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Figure S1: Enantiotopic triazole protons in parent (M)- and (P)-enantiomers (R = H).
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Figure S2: 'H NMR spectra of TBTQ-(OAcG)s at different temperatures (DMSO-ds, 400 MHz).

ppm

S2



roc I_LJI T, | 0

i |

| [ .
Lol Lo M) ;
we || W B

35 90 85 80 75 70 65 60 55 50 45 40 35 30 25 20 15
ppm

Figure S3: 'H NMR spectra of TBTQ-(OG)s at different temperatures (DMSO-ds, 400 MHz).

S3



70°C

60°C

50°C 1 A

40°C { A

30°C K

H,0
DMSO-dj
20°C |
60 55 50 45 40 35 30 25 20 15 10 05 00

ppm

Figure S4: Blank *H NMR spectra of water in DMSO-ds (400 MHz) at different temperatures.

Note: The signal of the water protons shows the same chemical shift changes as does the

corresponding signal in the spectra of Figures S2 and S3. This proves that these shifts are

independent of the presence of TBTQ-(OAcG)s and TBTQ-(OG)s.
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Figure S5: 'H NMR spectrum of TBTQ-(OP)s (400 MHz, CDCls).
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Figure S6: 3C NMR spectrum of TBTQ-(OP)s (100 Mz, CDCls).
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Figure S7: ESI-HRMS spectrum of TBTQ-(OP)e.
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Figure S9: 3C NMR spectrum of TBTQ-(OAcG)s (100 MHz, DMSO-ds).
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Figure S10: MALDI mass spectrum of TBTQ-(OAcG)e: (a) full spectrum, (b) isotopic distribution of
the [M + Na]* molecular adduct ions (top: experimental, bottom: simulated), (c) isotopic distribution

of the [M + K]* molecular adduct ions (top: experimental, bottom: simulated).
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Table S1: Extracted data from MALDI mass spectrum of TBTQ-(OAcG)s.

Na* adduct ions m/z Intensity K* adduct ions m/z Intensity
[M + NaJ* 2879.479 87414 [M + K] 2895.450 29538
2880.471 121107 2896.457 42732
2881.476 102767 2897.452 36721
[M + Na — Tcle]** 2468.404 47195 [M+K —Tcle]** | 2484.372 19272
2469.406 58681 2485.377 20901
2470.408 40665 2486.371 16783
[M + Na - 2Tcle]* 2057.336 34724 [M+K-2Tcle]* | 2073.310 15908
2058.327 34118 2074.316 15173
2059.339 21604 2075.310 12577
[M +Na—-3Tcle]** | 1645.248 9364 [M+K-3Tcle]** | 1661.250 5869
1646.269 13563 1662.257 7323
1647.262 10072 1663.245 6040
1648.265 7480 1664.233 769

Comment: In most cases, the mass difference is 411 u. This does not simply correspond to the

loss of the tentacle-like residue, “Tcle”, but to subsequent addition of a H atom to the remaining

phenoxy-type fragment ion, leading to a fragment ions [M + Na — n - Tcle + H]* (n = 1-3). It is well

possible that this reduction process happens in the matrix under laser irradiation. — The m/z values

of the monoisotopic ions are given in boldface.

S9



100 4
3 1505.9690
3
& 803 T [M + 6 H,0 + 2 NaJ?*
- E o O OAc Ghc N
g E Ohc ;»‘w’f(\o:zr_ B
o 604 S L (g
< 3 O NN ___V NN N N=N~\‘“"O e
-t BNk g it
= 404
5 R
(] ]
o' 20 _: TBTQ-OACG);
0 Frrrrrrrer [roorrrrrr Trorrrrrot Trrrrrrrrr rr rrr oot |""!"“| """"" [rrrrrrrot Trrrrrrrrr Trorrrrrrs
200 400 600 800 1000 1200 miz 1400 1600 1800 2000

2200

Figure S11: ESI-HRMS spectrum of TBTQ-(OAcG)s. The peak labeled “1505.9690” corresponds

to the [M + 1] ions (mainly the *3C;-isotopolog).

Table S2: Abundance pattern of the [M + 6 H,O + 2 NaJ?* ions from the ESI mass spectrum of

TBTQ-(OACG)s (low resolution).

m/z 1505.5 | 1506.0 | 1506.5 | 1507.0 | 1507.5 | 1508.0 | 1508.5 | 1509.0
Calc'd (% B) 68.5 100.0 81.8 48.4 22.9 9.2 3.2 1.0
Exp’l (% B) 58 100 94 64 23 4 1 <1
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Figure S14: MALDI mass spectrum of TBTQ-(OG)s. (a) full spectrum, (b) isotopic distribution of

[M + Na]* molecular adduct ions (top: experimental, bottom: simulated), (c) isotopic distribution of

[M + K] molecular adduct ions (top: experimental, bottom: simulated).
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Table S3: Extracted data from MALDI mass spectrum of TBTQ-(OG)e.

Na* adduct ions m/z Intensity K* adductions | m/z Intensity

[M + NaJ* 1871.085 11032 [M+KJ* 1887.057 2330
1872.082 11573 1888.038 2295
1873.090 6428

[M + Na — CgH100s]" 1709.086 2311
1710.098 2404

[M + Na - Tcle]** = 1628.080 3268

[M + Na — CgH14NzOs]** 1629.078 2775
1630.056 1726

Comment: Here, the observed mass differences are 162 u and 243 u. In the first case, this

corresponds to the loss of glycosyl residue (as a radical); in the second case, this corresponds to

the loss of the entire tentacle (as a radical) with subsequent transfer of a H atom, probably from

the matrix to the remaining phenoxy-type fragment ion, leading to a fragment ions [M + Na — Tcle +

H]*. It is assumed that this reduction process happens in the matrix under laser irradiation. — The

m/z values of the monoisotopic ions are given in boldface.
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Figure S15: ESI-HRMS (negative mode) mass spectrum of TBTQ-(OG)s. The peak labeled

“923.3014” corresponds to the monoisotopic ion.

Table S4: Abundance pattern of the [M — 2 H]?>~ ions from the ESI mass spectrum of TBTQ-(OG)s

(low resolution).

m/z 923.3 923.8 | 9243 | 9248 | 9253 | 925.8 926.3
Calc'd (% B) 100.0 92.3 49.5 19.5 6.2 1.7 0.4
Exp’l (% B) 100 08 55 21 8 1 <1
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Figure S16: (a) Molar ratio plot for Ceo and TBTQ(OG)s in toluene/DMSO 1:1 (v/v), indicating 1:1

stoichiometry; (b) molar ratio plot for Czo and TBTQ(OG)e in toluene/DMSO 1:1 (v/v), indicating 1:1

stoichiometry.
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Figure S17: Optical images of 1: Ceo, 2: TBTQ-(OG)s © Ceo, 3: C70 and 4: TBTQ-(OG)s < Cro

5 min 20d

dispersed in water at different times without centrifugation [Ceo: 2 mMM; C70: 2 mM; TBTQ-(OG)s:

20 mM].
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Table S5: The xyz coordinates (in A) of TBTQ-(OG)s c Ceo complex at the

B3LYP/6-31G(d) level of theory.

The number of imaginary frequencies: 0
Total Energy (optimized structures): —8970.94451731 a.u.

Optimized Coordinates: (1-227: TBTQ-(OG)s; 228-287: Ceo)

1 C 0.531 -2.337 5.919
2 C 0.120 -0.943 6.542
3 C 1.860 -2.091 5.259
4 C -0627 -2719 5.041
5 C 1.238 0.084 6.120
6 C 2.277 -0.752 5.423
7 C -1.205 -0.500 5.806
8 C -1624 -1.714 5.020
9 C 0.539 1.067 5.220
10 C 1.077 2227 4.678
11 C 0.242 3.059 3.917
12 C -1103 2685 3.665
13 C -1636 1505 4.219
14 C -0815 0.717 5.011

15 C -0.845 -3.947 4431
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