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Introduction
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Scheme 5 Synthetic route for preparation of 4’ and 5" TMR derivatives.

4 Reagents and conditions: (1) AcONa, Acz0, 120 °C; (2) Nal, MeOH, 65 °C.
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Design and characterization
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Table S1. Comparison of photochemical reaction in various solvents

Th-Cy5 S
Nonfluorophore NIR fluorophore
®) o= (d)
18 _ 80001 ——Th-Cy5
8 = —TMI
5 0.69 Irradiation Time 8 6000
w— 0 min
2 2
3 J w75 min —
2 L e 260 min 8 40001
g —— 390 min S
0.2 — 440 min £ 20004
—— 16h
0.0 v - > 0 ———
600 650 700 750 650 700 750 800
Wavelength (nm) Wavelength (nm)
(c)
a b
Q5 10
NANAAZN ¢ CDCI,

Entry Solvent Yield %
1 Dichloromethane NR?
2 Ethyl acetate NR
3 DMF NR
4 Toluene NR
5 1.4-dioxane NR
6 CHCl3 8.2°b

Ethanol 2

8 CHCla: Ethanol 1:1 3

9 CHCla: Ethanol 3:1 6.8
10 CHClz: Ethanol 19:1 5.5
1" H.O Trace®
12 DMSO NR
13 CH30H 1.1
14 THF NR
15 CH3COOH:(Ac)0 NR

7.5 7.0
Chemical shift (ppm)

3NR: no reaction. °Reaction yield measured by spectrophotometric method. “Trace product detected.
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Characterization
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Mechanism



In vivo imaging
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Uptake with endocytosis inhibitors



In vivo imaging
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Summary
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