1264.5 755.4 640.3 543.3 430.2 293.1 156.1

1 [M+H]*= 1877.85 (C7gH121N22Os30)

Fragment ions observed by tandem MS/MS analysis of 1. Numbers upper and lower sides of 13 amino
acid sequences are b- (blue) and y- (red) ions, respectively. bs, by, b7, by, y4, V6 and y; ions were also

detected though at the small intensity.
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