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Figure S1. (a) 'H (CDCls, 400 MHz) and (b) *C (CDCl3, 100 MHz) NMR spectra of M1.
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Figure S2. FT-IR spectrum of M1.
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Figure S3. HR-MS of M1.
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Figure S4. (a) 'H (CDCl3, 400 MHz), (b) '*C (CDCls, 100 MHz) NMR spectra of M2,
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Figure SS. FT-IR spectrum of M2.
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Figure S6. HR-MS of M2.
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Figure S7. (a) 'H (CDCl3, 400 MHz), (b) '*C (CDCls, 100 MHz) NMR spectra of M3.
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Figure S8. FT-IR spectrum of M3.
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Figure S10. (a) 'H (CDCls, 400 MHz), (b) '*C (CDCl3, 100 MHz) NMR spectra of M4.
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Figure S12. (a) 'H (CDCls, 400 MHz), (b) '*C (CDCl3, 100 MHz) NMR spectra of M5.
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Figure S16. '"HNMR (400 MHz) spectra of (a and ¢) Co-CMT and (b and d) [Auzs(Co-CMT)15]

NCs in (a and b) in CDCl; and (¢ and d) in THF-ds.
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Figure S17. FT-IR spectra of (a) Co-CMT and (b) [Au25(Co-CMT)1s] NCs.
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Figure S18. XPS spectra recorded from (a and b) [Auzs(Co-CMT)13] and (¢ and d)
[Au2s(PET)1s] NCs show the presence of (a and ¢) Cls and (b and d) Ols.

0.9 0.8
Eo06 N
o
[
o
0.6 g) 0.4
3 o
c
8 0.2
o
1%
Q
< T T T T T
03 00 20 40 60 80
Time, h
0.0 T T
300 450 600 750

Wavelength, nm

Figure S19. Temporal UV-Vis absorption spectra of Co-CMT in THF under 365 nm

illumination. The changes in OD as a function of illumination time are shown in the inset.

15



WILEY-VCH
(a) ) @NC’ O O
LSS AD LD

6.79 3.98
769 741 d,e 6.11 ;
c I b |
® % | N I
"\f ‘.“ \ “\ “ .“
'\ A | ‘ * 7N~
@ N N Nt ™ Nt Mttt et e st s
e P P )
e S S S "
- - ~N - ~N
8.0 7.5 7.0 6.5 6.0 5.5 5.0 4.5 4.0
3.82
4.00 2
(c) 7.39 433 f
769 ¢ 6.78 6.11 b, ¥
i de * /
a I 7 b A
TITRVAN /W J\ ~ / ‘. 4 [ o
@M W\ s A N N I N N
PR 3 r) g
o - N = -
8.0 7.5 7.0 6.5 6.0 5.5 5.0 4.5 4.0

Chemical Shift, ppm
Figure S20. 'H NMR (400 MHz, THF-ds) spectra recorded from (b) NC and (c¢) toroidal
assembly. Two different possible combinations are shown in scheme (a). The cyclobutane

protons are marked. *Represents the unassigned peak.

Figure S21. TEM micrographs captured from the NC solution assembled under high power
light source.
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Figure S22. Elemental maps (gold and sulfur) and corresponding spectrum recorded from a
single toroid.

16



WILEY-VCH

(a) 2h
l L] hl L} L] LELELJ lw L] L] L) LI} l L] L} L] L] L l
1.0 10 100 1000
(b) ollE_ 4ah
| ! I ' |
1.0 10 100 1000
(c) _|I|. 6h
I L) L) L) L) L l Ll Ll LI L) L) L] L) L l
1.0 10 ) 100 1000
Size, nm

Figure S23. DLS spectra recorded during the solution state assembly of NCs.
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Figure S24. The temporal UV-Vis absorption spectra recorded from toroidal solution under

dark.
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Figure S25. TEM micrographs of toroids recorded (a) before and (b) after 1 year.
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Figure S26. Large area elemental maps recorded from toroids show the presence of (a) gold
and (b) sulfur.

Figure S27. Large area AFM image of toroids.

AR

Figure S28. TEM images of a single toroid at different tilt angles.
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Figure S29. The temporal UV-Vis absorption spectra recorded from [Auzs(Co-CMT)1s] NCs

in the presence of 5-FU under 365 nm illumination. The inset shows an enlarged view of the

HOMO-LUMO band of NC.
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Figure S30. (a) FESEM and (b) STEM EDS spectrum recorded from NC-FU spherical

assembly. (¢) FESEM micrograph of NC-FU assembly.
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Figure S31. '"H NMR (400 MHz. THF-ds) spectra recorded from (b) toroidal assembly and (c)
NC-FU conjugate. Three different possible combinations are shown in scheme (a). The

cyclobutane protons are marked. *Represents the unassigned peak.
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Figure S32. (a) AFM topography and (b) height profile of a single NC-FU assembled sphere.
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Figure S33. The XPS spectra recorded from the NC-FU assembly show the presence of (a) Au

4f, (b) S 2p, (c) Fls, (d) N1s, (e) Ols, and (f) Cls.
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Figure S34. (a) Temporal UV-Vis absorption spectra red rom NC-FU cnjugatesolution
during the unloading of the drug under 254 nm illumination. An expanded view of the HOMO-
LUMO band is shown in the inset. (b) TEM micrograph captured after the completion of drug

unloading shows the presence of individual NCs.
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Figure S35. HPLC chromatogram shows the separation and retention time of (a) the mobile

phase, (b) the control drug, and (c) the unloaded drug from the NC surface after 254 nm

illumination.
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Figure S36. (a) Temporal UV-Vis absorption spectra recorded from a mixture of NC and 5-FU
under the dark. Insets a; and a> show the expanded view of the optical absorption features of
(a1) coumarin and (a2) NCs. (b) The UV-Vis absorption spectrum of NC after precipitation and

washing process.
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