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Figure S1 'H / 3C NMR spectra of salt 1 in acetone-d’ solvent.
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Figure S2 'H/ 3C NMR spectra of salt 2 in acetone-d’ solvent.
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Figure S3 'H / 3C NMR spectra of salt 3 in acetone-d’ solvent.
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Figure S4 'H / 3C NMR spectra of salt 4 in acetone-d’ solvent.
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NMR spectra of salt 5 in acetone-d’ solvent.

S8



20180629-1+ [Fel,]

1: TOF MS ES- |

120180629-1- 23 (0.625)
el 4.04e5
100 4366864 ‘
i |
| |
| |
|
I- e |
" 0y [Fe(CO),L]
3
! !
126.9173 4347000 ' 1
L ! ; : t ! 1 ! 43e0063 ! 5206888 i
ol 1267702127.0357 2119040 2552575 5768773 3139228 507685 5009348 .
L ’ L ] T T T ¥ T T T T T T T ¥
20180629-1+ 47 (1.257) 1. TOF MS ES+
100 ! 6.24e4
383.4062 i
1
|
! |
360.3299 1
‘I ® |
‘ [EtNH, ]+
[
| ‘3_84.4058
!
, 1670613 | | ,
| | ( | ; ! 338.3483 y ! ! !
1 135.0352 : 220.6769 . 385.4141 4 !
| sdrge 1048044 i 183 0347 220676 2742794 | r 438.3469 4602812 494 4476
DI il . L L | t e T || 1{ P || [ L. 4 miz

5 T T T T ) s 7
25 50 75 100 125 150 175 200 225 250 275 300 325 350 375 400 425 450 475 500 525 550 575

Figure S6 Mass spectra of salt 1 in MeOH.
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Figure S7 Mass spectra of salt 2 in MeOH
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Figure S8 Mass spectra of salt 3 in MeOH.
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Figure S9 Mass spectra of salt 4 in MeOH.
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Figure S10 Mass spectra of salt 5 in MeOH.
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Figure S11 Infrared spectral variation during the CO-releasing process of salts 2 (a),

3 (b) and 4 (c), and 5 (d) in DMSO with a concentration of 0.008 mol L' at 37 °C

under an open atmosphere in dark, respectively.
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Figure S13 Infrared spectral variation during the CO-releasing process of salts 1 (a), 2
(b), 3 (¢), 4 (d), and 5 (e) in D,O with a concentration of 8.0 mmol L' at 37 °C under
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Figure S14 Plots of the vibrational absorption (2090 cm™") of salts 1 (a), 2 (b), 3 (¢), 4

(d), and 5 (e) against the process time in D,0 solvent (conditions: 8.0 mmol L~/ 37 °C

/ open air / dark).
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Figure S15 UV-vis spectra of TMB in HOAc-NaOAc buffer (pH = 4.5) with the

presence of salt 5 under different atmospheres.

Figure S16 A representative photo of an aqueous solution of salt § after adding of a

CCly organic solvent.
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Table S1 Crystal data and structural refinements for salts 1—4.

1 2 3 4
CCDC no. 1963446 1963447 1963448 1963449
Formula CsHgFel;NO;  CgH;oFelsNO; C;HjoFelsNOs;  CgHisFelsNOs
Formula weight  566.67 580.70 594.73 608.75
Crystal system monoclinic monoclinic monoclinic triclinic
Space group P2,/c P2,/c P2;/m P-1
a/A 9.2096(8) 12.0358(10) 8.2405(9) 8.092(2)
b/A 14.5251(12) 7.9704(3) 8.0958(9) 8.2197(8)
c/A 10.4460(9) 16.4638(10) 12.6129(12) 13.3496(16)
a/° 90 90 90 100.214(9)
p/e 91.739(7) 108.505(8) 106.571(10) 94.639(16)
v/° 90 90 90 92.457(16)
Volume/A3 1396.7(2) 1497.71(18) 806.50(15) 869.5(3)
Z 4 4 2 2
F(000) 1016.0 1048.0 540.0 556.0
20/° 5.61t059.09 5.738 to 6.74 10 49.992  5.698 to

58.634 49.994

Reflections 5969 12199 4931 3010
collected
Independent 3229 3575 1515 3010
reflections
Goodness-of-fit 1.030 1.032 1.040 1.046

on F?
R, wR, (1I>205(1))
R;, wR; (all data)

0.0631,0.1412
0.1131,0.1687

0.0596, 0.0984
0.1065,0.1177

0.0572,0.1447
0.0890,0.1711

0.1170, 0.2920
0.1625,0.3462
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Table S2 Selected bond lengths (A) and angles (°) for salts 1—4.

salt 1 2 3 4
Fel-Cl 1.779(16) 1.790(12) 1.758(18) 1.78(2)
Fel-C2 1.798(16) 1.772(12) 1.762(14) 1.84(3)
Fel-C3 1.803(15) 1.802(13) - 1.71(4)
C1-01 1.106(16) 1.113(12) 1.108(17) 1.08(3)
C2-02 1.130(16) 1.139(12) 1.139(14) 1.07(3)
C3-03 1.134(16) 1.082(12) - 1.20(4)
Fel-I1 2.6637(19) 2.6431(15) 2.6482(19) 2.648(4)
Fel-12 2.6531(19) 2.6425(16) 2.595(8) 2.659(4)
Fel-13 2.650(2) 2.6580(15) - 2.657(4)
Fel-C1-O1 178.2(15) 178.0(11) 175.4(19) 176(3)
Cl-Fel-C2 94.2(6) 93.7(5) 93.6(6) 93.3(12)
Cl-Fel-Il 179.6(4) 86.1(4) 179.0(6) 86.5(10)
I1-Fel-12 93.00(6) 93.70(5) 94.8(3) 93.61(13)
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