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S1. DFT Computations
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Figure S1. Comparison among the experimental UV-Vis spectra and the TD-DFT (CAM-B3LYP/6-
31G*) computed excitations for complexes cis-4a-b/trans-4a-b in acetonitrile and EE-Phtpy-
RuNO/Phtpy-RuNO in water (+0.5 % DMSO for the experimental spectra).
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Figure S2. Relevant molecular orbitals for the investigated RuNO complexes computed by TD-DFT
at the CAM-B3LYP/6-31G* level of theory.
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S2. NMR and HRMS Spectra
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! +TOF MS: 0,083 to 0.101 min from J-250615-ERC-17AA-02.wiff Agilent, subtracted (1.111 to 1.306 min)
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trans(CLC1)-[Ru"(EE-Phtpy)(NO)CL](PFq) (trans-4a)
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Cone voltage =30V Xevo G2 QTof #YCA210
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S3. Miscellaneous Data
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Figure S3. FT-IR (ATR) spectrum for the crude product of the synthesis of cis-4a and trans-4a,
indicating the observed frequency for the NO stretching vibration.
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Figure S4. MS (ESI-TOF") spectrum for the crude product of the synthesis of cis-4a and trans-4a
where a minor contribution of the homoleptic complex [Ru( EE-Phtpy):]** can also be observed.
Below is a comparison between the experimental and simulated isotope patterns for the expected [M-
CI]" species.
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Figure S5. Comparison of the MS (ESI-TOF") spectrum during the hydrolysis of trans-4a (4.9x10”

M in water + 0.5 % DMSO) into EE-Phtpy-RuNO. Spectra are presented at (a) £ = 0 and (b) t = 72
h. Simulated isotope patterns for the cation of both species are included for guidance.
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Figure S6. HRMS (ESI-TOF") spectrum for a photolyzed sample of cis-4a by irradiation at
A= 365 nm in acetonitrile, showing the formation of the [Ru"Cly(EE-Phtpy-RuNO)(MeCN)]"
solvate photoproduct. Below is a comparison between the experimental and simulated isotope
patterns for the expected M" species.
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Figure S7. UV-Visible spectra in n-octanol (blue line) and water (red line) obtained for the logP
measurements of Phtpy-RuNO.
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Figure S8. UV-Visible spectra in n-octanol (blue line) and water (red line) obtained for the logP
measurements of EE-Phtpy-RuNO.
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Table S1. Details of data collection and refinement.

Formula

M (g.mol ")
Temperature (K)
crystal system
space group

a(A)

b (A)

c(A)

o (deg)

B (deg)

v (deg)

volume (A%)

VA

Density (g-cm™)

p (mm)

Crystal size (mm)
reflns collected/unique (Rint)
Nb. parameters
Flack parameter
final R indices [/ >20(/)]
R indices (all data)
wR2 [all data]

Residual electron density (8.A)

trans-4a
C41H37CLN4O3Ru,FP, C4Hi9O, Co:H3N
1065.69

100(2)

monoclinic

P2,

13.1705(7)

7.6969(4)

27.2166(14)

90

101.3755(17)

90

2704.8(2)

2

1.308

0.482

0.20x0.18 x0.10
84482/13508 (0.051)

579

0.03(3), 6259 Friedel pairs
0.0400 (9795 refl. >26(1) )
0.0431

0.1029

0.79/-0.46

R =3|[Fo| - |Fell/ = [Fo|. WR2 = [S[ W(Fo> — F2)?]/ = [w(F)]]"2.
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