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4, 'H NMR, 400 MHz, DMSO[D¢]
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File name: Pyraz-ai-T.fid Operator: SF: 400.4494 MHz NSC: 0 PW: 7.00 usec, RG: 16 Sl: 32768

Date: 23-Mar-2015 Solvent: dmso SW: 10000 Hz TE: 294 K AQ: 1.50 sec, RD: 0.00 sec




4, >C NMR, 100 MHz, CF;COOD
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File name: Pyraz-Al_-C13.fid Operator: SF: 100.7008 MHz NSC: 0 PW: 8.67 usec, RG: 36 Sl: 65536
Date: 25-Mar-2015 Solvent: TFA SW: 25000 Hz TE: 302K AQ: 1.20 sec, RD: 0.00 sec 13C OBSERVE




5, *H NMR, 400 MHz, DMSO[D¢]
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File name: Pyraz-OME.fid Operator: SF: 400.4494 MHz NSC: 0 PW: 7.00 usec, RG: 12 Sl: 32768
Date: 24-Mar-2015 Solvent: dmso SW: 10000 Hz TE: 294 K AQ: 1.50 sec, RD: 0.00 sec




5, °C NMR, 100 MHz, DMSO[Dg]

E'\F nlwlN ©
QG | o K| o o)
o o| ¥| o o e
|0 ha i g - S
| = RS ~ [rs)
MeO
OMe
N
| N
N
- /
N
NH,
=TT T T T T T LB L 0 e e e T
B 150 140 130 120 110 100 90 80 70 60 50 40 30 20 10
File name: Pyraz-OME_C13.fid Operator: SF: 100.7037 MHz NSC: 0 PW: 7.00 usec, RG: 36 Sl: 65536
Date: 24-Mar-2015 Solvent: dmso SW: 25000 Hz TE: 294 K AQ: 1.20 sec, RD: 0.00 sec 13C OBSERVE




6a, "H NMR, 400 MHz, DMSO[Dy]

b
Q 5 © ©
= NE ] 5 g 2 $
o N © ~ o ~
Pyr-Gly.fid
H
N-N
g 4 )/\NHBOC
| O
p /
N
NH,
| ) K 8 |z I
- o - o
2.,......,..............,......,............,..............,.....................,................,
a 9.0 2.0 1.0
File name: Pyr-Gly.fid Operator: ‘ SF: 400.4494 MHz NSC: 0 PW: 7.00 usec, RG: 14 Sl: 32768
Date: 15-Jul-2015 Solvent: dmso ‘ SW: 10000 Hz TE: 294 K AQ: 1.50 sec, RD: 0.00 sec




6a, °C NMR, 100 MHz, DMSO[Dg]
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File name: Pyr-Gly_C13-2100.fid Operator: SF: 100.7037 MHz NSC: 0 PW: 7.00 usec, RG: 32 SlI: 131072

Date: 15-Apr-2015 Solvent: DMSO-d6K| 'K SW: 25000 Hz TE: 294 K AQ: 1.20 sec, RD: 0.00 sec 13C OBSERVE




6b, ‘H NMR, 500 MHz, DMSO[D¢]
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File name: PI004N Operator: root! SF: 499.9500 MHz NSC: 1 PW: 0.00 usec, RG: 16 Sl: 32768

Date: 16-Oct-2014 Solvent: DMSO SW: 8993 Hz TE: 0K AQ: 1.82 sec, RD: 0.00 sec Parameter file, X\WIN-NMR | Version 3.5




6b, >C NMR (APT), 125 MHz, DMSO[Dg]
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File name: PI004_APTC13 Operator: root SF: 125.7125 MHz ‘NSC:1143 PW: 0.00 usec, RG: 51200 Sl: 131072

Date: 16-Oct-2014

Solvent: DMSO-d6K [ K SW: 32680 Hz ‘ TE: 0K AQ: 1.57 sec, RD: 0.00 sec Parameter file, X\WIN-NMR' [ Version 3.5




6¢, ‘H NMR, 500 MHz, DMSO[D¢]
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File name: pi005 Operator: root SF: 499.9500 MHz NSC: 1 PW: 0.00 usec, RG: 101 Sl: 32768
Date: 14-Nov-2014 Solvent: DMSO SW: 8993 Hz TE: 0K AQ: 1.82 sec, RD: 0.00 sec Parameter file, XWIN-NMR [ Version 3.5




6¢, >°C NMR (APT), 125 MHz, DMSO[Ds]
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File name: pi005_C13APT Operator: root SF: 125.7125 MHz NSC: 3072 PW: 0.00 usec, RG: 51200 Sl: 65536
Date: 16-Nov-2014 Solvent: dmso SW: 32680 Hz TE: 0K AQ: 1.57 sec, RD: 0.00 sec Parafneter file, X\WIN-NMR! " |Version 3.5




6d, 'H NMR, 500 MHz, DMSO[D¢]
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File name: pi006 Operator: root SF: 499.9500 MHz NSC: 1 PW: 0.00 usec, RG: 33 Sl: 32768

Date: 14-Nov-2014 Solvent: DMSO SW: 8993 Hz TE: 0K AQ: 1.82 sec, RD: 0.00 sec Parameter file, X\WIN-NMR | 'Version 3.5




13
6d, "C NMR, 125 MHz, DMSO[D¢]
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File name: pi006_C13 Operator: root: SF: 125.7126 MHz NSC: 583 PW: 0.00 usec, RG: 51200 Sl: 65536
Date: 16-Nov-2014 Solvent: dmso SW: 32680 Hz TE:0OK AQ: 1.57 sec, RD: 0.00 sec Parameter file, XWIN-NMR ' Version 3.5




6e, ‘H NMR, 500 MHz, DMSO[Dg]
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File name: pi007 Operator: root SF: 499.9500 MHz NSC: 1 PW: 0.00 usec, RG: 24 Sl: 32768
Date: 08-Nov-2014 Solvent: DMSO SW: 8993 Hz TE: 0K AQ: 1.82 sec, RD: 0.00 sec Parameter file, XWIN-NMR 1" 'Version 3.5




6e, >*C NMR, 125 MHz, DMSO[D¢]
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SI: 65536

PW: 0.00 usec, RG: 51200

NSC: 820

SF: 125.7126 MHz

Operator: root:

File name: pi007_C13

Parameter file, XWIN-NMRVersion 3.5

AQ: 1.57 sec, RD: 0.00 sec

TE: 0K

Solvent: dmso SW: 32680 Hz

Date: 08-Nov-2014




2a, 'H NMR, 500 MHz, CDCl,
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File name: pi008 Operator: root SF: 499.9500 MHz NSC: 1 PW: 0.00 usec, RG: 33 Sl: 32768

Date: 06-Nov-2014 Solvent: CDCI3 SW: 8993 Hz TE: 0K AQ: 1.82 sec, RD: 0.00 sec Parameter file, X\WIN-NMR( ' Version 3.5




2a, °C NMR (APT), 125 MHz, CDCl,
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File name: pi008 APT Operator: root SF: 125.7125 MHz NSC: 968 PW: 0.00 usec, RG: 51200 Sl: 69536
Date: 06-Nov-2014 Solvent: SW: 32680 Hz TE: 0K AQ: 1.57 sec, RD: 0.00 sec Parameter file, XWIN-NMR |1 'Version 3.5




2b, ‘H NMR, 500 MHz, CDCl;
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File name: pi009 Operator: root SF: 499.9500 MHz NSC: 1 PW: 0.00 usec, RG: 24 Sl: 32768

Date: 18-Oct-2014 Solvent: SW: 8993 Hz TE: 0K AQ: 1.82 sec, RD: 0.00 sec Parameter file, XWIN-NMR || Version 3.5




2b, *C NMR (APT), 125 MHz, CDCl,
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File name: PI009_APTC13 Operator: root SF: 125.7125 MHz NSC: 1034 PW: 0.00 usec, RG: 51200 S| 65536
Date: 22-Oct-2014 Solvent: SW: 32680 Hz TE: 0K AQ: 1.57 sec, RD: 0.00 sec Parameter file, X\WIN-NMR 1 Version 3.5




2¢, 'H NMR, 500 MHz, CDCl;
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File name: pi010 Operator: root SF: 499.9500 MHz NSC: 1 PW: 0.00 usec, RG: 24 Sl: 32768

Date: 18-Oct-2014 Solvent: SW: 8993 Hz TE: 0K AQ: 1.82 sec, RD: 0.00 sec Parameter file, XWIN-NMR || Version 3.5




2¢, *C NMR (APT), 125 MHz, CDCl;

n%mom ol ~la| o
o =N | | G| = © N O N & O N N ©f ™
NIN|© wluvlunl v [ MmN O M ™ © @| ©
A Bl B |~ - ~ NIN|N|© 0o N A
H OBzl
N-N
N A T “NHBoc
[ NH
N/ \ H COOMe
N
N\«
O
DL L L L L L L L L e AR R R AR R
o 160 150 140 130 120 110 100 90 80 70 60 50 40 30
File name: PI010_APTC13 Operator: root SF: 125.7125 MHz NSC: 1894 PW: 0.00 usec, RG: 51200 Sl: 65536
Date: 22-Oct-2014 Solvent: SW: 32680 Hz TE: 0K AQ: 1.57 sec, RD: 0.00 sec Parameter file, X\WIN-NMR | Version 3.5




2d, ‘H NMR, 500 MHz, CDCl;
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File name: pi011 Operator: root” SF: 499.9500 MHz NSC: 1 PW: 0.00 usec, RG: 33 Sl: 32768

Date: 26-Dec-2014 Solvent: CDCI3 SW: 8993 Hz TE: 0K AQ: 1.82 sec, RD: 0.00 sec Parameter file, X\WIN-NMR! | 'Version 3.5




2d, ®C NMR (APT), 125 MHz, CDCl,
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File name: pi011 APT SF: 125.7125 MHz NSC: 10883 PW: 0.00 usec, RG: 51200 Sl: 65536
Date: 26-Dec-2014 SW: 32680 Hz TE: 0K AQ: 1.57 sec, RD: 0.00 sec Parameter file, YWIN-NMR | |Version 3.5




2e, 'H NMR, 500 MHz, CDCl;
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File name: pi012 Operator: root SF: 499.9500 MHz NSC: 1 PW: 0.00 usec, RG: 32 Sl: 32768

Date: 14-Oct-2014 Solvent: CDCI3 SW: 8993 Hz TE: 0K AQ: 1.82 sec, RD: 0.00 sec Parameter file, XWIN-NMR || Version 3.5




2e, *C NMR, 125 MHz, CDCl;

D ©O| ~|©O| ~

Q|O|vV|D| ™ ol 5 XSS X MmO V=N D
P v e P S| S|l ®f 6 S|w OIK[ & o|®mv
VvVIV|IW | © Nl Ol N O N © o|l® | X ™ o N~
At Rl Bad Bad R ©|© O O[O | 3| T (57 ST S Y] oY) s B

H
N—N
N U N
~
[ i Ll 2
H COOMe
N \\«N\<
o)

. bl £l Ly g 1 wudl Las o B4 \ 'R M | i HJ [k »..M.x...l‘-‘ll\ ST
H0 3 y ) HO ‘ 0 10 1

1 1 : | |
File name: pi012 C13 Operator: root I SF: 125.7126 MHz NSC: 834 PW: 0.00 usec, RG: 51200 Sl: 65536

Date: 14-Oct-2014 Solvent: cdcl3 SW: 32680 Hz TE: 0K AQ: 1.57 sec, RD: 0.00 sec Parameter file, XWIN-NMR [ 'Version 3.5




2f, *H NMR, 500 MHz, CDCl;
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File name: pi013 Operator: root SF: 499.9500 MHz NSC: 1 PW: 0.00 usec, RG: 24 Sl: 32768

Date: 18-Oct-2014

Solvent:

SW: 8993 Hz TE: 0K AQ: 1.82 sec, RD: 0.00 sec Parameter file, XWIN-NMR [ Version 3.5




2f, *C NMR (APT), 125 MHz, CDCl;
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File name: pi013 APT Operator: root SF: 125.7125 MHz NSC: 1160 PW: 0.00 usec, RG: 51200 Sl: 65536

Date: 21-Oct-2014 Solvent: SW: 32680 Hz TE: 0K AQ: 1.57 sec, RD: 0.00 sec Parameter file, XWIN-NMR ' 'Version 3.5




7, *H NMR, 400 MHz, DMSO[D¢]
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7, *C NMR (APT), 100 MHz, DMSO[Dg]
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File name: All-Pro-D-Phe-Boc-APT.fid Operator: SF: 100.7037 MHz NSC: 0 PW: 7.00 usec, RG: 39 Sl: 131072
Date: 07-Apr-2015 Solvent: DMSO-d6K [ 'K SW: 25000 Hz TE: 294 K AQ: 1.20 sec, RD: 0.00 sec 13C OBSERVE




8, 'H NMR, 400 MHz, DMSO[D¢]
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File name: Pyr-ProD-Phe-Boc.fid Operator: SF: 400.4494 MHz NSC: 0 PW: 7.00 usec, RG: 0 Sl: 32768
Date: 07-Apr-2015 Solvent: dmso SW: 10000 Hz TE: 294 K AQ: 1.50 sec, RD: 0.00 sec




13
8, °C NMR (APT), 100 MHz, DMSO[D¢]
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File name: Pyr-ProD-Phe-Boc-APT.fid Operator: SF: 100.7037 MHz NSC: 0 PW: 7.00 usec, RG: 39 SlI: 131072
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Hydrogen-Deuterium exchange experiment for 2a, 400MHz, CDCl;
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Concentration dependence of NH chemical shifts for 2a in CDCl; at 20°C, 400MHz

46 mM
A ‘_A_)\

£ 700 o0 80 70 60 | 50 a0 30 20 10
25 mM

_JM_JAA_ﬂ_JJL)w¥ AJk

£ 100 90 8o 70 60 | 50 a0 30 20 1o
14 mM

£ 00 90 8o 70 0 | 50 40 30 20 10
7 mM
M Jd\; e

8 M0 90 80 70 ‘60 | 50 a0 30 20 1o
5mM
M JJLL J

77 o0 9o 8o 70 o | s0 a0 30 20 10
3.5 mM

§ 100 90 80 70 60 50 40 30 20 1.0
2 mM

87100 Teo0 T80 70 60 | 50 a0 30 20 1o

81 ppm

10 ) 66 @ CE CE—— b
—=— NHBocC
81 —e— NH(Hydraz)
—a— NHAla
—v— NH(Het)
6
—a
T T T T T T T T 1
0 10 20 30 40 50
C, mM




Temperature dependence of NH chemical shifts for 2a in CDCl;, 20mM, 400MHz
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