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Figure S1. '"H-NMR spectra for tracer DPTA (4).
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Figure S2. 3C-NMR spectra for tracer DPTA (4).
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Figure S3. ESI-mass spectrometric data for tracer DPTA (4).
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Figure S4. Schematic representation for the synthesis of N-glycosyl azides.
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Figure S5. 'H-NMR spectra for glucose-PEGs-azide.
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Figure S6. 3C-NMR spectra for glucose-PEGs-azide.
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Figure S7. High resolution mass spectroscopic data for glucose-PEGs-azide.
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Figure S10. High resolution mass spectroscopic data for galactose-PEGs-azide.

OHCCH HO
.0, N
P e - K . N
HO - OHO NS 0{/. O,iﬁ\/. 3
oH H 2
Lactose-PEG;-Az
'HNMR, D,0, 400 MHz
I
|
i
1
1
ppm 7 3 5 4 3 2 1 0 A

Figure S11.'H-NMR spectra for lactose-PEGs-azide.
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Figure S13. High resolution mass spectroscopic data for lactose-PEGs-azide.
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Figure S15. 3C-NMR spectra for maltose-PEGs-azide.



10 of 22

Data : lN‘.: 3-C2@H38N4013 Date : 15-Fpr-2@16 11:22
Sample: -
Note : -
Inlet : Direct lIon Mode : FRB+
Spectrum Type : Normal lon [EF-Linear)
RT : 8.63 min Scan® : (13,14)
BP : msz 531.4047 Int. : 80.@2
Output m/z range : 535.8237 to 551.0297 Cut Level : 0.00 %
187370
1
o N\/-o\/\ oy
19
9
8 sin25e  HR MS (FAB): m/z caled for C,0H3sN,Oy3
[M+H]": 543.2514, found: 543.2518
?.
6
5
4
3
2
541.238
| - ,}\/\hr/\«\ J\
o _,J'\,__/yﬁ_/\/\_,_ﬂ -_r/»~__r, = “J L __,._ »/\., e A__,,_/\,_j_/\./\ﬁ
536 537 538 539 14(7 l'\/ 548 9549 550 551

m/z

Figure S16. High resolution mass spectroscopic data for maltose-PEGs-azide.
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Figure S17. 'H NMR spectra for maltose-PEGs¢-azide.
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Figure S18. °C NMR spectra for maltose-PEGs-azide.
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Figure S19. High resolution mass spectroscopic data for maltose-PEGe-azide.
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Figure S21. 3C NMR spectra for maltose-PEGu-azide.
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Figure S22. High resolution mass spectroscopic data for maltose-PEGii-azide.
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Figure S23. Cell viability of N-glycosyl azides performed in NIH3T6.7 cells by MTT assay; 7 h of treatment (A) and 24
h of treatment (B).
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Figure S25. Representative radio thin-layer chromatograms of the radioiodinated tracer DPTA (5) (A), bioconjugation
of radiotracer DPTA with trastuzumab (B), and the purified [**'I]DPTA-trastuzumab (6) (C). Radio-TLC analyses were

performed on silica with methanol as mobile phase.
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Figure S26. Schematic representation demonstrating study plan (A). Biodistribution data of ICR mice after injection of

[BII]DPTA-trastuzumab followed by varying the quantity of maltose-PEGs-azide (B) (n =2). *p <0.05 and **p <0.001.
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Figure S28. 'H NMR spectrum of 4-(2-hydroxyethyl)-2-iodophenol.
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Figure S30. High resolution mass spectroscopic data for 4-(2-hydroxyethyl)-2-iodophenol.
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Figure S31. Schematic of radiolabeling of 4-(2-hydroxyethyl)-2-[**![Jiodophenol (10) (A). Radio thin-layer chromatogram
of compound 10 performed in silica, ethyl acetate:methanol (95:5) (B). UV-HPLC chromatograms of 2-(4-hydroxyphenol)
ethanol (C), 4-(2-hydroxyethyl)-2-iodophenol (D), 4-(2-hydroxyethyl)-2,6-diiodophenol (E) and radio-HPLC chromato-
gram of 4-(2-hydroxyethyl)-2-[3'I]Jiodophenol (10) (F).
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Figure §32. Radio-TLC analysis of in vivo Staudinger ligation in serum of control and azide-treated mice. Purified
[BI]DPTA-trastuzumab (6) (blue line), 4-(2-hydroxyethyl)-2-['*IJiodophenol (10) (red line), non-azide-treated control
serum (green line), maltose-PEGs-azide treated serum mixed with 4-(2-hydroxyethyl)-2-[**IJiodophenol (10) (pink line),
maltose-PEGs-Az treated serum (violet line). All radio-TLC were developed using iTLC and saline.
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Figure S33. Biodistribution of 4-(2-hydroxyethyl)-2-[**'[Jiodophenol (10) in normal ICR mice (n = 3).



