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Figure S1: Crystal packing of complex 1.
Figure S2: "H NMR spectra of 1 and 2 in CDCl; at 25.0 °C.

Figure S3: The 2D homonuclear 'H-'"H COSY and heteronuclear 'H-">C HSQC NMR spectra of 1 in
CDCl; at 25.0 °C.

Figure S4: '"H NMR spectra of 3 and 4 in CD;NO, at 25.0 °C.
Figure S5: The '"H-"H COSY NMR spectrum of 3 in CD3NO, at 25.0 °C.
Figure S6: The 2D heteronuclear 'H-13¢ HSQC and HMBC NMR spectra of 3 in CD3NO; at 25.0 °C.

Figure S7: The 2D homonuclear 'H-'"H COSY and heteronuclear 'H-">C HSQC NMR spectrum of 4 in
CD3N02 at 25.0 °C.

Figure S8: 'H NMR spectral changes during the aquation of 4 in D,O at 25.0 °C.

Figure S9. 'H NMR spectral changes upon addition of 100mM NaCl to equilibrated solution of 4 and
3a in D,0O at 25.0 °C.

Figure S10: "H NMR spectral changes during the aquation of 5 in D,O at 25.0 °C.
Figure S11: Time evolution of UV-Vis spectra of complexes 3, 4 and 5 in H,O at 25.0°C.

Figure S12: Time evolution of UV-Vis difference spectra during the aquation of complexes 4 and 5 in
H,0 at 25.0°C.

Table 1 and 2: Tables with assignments of 'H and >C resonances (8) for complexes 1 — 5 in various
solvents and for hydrolysis products 3a and 5a.



Figure S1. Crystal packing of complex 1 showing 1D arrays of complexes formed by stacking

interactions between phenyl rings and between pyridyl rings of symmetry related complexes.
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Figure S2. "H NMR spectra of 1 (top) and 2 (bottom) in CDCl; at 25.0 °C.
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Figure S3. The 2D homonuclear "H-'"H COSY (top) and heteronuclear phase-sensitive 'H-">C HSQC

(bottom, red cross-peaks = CH,; blue cross-peaks = CH or CH3) NMR spectra of 1 in CDCl; at 25.0 °C.
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Figure S4. '"H NMR spectra of 3 (top) and 4 (bottom) in CD;NO; at 25.0 °C.
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Figure S5. The '"H-'H COSY NMR spectrum of 3 in CD3NO; at 25.0 °C.
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Figure S6. The 2D heteronuclear phase-sensitive 'H-">C HSQC (top, blue cross-peaks = CHa; red cross-

peaks = CH or CH3) and HMBC (downfield region, bottom) NMR spectra of 3 in CD3;NO, at 25.0 °C.
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Figure S7. The 2D homonuclear 'H-'"H COSY (downfield region, top) and heteronuclear phase-
sensitive "H-"*C HSQC (bottom, blue cross-peaks = CH,; red cross-peaks = CH or CHs) NMR spectrum

of 4 in CD3NO; at 25.0 °C.
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Figure S8. '"H NMR spectral changes during the hydrolysis of 4 (2.0 mM) in D,O at 25.0 °C. With (*)

are indicated the resonances of the ppt ligand of the aqua species 3a.
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Figure S10. 'H NMR spectral changes during the hydrolysis of 5 (2.0 mM) in D,O at 25.0 °C. With (¥)

are indicated selected resonances of the aqua species 5a.
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Figure S11. Time evolution of UV-Vis spectra of complexes 3 (top), 4 (middle) and 5§ (bottom) in H,O

at 25.0 °C.
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Table S1. Assignments of 'H resonances (8) for complexes 1 — 5 in various solvents and for hydrolysis products 3a and 5a.

Free ppt 1 2 3 3a 4 5 5a
D,0 | CDCL, | DMF* | €DClL, |CD;NO,| cpcl, |cp;No,| D,0 |CD,NO,| D,0 | D,0 |cD,NO,| D,0 | DMF* | D,0
741- | 720- | 731- | 7.48- 7.52- 7.94-
3 B | | BT e | T | rer | 795 | 799 | 7s2 | o774 | 774 | TOE | 800 | na
4 702 | 769 | 7.87 77'961' 707 | 783 | 802 | 823 | 826 | 808 | so1 | 802 | 811 | 825 | 817
741- | 720- | 731- | 748 | 753 | 752 | 7.56- 7.60-
5 749 | 735 | 743 | 731 | 740 | 736 | 748 | 74| 70| 762 | T4 | g4 | 765 | 776 774
6 852 | 861 | 859 | 967 | 956 | 990 | 974 | 934 | 948 | 926 | 927 | 924 | 906 | 924 | 9.0
. 7.92- 7.52- 6.17-
e | o s | G | B | o | 632 | 64z | ear | 636 | 628 | Gt | 64 | na
cH 526 | 569 | 541 | 587 | 611 | 616 | 601 | 594 | 610 | 568 | 596 | 571
5 837 | 794 | 870 | 811 | 856 | 816 | 858 | 883 | 876 | 871 | 862 | 852 | 872 | 915 | 877
o 7.92- | 7.92- 7.94- | 7.96-
oo | 783 | 782 | DOF ) TRl gs7 | 7w | 792 | 7m0 | 7ss | 7se | 74 | o7ss | L0 L T
o 743- | 748- | 753- | 752- | 7.6 7.59- | 7.59- 760- | 7.58- | 7.58-
st L 733 | TAL L gse | 731 | 740 | 736 | 748 | PY | 742 | 753 | 73 | 738 | 745 | 750 | @
7 | 7200 | o731- | 748 | 7s3- | 7.52- 7.59- | 7.53- 760- | 7.58- | 7.49-
4 749 | 735 | 743 | 731 | 740 | 736 | P | T | qan | 7as | 73 | 738 | 745 | 742 | "2
386/ | 378 | 359 | 341/
CH, - 364/ | 352 | 356/ | 341/ | 354/ | 357
dmso 352/ | 337 | 335 | 340/ | 199 | 1.8
319 | 317 | 328 | 3.9

*from the ref.: D. Urankar, B. Pinter, A. Pevec, F. De Proft, I. Turel and J. KoSmrlj, Inorg. Chem., 2010, 49, 4820-4829.

n.a.: not assigned. These resonances are not well resolved since they are overlapped with resonances of 5.




Table S2. Assignments of "°C resonances (8) for complexes 1 — 5 in various solvents.

Free ppt 2 3 4 5
DMF* CDCl; CD;NO;, CDCl; CD;NO;, CD;NO;, DMF*
2 156.1 153.9 156.3 151.8 154.6 155.1 154.2
3 122.9 124.0 125.9 124.1 130.5 127.7 127.1
4 138.0 138.4 140.1 138.6 142.6 140.2 141.2
5 123.9 124.2 124.5 124.3 128.8 126.8 126.7
6 150.3 161.4 161.8 159.9 158.2 158.4 159.1
CH, 55.7 56.3 56.7 56.1 56.0 56.0 55.2
4' 147.7 149.3 149.9 148.8 152.0 150.2 150.1
5' 122.7 124.7 126.9 125.1 129.1 126.6 127.5
1" 132.0 128.8 126.7 128.4 129.6 130.7 129.8
2"/6" 126.0 125.8 126.8 125.6 127.1 127.0 126.1
3"/5" 129.5 129.3 130.4 129.5 130.6 130.5 129.8
4" 128.5 129.5 130.3 129.8 131.1 130.4 129.8
oo gy [y |y [ e
CH, 38.4/38.3/ 37.9/35.1/
[9]aneS, 38.1/31.1/ 34.9/34.8/
30.0/29.5 31.7/31.4

*from the ref.: D. Urankar, B. Pinter, A. Pevec, F. De Proft, I. Turel and J. Kosmrlj, Inorg. Chem., 2010, 49, 4820-4829.
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