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Figure S5. '"H NMR spectrum of I-P-NO- 7. *CH2Cl, **water, ***Et20.
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Figure S6. "H NMR spectrum of TMS-(EP)s-NO- 9. *H20, **HDO.
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Figure S7. '3C NMR spectrum of TMS-(EP)4-NO- 9.
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Figure S8. DEPT 135 NMR spectrum of TMS-(EP)s-NO- 9.

Solvent: CDCI3
Number of Scans: 152

Temperature: 295 0874 K
Pulse Sequence: deptl13s
Relaxation Delay (2): 1.5 =2ec
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Figure S9. HMQC NMR spectrum of TMS-(EP)4-NO- 9.

T T T T T
5.0 4.5 4.0
f2 (ppm)
Solvent: COCIZ
Number of Scans: 4

3.5

3.0

T

23

2.0

1.5

1.0 0.5 0.0

Temperature: 2552037 K
Pulse Sequence: hmgcgpgf
Relaxation Delay (s): 1516384 zec

S26



WY R

TIPS

Y

TIPS

\
-]

o

)7. 711216}

A

[1.04,8.42
{1.04,15.57

-
o

Y

{1.(:3,3?.:37}N

! {o.zs,w.s«;x

—20

—30

~40

—80

f1 {(ppm)

~90

~100

-110

-120

~130

-140

8.0 7.3 7.0 6.5 6.0 5.5 5.0 4.5 4.0 3.5 3.0
f2 (ppm)
Observed Nucleus: [13C, 1H] Solvent: COCI3
Observed Frequency: [125. 740167244107, 500.012187342842] MHz Number of Scans: &

Figure $10. HMBC NMR spectrum of TMS-(EP)4-NO- 9.
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Figure S11. 'H NMR spectrum of H-(EP)s-NO-« 10. *H20, **HDO.
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Figure S12. '3C NMR spectrum of H-(EP)4-NO- 10.

Temperature: 295 5391 K
Pulse Sequence: zgpga0
Relaxation Delay (2): 1.5 =2ec

S29



1313
119.1
1183
118.1
1173

8.4
57.4
573
57.2

17.2
172
17.2
10.0
9.9
9.9

e S
TIPS
Y/
[¢]
/—O (@) ~0
V4
TIPS 10
L |“ " ‘( | | 1}
T T T T T T T T T T T T T L T T T T T T T T T T T T T T 1
30 150 140 130 120 110 100 Qo 80 70 &0 50 40 30 20 10 [
f1 (ppm)

Observed Nucleus: 13C
Observed Frequency: 125 73767221312 MHz

Solvent: CDZCI2
Number of Scans: 256

Figure S13. DEPT-135 NMR spectrum of H-(EP)s-NO- 10.

Temperature: 295 5391 K
Pulse Sequence: deptl13s
Relaxation Delay (2): 1.5 =2ec
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Figure S14. HMQC NMR spectrum of H-(EP)s-NO- 10.
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Figure $15. HMBC NMR spectrum of H-(EP)s-NO- 10.
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Figure S16. '"H NMR spectrum of PyMTAester-(EP)s-NO- 12. *Signals of a compound containing the PyMTA ethyl ester moiety (about 5 mol%),
possibly 4-chloro-PyMTA ethyl ester; **water.
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Figure S17. '"H NMR spectrum of PyMTAester-(EP)s-NO- 12. *Signals of a compound containing the PyMTA ethyl ester moiety, possibly 4-chloro-
PyMTA ethyl ester.
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Figure S18. DEPT-135 NMR spectrum of PyMTAester-(EP)4-NO- 12.

Temperature: 295591 K
Pulse Sequence: dept135
Relaxation Delay (s): 1.5 =&c
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Figure $19. HMQC NMR spectrum of PyMTAester-(EP)4-NO- 12.
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Figure S22. '"H NMR spectrum of PEGylated PyMTAester-(EP)4-NO- 15. *H20, **HDO.
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Figure S27. 'H NMR spectrum of H2Naz[PyMTA-(EP)s-NO-] 16.
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Figure S$33. 'H NMR spectrum of TAHAester-EPE-H 19.
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Pulse Sequence: zg3l
Relaxation Delay (s): 1 zec
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Figure S34. '3C NMR spectrum of TAHAester-EPE-H 19.

Temperature: 295 0874 K
Pulse Sequence: zgpga0
Relaxation Delay (2): 1.5 =2ec
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Figure S$35. DEPT-135 NMR spectrum of TAHAester-EPE-H 19.
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Figure S36. HMQC NMR spectrum of TAHAester-EPE-H 19.
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Relaxation Delay [s): 1 =&c
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Figure S39. '3C NMR spectrum of TAHAester-EPBPE-TAHAester 20.
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Figure $40. DEPT-135 NMR spectrum of TAHAester-EPBPE-TAHAester 20.

Temperature: 295 5391 K
Pulse Sequence: deptl13s
Relaxation Delay (2): 1.5 =2ec
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Figure S41. HMQC NMR spectrum of TAHAester-EPBPE-TAHAester 20.
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Figure S45. '3C NMR spectrum of PEGylated TAHAester-EPBPE-TAHAester 22. *grease.
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Figure S46. DEPT-135 NMR spectrum of PEGylated TAHAester-EPBPE-TAHAester 22. *grease.

Temperature: 295 5391 K
Pulse Sequence: deptl13s
Relaxation Delay (2): 1.5 =2ec
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Figure S47. HMQC NMR spectrum of PEGylated TAHAester-EPBPE-TAHAester 22.
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Figure S48. HMBC NMR spectrum of PEGylated TAHAester-EPBPE-TAHAester 22.

Temperature: 2358247 K
Pulse Sequence: hmbogpndgf
Relaxation Delay (s): 1360735 =ec
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Figure S$49. Cutout of '"H NMR spectrum (10 ppm — 5 ppm) of HxNa12x[TAHA-EPBPE-TAHA] 23 at pD 1.6 (top), pD 5.0 middle, and pD 1.3
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Figure $50. Cutout of '"H NMR spectrum (5 ppm — 0 ppm) of HxNa12.[ TAHA-EPBPE-TAHA] 23 at pD 1.6 (top), pD 5.0 middle, and pD 1.3

(bottom).
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Figure S51. 'H NMR spectrum of HxNa12x[TAHA-EPBPE-TAHA] 23 at pD 1.6. *Signal of unidentified component which was only found in the
spectra of solutions with pH 1.3 and 1.6, but not in the spectrum of a solution with pH 5.0
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