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-Fig S1- 'TH-NMR for [Ru'(terpy)(MP,bipy)CI](Cl), [Ru(terpy)(MP,bipy)(NO,)](PFs), and
[Ru''(terpy)(MP,bipy)(NO)](PFs); (IRuTOB2](PF)3)

-Fig S2- 'H-NMR for [Ru'(MPterpy)(MP,bipy)CI1](Cl), [Ru(MPterpy)(MP,bipy)(NO,)](PFy),
and [Rul(MPterpy)(MP;bipy)(NO)|(PF¢); (IRuT1B2|(PF);)

-Fig S3- Atom assignment for 'H- and 3C-NMR

-Table S4- Optimized geometries

-Table S5- UV-visible spectra computed by TD-DFT

-Fig and Table S6- Electrochemical data
-Fig S7- Photorelease on [RuT1BO0](PF¢); and [RuTOB2](PFg);
-Fig S8§- "H-NMR of the photoproduct of [RuT1B2](PF);

-Fig S9- IR spectra for [RuT1B2](PF¢); and its photoproduct



-S1- 'H-NMR for [Ru''(terpy)(MP,bipy)Cl](Cl), [Ru'l(terpy)(MP,bipy)(NO,)|(PF),
and [Ru''(terpy)(MP;bipy)(NO)|(PFq);

Fasoo0

4000

F 3500

f 3000

k2500

f 2000

L 1500

f 1000

‘ I soo

U\ M M)\)\ )U‘\I‘L MM Y i | u M. M

N
=
o
o
©
®
©
)
©
kS
©
N
ot
o
RN
N
]
)
®
o
N
®
N
)
N
kS
N
N
N
o

Y =
o |-
m{ -
o
f
i
|
g
.
{
!

O 10

ER8R288NS822YY0S3 8IS0l eEiRNRSIANalY8RR NI NN8833g [-1500

PEL
o8t
8
8
8
8
8
8
8
8
8
8
8
8
8
8
8
8
8
7
7
7
7
7
7
7
7
7
7
7
7
7
7
7
7
7
7
7
7
7
7
7
7
7
7
7
7
7
7
7
7
7
7
7

100
1200
X =NO, 1200
1100
- 1000
- 900
- 800
- 700
oo
| so0

400

H6B |- 300

) I=

-100

T T T T T T T T T T T T T T T
.8 9.6 9.4 9.2 ° 8.2 8.0 7. 7.6 7.4 7.2 7.0

L 4500

X — NO 4000

- 3000
1500

Hgp
500

i L T o Y . T

g =y I N TR IR 3l IR

10.4 10.2 00| o8 | 96 | o4 | o2 b.o ss 86| | 84 82  so 78 76 74 |72 | 70
f1 (ppm)



A0t
1020

TH-NMR for [Ru'{(MPterpy)(MP,bipy)CI1](Cl), [Ru''(MPterpy)
(MP;bipy)(NO,)|(PFg), and [Ru"(MPterpy)(MP,bipy)(NO)|(PFs);
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-S3-  Atom assignment for 'H- and 3C-NMR

[RuTOB2](PFy);

[RuT1B2](PFy);

(PFe)3



-S4-

[RuTOBO]3*
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[RuT1BOJ3*
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-S5-  UV-visible spectra computed by TD-DFT

[RuTOBO]3*
Excitation energies and oscillator strengths:
Excited State 1: Singlet-A 2.9902 ev 414.63 nm £=0.0002
<S**2>=0.000

102 ->117 0.21840

107 ->117 0.22185

110 ->118 -0.13018

112 ->117 0.38500

113 ->117 0.39552

115 ->117 -0.10852

116 ->117 0.14866
Excited State 2: Singlet-A 3.1378 eV 395.13 nm £=0.0021
<S**2>=0.000

104 ->118 0.18872

107 ->118 0.20874

113 ->118 0.61655
Excited State 3: Singlet-A 3.1457 eV 394.14 nm £=0.0024
<8**2>=0.000

102 ->117 -0.18215

104 ->117 0.17769

110 ->118 0.17030

112 ->117 -0.27305

113 ->117 0.47388

114 ->118 0.10137

116 ->117 -0.21866
Excited State 4: Singlet-A 3.4193 eV 362.60 nm f£=0.0008
<S**2>=0.000

101 ->117 -0.13141

102 ->118 0.17578

103 ->117 -0.11690

110 ->117 -0.27816

112 ->118 0.32935

114 ->117 -0.19468

115 ->118 -0.10633

116 ->118 0.41208
Excited State 5: Singlet-A 3.4439 eV 360.01 nm £=0.0097
<S**2>=0.000

101 ->118 0.20431

103 ->118 0.18483

105 ->118 0.13825

110 ->118 0.41386

112 ->117 0.12473

114 ->118 0.25542

116 ->117 0.33757
Excited State 6: Singlet-A 3.5909 ev 345.28 nm f£=0.0583
<S**2>=0.000

102 ->117 -0.15447

110 ->118 -0.13148

112 ->117 -0.26623

113 ->117 0.10111

113 ->122 -0.11095

114 ->118 -0.11536

116 ->117 0.54324

116 ->119 0.11697
Excited State 7: Singlet-A 3.6828 eV 336.66 nm f=0.0172

<S**2>=0.000
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.5838

.7098

3.8261 eV

eV

eV

eV

eV

eV

324.05 nm

294.

279.

275.

270.

263.

94

10

27

48

25

3.8298 eV 323.73 nm

4.0750 eV 304.25 nm

nm

nm

nm

nm

nm

£=0.

£=0.

£=0.

0023

0417

0082

.2802

.0143

.0003

.2749

.0323



16:

17:

18:

19:

20:

[eNeNeNe]

O O OO oo

O O OO O oo

[eoNeoNeoNeoNoNololNolNoNol

Singlet-A 4.7916 ev  258.75 nm £=0.2083

.14587
.32470
.10384
.55644

Singlet-A 4.9650 eV  249.72 nm £=0.0158

.26050
.16356
.44946
.27185
.14351
.22705

Singlet-A 5.0494 ev 245.54 nm £=0.0001

.10495
.10149
.19964
.13966
.58068
.14261

Singlet-A 5.1711 ev 239.76 nm £=0.0418

.10906
.15865
.18695
.47912
.26589
.10758
.11630

Singlet-A 5.1862 eV 239.07 nm £=0.0352

.11014
.11803
.15086
.35753
.13057
.23834
.30412
.10028
.17943
.11173

Excitation energies and oscillator strengths:

Excited State
<S**2>=0.000
114 ->117
114 ->119
116 ->120
116 ->121
Excited State
<S**2>=0.000
102 ->122
112 ->119
112 ->122
115 ->119
115 ->122
116 ->122
Excited State
<S**2>=0.000
102 ->122
111 ->117
112 ->122
113 ->123
115 ->119
116 ->122
Excited State
<S**2>=0.000
102 ->118
109 ->117
110 ->117
111 ->118
112 ->118
113 ->120
115 ->127
Excited State
<S**2>=0.000
102 ->117
107 ->119
109 ->118
111 ->117
112 ->117
112 ->119
113 ->119
113 ->123
115 ->119
116 ->125
[RuT1B0]3*
Excited State
125 ->145
126 ->146
131 ->145
132 ->146
137 ->145
138 ->146
139 ->145
140 ->146
144 ->146
Excited State
<S**2>=0.000
137 ->146

1:

|
OO O OO0 oOooOo

Singlet-A 2.9079 ev 426.37 nm £=0.0002
.14794
.10737
.10167
.20926
.24378
.20113
.13279
.18584
.45811

Singlet-A 2.9746 eV  416.81 nm f£f=0.2267

.14840

<S**2>=0.000



138
140
144
144

Excited

<S**2>=0.

125
127
131
137
139
139
144

Excited

<S**2>=0.

127
131
139
144

Excited

<S**2>=0.

125
127
137
139
142
144

Excited

<S**2>=0.

125
132
137
140
142
144
144

Excited

<S**2>=0.

125
137
142
142
143
144

Excited

<S**2>=0.

124
126
132
135
137
138
139
140
142
144
144
144

Excited

<S**2>=0.

142

->145
->145
->145
->147

State
000

->145
->145
->145
->145
->145
->147
->146

State
000

->146
->146
->146
->145

State
000

->145
->145
->145
->145
->145
->146

State
000

->146
->145
->146
->145
->146
->145
->147

State
000

->145
->145
->145
->147
->145
->146

State
000

->146
->146
->146
->146
->145
->146
->150
->146
->146
->146
->147
->149

State
000
->146

O O O O oo

.14734
.11646
.61782
.11506

Singlet-A 3.0567 eV 405.62 nm £=0.0001

.11244
.12202
.20340
.20727
.50503
.10347
.26938

Singlet-A 3.1679 eV 391.38 nm f£f=0.0312

.19216
.18653
.61710
.11200

Singlet-A 3.2276 eV 384.13 nm £=0.0043

.21811
.16049
.37409
.33168
.29010
.23264

Singlet-A 3.4906 eV 355.19 nm £=0.2652

.14064
.17361
.27016
.17080
.38782
.15467
.30825

Singlet-A 3.6090 ev 343.54 nm £=0.0623

.12100
.20629
.59349
.11807
.11644
.11299

Singlet-A 3.6928 ev  335.75 nm £=0.0181

.13406
.16100
.28633
.12010
.11810
.15955
.12346
.26239
.12661
.34370
.13384
.14532

Singlet-A 3.6985 eV 335.23 nm f£=0.1755

.45678



144
144

Excited

<S**2>=0.

125
132
137
140
141
142
144
144

Excited
<S**2>=(
141

141

Excited
<S**2>=0
137

141

141

141

144

Excited

<S**2>=0.

138
142
142
144
144

Excited

<S**2>=0.

127
127
131
131
137
139
139
139
142
144

Excited

<S**2>=0.

142
143
143
143

Excited

<S**2>=0.

139
140
140
142
143
144

Excited
<S**2>=(
137

138

->146
->147

State
000

->146
->145
->146
->145
->146
->146
->145
->147

State

.000

->145
->146

State

.000

->146
->145
->146
->148
->147

State
000

->149
->145
->147
->146
->149

State
000

->150
->152
->150
->152
->145
->150
->152
->153
->147
->149

State
000

->145
->145
->147
->156

State
000

->150
->146
->149
->147
->147
->149

State

.000

->146
->145

10:

11:

12:

13:

14:

15:

16:

17:

O O O oo

O OO OO0 OoOooOo

O O O O oo

.10107
.44475

Singlet-A

.11655
.14872
.23569
.13244
.29180
.29806
.21382
.32952

Singlet-A

.65654
.14726

Singlet-A

.15843
.17564
.59513
.11276
.10591

Singlet-A

.10656
.14308
.24156
.10119
.58936

Singlet-A

.18598
.11997
.15315
.10144
.10122
.44255
.27669
.21300
.15087
.10396

Singlet-A

.11598
.59998
-0.
-0.

29131
11249

Singlet-A

.11763
.11727
.10606
.57005
.10047
.26124

Singlet-A

.16257
.14887

.8767

.8927

.9832

.1078

eV

eV

eV

eV

4.2772 eV

4.2991 ev

4.4793 eV

319.

318.

311.

301.

82

50

27

83

3.7910 ev 327.05 nm

nm

nm

nm

nm

289.87 nm

288.40 nm

276.79 nm

f£=0.

£=0.

1907

.0036

.0186

.0103

.0011

0041

£=0.2557

£=0.

0250



140 ->145 0.62109

142 ->149 -0.14660
Excited State 18: Singlet-A 4.5441 ev 272.84 nm £=0.0012
<S**2>=0.000

132 ->146 -0.13680

138 ->146 0.19110

139 ->147 -0.10790

139 ->152 0.17083

140 ->146 0.55776

143 ->146 -0.11361
Excited State 19: Singlet-A 4.5610 ev 271.84 nm £=0.0003
<S**2>=0.000

142 ->146 -0.12846

143 ->146 0.67873
Excited State 20: Singlet-A 4.5941 eV 269.87 nm £=0.2656
<S**2>=0.000

141 ->146 -0.13971

141 ->148 0.65775
[RuTOB2]3*
Excitation energies and oscillator strengths:
Excited State 1: Singlet-A 2.8117 ev 440.95 nm £=0.0001

157 ->173 0.15530

162 ->173 0.19078

166 ->173 0.39801

171 ->173 0.22666

172 ->173 0.41562
Excited State 2 Singlet-A 2.8580 eV 433.82 nm £=0.0288
<S**2>=0.000

157 ->174 0.13506

162 ->174 0.18071

166 ->174 0.39600

171 ->174 0.30838

172 ->174 0.40465
Excited State 3: Singlet-A 2.9611 eV 418.71 nm £=0.0005
<S**2>=0.000

147 ->173 -0.16507

148 ->173 -0.14783

161 ->174 0.15025

163 ->173 -0.29782

164 ->173 -0.28243

168 ->173 -0.16669

171 ->173 0.37694
Excited State 4: Singlet-A 3.1513 eV 393.44 nm £=0.2755
<S**2>=0.000

161 ->173 0.12616

164 ->174 -0.15757

171 ->174 0.48425

171 ->176 0.10299

172 ->174 -0.39603

172 ->176 -0.10480
Excited State 5: Singlet-A 3.3405 ev 371.16 nm f£f=0.0012
<S**2>=0.000

147 ->174 0.10373

148 ->174 -0.11348

161 ->174 0.25179

163 ->173 -0.13981

165 ->174 0.15764

<S**2>=0.000



166 ->173

168 ->173
171 ->173
172 ->173

Excited State
<S**2>=0.000

147 ->174
148 ->173
157 ->174
161 ->173
162 ->174
163 ->174
164 ->174
165 ->173
166 —->174
167 ->174
168 ->174
172 ->174
172 ->176

Excited State
<S**2>=0.000

147 ->174
148 ->174
153 ->174
157 ->173
161 ->174
162 ->173
163 ->173
165 ->174
166 ->173
168 ->173
172 ->173

Excited State
<S**2>=0.000

157 ->173
162 ->173
166 ->173
168 ->173
171 ->173
172 ->173

Excited State
<S**2>=0.000

150 ->174
157 ->174
161 ->173
162 ->174
163 ->174
166 ->174
168 ->174
171 ->174
171 ->176
172 ->174

Excited State
<S**2>=0.000

147 ->173
163 ->173
164 ->173
166 ->173
166 ->178
167 ->173
168 ->173
168 ->175

171 ->173

10:

|
[cNeoNeoNoNoNololoNoNoNo

.10201
.11898
.32235
.44017

Singlet-A 3.4418 eV 360.23 nm £=0.0356

.10068
.10266
.13693
.23922
.15796
.23080
.12581
.16757
.18554
.12237
.22291
.32017
.12852

Singlet-A 3.4486 eV 359.52 nm £=0.0020

.13689
.16412
.10855
.10769
.36481
.13857
.13445
.22831
.16339
.16906
.28323

Singlet-A 3.5280 ev  351.43 nm £=0.0267

.10653
.18186
.22675
.44746
.34293
17677

Singlet-A 3.5360 ev 350.64 nm £=0.1224

.10517
.11151
.11775
.19725
.12672
.26325
.33384
.32081
.15190
.19234

Singlet-A 3.6784 ev 337.06 nm £=0.0479

.10539
.21968
.15154
.15362
.11432
.10260
.44445
.13001
.25756



Excited
<S**2>=0
161

163

164

166

167

168

171

172

Excited

<S**2>=0.

161
163
167
167
168
172
172
172

Excited

<S**2>=0.

167

Excited

<S**2>=0.

167
171
172
172
172

Excited

<S**2>=0.

166
167
171
171
171
172

Excited
<S**2>=0
150

157

162

162

166

166

166

168

168

171

171

172

Excited

<S**2>=0.

168
171

Excited
<S**2>=(
168

171

State

.000

->173
->174
->174
->174
->174
->174
->176
->176

State
000

->173
->174
->174
->176
->174
->174
->176
->179

State
000
->173

State
000

->174
->179
->174
->176
->179

State
000

->178
->174
->174
->176
->179
->179

State

.000

->178
->178
->178
->181
->178
->181
->182
->173
->175
->176
->178
->178

State
000

->175
->175

State

.000

->175
->175

11:

12:

13:

14:

15:

16:

17:

18:

-0.
.10361
-0.
.56661
-0.
.11344

Singlet-A

.12508
.12069
.10805
.11697
.23549
.53524
.12475
.14809

Singlet-A

.11599
.13365
.37490
.11140
.19812
.10252
.42005
.12490

Singlet-A

.66311

Singlet-A

.48294
.10553
.11729
.40370
.13231

Singlet-A
10718
19418

12106

Singlet-A

.13778
.15950
.21001
.12578
.35907
.21036
.13307
.10419
.12601
.17094
.12156
.13242

Singlet-A

.43611
.46724

Singlet-A

.46013
.46147

331.46 nm £=0.1341

325.55 nm £=0.3886

320.67 nm f£=0.0025

317.76 nm £=0.1728

309.22 nm £=0.3427

308.83 nm f£f=0.0369

293.94 nm £=0.1098

293.30 nm £=0.1593



172 ->175 -0.14244

Excited State 19: Singlet-A 4.3025 ev  288.17 nm £=0.0034
<8**2>=0.000

166 ->175 0.16975

171 ->175 0.12360

172 ->175 0.64262
Excited State 20: Singlet-A 4.4204 ev  280.48 nm f=0.0034
<§**2>=0.000

169 ->174 0.59590

169 ->176 0.24594

169 ->179 -0.16124
[RuT1B2]3*
Excitation energies and oscillator strengths:
Excited State 1: Singlet-A 2.8333 eV 437.59 nm £=0.0000 <S**2>=0.000

182 ->201 0.12246

187 ->201 0.18816

188 ->201 -0.11489

192 ->201 0.39836

199 ->201 -0.19757

200 ->201 -0.39466
Excited State 2: Singlet-A 2.8904 ev 428.95 nm £=0.0307
<8**2>=0.000

173 ->202 0.10280

182 ->202 0.10740

187 ->202 0.18311

192 ->202 0.40993

199 ->202 -0.30236

200 ->202 -0.39047
Excited State 3: Singlet-A 2.9201 eV 424.59 nm £=0.0002
<S**2>=0.000

170 ->201 -0.15028

171 ->202 0.12348

181 ->202 0.19456

188 ->201 -0.20062

189 ->202 -0.18283

190 ->201 -0.19060

191 ->202 0.17278

192 ->201 -0.12254

194 ->201 -0.10847

198 ->202 0.36665

199 ->201 0.26525
Excited State 4: Singlet-A 3.0041 ev 412.71 nm £f=0.2687
<8**2>=0.000

181 ->201 0.10081

188 ->202 -0.11325

189 ->201 -0.15204

190 ->202 -0.12676

191 ->201 0.12740

198 ->201 0.56902

198 ->203 -0.11291

199 ->202 0.19911
Excited State 5: Singlet-A 3.1065 eV 399.11 nm £=0.0007
<S**2>=0.000

170 ->201 0.14373

181 ->202 0.10641

188 ->201 0.20346

189 ->202 -0.12931



190
191
194
198
199
200

Excited
<S**2>=0
198

199

199

200

200

Excited

<S**2>=0.

187
188
192
194
198
199
200

Excited

<S**2>=0.

170
181
187
188
190
191
192
194
198
198
199
200

Excited

<S**2>=0.

187
192
194
199
200

Excited

<S**2>=0.

173
187
192
194
198
199
199
200

Excited

<S**2>=0.

170
181
188
190
192
194
194

->201
->202
->201
->202
->201
->201

State

.000

->201
->202
->204
->202
->204

State
000

->201
->201
->201
->201
->202
->201
->201

State
000

->202
->201
->202
->202
->202
->201
->202
->202
->201
->203
->202
->202

State
000

->201
->201
->201
->201
->201

State
000

->202
->202
->202
->202
->203
->202
->204
->202

State
000

->201
->202
->201
->201
->201
->201
->203

10:

11:

O OO O oo

O O O oo

O O OO OO oo

-0.
.13011
.15768
-0.
-0.
.46033
-0.

.21344
.11322
.14203
.40395
.31713
.13210

Singlet-A 3.2422 eV 382.41 nm £=0.3591

.25507
.43280
.10541
.42327
.13139

Singlet-A 3.4033 eV 364.30 nm f£=0.0033

.12621
.19604
.14955
.21067
.10027
.24067
.51359

Singlet-A 3.5016 eV 354.08 nm £=0.1266

.10189
.15916
.13923
.19464
.11667
.15273
.17128
.23470
.16643
.27006
.12580
.26281

Singlet-A 3.5490 eV 349.34 nm £=0.0388

.19443
.24447
.37085
.36977
.21046

Singlet-A 3.5573 eV 348.54 nm £=0.3169

.10983
.19656
.26279
.27196
.17340
.30987
.16564
.21001

Singlet-A 3.6794 eV 336.97 nm £=0.0402

10683
11247
13204

10302



198
199

Excited

<S**2>=0.

171
181
186
188
189
191
192
194
198
198
199

Excited

<S**2>=0.

194
195
198
198

Excited

<S**2>=0.

193
193
194
198
198
200

Excited

<S**2>=0.

181
188
190
191
194
198
198
199
200
200
200

Excited

<S**2>=0.

193

Excited
<S**2>=0
188

193

200

200

200

Excited

<S**2>=0.

189
194
194
198

Excited

<S**2>=0.

->202
->201

State
000

->202
->202
->202
->201
->202
->202
->206
->203
->202
->205
->201

State
000

->202
->202
->201
->203

State
000

->202
->204
->202
->201
->203
->204

State
000

->201
->202
->202
->201
->202
->201
->203
->204
->202
->204
->207

State
000
->201

State

.000

->202
->202
->202
->204
->207

State
000

->205
->201
->203
->205

State
000

12:

13:

14:

15:

16:

17:

18:

19:

[eoNeNeNe]

O OO O oo

O O O oo

o O O o

.21807
.23623

Singlet-A

.16992
.26061
.10404
.13645
.14438
.23917
.13846
.10242
.33685
.16249
.13664

Singlet-A

.49617
.10386
.12416
.42835

Singlet-A

.41328
.12487
.19651
.12385
.19516
.35721

Singlet-A

.13759
.17370
.11456
11727
.21086
.17841
.31067
.13319
.10475
.35286
.12016

Singlet-A

.65803

Singlet-A

.11804
.50841
.10093
.33223
.10858

Singlet-A

.10532
.13861
.21542
.59318

Singlet-A

.8975

.9363

.0073

.0329

3.7405 eV

eV

eV

eV

eV

3.7167 eV 333.59 nm

331.47 nm

318.

314.

309.

307.

11

98

39

43

3.7938 eV 326.81 nm

3.8749 eV 319.97 nm

nm

nm

nm

nm

£=0.0064

£=0.2539

£=0.5795

£=0.0410

.0030

.1107

.0106

.0283



173 ->206 0.13714

173 ->210 -0.10454
182 ->206 0.11753
187 ->206 0.19893
187 ->210 -0.14553
188 ->201 0.10784
192 ->206 0.35233
192 ->210 -0.25095
194 ->201 -0.10396
194 ->203 -0.10655
199 ->204 -0.15448
199 ->206 -0.11677
200 ->206 -0.12744
Excited State 20: Singlet-A 4.0376 eV 307.07 nm f£=0.3048
<S**2>=0.000
193 ->202 0.10869
199 ->202 -0.20490
199 ->204 0.56789
199 ->207 -0.11811

200 ->207 0.11095



-S6- Electrochemical data

Square wave voltammograms

[RuTOB2](PFs); and photoproduct

3.00E-06 1 [Ru(terpy)(MP2bpy)(NO)](PF6)3 (a)
— [Ru(terpy)(MP2bpy)(CH3CN)](PF6)2
2.50E-06
- 2.00E-06 A
<
"~ 1.50E-06 - Rull/Rulll
1.00E-06 A
5.00E-07 A
0.00E+00 T T T T T )
0.6 0.9 1.2 1.5 1.8 2.1 2.4
E (V)
b 2.00E-07 (b)

i(A)

NO+/NOe

1 TadRyérry)(MP2bpy)(NO)I(PF6)3
— [Ru(terpy)(MP2bpy)(CH3CN)](PF6)2

0.8 0.4 0 -0.4

- =1.80E-06" T T T T !

E (V)

(a) oxidation and (b) reduction. The irradiation was performed with the Hg lamp. Potentials vs SCE.



[RuT1B2](PFs); and photoproduct

3.00E-06 1 — [Ru(MPterpy)(MP2bpy)(NO)](PF6)3 (a)
— [Ru(MPterpy)(MP2bpy)(CH3CN)](PF6)2
2.50E-06 -
- 2.00E-06 -
<
1.50E-06
Rull/Rulll
1.00E-06 1
5.00E-07 -
P o—
0.00E+00 T T T T T T T 1
0.7 0.9 1.1 1.3 1.5 E (V) 1.7 1.9 2.1 2.3
11.00E-07 (b)
-~
<
NO+/NQOe
1-1.40E-06
1-1.90E-06
— [Ru(MPterpy)(MP2bpy)(NO)](PF6)3
— [Ru(MPterpy)(MP2bpy)(CH3CN)](PF6)2
—=240F=06 T T T T T T 1
0.8 0.5 0.2 -0.1 -0.4 -0.7 -1 -1.3 -1.6

E(V)

(a) oxidation and (b) reduction. The irradiation was performed with the Hg lamp. Potentials vs SCE.



The data are summarized in the following table, where the potential are in Volt vs SCE. E, indicates
the equilibrium potentials.

Before irradiation

After irradiation

Complexes
E.; Reduction Oxidation Eeq Oxidation
MP,bpy or MP;bpy or
NO*/NO*  Polypyridyl ligands 2Py 2Py Rul!t
MPterpy MPterpy
[RuTOBO](PF); | 0.50 0.47 0.79 1.29
[RuT1BO]J(PFs); | 0.48 0.44 -1.49,-1.62, -1.71 1.99 0.69 1.93 1.27
[RuTOB2](PF); | 0.55 0.42 -1.58 1.89 0.79 1.87 1.23
[RuT1B2](PFy); | 0.45 0.39 -1.48;-1,58 1.92 0.80 1.86 1.20




-S7- Photorelease on [RuT1B0](PF¢); and [RuT0B2](PF);

cu
L5)
c
©
2
o
wv
o
<
200 300 400 500 600 700 800
A foam
[RuT1BO0](PF¢)3 Blue: before irradiation
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-S8- 'H-NMR of the photoproduct obtained from [RuT1B2](PFg);.
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Complete NO release obtained from intense irradiation, using a Xenon lamp.
Until these conditions, a single photoproduct is evidenced.
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