Metal-mediated hydrolysis of the oxime C=N bond to produce
Rh"-bound O-iminoacylated MeC(=NH)ONH, species
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Reaction of the acetonitrile complex [RhCl;(MeCN);] with 2-propanone oxime, Me,C=NOH, or, alternatively,
interaction of [RhCl;(Me,C=NOH);,] and acetonitrile led to the formation of two rhodium(ir) products that
contain newly formed chelated iminoacyl ligands, i.e. [RhCl;{NH=C(Me)ON=CMe, }(HON=CMe,)] 1 and
[RhCl,{NH=C(Me)ON=CMe,},]Cl 2. Complex 1 can be transformed to 2 by further reaction with acetonitrile.
Metathesis of 2 and Na[SbF] in water gave [RhCl,{NH=C(Me)ON=CMe,},][SbF] 3 that was structurally
characterized by single-crystal X-ray diffraction. In 0.1 M HCI, 2 is subject to a facile stepwise hydrolysis of the
two usually stable oxime C=N bonds giving [RhCl;{NH=C(Me)ON=CMe,} {NH=C(Me)ONH,}]CI-H,0 4, as
the monohydrolysed product, and ultimately furnished [RhCl,{NH=C(Me)ONH,},]CI 5 that was characterized
by X-ray diffraction. The latter complex can be converted into 2 on prolonged refluxing in an acetone—ethanol

mixture.

Introduction

Although hydroxylamine is an ambidentate nucleophile, in the
overwhelming majority of cases it adds to RC=N via its nitro-
gen and this reaction leads to generation of amide oximes,
RC(NH,)=NOH.! Such additions of NH,OH to C=N groups
are used both in the laboratory and in industry in the produc-
tion of (i) polymers containing C(NH,)=NOH functionalities
that, in turn, are applied for extraction of heavy-metal ions
from aqueous solutions®* and (/i) amide oximes of pharm-
aceutical interest.® Thus it is not surprising that the additions
at N are well studied in organic chemistry and many of their
applications are described in detail. The opposite holds true
for the less usual additions at O. Indeed, it is only reported
that electron-acceptor substituents R in RC=N make the nitrile
carbon increasingly susceptible to nucleophilic attack by the
more electronegative oxygen, rather than by the nitrogen atom
of NH,OH, and conventional additions at N are accompanied
by additions at O giving, in the latter case, carboxamides
RC(=0)NH, along with NH; and N,.° In fact, O-iminoacylated
species RC(=NH)ONH, that, in principle, may arise from the
0O-addition of NH,OH to organonitriles are yet unknown.

In co-ordination chemistry, reactions of amines or other
nucleophiles with co-ordinated organonitriles is an area of
special attention and the additions of a great number of
N-donor ligands containing sp> and sp® donor atoms were
observed.” Despite that, reactions of NH,OH and metal-bound
nitriles are yet unreported and it is unknown whether hydrox-
ylamine could behave as a N- or O-nucleophile towards the
carbon in [M]-N=CR species. In this context, attention should
be drawn to the works on the additions of substituted hydrox-
ylamines. Thus, Wieghardt et al.® discovered the addition of
monomethylhydroxylamine via N to MeCN in a molybdenum-
promoted reaction, while McDonell et al.® observed dealkyl-
ation of Et,NOH followed by the addition at N of acetonitrile
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in a tungsten-mediated process. In contrast to these observ-
ations, indicating the high nucleophilic affinity of the N atom
of the substituted hydroxylamines, we recently observed
additions at O of R,NOH to MeCN bound to platinum(1v)
ion," which proceed similarly to reactions of nitrile metal com-
pounds with oximes described recently by us."~* It is worth-
while to mention that our attempts to react unsubstituted
NH,OH with nitriles bound to Pt", Pt", Re'"Y and Rh™ failed
due to both reduction of the metal centres and some other
uncontrolled processes that accompanied the interaction.

Recently we reported on the coupling between (organo-
nitrile)rhodium(mr) species and cyclopentanone oxime®® (this
reaction is now extended to 2-propanone oxime) to generate
complexes containing the Rh{NH=C(R)ON=CR'R"} moiety.
We now indicate a route to generate the new O-iminoacylated
species RC(=NH)ONH, [or (alkylideneaminooxy)imines] which
were unreachable by direct reaction of organonitrile metal
complexes and NH,OH. The suggested route involves selective
metal-mediated hydrolysis of the oxime C=N bond in the
Rh{NH=C(R)ON=CR'R"} unit (in which the imino group is
protected, towards hydrolysis, by the metal site) and these
results are given below.

Results and discussion
Coupling of 2-propanone oxime and acetonitrile

We have recently reported on a rhodium(i)-mediated coupling
of organonitriles in [RhCL;(RCN);] (R=Me or Ph) and
cyclopentanone oxime giving chelated iminoacylated ligands
NH=C(Me)ON=C(C,Hy) bound to the Rh.’® As an extension
of that work we have now studied similar transformations
involving 2-propanone oxime, Me,C=NOH, and [RhCI;-
(MeCN);,]. Despite some deviations from the previous synthetic
procedures relevant mostly to solubilities of starting materials
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Scheme 1 Observed transformations of the rhodium(ir) complexes: (i) Me,C=NOH in EtOH; (i7) and (iii) MeCN; (iv) water; (v) Me,CO, reflux.

Fig. 1 A PLATON' drawing of [RhCl,{NH=C(Me)ON=CMe,},]*
with the atomic numbering scheme.

and final complexes, it is not very surprising that reactions
studied in the current work led to compounds of the same type
as had been described (routes (7) and (ii) in Scheme 1).

Hence, in accord with the previous work," it has been found
that the reaction of [RhCl;(MeCN),] and 2-propanone oxime
results in the formation of two products bearing newly formed
iminoacylated ligands, ie. [RhClL{NH=C(Me)ON=CMe,}-
(HON=CMe,)] and [RhCL,{NH=C(Me)ON=CMe,},]Cl. How-
ever, in addition to the early observations,' it was established
that the former compound can easily be converted into the latter
one, formed upon a further acetonitrile-oxime coupling, on
heating in MeCN (route (iii) in Scheme 1). Most likely, one of
the main driving forces for the formation of [RhCl;{NH=
C(Me)ON=CMe,}(HON=CMe,)] is the low solubility of this
complex resulting in its precipitation from the reaction mixture
thus preventing further reaction with acetonitrile.

The crystal structure of the hexafluoroantimonate salt
[RhCL{NH=C(Me)ON=CMe,},][SbF¢], obtained by meta-
thetical reaction of [RhClL,{NH=C(Me)ON=CMe,},]Cl and
Na[SbF], was determined by X-ray single-crystal diffraction
(Fig. 1). As expected, the co-ordination polyhedron and geomet-
rical parameters (Table 1) of [RhCL,{NH=C(Me)ON=CMe,},]*
resemble in all details those for the previously described com-
plexes [RhCl,{NH=C(R)ON=C(C,Hj,)},]Cl (R = Me or Ph)."

Hydrolysis of [RhCL{NH=C(Me)ON=CMe,},]Cl (reaction (iv)
in Scheme 1)

This was performed in 0.1 M HCI in D,0O at 80 °C and moni-
tored by '"H NMR spectroscopy. In the course of the reaction,
the starting material [0 2.56 (s, CH; A), 2.61 and 2.74 (two s,
CH; B and C), (a) in Fig. 2] completely disappeared within 36 h
and four singlets of equal intensity emerged in the spectrum.
Three of these signals [0 2.53 (CH; D), 2.60 and 2.74 (two s,
CH; E and F)] appear close to the signals of the starting
material and indicate that one NH=C(Me)ON=CMe, ligand
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Table 1 Bond lengths (A) and angles (°) for [RhCl,{NH=C(Me¢)ON=
CMe,},]" 3

Rh-CI(1) 2.3220(18) N(1)-C(1) 1.270(8)
Rh-N(2) 2.032(5) N(2)-C(3) 1.267(8)
Rh-N(1) 2.018(5) C(1)-C(2) 1.480(9)
O(1)-N(2) 1.448(7) C(3)-C4) 1.487(11)
O(1)-C(1) 1.342(8) C(3)-C(5) 1.498(10)
CI(1)*-Rh-N(1)* 91.93(15) N(2)-Rh-N(2)* 180.00
CI(1)*-Rh-N(2)* 88.10(17) N(1)*-Rh-N(2)* 77.1(2)
CI(1)-Rh-N(1) 91.93(15) N(2)-O(1)-C(1) 110.9(5)
CI(1)-Rh-N(2) 88.10(17) Rh-N(1)-C(1) 115.5(4)
CI(1)-Rh-CI(1)* 180.00 O(1)-N(2)-C(3) 110.9(5)
CI(1)-Rh-N(1)* 88.07(15) Rh-N(2)-C(3) 138.8(5)
CI(1)-Rh-N(2)* 91.90(17) Rh-N(2)-O(1) 110.3(4)
N(1)-Rh-N(2) 77.1(2) O(1)-C(1)-C(2) 112.8(6)
ClI(1)*-Rh-N(1) 88.07(15) N(1)-C(1)-C(2) 127.7(6)
N(1)-Rh-N(1)* 180.00 O(1)-C(1)-N(1) 119.5(6)
N(1)-Rh-N(2)* 102.9(2) N(2)-C(3)-C(5) 122.9(7)
CI(1)*~Rh-N(2) 91.90(17) C(4)-C(3)-C(5) 118.0(7)
N(1)*-Rh-N(2) 102.9(2) N(2)-C(3)-C(4) 119.1(6)

Symmetry transformations used to generate equivalent atoms: * —x,
-y+1,—z+ 1
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Fig. 2 The starting material () and monohydrolysed complex (b).

remains intact. The chemical shift of the fourth signal [0 2.45
(CH; G)] is similar to those typically observed for methyl
groups of the type HN=C(Me)," giving indirect evidence that
in the second ligand the iminoacyl unit is still preserved,
whereas the oxime C=N bond was hydrolysed [(b) in Fig. 2].
Concomitant formation of acetone (0 2.22), as the other prod-
uct of the hydrolysis, was detected only in the beginning of
the experiment, while after a few hours this signal became con-
siderably broadened and lost its intensity due to well known
deuteriation by D,O under the acidic conditions applied.”” On
prolonged heating of the sample (80 °C, 4 weeks) the signals of
the monohydrolysed complex [RhClL,{NH=C(Me)ON=CMe,}-
{NH=C(Me)ONH,}]", the first detected product of hydrolysis,



disappeared to give two singlets due to [RhCl,{NH=C(Me)-
ONH,},]" (6 2.40) (see below) and acetic acid (6 2.11), among a
significant amount of low intensity signals due to unidentified
by-products. The hydrolysis was also performed in D,O and the
general observations are similar to those described for the reac-
tion in the acidic medium. However, the reaction in D,O is
faster and gives many more unidentified products. Thus, con-
version of the starting material into the monohydrolysed com-
pound (b) and acetone is complete after 15 h, while the further
reaction to give [RhCl,{NH=C(Me)ONH,},]Cl takes one week.

We succeeded in isolation of the two products from the
hydrolysis. On performing the hydrolysis of [RhCl,{NH=C(Me)-
ON=CMe,},]Clin 0.1 M HCl for 36 h followed by fast evapor-
ation of the solvent in vacuum at ca. 40 °C the intermediate
(b) [Fig. 2], i.e. [RhCL,{NH=C(Me)ON=CMe,} {NH=C(Me)-
ONH,}]CI-H,0, was obtained and characterized by elemental
analyses, FAB*-MS, IR, 'H and "*C-{'"H} NMR spectroscopies.
Redissolution of the latter complex in D,0O gave the same NMR
spectrum as was monitored during the reaction. However, it
should be pointed out that formation of the monohydrolysed
product with the protonated amine group, ie. [RhCl;{NH=
C(Me)ON=CMe,} {NH=C(Me)ONH,*CI"}], cannot be ruled
out.

When the evaporation of the reaction mixture was slow (3 d,
room temperature) we also obtained a broad spectrum of
unidentified products containing some crystalline material. The
FAB*-MS spectrum of the mixture showed peaks centred at
m/z 391 and 321, which are ascribed to [RhCl,{NH=C(Me)-
ONH,},]* and [RhCl,{NH=C(Me)ONH,},]" complexes, along
with a significant number of unattributed peaks. The crystalline
product was studied by X-ray crystallography and formulated
as [RhCL{NH=C(Me)ONH,},]CI (see below). The yield of
that complex was very low and the reaction, carried out at pH 1
cannot be recommended as a preparative one. Careful control
and variation of the reaction conditions, however, allowed
us to isolate the individual compound [RhCL{NH=C(Me)-
ONH,},]Cl in 24% yield (see Experimental section).

It is worthwhile to mention that the hydrolysis of the oxime
C=N bond was also performed (in NMR tube, D,0) for
[RhCl,{NH=C(Me)ON=C(C,Hy),},]Cl prepared in the previ-
ous study.” '"H NMR monitoring of the reaction over a period
of two days showed a slow disappearance of the initial
HN=C(Me) signal at ¢ 2.56 with formation of two new singlets
of equal intensity at 6 2.51 and 2.45, which may conditionally
be attributed to the corresponding monohydrolysed product,
and one singlet at J 2.40 due to [RhCl,{NH=C(Me)ONH,},]*.

Condensation of [RhCL,{NH=C(Me)ONH,},]Cl and acetone

Condensations of ketones and metal-bound amines® (includ-
ing hydroxylamine'?’) are known although scarce. We
attempted to conduct the formally reverse reaction, ie. con-
densation of the NH=C(Me)ONH, ligands in [RhCL,{NH=
C(Me)ONH,},]Cl with acetone. Refluxing an acetone—ethanol
mixture (the latter solvent was added to increase the solubility)
for 20 h gave two products which are [RhCL,{NH=C(Me)ON=
CMe,},]Cl and the monohydrolysed intermediate [RhCI,-
{NH=C(Me)ON=CMe,} {NH=C(Me)ONH,}]* in approxi-
mately 7:3 ratio obtained by integration of peaks in the 'H
NMR spectrum.

Crystal structure of [RhCL,{NH=C(Me)ONH,},]Cl

The elemental cell contains two crystallographically independ-
ent molecules of the complex whose geometric parameters only
vary within less than 3¢. The co-ordination polyhedron of
[RhCL,{NH=C(Me)ONH,},]" is a slightly distorted octahedron
and the rhodium atom is at the centre of symmetry (Fig. 3). The
Rh-Cl bonds [2.3284(10) and 2.3270(10) A for two crystallo-
graphically independent molecules, Table 2] agree well with the
reported data for the rhodium(m) complexes [RhCl,(dmg),] ™!

Table2 Bond lengths (A) and angles (°) for one independent molecule
of [RhCl,{NH=C(Me)ONH,},]C1 5

Rh(2)-CI(1) 2.3284(10)  O(Q2)-C(3) 1.350(5)
Rh(2)-N(3) 2.006(3) N(3)-C(3) 1.264(5)
Rh(2)-N(4) 2.025(3) C(3)-C(4) 1.489(7)
0(2)-N(4) 1.473(4)

CI(1)Rh(2)-N(3)  92.17(10)  N(4)-Rh(2)-N4’)  180.00
CI(1)Rh(2)-N(#)  90.39(10)  CI(I'-Rh(2)-N(3")  92.17(10)
CI(1)-Rh(2)-CI(1")  180.00 CI(1')-Rh(2)-N(@4")  90.39(10)
CI(1)Rh(2)-N(3')  87.83(10)  N(3')-Rh(2)-N(4')  78.52(14)
CI(1)Rh(2)-N(4')  89.61(10)  N(4)-0O(2)-C(3) 112.33)
N(G3)-Rh(2)-N@4)  78.52(14)  RhQ)-N(3)}-C(3)  117.13)
CI(1'-Rh(2)-N(3)  87.83(10)  Rh(2}-N(4)}-0(2)  111.8(2)
N(3)-Rh(2)-N(3')  180.00 N(3)-C(3)-C(4) 127.7(4)
N(3)-Rh(2)-N(4') 101.48(14)  O(Q)-C(3)-N(3) 119.7(4)
CI(1')-Rh(2)-N@4)  89.61(10)  O(2)-C(3)-C(4) 112.6(4)
N@G3')Rh(2) N@)  101.48(14)

¢ Symmetry transformations used to generate equivalent atoms: '1 —x,

-y, —z.

Fig.3 A PLATON drawing of [RhCl,{NH=C(Me)ONH,},]* with the
atomic numbering scheme.

(dmg = monodeprotonated dimethylglyoxime) [average 2.34 A]
and [RhCl,(HONCH,CH,NOH)(HONCH,CH,NO)] [average
2.33 A%, although these complexes have different overall
charges. In addition, it corresponds to the Rh—Cl distance in the
[RhCl,{NH=C(R)ON= CR'R"},]" [average 2.33 A] complexes
reported by us.’® The five membered chelated ring Rh(2)-
NQB)C(3)O(2)N(4) is close to planar with the following mean
deviations from the least-squares plane: Rh(2) 0.0495(14), N(3)
—0.032(4), C(3) 0.002(4), O(2) 0.029(3), N(4) —0.049(4) A.
The two chelated ligands are mutually trans and bound to the
rhodium(m) centre through amino and imino nitrogens. The
conversion of the NH=C(Me)ON=CMe, ligand into the NH=
C(Me)ONH, one did not lead to significant changes within the
chelated ring.

The NH, group is involved in two different types of hydrogen
bridges, one to the chloride counter ion [N(2)-H - - - CI(3) dis-
tances are 0.88(4) and 2.40(4) A, angle is 153(4)°, N(4)-
H - - - CI(3) distances are 0.84(5) and 2.49(5) A, angle is 168(5)°]
and another one to the co-ordinated chloride of the neighbour-
ing complex [N(2)-H---CI(1) 0.89(4) and 2.32(4) A, angle
153(4)°; N(4)-H - - - CI(2) 0.73(4) and 2.49(4) A, angle 173(4)°],
while the imino NH group only forms hydrogen bridges to the
CI™ counter ion [N(1)-H:---CI(3) distances are 0.68(5) and
2.52(5) A, angle is 162(5)°, N(3)-H---CI(3) distances are
0.82(5) and 2.43(5) A, angle is 171(4)°].

Concluding remarks

We believe that the hydrolysis is metal-mediated on the basis of
the following reasons: (i) the stepwise character of the
hydrolysis observed in the '"H NMR experiment indicates that,
in general, co-ordination affects the reaction; (if) it is well
documented that direct hydrolysis of oximes to carbonyl com-
pounds and NH,OH is very slow and, therefore, requires harsh
reaction conditions and is subject to side processes (usual
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methods of cleavage of the oxime C=N double bond involve
either oxidation or reduction of the oxime nitrogen);'®?* (iii) the
hydrolysis is faster in water than in acidic media, while the
opposite holds true for free oximes; (iv) in organic compounds
the imino group is much more sensitive towards hydrolysis
than the oxime one;** (v) recently we observed a facile addi-
tion of ketoximes, aldoximes, amidoximes and chloroximes
to platinum(iv)-nitrile complexes'®** giving monodentate lig-
ands bound to PtV, eg [Pt"]-NH=C(R)ON=CR’'R”, with
a peripheral oxime part that was shown to be exceptionally
stable towards hydrolysis.

Hence, the rhodium(m) metal centre of this study stabilizes
the usually unstable imino group towards hydrolysis, whereas it
selectively promotes this type of reaction for the commonly
stable oxime group. The generality of such an unprecedented
role of a metal site will be tested for other metals.

Experimental
Materials and instrumentation

2-Propanone oxime (Aldrich), RhCl;-4H,0 (Reakhim) and
solvents were obtained from commercial sources and used as
received; [RhCl;(MeCN);] was prepared in accord with the pub-
lished method.”® C, H and N elemental analyses were carried
out by Microanalytical Services of the Instituto Superior
Técnico. Melting and/or decomposition points were deter-
mined on a Kofler table. Positive-ion FAB mass spectra were
obtained on a Trio 2000 instrument by bombarding 3-nitro-
benzyl alcohol (NBA) matrices of samples with 8 keV (ca.
1.28 x 10" J) Xe atoms. Mass calibration for data system
acquisition was achieved using Csl. Infrared spectra (4000400
cm ') were recorded on a Bio-Rad FTS 3000 MX instrument
in KBr pellets, '"H and *C-{"H} NMR spectra on a Varian
UNITY 300 spectrometer at ambient temperature.

Synthetic work and characterization

mer-[RhCl;(Me,C=NOH);]. Oxime (1.24 mmol) was added
at 20-25 °C to a solution of RhCl;-4H,0 (0.10 g, 0.36 mmol)
in EtOH (3 mL). The homogeneous dark red reaction mixture
formed was heated at 70 °C for 5 min until it turned to dark
orange, then cooled to room temperature. A crystalline yellow
precipitate was released on stirring the solution with a glass
stick. This was then left at 20-25 °C for 12 h, collected on a
filter, washed with two 3 mL portions of EtOH and three 3 mL
portions of Et,O and dried in air at room temperature. Yield
0.08 g, 50%. Found: C, 25.2; H, 4.8; N, 9.6%. C,H,,CI;N;O,Rh
requires C, 25.2; H, 4.9; N, 9.8%. mp=193°C (decomp.).
FAB*"-MS: m/z 392, [M — CI]*; 356, [M — 2Cl — H]*; and 320,
[M — 3Cl — 2H]*. IR spectrum, cm ™' (selected bands): 3338
and 3256vs (br) v(O-H), 1648m v(C=N) and 1267s 6(OH). The
complex is unstable in both EtOH (TLC monitoring) and
CD;OD (*H NMR monitoring) giving on standing at ca. 50 °C
a large variety of unidentified products. "H NMR spectrum in
CDCl;: 6 2.31 (s, 3H), 2.32 (s, 6H), 2.41 (s, 3H), 2.44 (s, 6H),
9.38 (s, br, 1H) and 9.40 (s, br, 2H). *C-{'H} NMR spectrum in
CDCl;: 6 21.1 (1CHjy), 21.5 (2CH,), 24.1 (1CH,), 24.8 (2CH,),
173.8 (2C=N) and 174.2 (1C=N).

Iminoacylation in the reaction between mer-[RhCl,(MeCN);,]
and Me,C=NOH in ethanol. The complex mer-[RhCl;(MeCN);,]
(0.20 g, 0.60 mmol) was dissolved in hot (70 °C) ethanol (5 mL),
2-propanone oxime (0.10 g, 1.37 mmol) added and the reaction
mixture heated at 70 °C for 3 min until it turned from dark to
pale orange. The solution was stirred at 20-25°C for 20 h,
whereafter an orange precipitate was collected on a filter,
washed with three 3 mL portions of ethanol, three 3 mL por-
tions of chloroform and three 3 mL portions of diethyl ether
and dried in air at room temperature. Yield of [RhCl;{NH=
C(Me)ON=CMe,}(HON=CMe,)] 1 0.030 g (13%). The filtrate
was then heated at 60 °C for 4 h, the solvent removed in vacuo
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at room temperature to give an oily residue. The addition of
chloroform (3 mL), filtration from some insoluble material
(ca. 15 mg) and addition of diethyl ether gave a precipitate
that was filtered off and dried in air at room temperature.
Yield of crude [RhCL,{NH=C(Me)ON=CMe,},|Cl 2 0.10 g,
38%. The product can be recrystallized from ethanol. However,
much more pure material can be obtained by the reaction of
mer-[RhCly;(Me,C=NOH);] and acetonitrile (see below).

[RhCL;{NH=C(Me)ON=CMe,}(HON=CMe,)]. Found: C,
24.1; H, 4.3; N, 10.4%. C4H;CI;N;0,Rh requires C, 24.2;
H, 4.3; N, 10.6%. mp = 242 °C (decomp.). FAB*-MS: m/z 395,
[RhCl;{NH=C(Me)ON=CMe,}(HON=CMe,)]*. IR spectrum,
cm™! (selected bands): 3219s (br) w(O-H), 1682s and 1633m
¥(C=N), 1189 »(C-0). '"H NMR spectrum in DMSO-d,: 6 2.45,
2.47,2.53,2.57 and 2.71 (s, 3H each, 5 Me), 8.86 (s, br, |H, NH)
and 9.38 (s, 1H, OH); NH was not detected. The compound is
insoluble in most common deuteriated solvents. In DMSO-d; it
is not sufficiently stable to give a *C-{'H} NMR spectrum.

[RhCL,{NH=C(Me)ON=CMe,},]Cl. Found: C, 27.6; H, 5.0;
N, 12.7%. C,,H,,C1;N,O,Rh requires C, 27.4; H, 4.7; N, 12.8%.
mp =205°C (decomp.). FAB™-MS: m/z 401, [RhCL,{NH=
C(Me)ON=CMe,},]". IR spectrum, cm ! (selected bands): 1681
and 1641 v(C=N), 1194 »(C-0). 'H NMR spectrum in D,0:
6 2.56 (s, 3H), 2.61 (s, 3H) and 2.74 (s, 3H). “C-{'"H} NMR
spectrum in D,0:0 17.1 (1CH;), 24.1 (1CH,;), 26.7 (1CH;) 175.7
(C=N) and 186.1 (C=N). The complex gave pale yellow rhombic
crystals upon slow evaporation of an aqueous solution at
20-25°C. These crystals were rapidly decomposed on X-ray
irradiation but we were able to determine the crystal lattice
parameters: triclinic, a = 6.61, b=17.57, ¢ = 10.69 A, a=100.47,
p=104.07, y=99.91°. In addition, twinned and also very
unstable crystals (monoclinic, a = 20.08, b = 6.49, ¢ =20.35 A,
p=112.6°) were picked out from the material obtained after
evaporation of the water solution of [RhCL,{NH=C(Me)ON=
CMe,},]Cl. Metathetical reaction of [RhCL{NH=C(Me)ON=
CMe,},]Cl and Na[SbF] in water led to isolation of [RhCl,-
{NH=C(Me)ON=CMe,},][SbF¢] 3. Found: C, 19.47; H, 3.34;
N, 8.85. C,,H,,C1,F{N,O,RhSb requires C, 18.83; H, 3.16; N,
8.78%. mp =227 °C (decomp.). FAB*-MS: m/z 401, [RhCl,-
{NH=C(Me)ON=CMe,},]*. IR spectrum, cm ' (selected
bands): 1681s and 1638s-m v(C=N), 1188m v(C-O) and 658vs
v(Sb-F). '"H NMR in acetone-dy: § 2.62 (s, 3H), 2.67 (s, 3H),
2.82 (s, 3H) and 10.09 (s, broad, 1H, HN=C). “C-{'H} NMR
in acetone-dy: 0 15.4 (1CH;), 22.1 (1CH,), 25.0 (1CH;), 173.3
(C=N) and 182.2 (C=N).

Conversion of [RhCL,{NH=C(Me)ON=CMe,}(HON=CMe,)]
into [RhCL{NH=C(Me)ON=CMe,},]JCl. Acetonitrile (3 mL)
was added to [RhCL;{NH=C(Me)ON=CMe,}( HON=CMe,)]
(0.05 g) and refluxed for 1 h. The starting orange powder was
dissolved giving an orange solution from which a yellow crystal-
line precipitate was released. The reaction mixture was kept at
room temperature for 12 h, the precipitate collected on a filter,
washed with three 3 mL portions of hot (60 °C) acetonitrile and
dried in air 20-25°C. The crude product was recrystallized
from ethanol (2 mL) to form an analytically pure sample. Yield
of [RhCL,{NH=C(Me)ON=CMe,},]Cl 0.04 g, 72%.

Formation of the iminoacylated chelated ligands in the
reaction between mer-[RhCl;(Me,C=NOH);] and MeCN. The
complex mer-[RhCl;(Me,C=NOH),] (0.20 g, 0.47 mmol) was
dissolved in acetonitrile (5 mL) and the mixture was heated at
70 °C for 3 min, cooled to room temperature and then left to
stand for 1 d at 20-25 °C. The crystalline precipitate was filtered
off, washed with three 3 mL portions of acetonitrile and three
3 mL portions of diethyl ether and dried in air at room
temperature. Yield of [RhCL;{NH=C(Me)ON=CMe,}(HON=
CMe,)] 0.060 g, 30%. If the reaction mixture is heated at 70 °C
for 1.5 h, cooled to room temperature and then left to stand for
3 d at 20-25 °C, the crystalline precipitate that is filtered off,



Table 3 Crystal data and structure refinement for [RhCl,{NH=C(Me)ON=CMe,},][SbF,] 3 and [RhCl,{NH=C(Me)ONH,},]CI 5

3

5

Empirical formula

CyoH,,CL,F,N,0,RhSb

C,H,,CI;N,O,Rh

Formula weight 637.87 357.43

TIK 293(2) 293(2) _
Crystal system, space group Monoclinic, P2,/c (no. 14) Triclinic, P1 (no. 2)
alA 12.293(2) 8.483(2)

bIA 10.021(2) 8.508(2)

clA 8.811(2) 8.617(2)

al® 87.86(3)

pr 106.75(3) 79.59(3)

VA 80.42(3)

VIA® 1039.4(4) 603.1(3)

z 2 2

D/Mgm™? 2.038 1.968

w/mm™! 2.414 (Mo-Ka) 1.076 (Ag-Ka)
Reflections collected/unique 1138/1065 2027/1894

Final R1, wR2 [ > 20(1)]
all data

0.0439, 0.1098
0.0439, 0.1098

0.0276, 0.0780
0.0276, 0.0780

washed with three 3 mL portions of acetonitrile and three 3 mL
portions of diethyl ether and dried in air at room temperature is
the bis-chelated complex [RhCl,{NH=C(Me)ON=CMe,},]Cl
(0.11 g, 54%).

Hydrolysis of NH=C(Me)ON=CMe, to give iminoacylated
hydroxylamine species. (i) Isolation of monohydrolysed product.
The complex [RhCl,{NH=C(Me)ON=CMe,},]Cl (25 mg) was
dissolved in 0.1 M HCI (1.5 mL) and the reaction mixture
heated at 80 °C for 36 h, whereafter the solvent was rapidly (ca.
60 min) evaporated in vacuum at 40 °C and the residue washed
with a 0.5 mL portion of acetone and a 0.5 mL portion of
diethyl ether. Yield of [RhCL{NH=C(Me)ON=CMe,}{NH=
C(Me)ONH,}]CI-H,0 4 18.5 mg, 81%. Found: C, 18.86; H,
4.32; N, 13.24%. C,H3CI;N,O;Rh requires C, 20.23; H, 4.37;
N, 13.48%. mp=144°C (decomp.). FAB*-MS: m/z 361,
Meadon] 3 325, Meadon — HCI]*. IR spectrum, cm™! (selected
bands): 3420vs (br) v(O-H), 1680 (sh), 1668s and 1642m
»(C=N), 1193s »(C-0O). '"H NMR in D,0: § 2.45 (s, 3H,
HN=C(Me) of the hydrolysed ligand), 2.53 (s, 3H, HN=C(Me)
of the non-hydrolysed ligand), 2.60 and 2.74 (two s, 3H each,
N=C(Me),). *C-{'H} NMR in D,0: 6 14.7 (HN=C(Me) of the
hydrolysed ligand), 14.9 (HN=C(Me) of the non-hydrolysed
ligand), 20.9 and 24.3 (N=C(Me),), 172.1 (HN=C(Me) of the
non-hydrolysed ligand), 176.3 (HN=C(Me) of the hydrolysed
ligand) and 180.7 (N=C(Mze),).

(ii) Isolation of bis-hydrolysed product. The complex mer-
[RhCl;(Me,C=NOH),] (0.20 g, 0.47 mmol) was dissolved in
acetonitrile (5 mL) and the mixture heated at 70 °C for 1.5 h
whereafter the solvent was evaporated to dryness at 20-25 °C
for about 35 h and then water (5 mL) added to a residue con-
taining a mixture of oil and some crystals. The solution thus
obtained was filtered off from a small amount of insoluble
material and evaporated to dryness in an open beaker at room
temperature for 5 d. The oily residue formed was crystallized on
careful washing and stirring with a glass stick, with three 5 mL
portions of ethanol. A yellow precipitate thus formed was fil-
tered off with the last portion of ethanol, washed on a filter
with three 3 mL portions of EtOH, three 3 mL portions of
Et,0O and dried in air at room temperature. Yield of [RhCl,-
{NH=C(Me)ONH,},]C1 5 0.04 g, 24%. Found: C, 13.5; H, 3.3;
N, 15.4%. C,H,,C;N,O,Rh requires C, 13.44; H, 3.38; N,
15.68%. mp =220 °C (decomp.). FAB"-MS: m/z 321, [RhCl,-
{NH=C(Me)ONH,},]". IR spectrum, cm™' (selected bands):
3086 and 3004vs (br) v(N-H), 1676s v(C=N) and 1182s-m
v(C-0). '"H NMR spectrum in D,0: § 2.40 (s). *C-{'H} NMR
spectrum in D,0: 0 15.2 (CH;) and 175.4 (C=N).

Condensation of [RhCL{NH=C(Me)ONH,},]CI and acetone.
The complex [RhCL{NH=C(Me)ONH,},]Cl (0.03 g) was

refluxed in a mixture of acetone (1 mL) and ethanol (2 mL) for
20 h. The starting yellow powdered material was dissolved after
ca. 10 h giving a yellow solution. The reaction mixture was
filtered off from a small amount of undissolved material and
left to evaporate for 30 h at room temperature. An oily residue
formed was crystallized on addition (followed by decanting) of
three 1 mL portions of acetone and on continuous stirring with
a glass stick. A yellow precipitate thus formed was filtered off
with the last portion of acetone, washed on a filter with two
1 mL portions of Me,CO and dried in air at room temperature.
Yield of mixture of [RhCL{NH=C(Me)ON=CMe,},]Cl and
[RhCL{NH=C(Me)ON=CMe,} {NH=C(Me)ONH,}]CI-H,O
0.01 g.

Structure determination of [RhCL{NH=C(Me)ON=CMe,},]-
[SbF,] 3 and [RhCL{NH=C(Me)ONH,},ICI 5

Yellow prisms of complex 3 were obtained by recrystallization
from an acetonitrile-toluene mixture, while yellow cubes of 5
were grown by slow evaporation of an aqueous solution. Dif-
fraction data were collected on an Enraf-Nonius CAD 4 dif-
fractometer. Data processing was performed with the program
PROFIT.? The structures were solved by standard Patterson
methods (SHELXTL package?®”) and refined by full-matrix
least squares based on F? using SHELXL 97.*® The H atoms
were located in a Fourier difference map and refined isotropic-
ally. Extinction, Lorentz, polarization and absorption correc-
tions were made.” Scattering factors from ref. 30. Crystal data
are given in Table 3.

CCDC reference number 186/1912.

See http://www.rsc.org/suppdata/dt/b0/b001384f/ for crystal-
lographic files in .cif format.
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