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Figure S1. Variable temperature (VT) "H NMR spectra of H,CHXdedpaowe-N,N’-ee (12) (400 MHz, D,0, 25

- 55°C).
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H,CHXdedpagye-N, N-Bn (4) (400 MHz, D,0, 55°C)
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[Ga(CHXdedpagye-N,N-Bn)]*, [Ga(4)]" (400 MHz, DMSO-dg)
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Figure S2. 'H NMR spectra of (top) H,dedpaome-N, N’-Bn (4), 400 MHz, D,0, 25°C) and (bottom) [Ga(4)]*

(400 MHz, DMSO-d;, 25°C), highlighting shifts in hydrogen resonances upon metal-complexation.
*Residual solvent peak.
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Figure S3. 'H NMR of spectrum of dimethyl 4-hydroxypyridine-2,6-dicarboxylate (7) in MeOD-d, (400
MHz).
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Figure S4. *C NMR of spectrum of dimethyl 4-hydroxypyridine-2,6-dicarboxylate (7) in MeOD-d, (101

MHz).
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Figure S5. 'H NMR of spectrum of dimethyl 4-methoxypyridine-2,6-dicarboxylate (8) in CDCl; (400 MHz).
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Figure $6. °C NMR of spectrum of dimethyl 4-methoxypyridine-2,6-dicarboxylate (8) in CDCl;(101
MHz).
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Figure S7. 'H NMR of spectrum of methyl 6-(hydroxymethyl)-4-methoxypicolinate (9) in CDCl; (400
MHz).

CR4-83 F19-50 258 a 58 n oo
N @ Sa Q@ an
583 2 EE < mned
Les 5 = T B3
N Y4 [

| -

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

T T T T T T T T
60 50 40 30 20 10 0 -10
1 (ppm)

Figure $8. >C NMR of spectrum of methyl 6-(hydroxymethyl)-4-methoxypicolinate (9) in CDCl; (101
MHz).
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Figure S9. 'H NMR of spectrum of methyl 6-(bromomethyl)-4-methoxypicolinate (10) in CDCl; (300
MHz).
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Figure $10. °C NMR of spectrum of methyl 6-(bromomethyl)-4-methoxypicolinate (10) in CDCl; (75
MHz).
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Figure S11. 'H NMR of spectrum of dimethyl 6,6'-((((1R,2R)-cyclohexane-1,2-diyl)bis(((2-

nitrophenyl)sulfonyl) azanediyl))bis(methylene))bis(4-methoxypicolinate) (11) in CDCl; (300 MHz).
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Figure $12. *C NMR of spectrum of dimethyl 6,6'-((((1R,2R)-cyclohexane-1,2-diyl)bis(((2-
nitrophenyl)sulfonyl) azanediyl))bis(methylene))bis(4-methoxypicolinate) (11) in CDCl; (75 MHz).
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Figure $13. 'H NMR of dimethyl 6,6'-((((1R,2R)-cyclohexane-1,2-diyl)bis(azanediyl))bis(methylene))bis(4-
methoxypicolinate) (12) in CDCl; (300 MHz).
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Figure S14. °C NMR of dimethyl 6,6'-((((1R,2R)-cyclohexane-1,2-diyl)bis(azanediyl))bis(methylene))bis(4-
methoxypicolinate) (12) in CDCl; (75 MHz).
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Figure $15. "H NMR of Me,dedpa-N,N’-ee (13) in CDCl; (300 MHz).
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Figure $16. *C NMR of Me,dedpa-N, N’-ee (13) in CDCl; (75 MHz).
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Figure S17. 'H NMR of (1R,2R)-N",N*-bis(2,4,6-trimethoxybenzyl)cyclohexane-1,2-diamine (18) in MeOD-
ds (400 MHz).
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Figure $18. °C NMR of (1R,2R)-N",N*-bis(2,4,6-trimethoxybenzyl)cyclohexane-1,2-diamine (18) in
MeOD-d, (75 MHz).
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Figure $20. >C NMR of Me,CHXdedpaome-N, N’-Bnsome (19) in CDCl; (101 MHz).
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Figure $21. 'H-'H COSY NMR of Me,CHXdedpaowe-N, N’-Bnsome (19) in CDCl; (400 MHz).
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Figure $22. 'H NMR of H,CHXdedpaome-N, N’-ee (3) in D,0 (400 MHz, 55°C).
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Figure $23. >C NMR of H,CHXdedpagwe-N,N’-ee (3) in D,0 (101 MHz, 55°C).

S14



DC19_2b/5

{3.76,1.38,

214
{3.69,1.7% {2.46,1.75% (214

{2.49,2.13 {2.42,
{3.70,2.44{* {"‘/'
- o .

{3.96,3.35%

{7.60,7.18}
[

v

"14%(1.69,1.60}

r 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
80 75 70 65 60 55 50 45 40 35 30 25 20 15
2 (ppm)

Figure $24. 'H-"H COSY NMR of H,CHXdedpaowe-N,N’-ee (3) in D,0 (400 MHz, 55°C).
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Figure $25. 'H VT NMR of H,CHXdedpaowe-N,N’-Bn (4) in D,0 (400 MHz, 25-65°C).
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Figure $26. 'H NMR of[Ga(3)][CIO4] in DMSO-d¢ (300 MHz).
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Figure $27. 'H-'H COSY NMR of[Ga(3)][ClO,] in DMSO-dg (300 MHz).
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Figure $28. Stacked HPLC chromatograms of [*’Ga(6)]" (red, radiotrace; tz = 14.57 min) and [™'Ga(6)]"

(blue, absorbance; tz = 14.38 ). Small shift in retention times are due to UV-Vis and radiation detector

being placed in sequence in the HPLC set-up.
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Figure $29. Overlaid HPLC radio-chromatograms of [*’Ga(5)]", injected at 10min and 1 hour showing no

significant change in peak areas.
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Figure $30. HPLC radio-chromatogram of [*®Ga(6)]", labelled at 10* M, 10 minutes at room temperature.
Note: The ®Ga radiolabeling experiments were analysed on a different HPLC system than the *’Ga
experiments, which explains the slight shift in retention times of the three product peaks compared to

the [*’Ga(6)]" radio-trace.
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