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Figure S1. First derivative X-Band EPR spectra measured at ca. 100 K in DMF (concentration

ca. 3 mM).
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Figure S2. 'V NMR spectra measured for 3 mM solutions of [V'VO(L-H);] in DMF

immediately after dissolution and after 21 h.
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Figure S3. Circular dichroism spectra in the visible range of solutions containing apo-HTF
(=150 mM) all [V'VO(L-H).] complexes in the (1:3) molar ratio. Quartz cells with optical paths

of 1.0 and 0.5 cm were used.
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Figure S4. Circular dichroism spectra in the range of 350-500 of solutions containing apo-HTF
(=150 mM) and (A) [VVO(L-H)2] or [VYO(OCHs)(L-H).] in the indicated V'V:apo-HTF molar
ratios; (B) [V'VO(L4-H)2], [VYO(OCHs)(L4-H);] and free L4 in the (1:3) molar ratio. Quartz

cells with optical path of 1.0 and 0.5 cm was used.
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Figure S5. Circular dichroism spectra in the range 250-400 of solutions containing apo-HTF
(~150 mM) and free ligand precursor L1 with different apo-HTF:ligand molar ratios.
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Figure S6. Circular dichroism spectra in the range 250-400 of solutions containing apo-HTF
(~150 mM) and free ligand precursor L2 with different apoHTF:ligand molar ratios.
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Figure S7. Circular dichroism spectra in the range 250-400 of solutions containing apo-HTF
(~150 mM) and free ligand precursor L3 with different apo-HTF:ligand molar ratios.
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Figure S8. Circular dichroism spectra in the range 250-500 of solutions containing apo-HTF
(~150 mM) and free ligand precursor L5 with different apo-HTF:ligand molar ratios.
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Figure S9. Circular dichroism spectra in the range of 300-500 of solutions containing BSA

(~300 mM) and L1. The molar ratios are indicated. Quartz cell with optical path of 0.5 cm was

used.
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Figure S10. Circular dichroism spectra in the range of 300-500 of solutions containing BSA
(~300 mM) and L3. The molar ratio is indicated. Quartz cell with optical path of 0.5 cm was

used.

BSA + L5

De (M™cm™)
‘g w
=S

-0,95
-1,46 A
-1,97 1 BSA (5mm)
-2,48 == BSA: L5 1:1 (5 mm)
2,99 = BSA:L5 1:2 (5 mm)
BSA:L5 1:3(5mm)
3,5

Figure S11. Circular dichroism spectra in the range of 300-500 of solutions containing BSA
(~300 mM) and L5. The molar ratio is indicated. Quartz cell with optical path of 0.5 cm was

used.
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Figure S12. Circular dichroism spectra in the range of 300-800 nm of solutions containing BSA
(=300 uM) and [V'VO(L2-H);] complexes, followed by additions of L2. The molar ratios are

indicated. Quartz cells with optical path of 0.5 and 1.0 cm was used.
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Figure S13. Circular dichroism spectra in the range of 300-800 nm of solutions containing BSA
(=300 puM) and [V'VO(L3-H)2] complexes, followed by additions of L3. The molar ratios are
indicated. Quartz cells with optical path of 0.5 and 1.0 cm was used. In this experiment there

were some problems with precipitation of a solid inside the cells.
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Figure S14. Circular dichroism spectra in the range of 300-800 nm of solutions containing BSA
(=300 uM) and [V'VO(L4-H),] complexes. The molar ratio is indicated. Quartz cells with optical
path of 0.5 and 1.0 cm was used. In this experiment there were some problems with precipitation

of a solid inside the cell.
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Figure S15. Circular dichroism spectra in the range of 300-800 nm of solutions containing BSA

(=300 uM) and [V'VO(L5-H);] complexes, followed by additions of L5. The molar ratio is

indicated. Quartz cells with optical path of 0.5 and 1.0 cm was used.
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Figure S16. Stern-Volmer plot for L1
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Figure S17. Stern-Volmer plot for L2
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Figure S18. Stern-Volmer plot for [VVO(L2-H);]
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Figure S19. Stern-Volmer plot for L3
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Figure S20. Stern-Volmer plot for [VVO(L3-H),]

4.50
4.00
3.50

8

2.50

If0/ 11339 nm
i
8

1.50

8

0.50

0.00

y =938,184.405x+1.026
R?=0.999

0.00E+00 5.00E-07 1.00E-06 1.50E-06 2.00E-O6 2.50E-06 3.00E-06 3.50E-06

Concentration (M)

Figure S21. Stern-Volmer plot for L4
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Figure S22. Stern-Volmer plot for [VVO(L4-H),]
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Figure S23,Stern-VVolmer plot for L5

16



1.25

1.20

1.15

1.10

y=49,760.223x+1.004

1.05 R?=0.994

Ifo/ 1f 339 nm

1.00

0.95

0.90
0.00E+005.00E-071.00E-061.50E-062.00E-062.50E-063.00E-063.50E-064.00E-064.50E-06

Concentration (M)

Figure S24. Stern-Volmer plot for [VVO(L5-H),]
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