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Supplementary Figure S1. 1H NMR spectrum (400 MHz, CDCl3, RT) of
tert-Butyl 6-(methyl)picolinate (1).
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Supplementary Figure S2. 13C NMR spectrum (100 MHz, CDCl3, RT) of
tert-Butyl 6-(methyl)picolinate (1).
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Supplementary Figure S3. 1H NMR spectrum (300 MHz, CDCl3, RT) of
tert-Butyl 6-(bromomethyl)picolinate (2).
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Supplementary Figure S4. 13C NMR spectrum (75 MHz, CDCl3, RT) of
tert-Butyl 6-(bromomethyl)picolinate (2).
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Supplementary Figure S5. 1H NMR spectrum (400 MHz, CDCl3, RT) of
N,N’-(2-Nitrobenzenesulfonamide)-N,N'-[6-(tert-butoxycarbonyl)pyridin-2-

yllmethyl]-1,2-diaminoethane (4).
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Supplementary Figure S6. 13C NMR spectrum (100 MHz, CDCl3, RT) of
N,N’-(2-Nitrobenzenesulfonamide)-N,N'-[6-(tert-butoxycarbonyl)pyridin-2-

yllmethyl]-1,2-diaminoethane (4).
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Supplementary Figure S7. 1H NMR spectrum (400 MHz, CDCl3, RT) of
N,N'-[6-(tert-Butoxycarbonyl)pyridin-2-yljmethyl-1,2-diaminoethane (5).
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Supplementary Figure S8. 13C NMR spectrum (100 MHz, CDCl3, RT) of
N,N'-[6-(tert-Butoxycarbonyl)pyridin-2-yljmethyl-1,2-diaminoethane (5).

'%

3.72

METHANOL-d4

5.02

—3.31

3.30 “-3.30

3.32

T T
70 6.5 6.0 55 50 45 40 35 30 25 20 15 10 05 0

Supplementary Figure S9. 1H NMR spectrum (300 MHz, MeOD, RT) of
H:dedpa, N,N'-[(6-carboxylato)pyridin-2-yl)methyl]-1,2-diaminoethane (6).
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Supplementary Figure $S10. 13C NMR spectrum (75 MHz, MeOD, RT) of
H:dedpa, N,N'-[(6-carboxylato)pyridin-2-yl)methyl]-1,2-diaminoethane (6).
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Supplementary Figure S11. ATR-IR spectrum (neat) of Hodedpa, N,N'-[(6-
carboxylato)pyridin-2-yl)methyl]-1,2-diaminoethane (6).
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Supplementary Figure S12. 1H NMR spectrum (400 MHz, CDCl3, RT) of
N,N'-[(tert-Butoxycarbonyl)methyl-N,N'-[6-(tert-butoxycarbonyl)pyridin-2-
yllmethyl]-1,2-diaminoethane (7).
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Supplementary Figure S13. 13C NMR spectrum (100 MHz, CDCl3, RT) of
N,N'-[(tert-Butoxycarbonyl)methyl-N,N'-[6-(tert-butoxycarbonyl)pyridin-2-
yllmethyl]-1,2-diaminoethane (7).
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Supplementary Figure S14. 1H NMR spectrum (300 MHz, MeOD, RT) of
Hioctapa, N,N-[(6-carboxylato)pyridin-2-yl)methyl]-N,N'-diacetic acid-1,2-
diaminoethane (8).
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Supplementary Figure S15. 13C NMR spectrum (100 MHz, MeOD, RT) of
Hioctapa, N,N-[(6-carboxylato)pyridin-2-yl)methyl]-N,N'-diacetic acid-1,2-
diaminoethane (8).
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Supplementary Figure S16. ATR-IR spectrum (neat) of
Hioctapa, N,N-[(6-carboxylato)pyridin-2-yl)methyl]-N,N'-diacetic acid-1,2-
diaminoethane (8).
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Supplementary Figure S17. 1H NMR spectrum (300 MHz, DMSO-ds, RT) of
[Y(octapa)]- (9).
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Supplementary Figure S18. 1H NMR spectrum (400 MHz, D,0, RT) of
[Y(octapa)]- (9).
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Supplementary Figure $19. 13C NMR spectrum (75 MHz, D,0, RT) of
[Y(octapa)]- (9).
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Supplementary Figure S20. 1H NMR spectrum (300 MHz, CDCl3, RT) of
N,N’-(2-Nitrobenzenesulfonamide)-N,N”-[6-(methoxycarbonyl)pyridin-2-ylJmethyl]-
1-(p-nitrobenzyl)-1,2-diaminoethane (12).
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Supplementary Figure S21. 13C NMR spectrum (75 MHz, CDCl3, RT) of
N,N’-(2-Nitrobenzenesulfonamide)-N,N”-[6-(methoxycarbonyl)pyridin-2-ylJmethyl]-
1-(p-nitrobenzyl)-1,2-diaminoethane (12).
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Supplementary Figure S22. 1H NMR spectrum (400 MHz, CDCl3, RT) of
N,N’-[6-(Methoxycarbonyl)pyridin-2-ylJmethyl]-1-(p-nitrobenzyl)-1,2-diaminoethane
(13).

EP-6-56-DEP NO2-en-tBuPic CDCI3 44mg_002000fid

—28.01

CHLOROFORM-d

8o
Ak e
N
8'\.
?
s
! po]
8 2?2 %g 5 o
l &% 5 gﬁ P IS ©
. - av B8y =]
b3 a4 | fio )
: 5§ =
| ggl b
J J - o |
" ) y "

T | SARALAALN L | RN LA LA L) MR L) RA LR LA L) R L) R L) LA LR L) LS LA ALY RALLI AL LAALE LS LARA ARSI RAAM AL LA LA i
192 184 176 168 160 152 144 136 128 120 112 104 96 88 80 72 64 56 48 40 32 24 16 8 0
Chemical Shift (ppm)

Supplementary Figure S23. 13C NMR spectrum (100 MHz, CDCl3, RT) of
N,N’-[6-(Methoxycarbonyl)pyridin-2-ylJmethyl]-1-(p-nitrobenzyl)-1,2-diaminoethane
(13).
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Supplementary Figure S24. 1H NMR spectrum (400 MHz, MeOD, RT) of
p-SCN-Bn-H:dedpa, N,N’-{[(6-carboxylato)pyridin-2-yl]methyl}-1-(p-
benzylisothiocyanato)-1,2-diaminoethane (14).
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Supplementary Figure S25. 13C NMR spectrum (100 MHz, MeOD, RT) of
p-SCN-Bn-H:dedpa, N,N’-{[(6-carboxylato)pyridin-2-yl]methyl}-1-(p-
benzylisothiocyanato)-1,2-diaminoethane (14).
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Supplementary Figure S26. ATR-IR spectrum (neat) of p-SCN-Bn-H.dedpa, N,N"-{[(6-

carboxylato)pyridin-2-yl]methyl}-1-(p-benzylisothiocyanato)-1,2-diaminoethane

(14).
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Supplementary Figure S27. 1H NMR spectrum (400 MHz, CDCl3, RT) of
N,N’-[(tert-Butoxycarbonyl)methyl]-N,N’-{[(6- tert-butoxycarbonyl)pyridin-2-
yllmethyl}-1-(p-nitrobenzyl)-1,2-diaminoethane (15).

S14



EP-6-80-col#1 CDCI3 ~20 mg_002000fid CHLOROFORM-d!

77.30
28.05

fr

77.00
76.68
£28.09

—130.23

—23.19

Lo s Mk i ™ " . y i "
184 176 168 160 152 144 136 128 120 112 1 96 88 80 72 64 56 48 40 32 24 16 8 0
Chemical Shift (ppm)

Supplementary Figure S28. 13C NMR spectrum (100 MHz, CDCl3, RT) of
N,N’-[(tert-Butoxycarbonyl)methyl]-N,N’-{[(6- tert-butoxycarbonyl)pyridin-2-
yllmethyl}-1-(p-nitrobenzyl)-1,2-diaminoethane (15).

Desktop_001000fid METHANOL-d4

@ I 3
@ 3]

- PP =
| — |

|
216 214167 146231 226 132 1.12
= ] =) =
95 9.0 85 80 75 70 65 6.0 55 50 45 40 35 30 25 20 15 10 05 0

Chemical Shift (ppm)

Supplementary Figure $29. 1H NMR spectrum (400 MHz, MeOD, RT) of
p-SCN-Bn-Hsoctapa, N,N’-[(Carboxylato)methyl]-N,N"-{[ (6-carboxylato)pyridin-2-
ylJmethyl}-1-(p-benzylisothiocyanato)-1,2-diaminoethane (16).
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Supplementary Figure S30. 13C NMR spectrum (150 MHz, MeOD, RT) of
p-SCN-Bn-Hsoctapa, N,N’-[(Carboxylato)methyl]-N,N"-{[ (6-carboxylato)pyridin-2-
yl]methyl}-1-(p-benzylisothiocyanato)-1,2-diaminoethane (16).
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Supplementary Figure S31. ATR-IR spectrum (neat) of p-SCN-Bn-Hsoctapa, N,N"-
[(Carboxylato)methyl]-N,N*-{[(6-carboxylato)pyridin-2-yljmethyl}-1-(p-
benzylisothiocyanato)-1,2-diaminoethane (16).
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Supplementary Figure S32. 1H-1H COSY NMR full spectrum of [Y(octapa)]- (600 MHz, D;0,
RT).
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Supplementary Figure S33. 1H-13C HSQC NMR full spectrum of [Y(octapa)]- (400 MHz, 100
MHz, D;0, RT).
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Supplementary Figure S34. RP-HPLC chromatograph of [Y(octapa)], mobile phase A:
deionized H:0, B: acetonitrile, gradient 10% to 100% B over 30 minutes, product tz = 9.5
min.
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