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The dinuclear complex [RuCICp(PPhs)-u-dmoPTA-1xP:2k®>N,N -
Co(acac-«20,0),] - Ho0 (2; dmoPTA = 3,7-dimethyl-1,3,7-triaza-
5-phosphabicyclo[3.3.1]nonane) has been synthesized by reaction
of [RuCICp(HdmoPTA)(PPh3)](OSO,CFs) (1) with Co(acac), in
methanol  (HdmoPTA = 3,7-H-3,7-dimethyl-1,3,7-triaza-5-
phosphabicyclo[3.3.1]nonane). Elemental analysis, IR, NMR, and
single-crystal X-ray structure determination have characterized the
new complex. This complex is active for the catalytic isomerization
of but-1-en-3-ol in acetone better than 1.

Tertiary water-soluble phosphines have been the most
widely used class of hydrosoluble ligands for catalysis in
water because of their neutral donating ability, which can
effectively stabilize the metal center throughout several
catalytic cycles. A variety of hydrosoluble phosphines have
appeared throughout the years, and their catalytic potential
has been investigated.! Our research group has paid special
attention to the synthesis of new water-soluble phosphines.
We have recently presented the synthetic general procedure
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for obtaining a family of phosphines containing amino acids>
and three new PTA derivatives: the dmPTA, dmoPTA, and
HdmoPTA (PTA = 1,3,5-triaza-7-phosphaadamantane; dmP-
TA = N,N’-dimethyl-1,3,5-triaza-7-phosphaadamantane;
dmoPTA = 3,7-dimethyl-1,3,7-triaza-5-
phosphabicyclo[3.3.1]nonane; HdmoPTA = 3,7-H-3,7-di-
methyl-1,3,7-triaza-5-phosphabicyclo[3.3.1]nonane).? These
compounds are easily obtained, being interesting ligands for
obtaining new water-soluble complexes useful as catalysts
in aqueous homogeneous catalysis. As a result of
our initial efforts, the novel complex [RuCICp
(HdmoPTA)(PPh3)](OSO,CF;) (1) was obtained by the
reaction of dmPTA with [RuCICp(PPhs),]. In complex 1,
the new ligand HdmoPTA is coordinated by the P atom to
the metal.® Three conclusions could be extracted from the
observed reactivity for HImoPTA and the analysis of the
crystal structure of 1: (a) the H atom between both CH;—N
atoms can be removed easily using a 0.01 M KOH water
solution at room temperature; (b) the two CH3;—N atoms, as
tertiary amines, are capable of coordinating to hard atoms;
(c) the distance between both CH;—N atoms [2.702(12) A]
is good enough to suppose that through these atoms the
dmoPTA is able to chelate a metal without supporting
significant distortion. Therefore, the dmoPTA could be a
polydentate ligand through the P and CH;—N atoms (Scheme
1). To verify this suspicion, we have first studied the reaction
of [RuCICp(HdmoPTA)(PPh3)](OSO,CF;) (1) with Co(a-
cac), (acac = acetylacetonate) in refluxing methanol (see
below).

Numerous examples of complexes containing the {Co(a-
cac),} moiety have been development in recent years because
of their actual and potential applications in areas such as
bioinorganic chemistry, medicine, high catalytic activity at
low cost, antiferromagnetism, and electrochromism and
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as a regulating agent for radical polymerization of poly(vinyl
acetate).4

The reaction of 1 with Co(acac), in methanol® led to the
new bimetallic complex [RuClCp(PPh;s)-u-dmoPTA-1«P:
2k>N,N’-Co(acac-«*0,0"),]*H,0 (2), which was first char-
acterized by elemental analysis, IR (Figure S1 of the
Supporting Information), and NMR spectroscopy. The
3IP{'H} NMR spectrum in CD;OD is constituted by two
doublets at 52.71 and 51.56 ppm (3Jpp = 41.6 Hz), which
had arisen to a field lower than those found in starting
complex 1 [0(PPhs) = 46.00 ppm; 0(HdmoPTA) = —2.93
ppm], while the coupling constant is practically the same
(PJep = 42772 Hz). That effect could be justified by
considering Co™ bonded to dmoPTA through both CH;—N
atoms. As expected, the Co" paramagnetic influence on
dmoPTA [Ad (2—dmoPTA — 1—HdmoPTA = —54.49
ppm] is bigger than that on the PPh; [Ad (2—PPh; — 1—PPh;
= 6.71 ppm].°® Similarly, its 'H and 3!C{'H} NMR could
only be justified by the Co paramagnetic effect. An
indubitable assignation of the 'H NMR signals was not
possible (Figure S2 of the Supporting Information), while
the BC{'H} NMR signals for PPh; (127.8-136.22 ppm) and
Cp (88.24 ppm) were the only ones clearly assigned. It is
interesting to point out that the Cp signal is shifted 8.9 ppm
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stirred at room temperature until dissolution of the reactants was
completed and then refluxed for 3.5 h. The solvent was removed until
0.5 mL, and then 5 mL of pentane was added. The obtained pale-
brown precipitated was filtered and washed with water (2 x 5 mL).
The wet powder was recrystallized in EtOH. Yield: 47.7 mg (~ 55%).
S250cn,0O < 1 mg/mL. Elem anal. Calcd for C40Hs>N3ClOsP;RuCo
(MW = 912.25 g/mol): C, 52.66; H, 5.70; N, 4.60. Found: C, 52.42;
H, 5.81; N, 4.47. BC{'H} NMR (CD3;0D): 6 (ppm) 88.24 (s, Cp),
127.8-136.22 (m, aromatic, PPh3). 3'P{'H} NMR (CDsOD): 6 (ppm)
52.71 (d, 2Jpp = 41.6 Hz, PPh3), 51.56 (dd, 2Jpp = 41.6 Hz, dmoPTA).
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Figure 1. ORTEP diagram of 2. Ellipsoids are shown at 50% probability.
For the sake of clarity, the H atoms were omitted.

to low field with respect to 1. Powder magnetism measure-
ments of 2 between 2 and 300 K (Figure S3 of the Supporting
Information) showed that the values and the shape of the
curve are as expected for isolated octahedral Co™ ions with
some trigonal distortions.” Crystals good enough for X-ray
diffraction were obtained by slow evaporation from an
acetone solution of 2.® A perspective drawing of its crystal
structure with atom numbering is depicted in Figure 1. The
coordination polyhedron around the Ru atom adopts a highly
distorted pseudooctahedral geometry [P1—Rul—P2 =
99.04(11)°], similar to that observed for piano-stool com-
plexes of the type [RuCpX(L)(L')]"*,” such as 1, recently
published by us.?

No significant differences were found in the rest of the
bond distances and angles from those found in similar
cyclopentadienyl Ru' complexes.*® The monodentate
{RuCICp(PPhs)(dmoPTA-1«xP)} entity acts as a bidentate
ligand by its CH;—N atoms toward a Co atom, which
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Figure 2. View along the c axis of a packing diagram (section) of 2 through
CCp_H «o+Cl, Cpphl—H +++Cl, Cgmpra—H+**Oy, and Cpphl—H +++Qy, interac-
tions (broken lines).

completes its six-coordination geometry with four O atoms
from two acac molecules. The ligands bonded to the metal
form four stable six-membered chelated rings
[2(Co—O0—G—0)+(Co—N—C—P—C—N)+(Co—N—C—N—C—N)].
The Co atom does not deviate significantly from the mean
equatorial plane (0.0163 A). Rest of the bond distances found
are in agreement with those reported for carboxylate- and
bpy-containing Co™ complexes.'®!" The values for the
dihedral angles between the equatorial plane (N3—N1—02—03)
and that for the phosphaadamantane bonds (P2—C12—N3—C14)
and (P2—C10—N1—C13) are 89.03(36) and 84.97(35)°,
respectively. Finally, the heterometallic dinuclear units are
interconnected through intermolecular C—H-+++Cl and
N—H"***Oyaer interactions (Figure 2; ranging from 2.783 to
2.869 A and from 2.644 to 2.801 A, respectively), postulated
in the literature as weak hydrogen bonds.'? It is important
to stress that only three additional examples for P,N
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coordination of PTA and its derivatives have been described
up to now.”*"3

Preliminary tests'* on the catalytic activity of 1 and 2 in
the isomerization of enols to enones show that complex 2 is
more active than 1 under similar conditions. A full paper
will address the complete catalytic study in due time.

Therefore, the ligand dmoPTA not only is an interesting
ligand to obtain heterometallic complexes but could provide
a very large variety of new complexes with possible new
and interesting properties. An accurate study on the catalytic
isomerization of enols by this complex as well as the
synthesis of new heterometallic complexes containing the
ligand dmoPTA is now in progress.
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