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ABSTRACT: Ruthenium complexes containing 2-(2-nitrosoaryl)- s s 2+
pyridine (ON"N) and tetradentate thioether 1,4,8,11-tetrathiacy- Sl NO® i
clotetradecane ([14] aneS4), [Ru( ONAN) ( |: 14] aneS4) :| b [:ON/\N = L\/R|l.l'ﬂ\N> — L/RIU\N> d{Ru-N) = 1.942(5)-1.948(4) A
2-(2-nitrosophenyl)pyridine (2a), 10-nitrosobenzo[h]quinoline ELES v Skis D,;eN diN-0) = 1.235(6)-1.244(5) A

(2b), 2-(2-nitroso-4-methylphenyl)pyridine, (2c), 2-(2-nitroso-

henyl)-S-(trifluoromethyl)pyridine (2d)] and analogues with Xig ot e W & d
Ehe 1 ,4,7-trithiacyclononanep ([9]aneS3)/ tert-butylisocfifuanide L. € n= w o W=
gand set, [Ru(ON"N)([9] aneS3)(C=N'Bu)]*" (4a and 4b), = o
have been prepared by insertion of a nitrosonium ion (NO") into the Ru—aryl bond of cyclometalated ruthenium(II) complexes.
The molecular structures of the ON"'N-ligated complexes 2a and 2b reveal that (i) the ON"'N ligands behave as bidentate chelates
via the two N atoms and the bite angles are 86.84(18)—87.83(16)° and (i) the Ru—Nyo and N—O distances are 1.942-
(5)—1.948(4) and 1.235(6)—1.244(5) A, respectively. The Ru—Nyo and N—O distances, together with ¥y—c, suggest that the
coordinated ON"N ligands in this work are neutral moiety (ArNO)° rather than monoanionic radical (ArNO)*~ or dianion
(ArNO)* species. The nitrosated complexes 2a—2d show moderately intense absorptions centered at 463—484 nm [ = (5—6)
% 10° dm® mol " em '] and a clearly discriminable absorption shoulder around 620 nm (€,q = (6—9) % 10” dm® mol ' em ™),
which tails up to 800 nm. These visible absorptions are assigned as a mixing of d(Ru) — ON"N metal-to-ligand charge-transfer and
ON"N intraligand transitions on the basis of time-dependent density functional theory (TD-DFT) calculations. The first reduction
couples of the nitrosated complexes range from —0.53 to —0.62 V vs szFe+/ O which are 1.1—1.2 V less negative than that for
[Ru(bpy)([14]aneS4)]*" (bpy = 2,2"-bipyridine). Both electrochemical data and DFT calculations suggest that the lowest
unoccupied molecular orbitals of the nitrosated complexes are ON"'N-centered. Natural population analysis shows that the amount
of positive charge on the Ru centers and the [Ru([14]aneS4)] moieties in 2a and 2b is larger than that in [Ru(bpy)([14]aneS4)]**.
According to the results of the structural, spectroscopic, electrochemical, and theoretical investigations, the ON"N ligands in this

work have considerable sr-acidic character and behave as better electron acceptors than bpy.

B INTRODUCTION

The coordination chemistry of C-nitroso compounds (RN=
O, R = alkyl or aryl) is of considerable interest from several
perspectives. In the context of organic synthesis, C-nitroso
compounds are attractive electrophiles in many C—N and/or
C—O bond-forming reactions,' ® and investigations on the
C-nitroso metal complexes provided useful results for the devel-
opment of metal-mediated organic transformation reactions.
Besides, the ability of nitrosoarenes to bind to the heme proteins
like hemoglobin and myoglobin revealed their importance in
various metabolic processes,lm14 and this initiated a lot of
studies on the electronic structures of metal nitrosoarene
complexes.'* >* Importantly, nitrosoarene ligands are redox-
active,”**” and understanding the chemistry of metal nitrosoar-
ene complexes can bring fundamental advances in inorganic and
biological chemistry, although it has been recently pointed out by
Wieghardt and co-workers that such rich redox activity has been
largely overlooked in the literature.”®

Our interest in the coordination chemistry of C-nitroso
compounds stems from our recent discovery that a nitrosonium
ion (NO") inserts into the Ru—aryl bond of 2-phenylpyridine
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anion (PhPy)-ligated ruthenium(II) complexes [Ru(PhPy)-
([9]aneS3)(L)]* ([9]aneS3 = 1,4,7-trithiacyclononane) to give
2-(2-nitrosophenyl)pyridine (NO-PhPy)-coordinated [Ru(NO-
PhPy)([9]aneS3)(L)]2+.29 These NO-PhPy-ligated complexes
represent the first structurally characterized transition-metal
complexes bearing nitrosoarene with a pyridyl chelate, for which
NO-PhPy behaves as a bidentate ligand via the two N atoms,
with a bite angle close to 90°. Interestingly, the dihedral angles
for the Ph/C—N—O plane pair and the Ph/Py pair in the crystal
structure of [Ru(NO-PhPy)([9] aneS3)(CH;CN)]*" are 36°
and 26°, respectively, indicating that the pyridyl, phenyl, and
NO moieties should, in principle, allow certain degrees of
electron delocalization. We envision that comparing the struc-
tural, electrochemical, and spectroscopic properties of transition-
metal complexes bearing 2-(2-nitrosoaryl)pyridine (denoted as
ON”N) with their corresponding aromatic diimine analogues
[like 2,2"-bipyridine (bpy)-ligated complexes] may yield inter-

esting and important information regarding the metal—ON"N
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bonding interaction in both the ground and excited states. We
now present the preparation and structural, electrochemical,
spectroscopic, and theoretical investigations of two series of
ruthenium complexes containing ON"N and multidentate
thioether ligands [9]aneS3 or 1,4,8,11-tetrathiacyclotetradecane
([14]aneS4). Our results suggest that the coordinated nitrosoar-
ene on ON"N should be regarded as a neutral 77-acid moiety
(ArNO)° rather than monoanionic radical (ArNO)"™ or dia-
magnetic dianion (ArNO)>~ and that the ON"N ligands are
better electron acceptors than aromatic diimines.

B RESULT AND DISCUSSION

Synthesis and Characterization. Nitroso complexes [Ru-
(ON"N)([14]aneS4)]** (2a—2d) have been prepared in
60—80% vyield by reacting the cyclometalated complexes
la—1d with [NO][BF,] (Scheme 1). The reaction proceeds
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smoothly to completion within 1 min at room temperature. This
reactivity is the same as our recently reported insertion reaction
of NO™ into the Ru—C bond of the cyclometalated ruthenium-
(I1) complex 3a to give ON"N-ligated complex 4a.”” This is
different from that for many ruthenium(II) complexes, which
react with NO™ substitutionally to ‘give the ligand-substituted
ruthenium nitrosyl compounds.*®>* The [9]aneS3-isocyanide-
ligated complexes 4a and 4b have also been prepared to compare
the electron-donating/accepting ability of the ON"'N ligands
with aromatic diimines because the vc=yn value for
[Ru([9]aneS3)(phen)(C=N'Bu)]*" is available in the literature
(2167 cm™").*® The vc=y values for complexes 4a and 4b
(2188 and 2185 cm ™', respectively) are larger than those for the
phen-ligated analogues by ca. 20 cm ™, revealing that the ON"'N
ligands are better electron acceptors than simple aromatic
diimines. All of the ON"N-ligated complexes in this work have
been found to be diamagnetic at room temlperature, and the
Vno Values range from 1365 to 1396 cm™ . These findings,
together with the Ru—Nyo and N—O distances of 2a and 2b
(see the discussion below), suggest that the ON"N ligands in
this work should be assigned as neutral (ArNO)° ligands rather
than monoanionic radical (ArNO)*~ or diamagnetic dianion
(ArNO)>~ species.

The crystal structures of complexes 1a, 2a, and 2b have been
determined by X-ray crystallography. Perspective views of their
cations are depicted in Figure 1. Selected bond distances and
angles are summarized in Table 1. In each case, the Ru atom
adopts a cis-octahedral geometry. Disorder has been observed in
the [14]aneS4 ligands for the cations in 2a and 2b, which are
attributed to there being two possible ways that a [14]aneS4
coordinates to a cis-[Ru(X)(Y)] moiety (Scheme 2a). Although
three possible isomers can arise from orientation of the lone pairs
of the equatorial S atoms (Scheme 2b),*® only ligand conforma-
tion IT has been observed crystallographically in the complexes in
this work.

In the ONAN-Iigated complexes, the ON"N ligands behave as
bidentate chelates via the two N atoms. The [Ru—NO—C]
moieties are essentially planar, with the sum of the angles around
the Nyo ranging from 359.7 to 360.0°, consistent with sp”
hybridization at the Nyo atoms. The Ru—Nyo distances
[1.942(5)—1.948(4) A] are appreciably shorter than the Ru—
Np, distances [2.1115(19)—2.141(4) A], suggesting that the
Ru — Nyo back-bonding interaction is stronger than that for
Ru — Npy. On the other hand, the nitrosated aryl rings have a
stronger trans influence than the pyridyl ring: Ru—S(trans to
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complex 1a
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Figure 1. Perspective views of the cations in 1a(ClO,), 2a(ClO,),, and 2b(PF), - CH;NO,. H atoms have been omitted for clarity. Thermal ellipsoids

are at the 30% probability level.
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Table 1. Selected Bond Lengths (A) and Angles (deg) for 1a(Cl0O,), 2a(ClO,),, and 2b(PF),- CH;NO,

1a(ClO,)

Ru—Nyo

Ru—Np, 2.121(7)
Nyno—O

Ru—C 2.077(9)
Nno—C

Ru—S(trans to NO)

Ru—S(trans to Py)

Ru—N-O

Ru—Nyo—C

O—Nno—C

Nno—Ru—Np,

ZPy/Ar’ 736

£ Ar/C—N—-0O°

2a(ClO,)," 2b(PFs), - CH;NO,

1.948(4), 1.942(5) 1.9435(19)
2.141(4), 2.137(4) 2.1115(19)
1.244(5), 1.235(6) 1242(3)
1.428(7), 1.442(7) 1.445(3)
2.3928(12), 2.42¢ 2.40°
2.3140(13), 2.3104(12) 2334
125.5(3), 126.9(4) 125.13(17)
119.9(3), 119.9(4) 120.29(16)
114.4(4), 113.1(5) 114.3(2)
87.83(16), 86.84(18) 87.19(8)
3291, 25.58 15.52
36.83,36.37 2722

“The crystal contains two crystallographically independent ruthenium complexes in the asymmetric unit. " The angle between the mean plane of the
pyridyl ring and the cyclometalated aryl ring (for 1a) or the nitrosated aryl ring (for 2a and 2b). © The angle between the mean plane of the nitrosated aryl
ring and the plane constructed by the C, N, and O atoms. 4 The S atoms are disordered over two positions, and the Ru—S bond distances are weighted by

the occupancy factors.

Scheme 2. (a) Two Possible Ways That a [14]aneS4 Coor-
dinates to a cis-[Ru(X)(Y)] Moiety. (b) Three Possible Iso-
mers That Arise from Orientation of the Lone Pairs of the
Equatorial S Atoms
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NO) and Ru—S(trans to Py) are 2.39—2.42 and 2.31—2.33 A,
respectively. The Nyo—O bond distances range from 1.235(6)
to 1.244(5) A, which is indicative of N—O double-bond char-
acter. These values are also comparable to those of other literature-
reported ruthenium(II) complexes with nitrosoarene.*>*” It is
known that nitrosoarene may coordinate to a metal center as
a neutral (ArNO)° ligand, monoanionic radical (ArNO)"~, or
diamagnetic dianion (ArNO)*" 2% On the basis of the Ru—Nyo
and N—O distances, the coordinated nitrosoarene in ON"N in
this work should be assigned as a neutral species.

The bite angles for ON"N are 86.84(18)—87.83(16)°, which
are comparable to that in [Ru(NO-PhPy)([9]aneS3)(CH;CN)]**
[87.27(8)°].% Tt is also noted that the dihedral angles for the
aryl/C—N—O plane pair and the aryl/Py pair are 27.2—36.8°
and 15.5—32.9°, respectively, suggesting that electronic deloca-
lization over the whole ON"N unit is possible. This is also
supported by density functional theory (DFT) calculations (see
the discussion below).

UV-—Visible Absorption Studies. The UV —visible spectral
data of all of the complexes are summarized in Table 2, and
the absorption spectra of selected complexes are depicted in

Figure 2. All complexes exhibit intense absorption at A, <
300 nm (€mge = 10 dm® mol ' em™"). Cyclometalated com-
plexes 1la—1d display moderately intense absorption centered
at 384—416 nm [, = (4—6) x 10°> dm® mol ' cm ™), whereas
nitrosated complexes 2a—2d show moderately intense absorption
centered at 463—484 nm [ £, = (5—6) X 10* dm> mol ' em™]
and a clearly discriminable absorption shoulder around 620 nm
(Emax = (6—9) x 10 dm® mol ' ecm ™), which tails up to 800 nm.
Although the impact of the substituent on the pyridyl and
nitrosated phenyl rings upon the absorption bands in the visible
region is not dramatic, the absorption bands should contain some
Ru"— ON"N metal-to-ligand charge-transfer (MLCT) character
because the peak maximum red-shifts in energy as the metal core
changes from [Ru([9]aneS3)(C=N'Bu)] to [Ru([14]aneS4)]
(442 nm for 4a and 463 nm for 2a) and as the conjugation of
ON”N increases (463 nm for 2a, 484 nm for 2b, 442 nm for 4a,
and 460 nm for 4b). In line with this argument, time-dependent
DFT (TD-DFT) calculations suggest the visible absorption for 2a
and 2b to be a mixing of d(Ru) — ON"N MLCT and ON"N
intraligand (IL) transitions (see the discussion below).

It is noted that the Ru"" — ON"N MLCT transition energies
are red-shifted by at least 3000 cm ™' compared with that for
the Ru" — bpy MLCT transition in [Ru(bpy)([14]aneS4)]**
(Amax = 401 nm). A similar finding has also been observed during
a comparison of the MLCT transition energies for 4a and 4b
with their aromatic diimine analogue ([Ru(phen)([9]aneS3)-
(C=NBu)]** (Amax = 388 nm). All of these results suggest that
the ON"'N ligand, even not in a perfectly coplanar configuration,
features a lower-energy 77* molecular orbital (MO) than the
nearly coplanar aromatic diimines. This is likely attributed to
involvement of the low-lying 77* of the [N=0] moiety in the 7
system of the ON"N ligands.

Cyclic Voltammetry. Cyclic voltammetry has been used to
examine the electrochemistry of all of the complexes in this work
(Table 3; all values vs Cp,Fe*’®). No oxidation wave has been
observed for the nitrosated complexes 2a—2d, 4a, and 4b within
the solvent window (solvent = CH;CN), and their first reduction
couples range from —0.53 to —0.62 V. Because the first reduc-
tion couples are sensitive to a change of the substituents on both
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Table 2. UV—Visible Absorption Data*

complex Amax/nm (£/dm® mol ™" em ™)
1la 253 (18 570), 284 (19 180), 384 (5390)
1b 258 (30480), 303 (sh, 7060), 349 (6270), 397 (5410)
1c 254 (19220), 284 (22 850), 378 (6060)
1d 258 (15200), 297 (17 160), 350 (sh, 2690), 416 (4710)
2a 238 (24970), 289 (13 440), 320 (sh, 7330), 463 (5860), 610 (sh, 570)
2b 266 (23 800), 325 (10 170), 484 (5610), 612 (sh, 980)
2¢ 238 (sh, 25340), 258 (sh, 19 590), 295 (16 460), 416 (sh, 4070), 470 (6130), 612 (sh, 630)
2d 236 (sh, 25690), 267 (15400), 294 (sh, 12 640), 326 (sh, 8700), 468 (5800), 618 (sh, 620)
3a 244 (19220), 277 (17 630), 332 (sh, 3900), 380 (2450)
3b 255 (34330), 286 (sh, 9870), 337 (8200), 404 (2820)
4a 232 (sh, 16660), 253 (13790), 285 (12 820), 390 (sh, 2970), 442 (4520)
4b 262 (31530), 320 (13710), 391 (4120), 460 (6670), 510 (sh, 4640)

[Ru(bpy)([14]ane$4)](PFe),
“Solvent = CH;CN; temperature = 298 K.

243 (9080), 279 (19 830), 299 (sh, 10010), 317 (7720), 401 (3770)
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Figure 2. UV—visible absorption spectra of la, 2a, 2b, 4a, and
[Ru([14]aneS4) (bpy)]** in CH;CN at 298 K.

the pyridyl and nitrosated aryl rings of the ON"'N ligands, the
lowest unoccupied molecular orbitals (LUMOs) of the nitro-
sated complexes may contain a contribution from the ON"'N
ligand. This is in agreement with our DFT calculations in
which the LUMOs of these complexes are ON"'N-centered
(see the discussion below). It is noted that the first reduction
potentials for 2a—2d are 1.1—1.2 V less negative than that for
[Ru(bpy)([14]ameS4)]2Jr (—1.72 V), and this is well-predicted
by DFT calculations: the energies of the LUMOs of 2a and 2b are
calculated to be 1 eV lower than that of [Ru(bpy)([14]aneS4)]*".
For the cyclometalated complexes, the E;,, values for the first
oxidation couples are 0.40—0.49 V for the [14]aneS4-ligated
la—1d, which are less positive than those for the [9]aneS3-
isocyanide-supported counterparts (0.67—0.68 V for 3a—3b).

Table 3. Electrochemical Data”

El/zb/V vs szFe”0

complex oxidation  first reduction  second reduction

la 0.40

1b 0.43 —2.40°

1c 0.40

1d 0.49 —231°

2a —0.61 —1.66
2b —0.62 —1.48
2c —0.62 —1.63°
2d —0.53 —149
3a 0.68

3b 0.67 —2.36°

4a —0.62 —1.63
4b —0.59 —1.57
[Ru([14]ane$4) (bpy)]** 1.13 —172

“ Supporting electrolyte: 0.1 M [Bu,N]PF4in CH;CN. Ey)p= (Epe+Epa) /2

at 298 K for reversible couples. ‘Irreversible; the recorded potential is

the cathodic potential at a scan rate of 100 mV s~ .

Theoretical Calculations. DFT calculations have been
performed on 2a, 2b, and [Ru(bpy)([14]aneS4)]*". The
ground-state, gas-phase structures of these complexes have been
optimized at the DFT level (B3LYP).**** The ECP28MDF
pseudopotential has been employed for Ru atoms with the
correlation-consistent cc-pVTZ-PP basis set of Peterson et al.*’
and the 6-31+G* basis set for C, H, N, O, and S atoms.** The
optimized structures have been confirmed to be local minima
by frequency calculations. Detailed optimized structural data
are summarized in the Supporting Information. The DFT-
optimized structures for the calculated complexes are similar to
their experimental structures. For example, the calculated
Ru—Nyo and N—O bond distances and the bite angles of
ON”N are 1.97 and 1.24 A and 87° for 2a and 2b, which are
comparable to their experimental values [1.942(5)—1.948(4) A,
1.235(6)—1.244(5) A, and 86.84(18)—87.83(16)° respec-
tively]. Figure 4 depicts the optimized structures and the frontier
MO surfaces of 2a and 2b. Table 4 summarizes the compositions
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Figure 4. Optimized structures for 2a and 2b and their frontier MO
surfaces (surface isovalue = 0.06 au) from TD-DFT calculations (gas phase).

Table 4. MO Compositions (%) of 2a and 2b in the Gas Phase
and CH;CN at the DFT-B3LYP-Optimized Geometry

complex MO sp(Ru) d(Ru) ON"N [14]aneS4
2a (gas phase) HOMO 2.17 25.68 49.46 22.69
LUMO 22.47 3.03 59.18 15.31
2b (gas phase) HOMO 6.66 17.58 50.68 25.07
LUMO 18.61 3.29 61.79 16.31
2a (CH,CN)  HOMO—5 930 232 7559 12.79
HOMO—4 37.00 1.06 53.77 8.16
HOMO-3 18.43 14.41 50.43 16.72
HOMO-2 3.43 24.29 60.82 11.47
HOMO-1 17.28 32.79 15.27 34.65
HOMO 2.98 25.37 S1.1S 20.48
LUMO 18.15 3.24 61.31 17.29
2b (CH,CN)  HOMO-—5 3406 574 5097 922
HOMO—4 19.53 5.22 S1.16 24.07
HOMO-3 25.13 19.45 42.87 12.55
HOMO-2 13.42 12.94 5791 15.73
HOMO-1 14.52 41.24 16.10 28.14
HOMO 10.09 24.87 36.20 28.83
LUMO 15.40 3.31 65.50 15.79

of the MOs that are of spectroscopic importance (see the
discussion below). Although both the highest occupied molec-
ular orbitals (HOMOs) and LUMOSs of 2a and 2b are delocalized
on the whole complexes, the HOMOs contain more d(Ru)
character than the LUMOs, and the LUMOSs are dominated by
ON"N (ca. 60%).

The vertical electronic transitions for the calculated complexes
have been investigated by the TD-DFT method with the con-
ductor polarizable continuum model (CPCM) to account for
solvent effects upon the electronic transition (solvent =
CH;CN). Calculated excitation energies, oscillator strengths,
and absorption spectra constructed by convolution of these
calculated transitions with Gaussian functions are depicted in
Figure 5. The profiles of the convoluted absorption spectra are
similar to those observed experimentally, i.e., moderately intense
absorption around 500 nm with an absorption shoulder around
600 nm. For clarity, only the calculated vertical transition
energies in the visible region are summarized in Table S. The
calculations show two types of one-electron excitation in
the visible region: type 1, lower-energy transitions (ca. S00—
600 nm) with oscillator strengths of 10>, which mainly arise
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Figure 5. Calculated absorption spectra for 2a and 2b from TD-DFT/
CPCM calculations. Excitation energies and oscillator strengths are
shown by the black vertical lines; the spectra (in blue and red) are
convoluted with a Gaussian function having full width at half-maximum
of 0.33 eV.

from HOMO—1 — LUMO and HOMO — LUMO transitions;
type 2, higher-energy transitions (ca. 400—500 nm) with oscil-
lator strengths of 10 2—10"", which originate from a combina-
tion of HOMO—X — LUMO transitions (X =2—10). It is noted
that in each complex the HOMO—1 and HOMO have higher
d(Ru) contributions (25—41%) than that in the LUMO (3%),
whereas the LUMO is dominated by ON"'N (61—66%); there-
fore, type 1 transition contains d(Ru) — ON"N MLCT char-
acter. However, the contributions of ON”N in the HOMO—1
and HOMO are not low (15—51%), and this suggests that type 1
transitions also contain some ON"N IL character. HOMO—X
are mostly dominated by ON"N (generally >50%) with a
nonneglectable d(Ru) contribution, and thus the type 2 transi-
tions are dominated by ON"'N IL transitions but with some
d(Ru) — ON"N MLCT component.

Although the formal oxidation state for the Ru centers in 2a,
2b, and [Ru(bpy)([14] aneS4)]** is 2+, their partial charges
calculated by natural population analysis (NPA)* are much
lower because of the ligand-to-metal donation (Table 6). It is
noted that the amount of positive charge on the Ru centers and
the [Ru([14]aneS4)] moieties in 2a and 2b is larger than that
in [Ru(bpy)([14]aneS4)]*", suggesting that ON"'N is a better
electron acceptor than bpy.

B CONCLUSION

Two series of ruthenium complexes containing 2-(2-nitro-
soaryl)pyridine (ON"'N) have been prepared by insertion of a
nitrosonium ion into the Ru—aryl bond of the corresponding
cyclometalated ruthenium(II) complexes. The Ru—ON"N
bonding interaction has been studied by structural, electroche-
mical, spectroscopic, and theoretical investigations. The ON"'N
ligands behave as bidentate chelates via the two N atoms, and the
short Ru—Nyo distances [1.942(5)—1.948(4) A] in 2a and 2b
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Table 5. Calculated Vertical Transition Energies in the Visible Region for 2a and 2b at the TD-DFT/CPCM Level

experimental A,,,/cm
(£max/dm® mol ' cm ™)

complex

2a

2b

TD-DFT calculations

1

(oscillator strength)

16390 (sh, 570) 15730 (0.0043)
17280 (0.0024)
20230 (0.0065)
22400 (0.1438)
24340 (0.0716)
15240 (0.0088)
15890 (0.0088)

18970 (0.0537)

21600 (5860)

16 340 (sh, 980)

20660 (5610)

21000 (0.0846)
23900 (0.0197)

excitation energy/ cm

1

composition of the excited-state wave functions

063 Wy . — 029Wy | .

049 Wy ;o —033Wy 5 g — 028 Wy 3 g +022 Wy
054 Wy 4o —029 Wy 5 —022Wy o — 015 Wy o + 012 Wy oy
0.61 Wy 5 +027 Wy .y + 017 Wy,

0.55 Wiy_3 o1 +0.36 Wyy_y o +0.18 Wy,

051 Wy ;o +046 Wy o +0.11 Wy 5y

041 Wy ;o — 040 Wy — 027 Wy p oy — 025 Wiy 5o — 012 Wy 4y

032 Wy 5 +030 Wy s +029 Wy 5 o — 026 Wy oy + 025 Wiy, + 021

Wy — 011 Wy ooy — 010 Wiy
0.52 Wy 5t — 032 Wy o — 022 Wy — 020 Wy,
049 Wy 4 o — 047 Wiy 5 + 013 Wiy 5y

Table 6. NPA-Derived Partial Charges for 2a, 2b, and
[Ru(bpy)([14]aneS4)]*"

partial charge [Ru(bpy)([14]aneS4)]**

atom 2a 2b atom partial charge
Ru —0.02 —0.01 Ru —0.10
Nno +0.13 +0.12 Nipy —0.42, —0.44
Nbp, —0.44 —0.44
Sax +0.44, +0.46 +0.44, +0.45 S.. +0.45, +0.46
Seq +0.39, 4043 +0.39, +0.41 S.q +0.40, +0.45
o —0.35 —0.38
[Ru([14]aneS4)] +1.62 +1.61 [Ru([14]aneS4)] +1.50
ON"N +0.38 +0.39 bpy +0.50

suggest that the Ru — Nyo back-bonding interaction is sub-
stantial. On the basis of the structural studies and vy—o, the
coordinated nitrosoarene in ON"N in this work should be
assigned as a neutral species (ArNO)° rather than monoanionic
radical (ArNO)*~ or dianion (ArNO)>~ species. The nitrosated
complexes feature moderately intense absorption bands covering
the whole visible region, and TD-DFT calculations reveal that the
transitions are a mixture of d(Ru) — ON"N MLCT and ON"N
IL transitions. NPA shows that the amount of positive charge on
the Ru centers and the [Ru([14]aneS4)] moieties in 2a and 2b is
larger than that in [Ru(bpy)([14]aneS4)]**, suggesting that
ON”'N ligands are better electron acceptors than simple aromatic
diimines. Because the absorption spectra of the ON"N-ligated
complexes cover the entire spectral visible region, we envision
that the ON"N ligands may open opportunities for developing
sensitizers for solar energy conversion. Moreover, the noninno-
cent behavior of ON"N would be of fundamental interest, and
studies are currently underway to isolate the reduced form of the
ON”'N-ligated complexes.

B EXPERIMENTAL SECTION

General Procedures. All reactions were performed under an argon
atmosphere using standard Schlenk techniques unless otherwise stated.
All reagents were used as received, and solvents for the reactions
were purified by a PureSolv. MDS solvent purification system.
[Ru(bpy)([14]aneS4)](PFs), and [Ru(PhPy)(CH;CN),](PF4) were
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prepared according to literature procedures.**** Other cyclometalated
analogues [Ru(C"N)(CH;CN),](PFs) were synthesized by the same
method as that of [Ru(PhPy)(CH;CN),](PFs). 'H, "H—"H COSY,
and "H—"H NOESY NMR spectra were recorded on a Bruker 400 DRX
FT-NMR spectrometer. Peak positions were calibrated with solvent
residue peaks as the internal standard. The "H NMR spectra acquired at
293 K for the nitrosated complexes 2a—2d only show one set of signals,
although there are two possible ways that [14]aneS4 coordinates to the
[Ru(ON"N)] moiety (Scheme 2a). This is because the two conforma-
tions of [14]aneS4 upon coordination to the [Ru(ON"N)] moiety are
interchangeable at 293 K. Variable-temperature "H NMR experiments
(193—293 K) have been performed on 2c to investigate the possibility of
observing the fluxional behavior of [14]aneS4. One more set of signals
starts to appear at 233 K in the aromatic region, but these two sets of
signals are not well-resolved even at 193 K and hampered calculation of
the fluxional barrier.

Electrospray ionization mass spectrometry (ESI-MS) was performed
on a PE-SCIEX API 3000 triple quadrupole mass spectrometer. IR
spectra were recorded as KBr plates on a Perkin-Elmer FTIR-1600
spectrophotometer. UV—visible spectra were recorded on a Shimadzu
UV-1700 spectrophotometer. Elemental analyses were done on an
Elementar Vario EL analyzer. Cyclic voltammetry was performed with
a CH Instrument model 600C series electrochemical analyzer/work-
station. All solutions were degassed with argon before experiments.
An Ag/AgNOj; (0.1 M in CH3CN) electrode was used as the reference
electrode, and the E;,, value of the ferrocenium/ferrocene couple
(szFe” ) measured in the same solution was used as the internal
reference. The mass magnetic susceptibility () of 2a was measured by
a Johnson Matthey magnetic susceptibility balance MSB-1.

Nitroso Complexes 2a—2d, 4a, and 4b. Excess [NO][BF,]
(S-fold) were added to the cyclometalated precursors (ca. 0.1 g) in dry
CH;CN under argon at room temperature. The color changed from
yellow to dark red immediately. The reactions were stirred at room
temperature for 1 min. The resulting dark-red solutions were concen-
trated and precipitated by the addition of aqueous NH,PF4 or NaClO,.
(Caution! Perchlorate salts are potentially explosive and should be handled
with care and in small amounts.) The dark-red precipitates (orange-red
for 4a) were washed with water followed by absolute ethanol and diethyl
ether and dried under vacuum. The solids were then recrystallized by the
slow diffusion of Et,O into nitromethane solutions to give dark-red
crystals.

2a(Cl0y),. Yield: 0.111 g, 91%. Anal. Caled for Ru,Cy,HygN,.
$,CLOy: C, 33.51; H, 3.75; N, 3.72. Found: C, 33.40; H, 3.94; N,
3.88. '"H NMR (400 MHz, (CD;),CO): 0 2.14—221, 2.65—2.77,
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Scheme 3. Labeling Scheme for H Atoms on ON"N in
Complexes 2a—2d, 4a, and 4b

f- & d ¢ £ & & B
_ _Q—@h HC 7 Vb
L h N a c: g N a
//N I,N
0] (@]

2.91-2.98, 3.23—3.49, 3.58—3.64, 3.87—3.99 (m, 20H, [14]aneS4),
7.49 (d, 1H, ] = 7.9 Hz, Hy,), 7.74—7.85 (m, 2H, Hy, + H,), 8.08 (t, 1H,
J=7.1Hz, H./Hy), 8.41 (t, 1H, ] = 7.2 Hz, H/H,), 8.48 (d, 1H, ] = 8.0
Hz, Hy/H,), 8.56 (d, 1H, ] = 8.2 Hz, H./Hy), 8.83 (d, 1H, ] = 5.3 Hz,
H,). IR (KBr, cm '): vn—o 1374, Voi_o 1084. ESI-MS: m/z 653
[M** + ClO, " ].

2b(PFg),. Yield: 0.081 g, 72%. Anal. Caled for Ru;Cy3HygN,.
$,0,P,F;,- CH3NO,: C, 31.03; H, 3.36; N, 4.53. Found: C, 30.88; H,
3.52; N, 475. '"H NMR (400 MHz, (CD;),CO): 0 2.22—2.29,
2.60—2.71, 2.97—-3.15, 3.28—3.4S, 3.54—3.97, (m, 20H, [14]aneS4),
7.95 (d, 1H, ] = 7.3 Hz, Hy,), 8.07—8.12 (m, 2H, H,, + Hy), 8.36 (d, 1H,
J=8.8Hz, Hy),8.50 (d, 1H, J = 8.8 Hz, H,), 8.82(d, 1H, ] = 7.7 Hz, Hy),
9.02 (d, 1H, J = 8.0 Hz, H.), 921 (d, 1H, J = 5.0 Hz, H,). IR
(KBr, cm™): o 1381, ¥p_g 838. ESI-MS: m/z 723 [M** + PFs ]

2c(PFg),. Yield: 0.100 g, 85%. Anal. Caled for Ru;CyH3oN,.
S40,P,F;,- CH3NO,: C, 30.08; H, 3.62; N, 4.58. Found: C, 29.92; H,
3.56; N, 4.58. "H NMR (400 MHz, CD;CN): 6 1.79—1.87, 2.36—2.43,
2.54—2.58, 2.89—3.09, 3.17—3.21, 3.31—3.41, 3.56—3.66 (m, 20H,
[14]aneS4), 2.49 (s, 3H, CH; of ON"N), 7.05 (s, 1H, Hy), 7.63
(t, 1H, J = 6.1 Hz, Hy,), 7.79 (d, 1H, J = 8.1 Hz, Hy), 8.14 (d, 1H, ] =
8.1 Hz, H,), 8.21 (t, 1H, ] = 7.7 Hz, H.), 8.27 (d, 1H, ] = 8.8 Hz, Hy),
8.39(d, 1H, J=4.7Hz, H,). IR (KBr, cm ™ "): v—o 1365, vp_ 837. ESI-
MS: m/z 713 [M** + PF¢ ]

2d(PFg),. Yield: 0.093 g, 82%. Anal. Calcd for Ru,CypH,oN,
$,0,P,F;5- CH3NO,: C, 28.40; H, 3.11; N, 4.32. Found: C, 28.54; H,
321; N, 4.19. "H NMR (400 MHz, CD;CN): 6 1.81—1.89, 2.40—2.67,
2.87—3.11, 3.19—3.23, 3.34—3.41, 3.57—3.72 (m, 20H, [14]aneS4),
7.27 (d, 1H, ] = 7.4 Hz, H,), 7.75 (t, 1H, ] = 7.4 Hz, Hy), 8.02 (t, 1H, ] =
7.3 Hz, H,), 8.31 (d, 1H, ] = 7.8 Hz, Hy), 8.48 (d, 1H, ] = 8.6 Hz, H.),
8.54 (d, 1H, J = 8.6 Hz, H,), 8.60 (s, 1H, H,). IR (KBr, cm™'): ¥ny—o
1379, Vp_x 839. ESI-MS: m/z 766 [M** + PFy ™ ].

4a(PFg),. Yield: 0.082 g, 65%. Anal. Caled for Ru;C,H,gN3
S;0,P,F,: C, 31.51; H, 3.48; N, 5.01. Found: C, 31.36; H, 3.67; N,
4.96. "H NMR (400 MHz, (CD;),CO): 0 1.56 (s, 9H, ‘Bu), 2.43—2.52,
2.92—3.02,3.05—3.11, 3.15—3.38, 3.58—3.74 (m, 12H, [9]aneS3), 7.30
(d,1H,J =7.1Hz, Hy,), 7.80—7.83 (m, 2H, H;, + H), 8.11 (t, 1H, ] = 7.2
Hz, H./Hy), 8.39 (t, 1H, J = 7.2 Hz, Hy/H.), 8.48 (d, 1H, ] = 7.9 Hz, Hy/
H.), 8.55 (d, 1H, J = 8.1 Hz, H./Hy), 9.02 (d, 1H, J = 5.0 Hz, H,).
IR (KBr, cm ™ '): Vemy 2188, Vn—o 1396, Vp_g 834. ESI-MS: m/z 693
[M>* + PFs ]

4b(ClO,),. Yield: 0.086 g, 63%. Anal. Caled for Ru;C,4H,oN;.
S5CLOy: C, 37.35; H, 3.79; N, 5.45. Found: C, 37.62; H, 3.84; N,
5.50. '"H NMR (400 MHz, CD;CN): 8 1.52 (s, 9H, ‘Bu), 2.18—2.24,
2.36—2.45, 2.53—2.61, 2.74—2.80, 2.85—2.90, 3.06—3.16, 3.22—3.27,
3.42—3.47 (m, 12H, [9]aneS3), 7.59 (d, 1H, J = 7.8 Hz, Hy,), 7.89—7.92
(m, 1H, Hy), 7.98 (t, 1H, ] = 7.9 Hz, H,), 8.18 (d, 1H, ] = 8.8 Hz, Hy),
8.32(d, 1H,J=8.9Hz, H.), 8.66 (d, 1H,J=7.9 Hz, Hy), 8.79 (dd, 1H, ] =

8.1 and 1.1 Hz, H), 9.12 (dd, 1H, J = 54 and 1.3 Hz, H,). IR
(KBr, cm™): vemy 2185, Vneo 1370, oo 1080. ESLMS: m/z 672
[M>* + ClO, ).

X-ray Crystallography. X-ray diffraction data for 1a(ClO,), 2a-
(ClO,4),, and 2b(PFy), - CH3;NO, were collected on an Oxford Diffrac-
tion Gemini S Ultra X-ray single-crystal diffractometer with Cu Ka
radiation (4 = 1.541 78 A) or Mo Ka radiation (1 =0.710 73 A) at 133 K.
The data were processed using CrysAlis.** The structures were solved
by Patterson and Fourier methods and refined by full-matrix least
squares based on F* with programs SHELXS-97 and SHELXL-97%
within WinGX.** All non-H atoms were refined anisotropically in the
final stage of least-squares refinement. The positions of H atoms were
calculated based on the riding mode with thermal parameters equal to
1.2 times that of the associated C atoms. Disorder of the cations in
2a(ClO,), and 2b(PFg),+ CH3;NO, was observed, which arises from
there being two ways in which [14]andS4 can coordinate to the
[Ru(ON"N)] moiety. Disorder of the anions in 2a(ClO,), and 2b-
(PFg),-CH3NO, was also observed. Split models and several DFIX
and ISOR restraints were applied in the refinement of these crystal
structures.

Computational Methodology. DFT calculations were per-
formed on [Ru([14]aneS4)(bpy)]**, 2a, and 2b. Their electronic
ground states were optimized without symmetry imposed using Becke’s
three-parameter hybrid functional with the Lee —Yang—Parr correlation
functional (B3LYP).**** The ECP28MDF pseudopotential was em-
ployed for the Ru atoms with the correlation-consistent cc-pVTZ-PP
basis set of Peterson et al.*” The 6-31+G* basis set was employed for
C, H, N, O, and S atoms.*! Tight self-consistent-field convergence
(10 %au) was used for all calculations. Frequency calculations were also
performed on all of the optimized structures. Because no imaginary
vibrational frequencies were encountered, the optimized stationary
points were confirmed to be local minima. The vertical transition
energies for 2a and 2b in CH;CN were computed at their respective
gas-phase-optimized ground-state geometries using the TD-DFT meth-
od with the same density functional and basis sets in the geometry
optimizations. The CPCM*” was used to account for solvent effects
upon the electronic transition. NPA was performed using NBO 3.0*
implemented to Gaussian 03. All of the calculations were performed
using the Gaussian 03 program package (revision D.01).*

B ASSOCIATED CONTENT

© Supporting Information. Synthetic procedures for cyclo-
metalated complexes la—1d and 3b, optimized geometries for 2a,
2b, and [Ru([14]aneS4) (bpy)]%, plots of MO surfaces that are of
spectroscopic importance for 2a and 2b, and CIF files. This material
is available free of charge via the Internet at http://pubs.acs.org.
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