Electronic Supplementary Material (ESI) for Dalton Transactions.
This journal is © The Royal Society of Chemistry 2017

Pushing the photodelivery of nitric oxideto thevisible: Are {FeNO}’ complexes good candidates?
Natalia Levin' Julian PerdoménicbEckhard Bill¥ Thomas Weyhermiilleit.eonardo D. Slep*

" Departamento de Quimica Inorgénica, Analitica yned Fisica, Facultad de Ciencias Exactas y
Naturales, and INQUIMAE, Universidad de Buenos Aire CONICET, Pabellén 2, 3er piso, Ciudad
Universitaria, C1428EHA, Ciudad Auténoma de BueAwss, Argentina.

* Max-Planck-Institut fur Chemische EnergiekonvemsiStiftstraRe 34-36, D-45470, Miilheim an der

Ruhr, Germany.



Characterization of M e[9]aneN;

Figure S1. *H-NMR spectrum of Me[9]ane; in CDCk. a) o= 2.35ppm, 3H, b)d= 2.48 ppm, 4H, c, d)
0=2.35ppm, 7.9 H.

Figure S2. DEPT *C-NMR spectrum of Me[9]ane; in CDCk. a) d= 45.11 ppnp) d= 54,42 ppmy, €)
0=45.99, 46.35.
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Characterization of (CH,Py),M ¢[9]aneN;

Figure S3. DEPTC-NMR spectrum of (CkPy),Me[9]aneN in CD:CN. d= 47.13, 56.91, 58.33, 59.18,
65.78, 123.17, 124.49, 137.57, 150.02 ppm. * cpords to CHGIfrom the extraction procedure.
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Figure $4. GC chromatogram ((CH,Py),Me[9]aneN. RTx-5 Amine S77 column 15 m long and 0.:
mm diameter, FID detector, temperature ramp froAR€#0 300°C (8°C per minute), gas carri, 0.42
bar, 1.7 mL/min, 1.QuL inyection volume: 23.07 min retention time, 90.pUrity.
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Characterization of [Fe((CH,Py),M e[9]aneN3)(NO)](BF.),

Figure S5. ESIMS spectrum of1-NO]?* in water/acetonitrile. Top: positive mode. Bottamegative
mode.
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Table S1. Crystallographic Da

[Fe((CH2)Py).Me[9]aneNs)(NO)](BF.).

formulz Ci9H27B2FgNgOFe
Mr 584.9:
crystalsysten orthorhombi
space groL Pz,2:2;
alh 10.416¢(14)
b/A 10.7244(15)
clA 21.330()
VA3 2382.96)

z 4
Dcalc/Mg.n 1.63C

T/IK 100(2)
wmm-1 0.72:
data/paramete 6951/ 367

0 range/de 2.72€—-29.99¢
collected/unique re 64437/ 6951

R1, wR2 (I>25(l))a

R1, wR2 (all dat¢

GoF (F2

Absolute Structure Parame

0.053¢, 0.147¢
0.C614, 0.155¢
1.C5€
0.017(5)




Table S2. Selected bond lengths and angleslafP](BF,)..

[1-NO](BF4)2

Distances / A

Fe-N(1) 1.731(3)
Fe-N(2) 2.096(3)
Fe-N(3) 1.987(3)
Fe-N(4) 2.031(4)
Fe-N(5) 1.992(3)
Fe-N(6) 1.991(4)
N(1)-O(1) 1.143(6)
Angle /¢
N(2)-Fe-N(6) 85.1(2)
N(2)-Fe-N(4) 83.7(2)
N(2)-Fe-N(3) 81.4(1)
N(2)-Fe-N(5) 92.6(1)
N(2)-Fe-N(1) 177.3(2)
N(6)-Fe-N(4) 86.6(2)
N(6)-Fe-N(3) 165.8(2)
N(6)-Fe-N(5) 82.4(2)
N(6)-Fe-N(1) 96.3(2)
N(4)-Fe-N(3) 96.3(2)
N(4)-Fe-N(5) 168.7(2)
N(4)-Fe-N(1) 94.0(2)
N(3)-Fe-N(5) 93.7(1)
N(3)-Fe-N(1) 97.4(2)
N(5)- Fe-N(1) 89.8(2)

Fe-N(1)-O(1) 148.3(4)




Figure S6: Packing in the crystal 01-NO](BF,)..

Figure S7: IR spectrum (ATR) of 1-NOJ(BF,)..
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Table S3. UV-Vis spectra maxima of the species {FeN®3 obtained by spectroelectrochemistry bf |
NO](BF,), in CH;CN/0.1 M [BuN]PFs at T = (-20+1) °C in anaerobic conditions (Afl);= (25+1) °C.

{FeNO}", n Ama / DM (g/ M'em™)
6 248 (2.6 x 1%
7 242 (2.1x1% 2.0x 1¢9
318 (3.0x 18 3.6 x 139, sh

254 (8.6 x 1°)

8 398 (3.7 x 16, sh
418 (4.3 x 19
536 (1.1 x 16)

Figure S8. Spectral changes in the UV-vis spectra of an adteile solution of [l-NO](BF,). interacting
with a light source A, = 365 nm) in anaerobic conditions (Ar). Inset:catdted concentration profiles
for [1-NOJ]?** (black) and I-CH:CN]*" (red). The estimatego is 0.40 mol.einsteih
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Figure S9. Qualitative detection of NO evolution along the futgsis experiments. Aa 1 x 10° M
solution of metMb (dashed spectrum) at pH = 7.2r(8@ phosphate buffer) was treated with dithionite
under argon to yield Mb, the reduced myoglobin @pdctrum). An argon stream was passed through the
irradiated solution of1-NO](BF,), and collected over the Mb solution. The arrowsdaté the spectral
changes due to the formation of Mb-NR.{ = 421nm, Soret band), confirming the photoproadurctf

NO.
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Figure S10. Frontier orbitals computed after a correspondirgital transformation for the S = 3/2 state

of [1-NOJ]?** at the BP86/TZV(P) level of theory.
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Figure S11. Frontier orbitals computed after a correspondirmtal transformation for the S = 2 state of
[1-AcN]*" at the BP86/TZV(P) level of theory.
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