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Table S1: Efficacy of cAMP inhibiton of Meta-substituted Phe* Analogs of Leu-enkephalin

at 0OR and pOR.

cAMP o00R HOR
Compound ZZL?;;/ g:i?g
1a (F) 95+ 6 98 + 6
1b (CI) 94+5 99+7
1c (Br) 96 + 4 104 £ 11
1d (1) 97 +4 94 + 11
1e (Me) 92+8 85 + 10
1f (OMe) 98 +10 87+5
1g (CFs) 92+8 90 + 4
1h (CN) 100 + 3 92 + 13
1i (NO,) 99+ 6 105 + 12
1j (2-pyr) 100+ 8 99+5
1k (3-pyr) 97 +8 100 + 7
11 (4-pyr) 99+ 10 99+6
DADLE 97+ 4 98+ 6
Leu-enkephalin 100 100+ 9
DAMGO 98 +4 100
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Table S2: LogR values for Meta-substituted Phe* Analogs of Leu-enkephalin at 3OR and
nOR in the cAMP and B-arrestin 2 (f-arr2) assays. 95% confidence intervals are presented
between parentheses.

LogR (30R) LogR (LOR)

Compound cCAMP B-arr2 cCAMP B-arr2
9.4 8.1 8.0 5.8
1a(F) (9.1-9.6) | (7.9-83) | (7.7-83) | (5.6:6.1)
10.6 9.0 75 7.2
1b (C1) (10.3-10.9) | (88-93) | (7.1-7.8) | (6.9-7.4)
1c B1) 10.5 9.4 8.1 1.2
(10.2-10.9) | (9.1-96) | (7.8-85) | (6.9-7.4)

14 0 10.6 9.0 8.0 6.6
(10.3-10.9) | (8.8-9.3) | (7.6-84) | (6.4-6.9)

10 8.3 8.1 6.1
le (Me) (97-103) | (81-85) | (7.7-84) | (58-6.4)
9.8 7.9 7.4 5.6
1f (OMe) (95-10.1) | (7.7-81) | (7.0-7.7) | (5.3-5.8)
9.7 8.3 8.1 6.6
19 (CF3) (9.4-10) (8.1-8.6) (7.8-8.4) | (6.4-6.9)
9.3 7.4 75 5.9
1h (CN) (9.0-9.5) (7.2-7.7) (7.2-7.7) | (5.6-6.1)
_ 9.0 7.2 7.2 5.3
1i (NOy) (88-93) | (6.9-7.4) | (6975 | (5.0-55)
1 (2-py1) 8.2 6.6 7.4 5.3
J 2Py (8.0-8.5) (6.3-6.9) (7.1-7.7) | (5.0-5.6)
7.3 5.4 6.6 3.2
Tk (3-pyn) (7.0-7.6) (5.1-58) | (6.3-6.9) | (2.7-3.6)
1 (@pyn) 75 6.2 6.6 3.9
Py (7.3-7.8) (5.9-64) | (6.3-6.8) | (3.6-4.2)
9.0 8.3 76 6.4
DADLE (8.8-9.3) (8.0-8.6) (7.3-7.9) | (6.3-6.5)
Leu-enkephalin 8.9 8 " >
(8.7-9.2) (7.7-80) | (6.8-7.3) | (5.2-5.7)

5.9 7.8 6.9
DAMGO (5.6-6.2) ) (7.6-8.0) (6.8-7.1)
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SI-3 Characterization of Peptides

H,N-Tyr-Gly-Gly-(meta-F)Phe-Leu-OH (1a). Yield 52.6%, 60.0 mg colorless solid. *H NMR
(500 MHz, MeOD-d4) & 7.29 (q, J = 7.8 Hz, 1H), 7.16 — 7.06 (m, 4H), 6.95 (t, J = 8.6 Hz, 1H),
6.81 (d, J = 8.4 Hz, 2H), 4.74 (dd, J = 9.8, 4.6 Hz, 1H), 4.38 (t, J = 7.3 Hz, 1H), 4.15 - 4.09 (m,
1H), 4.00 — 3.91 (m, 2H), 3.80 — 3.72 (m, 2H), 3.24 — 3.14 (m, 2H), 3.03 — 2.98 (m, 2H), 1.77 -
1.61 (m, 3H), 0.96 (d, J = 6.2 Hz, 3H), 0.92 (d, J = 6.2 Hz, 3H). **C NMR (126 MHz, MeOD-d.)
0 173.9,171.9, 170.1, 169.8, 169.7, 162.8 (d, J = 244.0 Hz), 156.9, 139.8 (d, J = 7.6 Hz), 130.1,
129.6 (d, J = 8.2 Hz), 124.9 (d, J = 2.8 Hz), 124.6, 115.7 (d, J = 21.6 Hz), 115.5, 113.0 (d, J =
21.3 Hz), 54.7, 54.0, 51.4, 42.6, 41.8, 40.3, 37.2 (d, J = 1.8 Hz), 36.3, 24.5, 22.0, 20.5. F NMR
(471 MHz, MeOD-d,) & —115.0. HRMS (ESI") mass calculated for [M+H]" (C2sH3sFN507) m/z
574.2677, found m/z 574.2669; purity >95%, rt 2.76 min (protocol A).

H,N-Tyr-Gly-Gly-(meta-Cl)Phe-Leu-OH (1b). Yield 50.9%, 60.2 mg colorless solid. *H NMR
(500 MHz, MeOD-dy) & 7.37 (s, 1H), 7.31 = 7.20 (m, 3H), 7.13 (d, J = 8.4 Hz, 2H), 6.81 (d, J =
8.5 Hz, 2H), 4.72 (dd, J = 9.8, 4.6 Hz, 1H), 4.39 (t, J = 7.4 Hz, 1H), 4.18 — 4.06 (m, 1H), 4.00 —
4.10 (m, 2H), 3.80 — 3.73 (m, 2H), 3.78 (d, J = 22.5 Hz, 1H), 3.75 (d, J = 23.1 Hz, 1H), 3.21 -
3.16 (m, 2H), 3.02 — 2.96 (m, 2H), 1.76 — 1.59 (m, 3H), 0.97 (d, J = 6.2 Hz, 3H), 0.92 (d, J = 6.1
Hz, 3H). *C NMR (126 MHz, MeOD-d,) & 174.8, 171.9, 170.0, 169.8, 169.7, 156.9, 139.3,
133.7, 130.1, 129.5, 129.0, 127.5, 126.5, 124.5, 115.5, 54.7, 54.0, 51.3, 42.6, 41.8, 40.3, 37.1,
36.3, 24.5, 22.0, 20.4. HRMS (ESI") mass calculated for [M+H]" (C2gH3sCINsO;) m/z 590.2473,
found m/z 590.2431; purity >95%, rt 1.65 min (protocol B).

H,N-Tyr-Gly-Gly-(meta-Br)Phe-Leu-OH (1c). Yield 47.6%, 60.5 mg colorless solid. *H NMR
(500 MHz, MeOD-d,) & 7.54 (s, 1H), 7.38 (d, J = 7.9 Hz, 1H), 7.29 (d, J = 7.6 Hz, 1H), 7.21 (t, J
= 7.8 Hz, 1H), 7.14 (d, J = 8.2 Hz, 2H), 6.81 (d, J = 8.2 Hz, 2H), 4.71 (dd, J = 10.1, 4.4 Hz, 1H),
4.33 (t, J =7.3 Hz, 1H), 4.12 (t, J = 7.3 Hz, 1H), 3.99 (d, J = 26.6 Hz, 1H), 3.95 (d, J = 27.1 Hz,
1H), 3.77 (d, J = 24.5 Hz, 1H), 3.73 (d, J = 25.0 Hz, 1H), 3.19 (ddd, J = 15.3, 10.5, 5.4 Hz, 2H),
3.24 — 2.94 (m, 2H), 1.83 — 1.55 (m, 3H), 0.96 (d, J = 6.2 Hz, 3H), 0.92 (d, J = 6.1 Hz, 3H). *C
NMR (126 MHz, MeOD-d,) & 171.8, 170.0, 170.0, 169.8, 156.9, 139.7, 132.0, 130.1, 129.7,
129.4, 127.9, 124.6, 121.9, 115.5, 54.8, 54.1, 52.0, 48.1, 47.9, 42.7, 41.8, 40.5, 37.0, 36.4, 24.6,



22.0, 20.5. HRMS (ESI") mass calculated for [M+H]" (C2sHzsBrNsO7) m/z 656.1696, found m/z
656.1711; purity >95%, rt 2.8 min (protocol A).

H,N-Tyr-Gly-Gly-(meta-1)Phe-Leu-OH (1d). Yield 55.2%, 75.0 mg colorless solid. *H NMR
(500 MHz, MeOD-ds) & 7.75 (s, 1H), 7.58 (d, J = 7.6 Hz, 1H), 7.33 (d, J = 7.7 Hz, 1H), 7.14 (d,
J=8.1Hz, 2H), 7.07 (t, J = 7.8 Hz, 1H), 6.81 (d, J = 8.1 Hz, 2H), 4.68 (dd, J = 10.5, 4.1 Hz,
1H), 4.25 (dd, J = 9.1, 5.3 Hz, 1H), 4.12 (t, J = 7.2 Hz, 1H), 4.03 — 3.94 (m, 2H), 3.77 — 3.67 (m,
2H), 3.74 (d, J = 31.4 Hz, 1H), 3.70 (d, J = 32.0 Hz, 1H), 3.23 — 3.13 (m, 2H), 2.97 (ddd, J =
21.8, 14.0, 9.4 Hz, 2H), 1.76 — 1.54 (m, 3H), 0.96 (d, J = 6.1 Hz, 3H), 0.92 (d, J = 6.0 Hz, 3H).
3¢ NMR (126 MHz, MeOD-dy) 6 174.3, 171.7, 170.5, 170.1, 169.8, 156.9, 139.9, 138.0, 135.5,
130.1, 129.8, 128.4, 124.7, 115.5, 93.5, 54.8, 54.3, 53.2, 42.9, 41.8, 40.9, 36.9, 36.5, 24.7, 22.2,
20.7. HRMS (ESI") mass calculated for [M+H]" (CasHzsIN5O;) m/z 682.1737, found m/z
681.1741; purity >95%, rt 2.97 min (protocol A).

H,N-Tyr-Gly-Gly-(meta-Me)Phe-Leu-OH (1e). Yield 78.9%, 90.2 mg colorless solid. *H
NMR (500 MHz, MeOD-dy) 6 7.20 — 7.11 (m, 4H), 7.08 (d, J = 7.7 Hz, 1H), 7.03 (d, J = 7.5 Hz,
1H), 6.81 (d, J = 8.2 Hz, 2H), 4.69 (dd, J = 9.8, 4.6 Hz, 1H), 4.37 (t, J = 7.3 Hz, 1H), 4.12 (t, J =
7.3 Hz, 1H), 4.02 - 3.88 (m, 2H), 3.77 (d, J = 27.8 Hz, 1H), 3.74 (d, J = 28.2 Hz, 1H), 3.17 (ddd,
J=14.4,9.3, 5.5 Hz, 2H), 2.97 (ddd, J = 23.4, 14.0, 9.0 Hz, 2H), 1.73 - 1.63 (m, 3H), 0.96 (d, J
= 6.3 Hz, 3H), 0.92 (d, J = 6.2 Hz, 3H). **C NMR (126 MHz, MeOD-d,) § 175.2, 172.2, 170.0,
169.8, 169.7, 156.9, 137.7, 136.8, 130.1, 129.6, 127.9, 127.0, 126.0, 124.6, 115.4, 54.8, 54.5,
51.6, 42.6, 41.8, 40.4, 37.4, 36.3, 24.5, 22.0, 20.5, 20.0. HRMS (ESI") mass calculated for
[M+H]" (C2gH39N507) m/z 570.2927, found m/z 570.2923; purity >95%, rt 2.88 min (protocol
A).

H,N-Tyr-Gly-Gly-(meta-OMe)Phe-Leu-OH (1f). Yield 22.3%, 26.0 mg colorless solid. *H
NMR (500 MHz, MeOD-d4) 5 7.19 (t, J = 7.9 Hz, 1H), 7.13 (d, J = 8.3 Hz, 2H), 6.91 — 6.85 (m,
2H), 6.84 — 6.74 (m, 3H), 4.73 (dd, J = 9.6, 4.7 Hz, 1H), 4.43 (t, J = 7.4 Hz, 1H), 4.13 - 4.08 (m,
1H), 4.00 — 3.92 (m, 2H), 3.83 — 3.71 (m, 5H), 3.20-3.15 (m, 2H), 3.06 — 2.91 (m, 2H), 1.75 —
1.62 (m, 3H), 0.97 (d, J = 6.3 Hz, 3H), 0.92 (d, J = 6.4 Hz, 3H). **C NMR (126 MHz, MeOD-d.)
§174.2,172.3,170.0, 169.7, 169.6, 159.8, 156.9, 138.4, 130.1, 128.9, 124.5, 121.3, 115.4, 114.3,
112.1, 54.7, 54.2, 54.2, 50.7, 42.5, 41.8, 40.1, 37.5, 36.2, 24.5, 21.9, 20.4. HRMS (ESI*) mass
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calculated for [M+H]" (C29H39NsOg) m/z 586.2877, found m/z 585.2932; purity >95%, rt 1.57

min (protocol B).

H,N-Tyr-Gly-Gly-(meta-CF3)Phe-Leu-OH (1g). Yield 32.1%, 40.1 mg colorless solid. *H
NMR (500 MHz, MeOD-ds) § 7.67 (s, 1H), 7.60 — 7.46 (m, 3H), 7.13 (d, J = 8.2 Hz, 2H), 6.80
(d, J=8.2 Hz, 2H), 4.76 (dd, J = 9.8, 4.7 Hz, 1H), 4.41 (t, J = 7.4 Hz, 1H), 4.14 — 4.11 (m, 1H),
3.95 (t, J = 16.2 Hz, 1H), 3.76 (dd, J = 32.2, 16.8 Hz, 1H), 3.29 (dd, J = 14.0, 4.7 Hz, 1H), 3.18
(dd, J = 14.2, 6.5 Hz, 1H), 3.08 (dd, J = 14.0, 9.8 Hz, 1H), 3.00 (dd, J = 14.2, 8.1 Hz, 1H), 1.77 -
1.62 (m, 3H), 0.97 (d, J = 6.5 Hz, 1H), 0.92 (d, J = 6.2 Hz, 1H). **C NMR (126 MHz, MeOD-d.)
8 174.5, 171.9, 170.0, 169.8, 169.7, 156.9, 138.4, 132.9, 130.2 (d, J = 31.8 Hz), 130.1, 128.7,
125.7 (0, J = 3.7 Hz), 124.5, 124.3 (q, J = 272.2 Hz), 123.1 (q, J = 4.0 Hz), 115.4, 54.7, 54.0,
51.0, 42.6, 41.7, 40.2, 37.3, 36.3, 24.5, 21.9, 20.4. *F NMR (471 MHz, MeOD-d;) & —63.3.
HRMS (ESI™) mass calculated for [M+H]" (CagHzsF3NsO7) m/z 624.2645, found m/z 624.2618;
purity >95%, rt 2.89 min (protocol A).

H,N-Tyr-Gly-Gly-(meta-CN)Phe-Leu-OH (1h). Yield 43.1%, 50.0 mg colorless solid. ‘H
NMR (500 MHz, MeOD-d,) & 7.70 (s, 1H), 7.63 — 7.59 (m, 2H), 7.48 (t, J = 7.7 Hz, 1H), 7.14
(d, J=8.0 Hz, 2H), 6.81 (d, J = 8.0 Hz, 2H), 4.75 (dd, J = 9.6, 4.8 Hz, 1H), 4.38 (dd, J = 9.0, 5.4
Hz, 1H), 4.13 (t, J = 7.4 Hz, 1H), 4.00-3.91 (m, 2H), 3.81-3.71 (m, 2H), 3.26 (dd, J = 14.0, 4.8
Hz, 1H), 3.19 (dd, J = 14.2, 6.4 Hz, 1H), 3.08-2.99 (m, 2H), 1.78 — 1.58 (m, 3H), 0.97 (d, J = 6.1
Hz, 3H), 0.92 (d, J = 6.0 Hz, 3H). **C NMR (126 MHz, MeOD-d,) & 173.9, 171.6, 170.0, 169.9,
169.7, 156.9, 138.8, 134.0, 132.8, 130.2, 130.1, 129.1, 124.6, 118.5, 115.5, 111.9, 54.8, 53.8,
51.5, 42.7, 41.8, 40.3, 37.0, 36.3, 24.6, 22.0, 20.4. HRMS (ESI") mass calculated for [M+H]"
(C29H36N6O7) m/z 581.2723, found m/z 581.2755; purity >95%, rt 1.56 min (protocol B).

H,N-Tyr-Gly-Gly-(meta-NO,)Phe-Leu-OH (1i). Yield 66.7%, 80.3 mg colorless solid. *H
NMR (400 MHz, MeOD-dq) & 8.30 (s, 1H), 8.11 (d, J = 8.2 Hz, 1H), 7.73 (d, J = 7.7 Hz, 1H),
7.54 (t, J = 7.9 Hz, 1H), 7.15 (d, J = 8.5 Hz, 2H), 6.81 (d, J = 8.5 Hz, 2H), 4.77 (dd, J = 10.6, 4.2
Hz, 1H), 4.25 (dd, J = 8.9, 5.5 Hz, 1H), 4.15 (dd, J = 8.3, 6.2 Hz, 1H), 3.96 (dd, J = 29.6, 16.7
Hz, 2H), 3.69 (dd, J = 45.1, 16.8 Hz, 2H), 3.37 (dd, J = 13.9, 4.3 Hz, 1H), 3.24 — 3.10 (m, 2H),
3.01 (dd, J = 14.2, 8.3 Hz, 1H), 1.73 — 160 (m, 3H), 0.96 (d, J = 6.1 Hz, 3H), 0.92 (d, J = 6.0 Hz,
3H). 3¢ NMR (126 MHz, MeOD-d,) 6 177.2, 171.4, 170.6, 170.0, 169.8, 156.9, 148.2, 139.5,
135.5, 130.1, 129.1, 124.7, 124.1, 121.3, 115.5, 54.9, 54.0, 53.2, 43.0, 41.8, 40.9, 37.0, 36.5,
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24.7, 22.1, 20.6. HRMS (ESI") mass calculated for [M+H]" (C29H3sNsOg) m/z 601.2606, found
m/z 601.2622; purity >95%, rt 1.59 min (protocol B).

H,N-Tyr-Gly-Gly-(2-pyridyl)Ala-Leu-OH (1j). Yield 10.8%, 12.1 mg colorless solid. ‘H
NMR (500 MHz, MeOD-d,) & 8.63 (d, J = 5.4 Hz, 1H), 8.18 (t, J = 7.8 Hz, 1H), 7.73 (d, J = 7.9
Hz, 1H), 7.68 — 7.61 (m, 1H), 7.13 (d, J = 8.3 Hz, 2H), 6.80 (d, J = 8.2 Hz, 2H), 4.93 (dd, J =
8.5, 5.5 Hz, 1H), 4.44 - 4.38 (m, 1H), 4.11 (t, J = 7.2 Hz, 1H), 4.00 - 3.76 (m, 4H), 3.50 (dd, J =
14.3, 5.4 Hz, 1H), 3.38 — 3.27 (m, 1H), 3.17 (dd, J = 14.2, 6.5 Hz, 1H), 3.01 (dd, J = 14.2, 8.0
Hz, 1H), 1.78 — 1.58 (m, 3H), 0.97 (d, J = 6.0 Hz, 3H), 0.92 (d, J = 6.0 Hz, 3H). *C NMR (126
MHz, MeOD-d,) 6 174.1, 170.8, 170.2, 169.8, 169.6, 156.9, 154.5, 144.7, 142.1, 130.1, 126.5,
124.5,123.8, 115.4, 54.7, 52.4, 50.9, 42.4, 41.9, 39.9, 37.4, 36.2, 24.5, 21.9, 20.3. HRMS (ESI")
mass calculated for [M+H]" (C27H3sNsO7) m/z 557.2723, found m/z 557.2748; purity >95%, rt
2.46 min (protocol A).

H,N-Tyr-Gly-Gly-(3-pyridyl)Ala-Leu-OH (1k). Yield 62.9%, 70.0 mg colorless solid. *H
NMR (400 MHz, MeOD-d,) 6 8.49 (s, 1H), 8.42 (d, J = 3.8 Hz, 1H), 7.83 (d, J = 7.9 Hz, 1H),
7.40 (dd, J = 7.8, 5.0 Hz, 1H), 7.14 (d, J = 8.5 Hz, 2H), 6.81 (d, J = 8.5 Hz, 2H), 4.77 (dd, J =
9.3, 4.9 Hz, 1H), 4.45 — 4.33 (m, 1H), 4.12 (dd, J = 8.2, 6.4 Hz, 1H), 3.95 (dd, J = 27.3, 16.7 Hz,
2H), 3.78 (dd, J = 19.3, 16.7 Hz, 2H), 3.28 — 3.16 (m, 2H), 3.09 — 2.97 (m, 2H), 1.77 — 1.57 (m,
3H), 0.97 (d, J = 6.2 Hz, 3H), 0.92 (d, J = 6.1 Hz, 3H). *C NMR (126 MHz, MeOD-d) & 174.6,
173.8, 171.5, 170.1, 169.7, 156.9, 149.2, 146.7, 138.3, 133.6, 130.1, 124.5, 123.8, 115.5, 54.7,
53.5, 51.1, 42.5, 41.8, 40.2, 36.3, 34.7, 24.6, 21.9, 20.4. HRMS (ESI") mass calculated for
[M+H]" (C27H3sN6O7) m/z 557.2723, found m/z 557.2659; purity >95%, rt 2.46 min (protocol
A).

H,N-Tyr-Gly-Gly-(4-pyridyl)Ala-Leu-OH (11). Yield 32.4%, 36.1 mg colorless solid. *H NMR
(500 MHz, MeOD-dy) & 8.51 (d, J = 5.3 Hz, 2H), 7.53 (d, J = 5.3 Hz, 2H), 7.13 (d, J = 8.2 Hz,
2H), 6.80 (d, J = 8.3 Hz, 2H), 4.84 (dd, J = 9.4, 4.9 Hz, 1H), 4.45 — 4.36 (m, 1H), 4.13 (dd, J =
8.1, 6.4 Hz, 1H), 3.94 (dd, J = 20.4, 16.7 Hz, 2H), 3.78 (dd, J = 30.3, 16.7 Hz, 2H), 3.33 — 3.27
(m, 1H), 3.21 — 3.08 (m, 2H), 3.01 (dd, J = 14.2, 8.1 Hz, 1H), 1.75 — 1.63 (m, 3H), 0.97 (d, J =
6.1 Hz, 3H), 0.92 (d, J = 6.1 Hz, 3H). *C NMR (126 MHz, MeOD-d4) § 174.3, 173.8, 171.2,
170.1, 169.7, 156.9, 150.2, 146.7, 130.1, 125.8, 124.5, 115.4, 54.7, 52.9, 50.9, 42.6, 41.8, 40.0,
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37.1, 36.2, 24.5, 21.9, 20.3. HRMS (ESI") mass calculated for [M+H]" (C;H3sNsO7) m/z
557.2723, found m/z 557.2729; purity >95%, rt 1.20 min (protocol B).
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KKS-1-262.100002fid  ggsgesey 2598835333898 esedzanag gag
GfdSggmds SgSggsssBuunmm NOS ¢PRONN® BOQ 2800
SRR28838 238333338249433 Ssddidonns <do =
VNP N R RS =YY
|.2600
Parameter Value | 2400
1 Tite KKS-1-262.100002.fid
2 origin Bruker BioSpin GmbH 2200
3 solvent MeoD [
4 Temperature 2082
5 Puise Sequence 299930 L2000
6 Experiment 1
7 robe 2150363_0002 (CP BEO
5002 BBF-H-D-05 2) |.1800
8 Number of Scans 5120
9 Receiver Gain 180 +
HaN L 1600
10 Relaxation Delay 0.1500 30N N [
11 Pulse Width 91000 .OAc =
12 pcquisition Time 11010 1400
13 Acquisition Date 2018-09-21T11:47:54 OH 1a Me
14 Modifcation Date 2018.00-21T11:47:55
15 spectrometer 12579 [ 1200
Frequency
16 Spectral Width 207619
17 Lowest Frequency -2300.1 L1000
18 Nucleus 13
19 Acquired Size 32768
N [ 800
20 spectral Size 65536
600
400
| Ly
| l
| | [ 200
| I |
1 1
Il
|
I Lo
|.-200
T T T T T T T T T T T T T T T T T T T T T T T
210 200 190 180 170 160 150 140 130 120 110 100 90 80 70 60 50 40 30 20 10 0 -10

1 (ppm)



kks-1-262_fr4.1.fid
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Parameter Value
1 Title Kks-1-262_1rd. 1.fid
2 origin Bruker Analytik GmbH
3 solvent None
4 Temperature 297.2
5 Pulse Sequence 20flgn
6 Experiment b0
7 Probe 5 mm PABBO BB/ 19F-1H/ D Z-
GRD 7110902/ 0011
8  Number of Scans 16
9 Receiver Gain 8127
10 Relaxation Delay 1.0000
11 Pulse Width 19.7000
12 Acquisition Time 0.6554
13 Acquisition Date 2019-07-12T18:22:11 Me
a OH la
14 Modification Date 2019-07-12T18:22:14
15 spectrometer 470.50
Frequency
16 spectral Width 100000.0
17 Lowest Frequency -96972.0
18 Nucleus 19F
19 Acquired Size 65536
20 spectral Size 131072
T T T T T T T T T T T T T T T T T T T T T
[¢] -10 -20 -30 -40 -50 -60 -70 -80 -90 -100 -110 -120 -130 -140 -150 -160 -170 -180 -190  -200
1 (ppm)
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KKs-1-276.1.fid RO TITNRNATNAGIONAOARNONOQYEVNONO®M HHIO0NANONSQAQRONAO PR WNTISQON
GHIIINININIGBEGERERSEGIGS66333REN NUNAGI4C8880880RREREBLCECEE3388] 1600
NENRERNNNNRNRN NGO I FIIIIIIITIOAOR GBS Bovoomssdoadddcdddddddddddooo o
B B e e O N 3 B B B B B e e

— =S —— e pr—
{1500
{1400
Parameter Value [.1300
1 Tite KKS-1-276.1.fid
2 origin Bruker BioSpin GmbH [.1200
3 solvent MeOD
cl
4 Temperature 298.2 1100
5 Pulse Sequence 2030 i
6 Experiment 1D o
7 Probe 2150363_0002 (CP BBO H e
50052 BBF-H-D-05 2) o
8 Number of Scans 16 2 Me 900
9 Receiver Gain 90
10 Relaxation Delay 1.0000 OH 1b Me
11 Pulse Width 12,0000 -800
12 Acquisition Time 3.2768
13 Acquisition Date 2018-08-24T15:45:12 700
14 Modification Date 2018-08-24T15:45:12
15 spectrometer 500.19 600
Frequency I
16 spectral Width 10000.0
17 Lowest Frequency 10113 500
18 Nucleus H
19 Acquired Size 32768 400
20 spectral Size 65536
[.300
Iyl 200
I |
100
Lo
oYgx QN dwg o9 2 ~ o -100
8383 89934 =8 8 &8 o
ERTRNEN ERERERNEN NN 5 oo
T T T T T T T T T T T T T T T T T T T T T T T T T T T T
2.0 11.5 11.0 105 100 95 90 85 80 75 7.0 65 60 55 50 45 40 35 30 25 20 15 10 05 00 -05 -1.0 -15

f1 (ppm)
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KKS-1-276.100002.fid 20000 @ 2euormde 9
Qo @N o @~—dmoiblh B® 2o egens 23
fdcaa © FHO DI~ O T 0 me® fewada wes
SRRE3 @ 588233883 4 S<-[lidon e sdo
W8T Wl 7 NIy
[.2500
Parameter Value
1 Tite KKS-1-276.100002.id
2 origin Bruker BioSpin GmbH
3 Solvent MeOD [.2000
4 Temperature 2982
5 Pulse Sequence 20pg30
6 Experiment L] Br
7 Probe 2150363_0002 (CP 880
50052 BBF-H-D-05 2)
8 Number of Scans 5120
o Fecover Gan o ulo o 1500
“HaN I N L N i
10  Relaxation Delay 0.1500 -
N ~ N Y (¢]
11 Pulse Width 10.0000 . H H z
.OAc [e] e} B Me
12 Acquisition Time 11010
13 Acquisition Date 2018-08-24T17:38:57 1c Me
14 Modification Date 2018-08-24T17:38:59 OH
15 spectrometer 125.79
Frequency 1000
16 spectral Width 297619
17 Lowest Frequency -2304.1
18 Nucleus 13¢
19 Acquired Size 32768
20 spectral Size 65536
[.500
|
oot
|
|
‘ ‘
I Lo
T T T T T T T T T T T T T T T T T T T T T T
210 200 190 180 170 160 150 140 130 120 110 100 920 80 70 60 50 40 30 20 10 -10
1 (ppm)
KKS-1-264.1.fid TANQPOHD T M N coaldo mMNoOdRNOmoOYTddoOBNOANNQODEVO VLT ON Ot
FBHRIRIIITES FREER B35S c388RERNIRIISIC588858R883I35886
NENRENNNNNN GG SIFEY 99999000 ddddonnnnnsssNddaGq999595059
e N N/ = ————— -2000
1900
1800
1700
Parameter Value
1 Title KKS-1-264.1.fid 1600
2 origin Bruker BioSpin GmbH
3 solvent MeoD (1500
4 Temperature 208.2 L0
5 Puise Sequence 2930 L
6 Experiment 0} 1300
7 Probe 2150363_0002 (CP BBO 50052
BBF-H-D-05 2
) L 1200
8  Number of Scans 16
9 Receiver Gain 13 1100
10 Relaxation Delay 1.0000
11 Pulse Width 12.0000 [ 1000
12 Acquisition Time 3.2768
13 Acquisition Date 2018-10-10T10:41:54 [.900
14 Moification Date 2018-10-10T10:41:55
15 spectrometer 500.19 -800
Frequency
16 spectral Width 10000.0 |.700
17 Lowest Frequency -1911.3
18 Nucleus H 600
19 Acquired Size 32768
[.500
20 spectral Size 65536
400
300
| |- 200
)
d 100
Lo
gt NN T T o [-100
weden o < @ I oo
3839 o S8 S Sg
dedddd o IR o EE
T T T T T T T T T T T T T T T T T T T T T T T T T 1
115 11.0 105 100 95 90 85 80 75 70 65 6.0 55 50 45 40 35 3.0 2.5 2.0 1.5 1.0 05 0.0 -05 -1.0
1 (ppm)
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KKS-1-264.100002.fid
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Parameter Value
1 Te KKS-1-264.100002 i
2 orgn Sruker ioSpin G
3 Solvent MeOD
4 Temperature 2982
5 pulse Sequence 20p030
6 Experiment 10
7  Probe 2150363_0002 (CP BBO
50052 BBF-H-D-05 Z)
8  Number of Scans 5120
o Receiver Gain 02
10 Reaxation Detay 0.1500
11 Pulse Width 9.1000
12 Acquisition Time 1.1010
13 Acquisition Date 2018-10-10T12:35:35
14 Modifation bate 2018-10-10712:35:35
15 spectrometer 125.79
Frequency
16 Spectral Width 297619
17 Lovest Frequency 23041
18 Nucleus 130
19 Acquired Size 32768
20 spectral Size 65536
i | ‘
‘ | ! ‘ ' ol it T ]
! |
T T T T T T T T T T T T T T T T T T T T T T
210 200 190 180 170 160 150 140 130 120 110 100 90 80 70 60 50 40 30 20 10 -10
1 (ppm)
Br
. o y © 5 ©
HS_N\AN/WN\)LN N\)ko
oac = H g Ho9 :\rMe

oW

1c

Me

SI-13



KKS-1-286.1.fid LWRNONNORNDL NS ogdar TUNANONINTANOONINONQOELVRDY T O ®Nwoal 1900
REEEHAI353888 RYE6 AU C8GIRRRNGRANSGH08856688033888658806
NNNNNNNNNNGO B fSYFSTMmTtonononononoalNNNddddd <0000
ECSCENY [ NG AR R DR TR T e
T — — | 1800
1700
[ 1600
Parameter Value 11500
1 Title KKS-1-286.1.fid 1400
2 origin Bruker BioSpin GmbH [
3 Solvent MeOD 1300
4 Temperature 298.2
5 Pulse Sequence 2630 1200
6 Experiment 1
7 Probe 2150363_0002 (CP BBO 1100
50052 BBF-H-D-05 2) | [
8  Number of Scans 16
{1000
9 Receiver Gain 13
10 Relaxation Delay 1.0000
11 Pulse Width 12,0000 H N\)i H\)CL H\i : 1900
3
12 pcquisition Time 3.2768 Y H/T H Y (o]
13 Acquisition Date 2018-09-24T07:09:40 OAc - H Me 800
14 Modification Date 2018-09-24T07:09:40 \©\ \M/
15 Spectrometer 500.19 OH 1d e 700
Frequency
16 spectral Width 10000.0 [ 600
17 Lowest Frequency -1911.3
18 Nucleus H 500
19 Acquired Size 32768
20 Spectral Size 65536 400
{300
oy [.200
il
| “\ [.100
[ " I
S
ST LS L A 100
fogd-¢9 @ oo @ o © oo =
S==5=0 S S555+ S = S S o
[ERERERN RN - EERYEY & o @ IR
T T T T T T T T T T T T T T T T T T T T T T T T T T T
25 120 115 110 105 100 95 90 85 80 75 70 65 60 55 50 45 40 35 30 25 20 15 10 05 00 -05 -1.0
f1 (ppm)
KKS-1-286.100002.fid wNoNQ o ooy N~ Q
@RB oo > 2obdsIN B 8 25T 5288 NEVEY 2200
Sdoca < FBWO D ®T ) 0 ® oo » @ @ oW ~mar =
SERR3 B REEEERERR 2 © S< @ dowvg Sag
SESSa = RURKIRER R R = 3 550 ¥R I]R
SN [ NEENAZ NN N [ 2100
[.2000
Parameter Value -1900
1 Title KKS-1-286.100002.fid [ 1800
2 origin Bruker BioSpin GmbH
3 Solvent MeOD 1700
4 Temperature 298.2 1600
5 Pulse Sequence 2gpg30 I
6 Experiment 1 [ 1500
7 Probe 2150363_0002 (CP BBO o
50052 BBF-H-D-05 7) H [ 1400
8  Number of Scans 5120 HsN\)LN N\)ko'
9 Receiver Gain 16.0 OAC’ Me {1300
10 Relaxation Delay 0.1500 1200
11 Pulse Width 9.1000 Me [
12 Acquisition Time 11010 [ 1200
13 Acquisition Date 2018-09-24709:03:20
14 Modification Date 2018-09-24T09:03:20 {1000
15 125.79
Spectrometer [ 900
Frequency
16 spectral Width 29761.9 00
17 Lowest Frequency 23041 [
18 Nucleus 13¢ 700
19 Acquired Size 32768
20 spectral Size 65536 [.600
{500
[400
[.300
{200
|
! it !
i J H I | “‘ H’ ﬁ -
I
i 1 L o
[.-100
|--200
T T T T T T T T T T T T T T T T T T T T T T T
210 200 190 180 170 160 150 140 130 120 110 100 90 80 70 60 50 40 30 20 10 0 -10
1 (ppm)
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KKS-1-280.1.fid
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e G N R o
S—— T— e
|.2600
2400
Parameter Value [.2200
1 Tite KKS-1-280.1.fid
2 origin Bruker BioSpin GmbH 2000
3 Solent MeoD [
4 Temperature 2082 Me
5 pulse Sequence 2630 {1800
6 Experiment 1
7 prove 7150363_0002 (CP BBO 50052 fe) o
BBF-H-D-052) “ N\)k H H\)k | 1600
& Number o Scans 1 3 N/W N - >0
9 Receiver Gain 13 OAc = H o H o z
10  Relaxation Delay 1.0000 (1400
le
11 Pulse Width 12.0000
OH
12 Acquisition Time 3.2768 1200
13 Acquisition Date 2018-10-10T12:40:21
14 Modification Date 2018-10-10T12:40:21
15 Spectrometer 500.19 1000
Frequency
16 Spectral Width 10000.0
17  Lowest Frequency -1911.3 [ 800
18 Nucleus H
19 Acquired Size 32768
20 spectral Size 65536 | 600
[.400
[.200
Lo
538 88 L.-200
RN @ o
T T T T T T T T T T T
12.0 11.5 11.0 105 10.0 95 9.0 70 65 60 55 1.0 -0.5 -1.0
f1 (ppm)
KKS-1-280.100002.fid ©owon ® 9 daNoo
J883 R 3 - 5588% goa I~dowy omnoaw
NS G o < N o ] QBo [cmIST®m WOWLo | 3500
ERRE3 ] o] ] SedlNdoNg fdog
SES2S 4 ] R ] SHB ISYS58 IR
[.3000
Parameter Value
1 Tite KKS-1-280.100002.fid
2 origin Bruker BioSpin GmbH
3 solvent MeOD
Me [.2500
4 Temperature 298.2
5 Pulse Sequence 20pg30
6 Experiment 1
7 Probe 2150363_0002 (CP BBO o H o H o
50052 BBF-H-D-05 Z) H3N\)L N \)k N \)k -
N N (¢]
8 Number of Scans 5120 OA - H H B {2000
9 Receiver Gain 202 OAc Me
10 Relaxation Delay 01500 1e Me
11 Pulse Width 9.1000 OH
12 Acquisition Time 1.1010
13 Acquisition Date 2018-10-10714:33:58 1500
14 Modification Date 2018-10-10714:33:58
15 spectrometer 125.79
Frequency
16 Spectral Width 207619
17 Lowest Frequency 23041
18 Nucleus 13¢ {1000
19 Acquired Size 32768
20 spectral Size 65536
[.500
|
|
|
[
| 1 il
| | |
LU 0
A N L
T T T T T T T T T T T T T T T T T T
210 200 180 170 160 120 110 100 90 80 70 60 50 40 30 20 0 -10

1 (ppm)
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KKS-1-278.1.fid 1R TN QORI ON NIV I DN NN DOV ATIENNTOONRNOCOUNOINETOIVNODSE QO EOO
NS e e R RRRRRRRRYYSoo38580353RRRNREAGAS-9958385033RRRB66885685
NENNNCCC 00O CEEOOIIITITIITITITITONNBO GBI DIBOEBOMBOOONNNNNTddd A =000 2600
[R50 S T YWl S R R N 0 0 T Tl T A S Tl S T S T T T
= . =T ——
2400
2200
Parameter Value
1 Tite KKS-1-278.1.fid OMe -2000
2 origin Bruker BioSpin GmbH
3 solvent MeOD
L1800
4 Temperature 208.2 o o o
S Puise Sequence 2050 + H H
N H3N N N -
6 Experiment 10 N N o
oz H H B 1600
7 Probe 2150363_0002 (CP BBO 50052 .OACc <= < Me
BEF-H-D-052)
8 Number of Scans 16 1f Me
OH L1400
9 Receiver Gain 8.0
10 Relaxation Delay 1.0000
11 Pulse Width 12.0000
1200
12 Acquisition Time 3.2768
13 Acquisition Date 2018-08-27T10:13:45.
14 Modification Date 2018-08-27T10:13:45 | 1000
15 spectrometer 500.19
Frequency
16 Spectral Width 10000.0
e 800
17 Lowest Frequency 19113
18 Nucleus H
19 Acquired Size 32768 500
20 spectral size 65536
!
I
| |
|
|
J8d3 I8 84y I A
S89% = & 588 R = S 200
[ERNENE] 4 4 ddaw RN o @ o r
T T T T T T T T T T T T T T T T T T T T T T T
11.0 105 100 95 90 85 80 75 70 65 60 55 50 45 40 35 30 25 20 15 10 05 00 -05 -1.0
1 (ppm)
KKS-1-278.100002.fid YoNo-d 9o o ToOWw 20m
IBSRE o9 < Sobo Soo roqefegsse ggo
fSaocgag @ © @ oW wda N~ NN © N nog
SRR33 38 3 3333 439 Sssoflddon e R
e T e N AN N
Parameter Value
1 Title KKS-1-278.100002.fid
2 origin Bruker BioSpin GmbH
3 Solvent MeOD
4 Temperature 298.2 OMe
5 Pulse Sequence 2gpg30
6 Experiment 10
7 Probe 2150363_0002 (CP BBO
50052 BBF-H-D-05 2) N o H o H o
8 Number of Scans. 5120 H3N\)LN N\)LN N\)ko'
9 Receiver Gain 180 OAc H H B Me
10 Relaxation Delay 0.1500 \©\
11 Pulse Width 10.0000 1if Me
OH
12 Acquisition Time 1.1010
13 Acquisition Date 2018-08-27T12:07:24
14 Modification Date 2018-08-27T12:07:25
15 Spectrometer 125.79
Frequency
16 spectral Width 29761.9
17 Lowest Frequency -2304.1
18 Nucleus 13C
19 Acquired Size 32768
20 spectral Size 65536
|
|
| |
|
T T T T T T T T T T T T T T T T T T T T T T T
210 200 190 180 170 160 150 140 130 120 110 100 90 80 70 60 50 40 30 20 10 [ -10
1 (ppm)
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KKS-1-290.1.fid

rooTNOONTN o9 ONOVNHY TATPVALINTIAODONOO N O OVON O RN QOIS ©®
couwhuRYYIad 2 ERRRNYYY 909092920 8RRAR0Aadd 199905609300~ 0000800095
NENNNSENNSN 66 FYFIITY ITIETNddddddddddrddddrddddsddaddddd-d-doooc[2800
ERVIRWY Yy == S O e NS 059999
= e T — —— —
[.2600
[.2400
Parameter Value -2200
1 Tite KKS-1-290.1.fid
2 Origin Bruker BioSpin GmbH |_.2000
3 solvent MeOD CFsy
4 Temperature 208.2
5 Pulse Sequence 2030 1800
6 Experiment 10 o H o q [e]
+
7 Probe 2150363_0002 (CP BBO 50052 H3N\)L N N\)L - 1600
N N o r
BBF-H-D-05 2) . H H
8  Number of Scans 16 .OAc =< ] o B Me
9 Receiver Gain 90
19 Me [ 1400
10 Relaxation Delay 1.0000 OH
11 Pulse Width 12,0000
12 acquisition Time 3.2768 1200
13 Acquisition Date 2018-00-20700:57:18
14 Modification Date 2018-09-20709:57:18
{1000
15 spectrometer 50019
Frequency
16 spectral Width 10000.0
17 Lowest Frequency 19113
18 Nucleus H
19 Acquired Size 32768
20 spectral Size 65536
Q9 s o Q g dwoa o o d
33 8 3 & 3 8384 8833 =l 338 -200
R d A < 4 ERNEN dddd I ISR r
T T T T T T T T T T T T T T T T T T T T T
0.0 9.5 9.0 8.5 8.0 75 7.0 6.5 6.0 5.5 5.0 4.5 4.0 3.5 3.0 2.5 2.0 1.5 1.0 0.5 0.0
f1 (ppm)
KKS-1-290.100002.fid W T NS MOYTQATOORNOANYTINRONDROMO D
EEREAN GETOCITIOGNBONNRRIBANAA AT ezglgezssg Q5T
fSHdoag CHTNSSOPI N LVLBLBLBWLTODMMMdW meejfenram@ wo s
SERE3 B85 833383Addd3IRARIRIRIS SYdfddon g $d9
SSSaa BRI R R R R R R R R R R R FHbISTIGS JER
O | S D oo D (VA RN NV [.3000
AR AL
Parameter Value 2500
1 Tite KKS-1-290.100002.id
2 origin Bruker BioSpin GmbH
3 Solvent MeOD
4 Temperature 298.2
5 Pulse Sequence 29pg30
6 Experiment 10 {2000
7 Probe 7150363_0002 (CP BBO 50052
BBF-H-D-05 2)
8  Number of Scans 5120
9 Receiver Gain 180
10 Relaxation Delay 01500
11 Pulse Width 91000 1500
12 acquisition Time 1.1010
13 Acquisition Date 2018-09-20T11:51:08
14 Modification Date 2018-09-20711:51:08
15 spectrometer 125.79
Frequency
16 spectral Width 29761.9
{1000
17 Lowest Frequency 23041
18 Nucleus 13¢
19 Acquired Size 32768
20 spectral size 65536
[.500
|
|
|
W
| | |
|
|
L i ! (- | LO
T T T T T T T T T T T T T T T T T T T T T T T
210 200 190 180 170 160 150 140 130 120 110 100 90 80 70 60 50 40 30 20 10 0 -10

1 (ppm)
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kks-1-290_fr4.1.fid

-63.37
~_-63.72

Parameter Value
1 Tite Kks-1-290_r4 1. fid
2 origin Bruker Analytik GmbH
3 Sovent None
4 Temperature 207.2 CFs
5 puise Sequence fn
6 Experiment 10
7 Probe 5 mm PABBO BB/ 19F-1H/ D 2- o o) o)
GRD 110902/ 0011 . H H
o e HN I~ NG AN
10 Relaxation Delay 1.0000
11 Pulse Width 197000 19 Me
12 pcquisition Time 0.6554 OH
13 Acquisition Date 2010-07-12T18:24:18
14 Modification Date 2019-07-12T18:24:21
15 Spectrometer 47050
Frequency
16 Spectral Width 100000.0
17 Lowest Frequency -96974.3
18 Nucleus 19F
19 Acquired Size 65536
20 spectral Size 131072
T T T T T T T T T T T T T T T T
-30 -35 -40 -45 -50 -55 -60 -65 -70 -75 -80 -85 -90 -95 -100 -105
1 (ppm)
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kks-1-282.1.fid
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Parameter Value
1 Tite kks-1-282.1 fid
2 origin UXNMR, Bruker Analytische
Messtechnik GmbH
3 Solvent MeOD
4 Temperature 200.8
5 Pulse Sequence 2930
6 Experiment kU]
7 Probe 5 mm PABBO BB/ 19F-1H/ D Z-
‘GRD 7110902/ 0011
8 Number of Scans 16 CN
9 Receiver Gain 203.2
10 Relaxation Delay 1.0000
11 Pulse Width 15.2000 (e}
H
12 Acquisition Time 3.1719 N )
13 Acquisition Date 2018-12-26T12:18:30 Y (0]
14 Modification Date 2018-12-26T12:18:33 B Me
15 Spectrometer 500.13 1h
Frequency OH Me
16 Spectral Width 10330.6
17 Lowest Frequency -2076.8
18 Nucleus 1H
19 Acquired Size 32768
20 spectral Size 65536
|
[
oo o o NN o oo 0 o~
ede < < «@ eoN- en @ =
dad d o < ERERNEN RN @ @
T T T T T T T T T T T T T T T T T T T T T T
11.0 105 100 95 9.0 8.5 8.0 7.5 7.0 6.5 6.0 5.5 5.0 4.5 4.0 3.5 3.0 2.5 2.0 15 1.0 0.5 0.0 -05
f1 (ppm)
KKS-1-282.100002.fid RN @ NMOHdNOHY Q-®
©28S% N > VORNAHE BDG ganlkgsgsy Y8R
©dS 3 g © IFTNSIDY BB Q@ I~ ® QM ©ecs
PRERE3 @ BHIHBIAY 345 S INdgn o ]
ECAVE TE2 00N NV NYAZ Y
Parameter Value
1 Title KKS-1-282.100002.fid
2 origin Bruker BioSpin GmbH
3 Solvent MeOD
4 Temperature 208.0
5 Pulse Sequence 2gpg30
o0 CN
6 Experiment 10
7 Probe Z150363_0002 (CP BBO
50052 BBF-H-D-05 2)
8  Number of Scans 5120
9 Receiver Gain 160
10 Relaxation Delay 0.1500
11 Pulse Width 10.0000
12 Acquisition Time 11010
13 Acquisition Date 2018-12-26T19:02:29 OH
14 Modification Date 2018-12-26T19:02:30
15 spectrometer 125.79
Frequency
16 spectral Width 29761.9
17 Lowest Frequency -2304.1
18 Nucleus 13¢
19 Acquired Size 32768
20 spectral Size 65536
|
|
|
TH
| |
| | !
! |
|
|
|
A, . [\ |
T T T T T T T T T T T T T T T T T T T T T T
210 200 180 170 160 150 140 130 120 110 100 90 80 70 60 50 40 30 20 10 0 -10
f1 (ppm)
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kks-1-288.1.fid

gNoOYTNgYTNOT N g PDOW NDUNNINEINIONNO I NVONANONNTNQOFRE OV~
QeARNn0nn Hq 09 SRENNE NI H0900NN000NNNNddddId000R0000000009
kks-1-288 BCOBNNNNN NN ©© LR R 3 <1<;jj3:33zjzrzzgzgzggwmmmwmmmmj\—«aﬁaaﬁcoc [.22000
3-nitrophe NN RVAV SNEINSRARARAY —
[.21000
[.20000
Parameter Value {19000
1 Title Kks-1-288.1.fid [ 18000
2 origin Bruker Biospin GmbH
3 soivent MeOD {17000
4 T " 206.4
emperature [ 16000
5 Pulse Sequence 2630
6 Experiment © NO, [ 15000
7 Probe 5 mm PABBO BB/ 19F-1H/ D Z-
GRD 7108618/ 0786 [ 14000
8 Number of Scans 16 {13000
9 Receiver Gain 1356
{12000
10  Relaxation Delay 1.0000
11 Pulse Width 15.0000 [ 11000
12 Acquisition Time 4.0894
13 Acquisition Date 2018-09-26T16:40:00 | 10000
14 Modification Date 2018-09-26T16:40:25
[.9000
15 Spectrometer 40013
Frequency [ 8000
16 spectral Width 8012.8
17 Lowest Frequency -1535.4 [ 7000
18 Nucleus H
19 Acquired Size 32768 {6000
20 spectral Size 65536
" | 5000
{4000
il [.3000
[.2000
{1000
]
i
Lo
T I N R o R i G " L-1000
00 oo g g o Jo o oo o ~ oo
S S 9o S ° S 8590 49¢ IS =9
] ] IS = ER=RNEN RN @ SR [ -2000
T T T T T T T T T T T T T T T T T T T T T
105 100 95 90 85 80 75 70 65 60 55 50 45 40 35 30 25 20 15 10 05 00 -1.0
f1 (ppm)
KKS-1-288.100002.fid ~roonn o 2 QNoToONY o f2uou
I RCR-R ] S & HHASRES b oo foonw R
~doo o © @ WO g 0 @O N Jo®oow ~aQ
ENRERS 8 g Foaddds 4 S50 wdor fao
WSO 7 NS RC) SULIRRY
{1800
[ 1700
[.1600
Parameter Value
1 Tite KKS-1-288.100002.id 1-1500
2 origin Bruker BioSpin GmbH 1400
3 Solvent MeoD [
4 Temperature 2982 NO, 1300
5 Pulse Sequence 2gpg30 L
6 Experiment 1D 1200
7 Probe 2150363_0002 (CP BBO
50052 BBF-H-D-05 2) 1100
8  Number of Scans 5120 [
9 Receiver Gain 202
{1000
10 Relaxation Delay 0.1500 .
1i Me
11 Pulse Width 9.1000 OH 900
12 Acquisition Time 11010
13 Acquisition Date 2018-09-26T19:34:56 800
14 Modification Date 2018-09-26T19:34:56
15 spectrometer 125.79 [ 700
Frequency
16 spectral Width 29761.9 600
17 Lowest Frequency 23041
18 Nucleus 13¢ 500
19 Acquired Size 32768
20 spectral Size 65536 [ 400
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KKS-1-284.1.fid

TN 0ROV ANEYNY TN D woodd NHONHOENTNQUIDAIVIVANRONN AR~ QO I DO N
©8 SA9RR88eIdxR 33F5 <SITHCES000NDBRNIINDBAIAI10000CEE8SH000
BB BOINNNNNNN GG SY9Y TFT I T IO NN OB B0 B S BN B BBSBmddddd 405030
(VNP ENPBE Y < PR B R i e i Rei] YN
AT — — =
{800
Parameter Value
1 Title KKs-1-284.1.fid
2 origin Bruker BioSpin GmbH [e]
+ H [.700
3 solent MeOD H3N N N
4 Temperature 298.2 B H/W
.OAc =
5 Pulse Sequence 2930
6 Experiment 10
OH [.600
7 Probe 2150363_0002 (CP BBO 50052
BBF-H-D-05 2)
8  Number of Scans 16
9 Receiver Gain 80
10 Relaxation Delay 1.0000 | 500
11 Pulse Width 12.0000
12 Acquisition Time 3.2768
13 Acquisition Date 2018-08-30T12:55:23
14 Modification Date 2016-08-30T12:55:23 400
15 spectrometer 50019
Frequency
16 Spectral Width 10000.0
17 Lowest Frequency -10113 300
18 Nucleus H
19 Acquired Size 32768
20 spectral Size 65536
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Parameter Value [ 900
1 Title KKS-1-284.100002.fid
2 origin Bruker Biospin GmbH
3 Solvent MeOD 800
4 Temperature 208.2
5 Pulse Sequence 20pg30
6 Experiment 10
P . 700
7 Prove 2150363_0002 (CP BBO 50052
BBF-H-D-05 2)
8 Number of Scans 5120
9 Receiver Gain 127 L 600
10 Relaxation Delay 0.1500
11 Pulse Width 10.0000
12 Acquisition Time: 11010
a [.500
13 Acquisition Date 2018-08-30T14:49:29
14 Modification Date 2018-08-30T14:49:30
15 spectrometer 125.79
Frequency 400
16 Spectral Width 297619
17 Lowest Frequency -2304.1
18 Nucleus 13¢
[.300
19 Acquired Size 32768
20 Spectral Size 65536
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kks-1-270.1.fid
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Parameter Value
N
1 Title Kks-1-270.1.fid ~ ‘
2 origin Bruker BioSpin GmbH
o e
3 Solvent MeOD H g
"HaN N N
4 Temperature 296.2 .
e 3 H/A\ﬂ/ N o
5 Pulse Sequence 2630 - H
o .OAc O __Me
6 Experiment 10
7 Probe 5 mm PABBO BB/ 19F-1H/ D 1k Me
Z-GRD 7108618/ 0786 OH
8 Number of Scans 16
9 Receiver Gain 169.0
10 Relaxation Delay 1.0000
11 pulse Width 15.0000
12 acquisition Time 4.0894
13 Acquisition Date 2018-08-15T10:10:00
14 Modification Date 2018-08-15T10:10:37
15 Spectrometer 40013
Frequency
16 Spectral Width 8012.8
17 Lowest Frequency -1535.4
18 Nucleus H
19 Acquired Size 32768
20 spectral Size 65536
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Parameter Value
1 Title KKS-1-270.100002.fid
2 origin Bruker BioSpin GmbH
3 solvent MeOD
4 Temperature 208.2
5 Pulse Sequence 20pg30
6 Experiment 10 N
7 Probe Z150363_0002 (CP BBO 50052 z ‘
BBF-H-D-05 2
’ o o X~ o
8 Number of Scans 5120 . H H
9 Receiver Gain 16.0 HSN\)LN/WN\)LN N\)‘ko'
10 Relaxation Del 0.1500 Sz H H E
elaxation Delay OAc : S I Me
11 Pulse Width 10.0000 \r
12 Acquisition Time 11010 1k Me
OH
13 Acquisition Date 2018-08-15T14:22:40
14 Modification Date 2018-08-15T14:22:40
15 spectrometer 125.79
Frequency
16 spectral Width 29761.9
17 Lowest Frequency 23041
18 Nucleus 13¢
19 Acquired Size 32768
20 spectral Size 65536
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KKS-1-272.1.fid
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Parameter Value
1 Title KKS-1-272.1.fid {1600
2 origin Bruker BioSpin GmbH SN
3 Sowent MeoD | {-1500
o o )
4 Temperature 2982 . H Y
5 puise Sequence 2030 H_;N\)kN /WN\)LN N \)ko' | 1400
6 I - :
Exeriment oac i H o § Ho6 2 me |-1300
7 Probe 2150363_0002 (CP BBO \©\ \r
50052 BBF-H-D-05 Z)
1 Me
8  Number of Scans 16 OH 1200
9 Receiver Gain 100
10 Relaxation Delay 1.0000 (1100
11 Pulse Width 12,0000
[ 1000
12 pcquisition Time 3268
13 Acquisition Date 2018-08-20T16:24:26 [ 900
14 Modification Date 2018-08-20T16:24:26
15 spectrometer 500.19 [ 800
Frequency
16 spectral Width 10000.0
17 Lowest Frequency 10113 (700
18 Nucleus 1H
600
19 Acquired Size 32768
20 65536
Spectral Size [ 500
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Parameter Value
L2400
1 Tie KKS-1-272.100002.fid
2 Origin Bruker BioSpin GmbH Z ‘N
3 Solvent MeOD o o) ™ o [-2200
4 Temperature 2082 N \)L H \)L H \)L .
5 pulse Sequence 2gpg30 N N/W N >0 [ 2000
6 Experiment » oac . H ¢ 6 i me
50052 BBF-H-D-05 2) \©\ 1 Me L 1800
8  Number of Scans 5120 OH
9 Receiver Gain 160 [ 1600
10 Relaxation Delay 0.1500
11 Pulse Width 10.0000 | 1400
12 Acquisition Time 1.1010
13 Acquisition Date 2018-08-20T18:18:04
14 Modification Date 2018-08-20T18:18:05 {1200
15 Spectrometer 125.79
Frequency 1000
16 Spectral Width 29761.9
17 Lowest Frequency -2304.1
18 Nucleus 13c {800
19 Acquired Size 32768
20 spectral Size 65536 | 600
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HPLC Chromatograms of Peptides
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