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1. HPLC methods and chromatograms
L1
Semi-preparative HPLC gradient conditions:

Solvent A: H,O TFA 0.1%; Solvent B: MeOH TFA 0.1%; Flow: 20 ml/min; fr = 3.6 min

Time (min) Solvent A (%)  Solvent B (%)
0 60 40
2,00 60 40
7,00 39 61
8,00 100
11,00 100

Analytical HPLC gradient conditions:
Solvent A: H,O TFA 0.1%; Solvent B: MeOH TFA 0.1%; Flow: 1 ml/min; ftr = 14.2 min

Time (min) Solvent A (%)  Solvent B (%)
0 70 30
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16,00 0 100
19,00 0 100
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Figure S1. ESI" MS (bottom) and UV (254 nm, middle) HPLC chromatograms of ligand L1.



L2
Analytical HPLC gradient conditions:
Solvent A: H2O TFA 0.1%; Solvent B: MeOH TFA 0.1%; Flow: 1 ml/min; fr = 10.1 min

Time (min) Solvent A (%)  Solvent B (%)

0 90 10
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Figure S2. ESI" MS (bottom) and UV (254 nm, top) HPLC chromatograms of ligand L2.



L3
Analytical HPLC gradient conditions:
Solvent A: H2O TFA 0.1%; Solvent B: MeOH TFA 0.1%; Flow: 1 ml/min; fr = 12.3 min

Time (min) Solvent A (%)  Solvent B (%)

0 90 10
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19,00 0 100
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Figure S3. ESI" MS (bottom) and UV (254 nm, middle) HPLC chromatograms of ligand L3.



L4

Analytical HPLC gradient conditions:

Solvent A: H,O TFA 0.1%; Solvent B: MeOH TFA 0.1%; Flow: 1 ml/min; fr = 2.0 min

Time (min) Solvent A (%)  Solvent B (%)
0 1
2,00 1
10,00 100
13,00 100
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Figure S4. ESI" MS (bottom) and UV (254 nm, top) HPLC chromatograms of ligand L4.



L5
Semi-preparative HPLC gradient conditions:

Solvent A: H2O TFA 0.1%; Solvent B: MeOH TFA 0.1%; Flow: 20 ml/min; fr = 6.0 min

Time (min) Solvent A (%)  Solvent B (%)

0 95 5
2,00 95 5
10,00 47 53
11,00 0 100
15,00 0 100

Analytical HPLC gradient conditions:
Solvent A: H2O TFA 0.1%; Solvent B: MeOH TFA 0.1%; Flow: 1 ml/min; fr = 10.6 min

Time (min) Solvent A (%)  Solvent B (%)

0 95 5
2,00 95 5
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19,00 0 100
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Figure S5. ESI" MS (bottom) and UV (254 nm, middle) HPLC chromatograms of ligand L5.



L6
Semi-preparative HPLC gradient conditions:
Solvent A: H2O TFA 0.1%; Solvent B: MeOH TFA 0.1%; Flow: 20 ml/min; fr = 6.1 min

Time (min) Solvent A (%)  Solvent B (%)

0 95 5
2,00 95 5
9,00 53 47
10,00 0 100
13,00 0 100

Analytical HPLC gradient conditions:
Solvent A: H2O TFA 0.1%; Solvent B: MeOH TFA 0.1%; Flow: 1 ml/min; fr = 12.2 min

Time (min) Solvent A (%)  Solvent B (%)

0 99 0
2,00 99 0
16,00 0 100
19,00 0 100
1: Scan ES+
12.28 394.322
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Figure S6. ESI" MS (bottom) HPLC chromatogram of ligand L6.



2.

NMR spectra
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Figure S7. 'H NMR spectrum in CDCl; of intermediate 1 (resonances from residual solvents are also

observable).
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Figure S8. °C NMR spectrum in CDCI; of intermediate 1.
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Figure S9. 'H NMR spectrum in D>O of ligand L1.
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Figure S10. >*C NMR spectrum in D,O of ligand L1 (TFA as counterion is also observable).
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Figure S11. "H NMR spectrum in CDCI3 of intermediate 2.
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Figure S12. °C NMR spectrum in CDCl; of intermediate 2.
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Figure S13. "H NMR spectrum in D>O of ligand L2.
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Figure S14. '*C NMR spectrum in D,0 of ligand L2 (TFA as counterion is also slightly observable).
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Figure S15. '"H NMR spectrum in CD30D of ligand L3.
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Figure S16. >°C NMR spectrum in CD3;0D of ligand L3.
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Figure S17. '"H NMR spectrum in CDCl; of intermediate 4.

_~170.99
~-170.53
81.49
~64.83
_60.61

COOt-Bu

(g
(o,

COOt-Bu

u 7

56.84

55.93
—28.14
_~24.30
—22.40

A

80 70

. . . . . .
190 180 170 160 150 140 130 120 110 100 90
f1 (ppm)

Figure S18. °C NMR spectrum in CDCl; of intermediate 4.
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Figure S19. 'H NMR spectrum in CD3OD of ligand L4 (residual Et,O from precipitation is also
observable).
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Figure S20. 3C NMR spectrum in CD;OD of ligand L4 (residual Et2O from precipitation is also
observable).
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Figure S21. "H NMR spectrum in CDCI3 of intermediate 5.
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Figure S22. *C NMR spectrum in CDCl; of intermediate 5.
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Figure S24. >C NMR spectrum in CD3CN of ligand LS5.
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Figure S26. °C NMR spectrum in CDCl; of intermediate 7.
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Figure S27. 'H NMR spectrum in CDCI; of intermediate 8.

4.5

T T T T
5.5 5.0

6.0

6.5

(COOt-Bu
Ph
T
8.0

[:}NHZ

8.5

9.0

8L'ST—
61'8C —

Y675 —
8ELG~
€975~
819~
Th9 ~
0929~
0v'69 —

8808 —

96'9¢1 <
ST'87T —
s6'821

YLOET —

S6°04T —

18

.
90
f1 (ppm)

Figure S28. °C NMR spectrum in CDCl; of intermediate 8.
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Figure S29. 'H NMR spectrum in CDCIl; of intermediate 9.
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Figure S30. °C NMR spectrum in CDCl; of intermediate 9.
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Figure S31. '"H NMR spectrum in D,O of ligand L6.
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Figure S32. >°C NMR spectrum in DO of ligand L6.
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Figure S33. 'H NMR spectrum in CDCIl3 of intermediate 10.
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Figure S34. °C NMR spectrum in CDCl; of intermediate 10.
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