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Investigating the reactivity of neutral water-soluble
Ru(in)—PTA carbonyls towards the model imine
ligands pyridine and 2,2'-bipyridine¥

Federica Battistin,@i* Alessio Vidal, @ Gabriele Balducci® and Enzo Alessio 19 *

As a continuation of our strategy for preparing new Ru(il) precursors to be exploited as building blocks in the
construction of metal-mediated supramolecular assemblies with improved solubility in water, here we
describe the reactivity of selected Ru(m)—PTA carbonyls (PTA = 1,35-triaza-7-
phosphaadamantane) towards the model imine ligands pyridine (py) and 2,2'-bipyridine (bpy) and the

neutral

preparation and characterization of several neutral and cationic water-soluble derivatives:
trans,trans,trans-[RuClL(CO)(py)(PTA),l (7), cis,cis,trans-[RUCL(CO),(py)(PTA)l  (9), cis,trans-[Ru(bpy)
CUCO)(PTA),ICL (10), mer-[Rulbpy)(CO)(PTA)sI(CLl), (12), cis,trans-[Ru(bpy)(CO),CUPTA)ICL (13), cistrans-
[Ru(bpy)(CO),(PTA)l(NO3), (14NO3). In addition, we found that light-induced isomerization in some bpy
compounds could be induced. The following species, either side-products isolated in low yield or
compounds obtained exclusively in solution, were also unambiguously identified: cis,cis, trans-
[RUCL(CO)(py)(PTA),] (8), trans-[RuCly(bpy)(CO)PTA)] (11), cis,cis-[Ru(bpy)CUHCO)(PTA)ICl (15) and
cis,cis-[Ru(bpy)(CO),CIPTA)ICL (16). The X-ray structures of 7, 11-H,0, and 12-7H,0 are also reported.

rsc.li/rsc-advances

Introduction

The cage-like monodentate phosphane 1,3,5-triaza-7-
phosphaadamantane (PTA, Fig. 1) is an amphiphilic, air-
stable, neutral ligand that - besides dissolving in several
organic solvents - is characterized by a high solubility in water
(ca. 235 g L") by virtue of H-bonding to the tertiary amine
nitrogens. The coordination chemistry of PTA has been thor-
oughly addressed by Peruzzini and co-workers in a series of
review papers.” PTA typically makes strong bonds with most
transition metal ions through the soft P atom (PTA-«P). P-bound
PTA has moderate steric demand (cone angle 103°), good o- and
m-bonding abilities and, above all, it typically imparts excellent
water solubility to its complexes. For this reason PTA metal
compounds have been investigated as potential anticancer
drugs,*” and as homogeneous catalysts in aqueous solution or
in biphasic aqueous-organic conditions.>*™*°
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All compounds are new and — with few exceptions — show a good solubility in water.

In addition, PTA-xP can bind also to other metal ions
through the three hard N atoms, thus acting as a bridging
ligand,>"* and undergo N-protonation at relatively mild pH (in
Ru(n) complexes PTA-kP has a pK, value of ca. 3),"** thus
altering the charge and solubility of its complexes.

In recent years we have actively investigated the chemistry of
Ru(u)-PTA compounds, mainly with the aim of obtaining new
precursors to be exploited as building blocks in the construc-
tion of metal-mediated conjugates and supramolecular assem-
blies with improved solubility in water. Ideally, such water-
soluble fragments might contribute to the solubilization in
aqueous media of neutral assemblies containing hydrophobic
linkers (e.g. synthetic porphyrins). In particular, we focused on
Ru-PTA-dmso and Ru-PTA-CO compounds, describing several
new derivatives and finding systematic trends.'*'* Here we
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Fig. 1 Schematic structures of the chelating diimine linkers 4'-
methyl-2,2’-bipyridine-4-carboxylic acid (bpyAc) and 2-(2'-pyridyl)
pyrimidine-4-carboxylic acid (cppH) and 1,3,5-triaza-7-phosphaada-
mantane (PTA).
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Fig. 2 Schematic structures of the neutral Ru(i)—PTA-CO precursors
investigated in this paper. Top row: the monocarbonyls trans,-
trans,trans-[RuUClL(CO)(OH,)(PTA),I (1), cis,cis,trans-[RuCl,(CO)(dmso-
S)PTA),] (2), cis,mer-[RUClL(CO)(PTA):] (3), trans-[RuCl,(CO)(PTA)3]
(4); bottom row: the dicarbonyls [RuCl(u-Cl)(CO),(PTA)l, (5) and cis, -
cis,trans-[RuCl,(CO),(PTA),] (6). The potentially leaving ligands are
colored.

report an explorative investigation on the reactivity of a series of
Ru-PTA carbonyls towards the imine ligands pyridine (py) and
2,2'-bipyridine (bpy), used as models for monodentate pyridyl-
linkers (e.g. 4,4’-bpy or pyridylporphyrins) and for chelating
diimine linkers, such as 4’-methyl-2,2'-bipyridine-4-carboxylic
acid (bpyAc) and 2-(2'-pyridyl)pyrimidine-4-carboxylic acid
(cppH) (Fig. 1), respectively.

In particular we investigated the six neutral and water-soluble
Ru(u)-PTA-CO precursors shown in Fig. 2 that have at least one
or two potentially labile ligands, i.e. H,O, dmso-S, C1.*>"

We describe here the preparation and characterization of
a series of new derivatives. The compounds trans,trans,trans-
[RuClL,(CO)(py)(PTA),] (7), cis,cis,trans-[RuCl,(CO),(py)(PTA)] (9),
cis,trans-[Ru(bpy)Cl(CO)(PTA),]Cl (10), mer{Ru(bpy)(CO)(PTA);](-
Cl), (12), cis,trans|Ru(bpy)(CO),CI(PTA)]Cl (13), cis,trans-
[Ru(bpy)(CO),(PTA),](NO3), (14NO3), were obtained in good yield
and fully characterized, whereas cis,cis,trans-[RuCl,(CO)(py)(PTA),]
(8), trans-[RuCl,(bpy)(CO)(PTA)] (11), cis,cis-[Ru(bpy)Cl(CO)(PTA),]
Cl (15), and cis,cis-[Ru(bpy)(CO),CI(PTA)]CI (16) were either iden-
tified in solution only (8, 15, 16) or isolated in low amounts (11).
The X-ray molecular structures of 7, 11-H,0, and 12-7H,0 are also
reported, together with a comprehensive collection of the typical
*'P NMR chemical shift in Ru()-PTA complexes as a function of
the trans ligand.

Finally, it is interesting to note that water-soluble Ru-PTA-
CO complexes and their derivatives are potentially of interest as
homogeneous catalysts in aqueous medium or in biphasic
systems for reactions that involve CO or CO,,>*»*1%131524 and as
controlled CO-releasing and photo-releasing systems (CORMs
and photoCORMSs) for medicinal application.>*"*

Results and discussion
Reactions with pyridine (py)

To the best of our knowledge, there are very few examples of
Ru(n)-PTA coordination compounds with monodentate pyri-
dine or azole ligands, ie. not included in polydentate
ligands.***° Only recently the group of Romerosa described
a series of neutral Ru(u)-PTA half-sandwich compounds that
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Scheme 1 Preparation of trans,trans,trans-[RuCly(CO)(py)(PTA),] (7)
upon treatment of trans,trans,trans-[RuCl(CO)(OH,)(PTA),] (1) with py
in water.

bear a natural purine bound through the N7 or N9 of the imi-
dazolic ring.**

When trans,trans,trans-[RuCl,(CO)(OH,)(PTA),] (1) was treated
with a slight excess of pyridine in water at room temperature, the
yellow complex trans,trans,trans-[RuCl,(CO)(py)(PTA),] (7) was
selectively obtained upon evaporation of the solvent (Scheme 1)
and fully characterized by ESI-MS, NMR, and IR spectroscopies
(ESIT). Thus, pyridine easily and selectively replaced the labile
aqua ligand with retention of the geometry. The *'P{"H} NMR
spectrum of 7 (D,0) presents a singlet at —50.0 ppm, in the
typical region of mutually trans PTAs. The IR spectrum shows
a carbonyl stretching band at 1946 cm ™.

The geometry of complex 7 was confirmed by single crystal X-
ray diffraction analysis (Fig. 3). In the structure, the trans CO/py
ligands were found to be disordered by exchanging their mutual
positions, with a major population of 74.7%.

Conversely, treatment of cis,cis,trans-[RuCl,(CO)(dmso-
S)(PTA),] (2) with a slight excess of pyridine in water afforded
mixtures of products, comprising 7, 8 (see below) and other
unidentified minor species with coordinated py. However, when
the reaction was performed in chloroform under microwave

Fig. 3 X-ray molecular structure (50% probability ellipsoids) of
trans,trans,trans-[RuCl(CO)(py)(PTA),] (7) (major population: 74.7%).
Coordination distances (A): Rul-Cll = 2.409(1), Rul-CI2 = 2.419(1),
Rul-N3 =2.207(6), Rul-C36 = 1.861(7), Rul-P1 = 2.349(1), Rul-P2 =
2.344(1).

This journal is © The Royal Society of Chemistry 2020
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Scheme 2 Reactivity of cis,cis,trans-[RuCl,(CO)(dmso-S)(PTA),] (2) with py in chloroform under MW assisted conditions (100 °C) affording
a mixture of the stereoisomers trans,trans,trans-[RuCly(CO)(py)(PTA),] (7) and cis,cis,trans-[RuClL(CO)(py)(PTA),] (8).
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Scheme 3 Reactivity of the dinuclear species [RuCl(n-Cl)(CO),(PTA)I,
(5) with pyridine in water affording cis,cis,trans-[RuCl(CO),(py) (PTA)]
(9).

assisted conditions (100 °C) it afforded a mixture of 7 (see
above) and of a minor component (ca. 20%) that was identified
as the stereoisomer cis,cis,trans-[RuCl,(CO)(py)(PTA),] (8) (that
formally derives from 2 upon replacement of the dmso without
geometrical rearrangement) (Scheme 2). In fact, the main NMR
resonances of 8 (i.e. the py signals in the proton spectrum and
the singlet for the two PTAs in the phosphorous spectrum) are
only slightly shifted compared to those of 7, and integration
confirmed the stoichiometry (ESIt). The IR spectrum of the
mixture shows a broad carbonyl stretching band at 1977 cm ™.

As previously observed by us, in aqueous solution the dinu-
clear species [RuCl(p-Cl)(CO),(PTA)], (5) behaves as a monomer
with a formally vacant position trans to PTA after the selective
and rapid cleavage of the chloride bridges leading to the
formation of the neutral aqua species cis,cis,trans-[RuCly(-
CO),(OH,)(PTA)].** Consistently, treatment of 5 with a slight
excess of py in D,O at ambient temperature afforded crystals of
cis,cis,trans-[RuCl,(CO),(py)(PTA)] (9). Even though the crystals
were of low quality, the X-ray structure (ESI) unambiguously
confirmed the geometry of the complex, with the pyridine trans
to PTA (first example in Ru(u) species), i.e. in the place of the
cleaved bridging chloride (Scheme 3).

The ESI-MS and NMR spectra of 9 in CDCIl; (ESI;t the solu-
bility of this species was much higher in chloroform than in
water) are fully consistent with this formulation. The IR spec-
trum presents two bands (2058 and 1994 cm™ ') at frequencies

very similar to those found in the precursor 5, in agreement
with the presence of two adjacent CO ligands that, in both
compounds, are trans to chlorides. The *'P{'"H} NMR spectrum
shows a singlet at —28.7 ppm.

Reactions with 2,2'-bipyridine (bpy)

Examples of neutral and cationic Ru(u)-PTA complexes, con-
taining one (cis,cis- and cis,trans[Ru(bpy)Cl,(PTA),], fac- and
mer-[Ru(bpy)Cl(PTA);](PFs)) or two (cis- and trans-[Ru(bpy),(-
PTA),](PFs),, and cis-[Ru(bpy),(OH,)(PTA)](CF3S0;),) bpy
ligands have been described by us and other groups.”**** They
were obtained either by treatment of Ru-PTA precursors with
bpy, or through a complementary approach (i.e. by reaction of
Ru-bpy complexes with PTA).

In this work, we found that trans,trans,trans-[RuCl,(-
CO)(OH,)(PTA),] (1) reacts with bpy in refluxing water by
replacing the water molecule and one of the adjacent chlorides
affording the orange -cationic complex cis,trans-[Ru(bpy)
CI(CO)(PTA),]CI (10) (Scheme 4).

Compound 10 was fully characterized by NMR spectroscopy
and mass spectrometry. The 'H NMR spectrum in D,O shows
eight equally intense resonances in the aromatic region,
consistent with the asymmetric environment of the bpy ligand
(ESIt). In agreement with previous findings,**** the highest
frequency doublet was assigned to H6, ie. the proton with
a partial positive charge that points towards the adjacent chlo-
ride (Scheme 4). The *'P{"H} NMR spectrum presents a singlet
in the region of mutually trans PTAs (6 = —50.6 ppm). The CO
stretching frequency in the IR spectrum (1984 cm™') is shifted
to higher wavenumbers compared to the precursor 1
(1941 ecm™), in agreement with a lower m back-bonding
contribution from ruthenium because of the positive charge.
With time, a very small amount of colorless crystals grew
spontaneously from the D,O NMR solution of the raw product.**
They were found to belong to the unexpected neutral Ru(u)
complex trans-[RuCl,(bpy)(CO)(PTA)] (11), whose formation
implies replacement of one PTA. The full spectroscopic
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Scheme 4 Reactivity of trans,trans,trans-[RuCl,(CO)(OH,)(PTA),] (1) and cis,cis,trans-[RuCl,(CO)(dmso-S)(PTA),] (2) with bpy in water affording

cis,trans-[Ru(bpy)CI(CO)(PTA),ICl (10).

This journal is © The Royal Society of Chemistry 2020
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Scheme 5 Preparation of mer-[Ru(bpy)(CO)(PTA):](Cl), (12) upon
treatment of cis,mer-[RUCl,(CO)(PTA)3] (3) with bpy in water at reflux.

ClI2

Fig. 4 X-ray molecular structure (50% probability ellipsoids) of mer-
[Ru(bpy)(CO)(PTA)s](Cl),- 7H,0O (12-7H,0) obtained by recrystallization
of the raw product from water/acetone. Coordination distances (A):
Rul-C1 = 1.8746(14), Rul-N51 = 2.119(1), Rul-N52 = 2.139(1), Rul-
P2 = 2.3650(4), Rul-P3 = 2.3391(4), Rul-P4 = 2.3631(4).

characterization and X-ray molecular structure of this minor
species are reported in the ESL

Compound 10 was obtained also by treatment of cis,cis,trans-
[RuCl,(CO)(dmso-S)(PTA),] (2) with bpy in water (either 16 h at
reflux or 30 min at 150 °C in a microwave reactor, Scheme 4). In
this case bpy replaces the molecule of dmso and the adjacent
chloride.

The reaction of cis,mer-[RuCl,(CO)(PTA);] (3) with bpy in
refluxing water led to the replacement of both chlorides by bpy,
affording the orange dicationic complex mer{Ru(bpy)(CO)
(PTA);](CD), (12) (Scheme 5).

Compound 12 was fully characterized by NMR and IR spec-
troscopy, mass spectrometry, and its single-crystal X-ray struc-
ture was also determined (Fig. 4 and ESIt). The PTA region of
the "H NMR spectrum in D,O consists of two pairs of signals, in
a 1:2 ratio. The two low-frequency multiplets (12H each)
centered at 4.41 and 3.83 ppm and correlated in the H-H COSY
spectrum, were attributed to the two equivalent trans PTA

PTA
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¢ _
41 10f O
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ligands whose protons fall in the shielding cone of the adjacent
bpy. The other two signals (6H each), centered at 4.81 ppm
(partially overlapped with the water signal) and 4.65 ppm,
respectively, belonged to the PTA trans to N. The "H-"*C HSQC
spectrum established that, in each set, the high-frequency
quartet belongs to the NCH,N protons and the other signal to
the NCH,P protons. The downfield region of the spectrum
(eight resonances, three of which overlapping in an unresolved
multiplet centered at 8.42 ppm) is consistent with the asym-
metric coordination environment of bpy. The aromatic protons
were assigned through a 1D NOESY spectrum: saturation of the
singlet of the NCH,P protons of the PTA trans to bpy gave an
NOE effect with the multiplet at 8.42 ppm thus implying that it
contains the resonance of proton Hé', i.e. the one closest to the
adjacent PTA. The other bpy resonances were then assigned
through an H-H COSY spectrum. The *"P{'"H} NMR spectrum
presents an AX, system. The triplet that belongs to the PTA trans
to bpy (—49.6 ppm) is upfield shifted of ca. 10 ppm compared to
most of the known monocationic and dicationic Ru(u)
complexes featuring one or two PTAs trans to bpy, ie mer-
[Ru(bpy)CI(PTA); (PFe) (~30.2 ppm), fac-[Ru(bpy)CI(PTA);](PF)
(—43.5 ppm),"* cis-[Ru(bpy),(PTA),](Cl), (—38.8 ppm) and cis-
[Ru(bpy),(PTA)(H,0)](CF5503), (—31.6 ppm).*** The difference
might be attributed to the presence of the CO ligand in 12.

The IR spectrum shows a carbonyl stretching band at
2010 cm™ ', ie. at higher wavenumbers than in the precursor
(1942 ¢cm™"), in agreement with the 2+ charge of 12. For
comparison, the CO stretching band in the dicationic mono-
carbonyl Ru(u) complex fac-[Ru(CO)(dmso-O);(dmso-S),](PFs),
falls at 2012 cm™',* suggesting that this parameter is not
particularly affected by the nature of the ligands, but rather by
the net charge of the complex.

X-ray quality crystals of 12 were obtained upon recrystalli-
zation of the raw product from water/acetone (Fig. 4). The
coordination distances are in general agreement with the
known trans influence of the ligands: thus, the Ru-P bond
lengths of the two trans PTA ligands are longer than the Ru-P
distance trans to N. Similarly, the Ru-N bond length trans to
CO is longer than that trans to P, consistent with the previous
finding that CO has a stronger trans influence than PTA.™

The reaction of ¢rans-[RuCl,(CO)(PTA);] (4) - a stereoisomer
of 3 - with bpy led to a mixture of compounds (Scheme 6),
identified through the *'P{"H} NMR spectrum as 10, 11, and
mer-[Ru(bpy)CI(PTA);]" (previously described by us as PFg salt),**
in ca. 1:7.5: 3 ratio. This finding suggests that, even though

z N/"/h,,|L WWPTA Z Nl/"h,,lRu.m\\\ PTA
u +
PTA” | YPTA P | PTA

12% 2CI” Cl ci
o}

Scheme 6 Reactivity of trans,mer-[RuCl(CO)(PTA)s] (4) towards bpy in refluxing water.
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Scheme 7 Reactivity of [RuCl(u-Cl)(CO),(PTA)], (5) towards bpy in
refluxing water affording cis,trans-[Ru(bpy)(CO),CI(PTA)ICL (13).

bpy preferentially replaces the two chlorides, it can also replace
either a PTA/CI™ or a CO/Cl™ pair.

Treatment of the dinuclear species [RuCl(p-Cl)(CO),(PTA)],
(5) with bpy in refluxing water led to the isolation of the cationic
dicarbonyl red-orange compound cis,trans-[Ru(bpy)(CO),-
CI(PTA)]CI (13), formally derived from the replacement in each
half of the precursor of the two chlorides trans to CO, one
bridging and the other terminal (Scheme 7). In fact, the *'P{'"H}
NMR spectrum in D,O presents a singlet at —25.4 ppm, ie. in
the typical region of PTA trans to Cl. The "H NMR spectrum
shows in the aromatic region four equally intense signals (2H
each), in agreement with bpy coordinated in a symmetrical
environment. The integration ratio of bpy and PTA resonances
is consistent with the stoichiometry of the complex. No hydro-
lysis of the chloride was observed in D,O solution (i.e. no new
set of proton resonances attributable to [Ru(bpy)(CO),(OH,)(-
PTA)]*" grew with time), most likely because of the positive
charge of the complex. The IR spectrum of 13 presents two CO
stretching bands at 2085 and 2034 cm™*, in agreement with the
presence of two cis carbonyls. For comparison, the CO stretch-
ing bands in the cationic dicarbonyl Ru(u) complex cis,fac-
[Ru(CO),Cl(dmso);](PF,) fall at 2092 and 2030 cm ™ *.*

The reaction between cis,cis,trans-[RuCl,(CO),(PTA),] (6) and
bpy yielded a mixture of 13 with a new product 14 (in ca. 1/2 ratio)
(Scheme 8). The new species is characterized by a set of four
equally intense bpy signals in the aromatic region of the "H NMR
spectrum, and by a singlet at —50.9 ppm in the *'P{'"H} NMR
spectrum, typical of mutually ¢rans PTAs. Based on this spectro-
scopic evidence, 14 was formulated as the dicationic complex
with two mutually trans PTAs, cis,trans-[Ru(bpy)(CO),(PTA),](Cl),
(14Cl), derived from 6 upon replacement of both chlorides. To be
noted that the formation of 13 from 6 involves isomerization: Cl,
that was trans to CO in the precursor, is ¢trans to PTA in 13.

Compound 14 was selectively obtained, as the orange nitrate
salt (14NOj3), when 6 was reacted with bpy in refluxing water
after the addition of 2.1 eq. of AgNO; (Scheme 9). The 'H, *'P
{"H} NMR, and ESI-MS spectra of 14NQ;, are coincident with
those of 14Cl (Scheme 8). Consistent with the cis geometry of
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Scheme 8 Reactivity of cis,cis,trans-[RuCly(CO),(PTA),] (6) towards
bpy in refluxing water yielding a mixture of cis,trans-[Ru(bpy)(CO),-
CUPTA)ICL (13) and cis,trans-[Ru(bpy)(CO),(PTA),l(Cl), (14CL).

This journal is © The Royal Society of Chemistry 2020
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9 Preparation of cis,trans-[Ru(bpy)(CO),(PTA),I(NO=),

the CO ligands, the complex has two CO stretching bands (2086
and 2038 cm ') in the IR spectrum. Compared with the
precursor 6, the CO stretching frequencies of both 13 and 14 are
shifted to higher wavenumbers, in accordance with the positive
charge of the two products; nevertheless, it is remarkable that in
14 they are very similar to those found in 13, despite the higher
positive charge. Compound 14 is the first dicationic dicarbonyl
Ru(ir) compound that we have isolated thus far; the previously
prepared dicationic species have a single CO (e.g
[Ru(CO)(dmso)s](PF¢),), whereas the dicarbonyl compounds
were monocationic (e.g. 13).

Light-induced rearrangements in Ru(u)-PTA-bpy carbonyls

Both Ru(i)-PTA and RuX,(CO),(P),_, (n = 1-3) complexes have
shown to be photoreactive.'**>***¢* The group of Romerosa has
recently reported a study of the effects of visible light on a series
of water-soluble Ru(u) complexes with PTA.** For this reason we
decided to perform a preliminary investigation of the effect of
visible light on selected Ru(u)-PTA-bpy carbonyls, that are
characterized by the presence of an absorption band in the
range of 400-525 nm. In general, D,O solutions of the
complexes were directly irradiated in the NMR tube and the
products were characterized spectroscopically, without being
isolated.

We found that 24 h irradiation with blue light (A = 470 nm)
of an orange D,0 solution of cis,trans-[Ru(bpy)Cl(CO)(PTA),]|Cl
(10) induces its clean and complete transformation to the new
cis-isomer cis,cis-[Ru(bpy)Cl(CO)(PTA),]Cl (15) (Scheme 10). In
fact, the *'P{'"H} NMR spectrum of the product (ESIt) presents
an AX system of two doublets, one in the region of PTA trans to
Cl (—25.1 ppm, *Jp_p = 24.7 Hz) and the second in that of PTA
trans to bpy (—42.3 ppm). The PTA region of the 'H NMR
spectrum shows a broad singlet at 3.93 ppm and three partially
overlapped AB systems centered respectively at 4.41, 4.58, and
4.71 ppm (4H each), consistent with the non-equivalence of the
two PTAs. The two most upfield signals, correlated in the "H-"H
COSY spectrum (ESIT), were attributed to the PTA trans to Cl
that falls into the shielding cone of the adjacent bpy. As above

+ +
YT S
=——Nu,,, | ~aN hv, 470 nm 6 N, | N &
Ru\ —
o | Neg.

< H,0
10 pTA ©

Scheme 10 Light-induced isomerization (A = 470 nm, 24 h) of cis,-
trans-[Ru(bpy)CHCO)(PTA),ICL (10) to cis,cis-[Ru(bpy)CUCO)(PTA),ICL
(15).
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Scheme 11 Light-induced isomerization (A = 470 nm, 72 h) of cis,trans-[Ru(bpy)(CO),CLPTA)ICL (13) to cis,cis-[Ru(bpy)(CO),CL(PTA)ICL (16) and

cis,cis-[Ru(bpy) CUCO)(PTA)ICL (15).

Table 1 The main Ru(i)—PTA-pyridine carbonyls described in this
work

Cl Q
HoOm,, | WPTA cl: <|;|
Ru Osc,,. | wClim, | WPTA
Precursor PTA/ I ~N, S ”'R ; /Rlu W
S0
1 CI PTA I Cl i ‘O
5 1
(0]
i
Y cl e @
/Nllln,,,, | ‘\\\\\PTA OQC””“ | N /J
Product Ru "Ry
PTA” | o et | N
7 ¢ O Cl

for 12, the aromatic protons were assigned through a 1D NOESY
spectrum, followed by an "H-"H COSY spectrum (ESI{). Finally,
the IR spectrum of compound 15 shows a single carbonyl
stretching band at 1992 cm ™, i.e. a frequency similar to that of
the trans-isomer 10 (1984 cm ™ %).

A similar light-induced isomerization was observed with
cis,trans-[Ru(bpy)(CO),CI(PTA)]CI (13) (Scheme 11). In this case
the process was slower (and less selective) and complete

transformation required the irradiation of an aqueous solution
of 13 with blue light for 3 days. The major product of this
reaction, 16, shows a singlet in the region of PTA trans to bpy
(—39.6 ppm) in the *'P{'"H} NMR spectrum, and eight reso-
nances in the aromatic region of the "H NMR spectrum for an
asymmetrically bound bpy (with two multiplets of overlapping
resonances). Consistent with these spectroscopic evidence, the
new compound 16 was formulated as cis,cis-[Ru(bpy)(CO),-
CI(PTA)|CL. The IR spectrum presents two carbonyl stretching
bands at 2006 and 1979 cm ™' in agreement with the presence of
two cis CO ligands. Compared to the starting trans isomer 13
(2085 and 2034 cm™ '), the two bands of 16 are shifted to lower
wavenumbers, possibly because one CO is trans to the good -
donor CL

To our surprise, the *'P{’"H} NMR spectrum showed that
formation of 16 is accompanied by that of 15 (ca. 6/1 ratio), in
addition to other uncharacterized minor species (ESIT). Since
there is no external source of PTA, the formation of 15 from 13
implies the occurrence of a decarbonylation process followed by
disproportionation.

Conversely, compound cis,trans-[Ru(bpy)(CO),(PTA),](NO;),
(14NO;) was light-stable. The *'P NMR spectrum of a D,O
solution of 14NO; remained unchanged even after one week of
irradiation either with blue or white light.

Table 2 The main Ru(i)—PTA-bpy carbonyls described in this work listed in order of increasing number of PTA ligands

Cl
0 H20m,, | WPTA oTA
C cl /Ru\ | -0 PTA
OSCI//:, I wCla,, | WPTA PTA I C\\\O Cl””’h.Ru.u\“‘\C‘ Cllluu,,Rlu..m\\\PTA
Ru RU 1 Cl ~
Precursor PTA/ | \CI/ | PTA a” | CSO o l \C$O
Cl G o | & s PTA 3 PTA
5 (0] Clitn, 1 S
N0
c” | <
~0
2 PTA
+ 2+
s
~—Nu,, Ru‘“\\\\\c’ o | N, | wCl ) S NI/,,,,,F\’IU““\\\C”ZNO_ T F\J PTA .
Product — N/ | \C\\ /R ~, Cl _— N/ | \Ce 3 / l \ 2Cl
= <O i \| | ~ ~ | QO
PTA <~ 10 e} PTA = 12 PTA
13 PTA 14NO,
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Table 3 Typical **P{*H} NMR chemical shift intervals (4) and Ru—P distances for PTA bound to octahedral Ru(i) complexes as a function of the

nature of the trans ligand

Ligand trans to PTA 4 *'P{'"H}" (ppm)

4 Ru-P distance (A)

Ref.”

OH,/OH -5+ —16 — 14, 15, 24 and 50

Cl —14 + =30 2.232 + 2.283 p-w. and 8b, 14 and 15
N(azole) —17 + —49 2.2605 + 2.2971 36-40

Br —24 + —27 2.266 + 2.281 51

H —26.6° 2.299 + 2.300 48

N(py)° —28.8 p-w.

s? —30 + —45 2.280 + 2.318 12, 16b and 43

N(bpy, phen) —30 + —50° 2.2849 =+ 2.3391 p.w. and 7, 14 and 425
P(PTA) —42 + —60 2.290 + 2.400 p.w. and, 7, 8b, 13-15, 24, 42, 48, 50 and 52-54
co —55 + =70 2.3821 + 2.3828 15

(o —68.4 2.395(1) 55

“ For comparison, the singlet of free PTA falls at 6 = —98.2 ppm in D,0 and at —102.3 ppm in CDCl,. ” p.w. = present work. ¢ Single hit. ¢ From [9]
aneS3 = 1,4,7-trithiacyclononane. ° When PTA is trans to 2,2"-bipyridine-6,6'-dicarboxylato (bda), the *'P{'H} chemical shift falls at —51.2 ppm (not
included in the table).*/ Concerns bpy complexes exclusively. In the single phen complex, mer-[Ru(phen)Cl(PTA);]Cl (two independent cations in
the asymmetric unit), the Ru-P distances are slightly shorter, 2.269(3) and 2.279(3) A.*?* ¢ Single hit, from cyclometallated 2-phenylpyridine.

Conclusions

We have investigated the reactivity of selected neutral Ru(u)-
PTA carbonyls with potentially labile ligands (i.e. H,O, dmso
and/or Cl) towards the model imine ligands pyridine (py) and
2,2'-bipyridine (bpy). The results are graphically summarized in
Tables 1 and 2 that collect the main products with their
respective precursors. To be noted that 5 is the only precursor
that affords derivatives with a single PTA bound to ruthenium.
Whereas the monodentate pyridine replaces exclusively neutral
ligands, i.e. H,O or dmso-S, bpy is capable of replacing also the
chlorides, thus affording mono- and dicationic products. PTA
and supporting CO ligands are typically not replaced. Consis-
tent with the expected lability order, the aqua ligand is easily
replaced by pyridine at room temperature (e.g. 7), whereas
replacement of dmso-S required more forcing conditions
(refluxing chloroform or ethanol) that induced partial isomeri-
zation. Replacement of chlorides by bpy was typically performed
in refluxing water, and was occasionally silver-assisted. Most of
the complexes are well soluble in water and alcohols (methanol
and ethanol). Exceptions are the neutral carbonyls 9 and 11,
both containing a single PTA ligand.

Coordination of bpy is often accompanied by stereochemical
changes. We notice that bpy does not like being bound ¢rans to
two PTA ligands. In fact, in all the Ru(u)-PTA-bpy complexes
described in the literature that feature two or three PTA ligands,
the coplanar {Ru(bpy)(PTA),} fragment is found only in fac-
[Ru(bpy)CI(PTA);](PFs), that however is a kinetic product that
thermally isomerizes to the thermodynamic meridional
stereoisomer. We believe that this is due to both steric and
electronic factors (7 back-bonding competition).

We found that in some bpy compounds light-induced
isomerization could be induced. Thus, irradiation with blue
light selectively transformed cis,trans-[Ru(bpy)Cl(CO)(PTA),]Cl
(10) into cis,cis-[Ru(bpy)Cl(CO)(PTA),]Cl (15) (Scheme 10),
whereas the isomerization of cis,trans-[Ru(bpy)(CO),CI(PTA)]CI

This journal is © The Royal Society of Chemistry 2020

(13) to cis,cis-[Ru(bpy)(CO),Cl(PTA)]CI (16) was accompanied by
formation of 15 (Scheme 11).

We have already observed that is possible to use *'P{'H}
NMR chemical shifts as a diagnostic tool for establishing the
geometry of octahedral Ru-PTA complexes.'**> We report here
an updated list of the typical *'P{'H} NMR chemical shift
intervals (4) for PTA bound to Ru(u) as a function of the nature
of the trans ligand, that contains the data from the new py and
bpy derivatives (Table 3). We observe that when PTA is trans to
an imine nitrogen (i.e. py, bpy), the *'P{"H} NMR chemical shift
is remarkably affected by the nature of the ligand: when trans to
py it falls at —28 ppm (we have only one example: complex 9),
whereas when trans to bpy it falls in a rather broad range which
is shifted to lower frequencies compared to py: —30 +~ —50 ppm
(but most often between —30 a —40 ppm, see below). Pyridine is
known to be a weaker field ligand compared to bpy, being both
a worse og-donor and m-acceptor. In addition, the orientation of
the pyridyl rings are different: for bpy they are in the plane
containing PTA, whereas pyridine is typically canted with
respect to such plane, implying a different involvement of their
7 orbitals. Indeed, in the complex trans-[RuCl,{(R,R)-Pr-
pybox}(PTA)] where pyridine is part of a tridentate chelating
ligand, and is forced to lay in the equatorial plane that contains
the trans PTA, the *'P chemical shift falls at —41.5 ppm, i.e. in
the range typical for bpy.*”

As already observed by us,'** Table 3 provides also a trans-
influence ranking for the ligands trans to PTA; in fact there is
a rough correlation between the Ru-P bond length and the
chemical shift of the *'P{'"H} NMR resonance: as the Ru-P
distance increases, the phosphorous resonance shifts progres-
sively to lower frequencies (i.e. closer to that of free PTA). To this
regard we notice that there are only two examples of PTA trans to
bpy in which the *'P chemical shift falls at frequencies lower
than —40 ppm: fac-[Ru(bpy)Cl(PTA);](PFs) (—43.5 ppm) and mer-
[Ru(bpy)(CO)(PTA);](Cl), (12, —49.6 ppm). In both complexes,
due to the overall charge and competing ligands, the m-back

RSC Adv, 2020, 10, 26717-26727 | 26723
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donation to such PTAs is expected to be lower than for the other
cases, leading to weaker and longer Ru-P bonds.

Experimental section
Materials

All chemicals were purchased from Sigma-Aldrich and used as
received. Solvents were of reagent grade. The Ru(u)-PTA
carbonyls 1-6 were synthesized and purified as previously re-
ported by us.*®

Instrumental methods

Mono- and bi-dimensional (*H-'H COSY, "H-"*C HSQC) NMR
spectra were recorded at room temperature on a Varian 400 or
500 spectrometer ("H: 400 or 500 MHz, “*C{'H}: 100.5 or 125.7
MHz, *"P{"H}: 161 or 202 MHz). "H and “C{"H} chemical shifts
were referenced to the peak of residual non-deuterated solvent
(6 = 7.26 and 77.16 for CDCls, 2.50 and 39.52 for DMSO-d,) or
were measured relative to the internal standard DSS (6 = 0.00)
for D,O. Carbon resonances were assigned through the HSQC
spectra. >'P chemical shifts were referenced to external 85%
H;PO, at 0.00 ppm. ESI mass spectra were collected in the
positive and negative mode on a PerkinElmer APII spectrometer
at 5600 eV. The UV-vis spectra were obtained on an Agilent Cary
60 spectrophotometer, using 1.0 cm path-length quartz cuvettes
(3.0 mL). Solid state infrared spectra were obtained as Nujol
mulls between NaCl plates and recorded on a PerkinElmer
Fourier-transform IR/Raman 2000 instrument in the trans-
mission mode. Solution IR spectra (in chloroform, ethanol or
methanol) in the CO stretching region were recorded between
CaF, windows (0.5 mm spacer). A thermostatted Berghof
stainless steel vessel (autoclave), equipped with a 100 mL Teflon
liner, was used for the reactions with CO under pressure. A CEM
Discover microwave reactor was used for the microwave-
assisted reactions performed in 10 mL vessels. Elemental
analyses were performed in the Department of Chemistry of the
University of Bologna (Italy). A homemade LED apparatus,
described in detail elsewhere,*® was used for performing the
photochemical reactions in NMR tubes.

X-ray diffraction

Data collections were performed at the X-ray diffraction beam-
line (XRD1) of the Elettra Synchrotron of Trieste (Italy) equipped
with a Pilatus 2 M image plate detector.

Collection temperature was 100 K (nitrogen stream supplied
through an Oxford Cryostream 700); the wavelength of the
monochromatic X-ray beam was 0.700 A and the diffractograms
were obtained with the rotating crystal method. The crystals
were dipped in N-paratone and mounted on the goniometer
head with a nylon loop. The diffraction data were indexed,
integrated and scaled using the XDS code.*” The structures were
solved by the dual space algorithm implemented in the SHELXT
code.”® Fourier analysis and refinement were performed by the
full-matrix least-squares methods based on F2 implemented in
SHELXL.* The Coot program was used for modeling.*® Aniso-
tropic thermal motion was allowed for all non-hydrogen atoms.
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Hydrogen atoms were placed at calculated positions with
isotropic factors U = 1.2 X Ueq, Ueq. being the equivalent
isotropic thermal factor of the bonded non hydrogen atom.
Crystal data and details of refinements are in the ESL.{

Synthesis of the complexes

All the synthetic procedures with Ru-PTA carbonyls precursors
were performed under dimmed light and in light-protected
glassware.

trans,trans,trans-[RuCl,(CO)(py)(PTA),] (7). trans,-
trans,trans-[RuCl,(CO)(OH,)(PTA),]-3H,0 (1, 30 mg, 0.051
mmol) was dissolved in 3 mL of water obtaining a yellow solu-
tion; 1.4 equivalents of pyridine (13.1 pL, 0.07 mmol) were
added and the solution was stirred at room temperature for
three days. Removal of the water by rotary evaporation afforded
a yellow precipitate that was treated with acetone (2 x 2 mL).
The resulting yellow powder was collected on a glass filter,
washed with acetone and diethyl ether, and dried in vacuo
(yield: 19.2 mg, 63%). The solid was pure 7 according to 'H and
*1p{'"H} NMR spectra. Elemental analysis calcd for [C1sH,oCl,-
N,OP,Ru] (Myw: 593.0): C 36.43; H 4.93; N 16.52. Found: C 36.53;
H 4.89; N 16.59. 'H NMR (D,0) é (ppm): 9.08 (d, 2H, H2, 6), 8.11
(t, 1H, H4), 7.66 (t, 2H, H3, 5), 4.35 (m, 12H, NCH,N), 3.90 (br s,
12H, NCH,P). *C NMR from the HSQC spectrum (D,O),
6 (ppm): 151.0 (C2, 6), 139.6 (C4), 125.9 (C3, 5), 70.6 (NCH,N),
47.0 (NCH,P). *'P{'"H} NMR (D,0), é (ppm): —50.0 (s, 2P,
mutually trans PTAs). Selected IR absorption (Nujol, cm )
1946 (vco)- ESI mass spectrum: 594.3 m/z [M + H]" (caled 594.0).

cis,cis,trans-[RuCl,(CO),(py)(PTA)] (9). [RuCl(p-Cl)(CO)y(-
PTA)], (5, 30 mg, 0.038 mmol) was partially dissolved in 3 mL of
water obtaining a colorless solution; 1.2 equivalents of pyridine
(16.0 pL, 0.091 mmol) were added and the solution was stirred
at room temperature for three days. Removal of the water by
rotary evaporation afforded a precipitate that was dissolved in
chloroform (a small amount of undissolved solid was removed
by filtration over Celite). Removal of the chloroform by rotary
evaporation afforded a solid that was pure 9 according to *H and
3'p{'H} NMR spectra (yield: 7.3 mg, 55%). X-ray quality crystals
of 9 formed spontaneously from a concentrated D,O solution.
Elemental analysis calcd for [C;3H;,Cl,N,0,PRu] (My: 463.9): C
32.63; H 3.69; N 12.07. Found: C 32.54; H 3.59; N 11.95. '"H NMR
(CDCl;) 6 (ppm): 8.91 (d, 2H, H2, 6), 7.87 (t, 1H, H4), 7.45 (t, 2H,
H3, 5), 4.60 (br s, 6H, NCH,N), 4.53 (br s, 6H, NCH,P). ">*C NMR
from the HSQC spectrum (CDCly), 6 (ppm): 154.2 (C2, 6), 138.8
(C4), 125.8 (C3, 5), 73.1 (NCH,N), 53.5 (NCH,P). *'P{'"H} NMR
(CDCly), 6 (ppm): —28.8 (s, 1P, PTA trans to py). Selected IR
absorption (chloroform solution, cm™*): 2058 (vco), 1994 (vco)-
ESI mass spectrum: 464.5 m/z [M + H|" (caled 464.9).

cis,trans-[Ru(bpy)Cl(CO)(PTA),]Cl (10). cis,cis,trans-[RuCl,(-
CO)(OH,)(PTA),]-3H,0 (1, 20 mg, 0.034 mmol) was dissolved in
5 mL of water. One eq. of bpy (5.3 mg, 0.034 mmol) was added
and the mixture was refluxed for 2 h. The yellow solution turned
rapidly orange. The solvent was removed by rotary evaporation
affording an orange solid. The solid was pure 10, according to
'H and *'P{'"H} NMR spectra (yield 22.3 mg, 98%). Elemental
analysis caled for [C,3H;3,Cl,NgOP,Ru] (Mw: 670.5): C 41.20; H

This journal is © The Royal Society of Chemistry 2020
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4.81; N 16.71. Found: C 41.12; H 4.86; N 16.77. "H-NMR (D,0)
6 (ppm): 9.27 (d, 1H, He), 8.93 (d, 1H, H6'), 8.66 (d, 1H, H3), 8.55
(d, 1H, H3'), 8.42 (t, 1H, H4), 8.23 (t, 1H, H4'), 7.96 (t, 1H, H5),
7.60 (d, 1H, H5'), 4.41, 4.31 (ABq, 12H, NCH,N), 3.82, 3.76 (ABq,
12H, NCH,P). *C NMR from the HSQC spectrum (D,O),
6 (ppm): 155.7 (C6’), 149.0 (C6), 141.0 (C4), 139.4 (C4'), 128.1
(C5"), 127.9 (C5), 125.0 (C3'), 124.8 (C3), 70.3 (NCH,N), 46.3
(NCH,P). *'P{'"H} NMR (D,0), 6 (ppm): —50.6 (s, 2P, mutually
trans PTAs). Selected IR absorption (ethanol solution, cm™*):
1984 (v¢o). ESI mass spectrum: 635.6 m/z [M'] (caled 635.9). UV-
vis (Hy0): Amax = 401 nm.

Compound 10 was also obtained, in lower yield, by treatment
of an aqueous solution of cis,cis,trans-[RuCl,CO(dmso-S)(PTA),]
(2) (40.0 mg, 0.067 mmol) with bpy (10.5 mg, 0.067 mmol) for
16 h at reflux or in a microwave reactor at 150 °C for 30 min. The
solvent was removed by rotary evaporation affording an orange
solid that was crushed with acetone (2 x 2 mL), then washed
with diethyl ether, and dried in vacuo (yield 25.6 mg, 57%).

mer-[Ru(bpy)(CO)(PTA);](Cl), (12). cis,mer-[RuCl,CO(PTA);]
(3) (40.0 mg, 0.060 mmol) was dissolved in 5 mL of water. One
eq. of bpy (9.4 mg, 0.060 mmol) was added and the yellow
solution was refluxed for 1 h, during which time it turned
rapidly to orange (10 min). The solvent was removed by rotary
evaporation affording an orange solid that was treated with
acetone (2 x 2 mL), washed with diethyl ether and dried in
vacuo. The solid was pure 12, according to 'H and *'P{"H} NMR
spectra (yield 30.0 mg, 60%). X-ray quality crystals of 12 were
obtained by slow diffusion of acetone into a water solution of
the complex. Complex 12 is soluble in water, methanol, ethanol
and DMSO. Elemental analysis calcd for [CyoH44Cl,N;,OP3Ru]
(Mw: 826.6): C 42.09; H 5.36; N 18.62. Found: C 42.00; H 5.25; N
18.54. "H-NMR (D,0) 6 (ppm): 9.07 (d, 1H, H6), 8.92 (m, 2H, H3
+H3'), 8.53 (m, 3H, H6' + H4 + H4'), 7.99 (m, 2H, H5 + H5'), 4.85,
4.73 (ABq, 6H, NCH,N PTA trans to N), 4.66 (br s, 6H, NCH,P,
PTA trans to N) 4.40 (m, 12H, NCH,N mutually trans PTAs), 3.86,
3.80 (ABq, 12H, NCH,P). >*C NMR from the HSQC spectrum
(D,0), 6 (ppm): 154.9 (C6), 153.8 (C6'), 142.4 (C4 + C4), 129.9
(C5 +C5'), 126.9 (C3 + C3'). *'P{"H} NMR (D,0), 6 (ppm): —49.6
(t, 1P, *Jp_p = 25.2 Hz, PTA trans to N), —55.4 (d, 2P, mutually
trans PTAs). Selected IR absorption (Nujol, em™"): 2010 (vco).
ESI mass spectrum: 631.6 m/z [M — PTA + OH]" (caled 631.7).
UV-vis (H,0): Apax = 415 nm.

cis,trans-[Ru(bpy)(CO),CI(PTA)]C1 (13). [RuCl(p-Cl)(CO),(-
PTA)], (5, 30 mg, 0.038 mmol) was dissolved in 5 mL of water.
One eq. of bpy (5.9 mg, 0.038 mmol) was added and the color-
less solution was refluxed for 1 h, during which time it turned
rapidly to orange-red. The solvent was removed by rotary evap-
oration affording an orange solid that was treated with acetone
(2 x 2 mL), washed with diethyl ether, and dried in vacuo. The
solid was pure 13, according to 'H and *'P{'H} NMR spectra
(vield 13.4 mg, 65%). Elemental analysis calcd for [C;gHCl,-
N5;0,PRu] (My: 541.3): C 39.94; H 3.72; N 12.94. Found: C 39.84;
H 3.66; N 12.85. '"H-NMR (D,0) 6 (ppm): 9.08 (d, 2H, H6, 6'), 8.67
(d, 2H, H3, 3) 8.44 (t, 2H, H4, 4), 7.91 (t, 2H, H5, 5'), 4.46 (m,
6H, NCH,N), 4.09 (br s, 6H, NCH,P). >*C NMR from the HSQC
spectrum (D,0), ¢ (ppm): 153.5 (C6, 6'), 142.0 (C4, 4'), 129.0 (C5,
5'), 125.5 (C3, 3'), 70.3 (NCH,N), 50.6 (NCH,P). *'P{'"H} NMR

This journal is © The Royal Society of Chemistry 2020

View Article Online

RSC Advances

(D,0), 6 (ppm): —25.5 (s, 1P, PTA trans to Cl). Selected IR
absorption (methanol solution, cm™"): 2085 (vco), 2034 (vco)-
ESI mass spectrum: 478.6 m/z [M — CO]" (caled 478.7). UV-vis
(H20): Amax = 526 nm.

cis,trans-[Ru(bpy)(CO),(PTA),](NO;), (14NOs). cis,cis,trans-
[RuCl,CO,(PTA),] (7) (40.0 mg, 0.074 mmol) was dissolved in
8 mL of water. 2.1 eq. of AgNO; (26.4 mg, 0.155 mmol) and 1 eq.
of bpy (11.6 mg, 0.074 mmol) were added and the mixture was
heated to reflux for 1 h. Upon heating the colorless solution
turned rapidly orange-red, and a grey AgCl precipitate formed.
At the end of reaction, the precipitate was removed by filtration
on a Celite pad. The solution was rotary evaporated to dryness
affording a red solid that was treated with acetone (3 x 2 mL),
washed with diethyl ether, and dried in vacuo. The solid was
pure 14NO;, according to "H and *'P{'H} NMR spectra (yield
30.0 mg, 57%). Complex 14NO; well soluble in water and
DMSO. Elemental analysis caled for [C,3H3,N;100sP,Ru] (My:
751.6): C 38.35; H 4.29; N 18.64. Found: C 38.20; H 4.22; N 18.73.
"H-NMR (D,0), 6 (ppm): 9.02 (d, 2H, H6, 6'), 8.82 (d, 2H, H3, 3')
8.57 (t, 2H, H4, 4'), 8.02 (t, 2H, H5, 5'), 4.47, 4.43 (ABq, 12H,
NCH,N), 4.04 (br s, 12H, NCH,P). ">*C NMR from the HSQC
spectrum (D,0), 6 (ppm): 153.9 (C6, 6'), 142.7 (C4, 4'), 129.1 (C5,
5"), 126.7 (C3, 3'), 70.4 (NCH,N), 47.8 (NCH,P). *'P{'"H} NMR
(D,0), ¢ (ppm): —50.9 (s, 2P, mutually trans PTAs). Selected IR
absorption (methanol solution, cm™"): 2086 (vco), 2038 (vco)-
UV-vis (Hy0): Apax = 523 nm.

cis,cis-[Ru(bpy)Cl(CO)(PTA),]CI (15). The reaction was per-
formed in an NMR tube, and the product was not isolated.
cis,trans-[Ru(bpy)Cl(CO)(PTA),]Cl (23, 5.0 mg, 7 umol) was dis-
solved in 0.6 mL of D,0, and the orange solution was irradiated
with blue light (2 = 470 nm, 40 mW) for 24 h. Even though no
evident color change was observed during the reaction, the final
'H and *'P{'H} NMR spectra indicated complete formation of
15. 'H-NMR (D,0) ¢ (ppm): 9.09 (d, 1H, H6), 8.75 (d, 1H, H6'),
8.65 (d, 1H, H3), 8.58 (d, 1H, H3'), 8.41 (t, 1H, H4), 8.32 (t, 1H,
H4'), 7.87 (t, 1H, H5), 7.81 (d, 1H, H5'), 4.61 (m, 6H, NCH,N),
4.45 (m, 6H NCH,P) 4.31, 4.16 (ABq, 6H, NCH,N), 3.80 (br s,
12H, NCH,P). ®C NMR from the HSQC spectrum (D,O),
6 (ppm): 153.4 (C6), 153.3 (C6'), 141.5 (C4), 140.7 (C4'), 128.4
(C5), 128.1 (C5'), 125.5 (C3), 125.0 (C3), 70.6 (NCH,N), 70.3
(NCH,N), 80.8 (NCH,P), 49.0 (NCH,P). *'P NMR (D,0), 6 (ppm):
—25.0 (1P, *Jp_p = 24.8 Hz, PTA trans to Cl), —42.4 (1P, PTA trans
to N). Selected IR absorption (em™'): 1992 (vco). ESI mass
spectrum: 635.4 m/z (635.9 caled) (M"). UV-vis (H,0): Amax =
405 nm.

cis,cis-[Ru(bpy)(CO),CI(PTA)]CI (16). The reaction was per-
formed in an NMR tube, and the product was not isolated.
cis,trans-[Ru(bpy)(CO),CI(PTA)]CI (13, 2.5 mg, 4 umol) was dis-
solved in 0.6 mL of D,0, and the orange-red solution was irra-
diated with blue light (A = 470 nm, 40 mW) for 72 h. The
solution turned from orange-red to orange during the reaction.
The final "H and *'P{"H} NMR spectra indicated complete
formation of 16 in mixture with cis,cis-[Ru(bpy)Cl(CO)(PTA),]Cl
(15) (6/1 ratio ca.). "H-NMR (D,0) ¢ (ppm): 9.28 (d, 1H, H6), 8.77
(d, 1H, H6'), 8.61 (d, 1H, H3), 8.44 (m, 3H, H3' + H4 + H4'), 7.92
(m, 2H, H5 + H5'), 4.47 (m, 6H, NCH,N), 4.05, 4.01 (ABq, 6H
NCH,P). *C NMR from the HSQC spectrum (D,0), 6 (ppm):
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155.8 (C6), 155.5 (C6'), 140.7 (C4 + C4'), 128.3 (C5 + C5'), 125.8
(€3, 125.5 (C3), 70.5 (NCH,N), 48.4 (NCH,P). *'P{'"H} NMR
(Dy0), ¢ (ppm): —39.6 (s, 1P, PTA trans to N). Selected IR
absorption (ethanol solution, cm™"): 2006 (vco), 1979 (vco). ESI
mass spectrum: 478.6 m/z [M — CO]" (caled 478.7). UV-vis (H,0):
Amax = 400 nm.
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