Synthesis, crystal structure and magnetic properties of the
triangulo-tricopper(i1) complex [Cu,(cpse);(H,0);]-8.5H,0
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The trinuclear copper(i1) complex [Cu,(cpse);(H,0),]-8.5H,0 has been obtained from mononuclear [Cu(Hcpse),]
H,O {H,cpse = N-[2-hydroxy-1(S)-methyl-2(S)-phenylethyl]- N-methylglycine, threo isomer} and crystallographically
characterised. The structure of the compound consists of three Cu™ atoms, each having distorted square-pyramidal
geometry, linked by oxo-bridges to form an equilateral triangular array. The magnetic behaviour corresponds to an
antiferromagnetically coupled triangular system, with J= —114.2 cm™'. The EPR spectra at different temperatures
have been determined. The analogue [Cu(Hceph),]-H,O (H,ceph = N-[2-hydroxy-1(S)-methyl-2(R)-phenylethyl]-
N-methylglycine), prepared from the erythro isomer, was obtained and characterised by X-ray crystallography.

Introduction

The discovery of multicopper centres in copper oxidases known
as “blue oxidases” (ascorbate oxidase, laccase and cerulo-
plasmin) "™® has generated interest in the synthesis of angular
non-linear tricopper clusters and their physical and chemical
properties. As has been clearly shown in these copper oxidases,
type-2 (normal single copper) and type-3 (EPR-silent coupled
copper atoms) centres together form a unique trimetal active
site for the binding and multi-electron reduction of dioxygen.
The fully oxidised active site of ascorbate oxidase has a triang-
ular arrangement of copper(i1) atoms with Cu—Cu separations
in the range 3.6-3.9 A, with an hydroxide or oxo group acting as
a bridge between the two type-3 copper atoms. There are three
histidine residues bonded to each copper, while the type-2
copper atom is bonded to two histidine molecules and one
water molecule or hydroxide group.™? It is of importance to
synthesise low molecular weight trinuclear copper(lr) com-
plexes having a triangular arrangement of metal atoms. The
first generation of triangular models for the active site of the
blue oxidases has been reported,”™ and for these triangular
copper compounds, the magnetic, structural and redox
characteristics ' have been studied in order to contribute
to the understanding of the biological centre. The study of
triangular trinuclear systems without a central p;-OH is also
of relevance because such bridging is absent from some bio-
logical oxidases, ascorbate oxidase for example. In this paper,
we describe a new copper(il) trinuclear compound with
N-[2-hydroxy-1(S)-methyl-2(S)-phenylethyl]- N-methylglycine

(H,cpse).”? The H,cpse is a versatile proligand, due to its
flexibility and to the presence of three potential co-ordination
sites: the nitrogen atom, the carboxylic acid group and the OH
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group. In previous work, we reported boron?® and mononuclear
Cu", Co", Cd"™ and Hg" compounds.? In these mononuclear
compounds, the ligand (Hcpse) is tricoordinated to the metal
ions through the nitrogen, the OH group and the deprotonated
carboxylic acid in either a fac or mer arrangement. In the tri-
nuclear copper(i1) compound [Cus(cpse);(H,0);]-8.5H,0, a
second deprotonation of the OH group has occurred, giving
rise to an oxo bridge between the metal ions. In order to dis-
cover whether the configuration of the ligand is a determining
factor for the formation of the trinuclear compound, the
analogous mononuclear copper(i1) compound with the erythro
isomer N-[2-hydroxy-1(S)-methyl-2(R)-phenylethyl]- N-methyl-
glycine (H,ceph), [Cu(Hceph),]-H,O, was synthesised. The
spectroscopic and X-ray structures of the mononuclear and
trinuclear Cu™ complexes are reported here, along with the
magnetic properties of the latter.

Experimental

Syntheses

N-[2-Hydroxy-1(S)-methyl-2(R)-phenylethyl]-/N-methyl-
glycine, (H,ceph). The proligand was prepared as described in
the literature,? as was the compound [Cu(Hcpse),]-H,0.%*

[Cu,(cpse);(H,0);]-8.5H,0. Method (i). To a blue solution
of [Cu(Hcpse),]'H,O (0.78 g, 1.5 mmol) in EtOH (40 cm?)
2 equivalents of an aqueous NaOH solution (0.1 N; 0.8 cm?®)
were added. Blue crystals suitable for X-ray studies were
obtained over a period of two weeks. Yield 30% (Found:
C,40.4; H, 6.5; N, 3.9. C;H;,Cu;N;0,, requires C, 40.7; H, 6.4;
N, 3.9%); Vpadem ™' 1631 (v, COO™) and 1383 (v, COO);

DOI: 10.1039/b110915b

This journal is © The Royal Society of Chemistry 2002



UV-Vis data: (reflectance) v/em™' 14 042, (ethanol), 14 060
(e 195dm3mol ' cm™).

Method (ii). In order to increase the yield of the trinuclear
compound, an alternative synthesis was carried out. The
mononuclear complex [Cu(Hcpse),]-H,O (0.78 g, 1.5 mmol)
was dissolved in ethanol (40 ¢cm®) and Cu(O,CMe),-H,O
(0.29 g, 1.5 mmol) was added, followed by 2 equivalents of
NaOH (0.1 N, 0.80 cm®). Very thin blue needles separated
over one week. These only gave an adequate set of data in the
X-ray structure analysis when a diffractometer equipped with a
rotating anode was used. Yield 91.6% (Found: C, 40.7; H, 6.4;
N, 4.0. C;sHs,Cu;N;0,, requires C, 40.7; H, 6.4; N, 3.9%).

[Cu(Hceph),]-H,O0. H,ceph (0.34 g, 1.5 mmol) was dissolved
in ethanol (10 cm®) and added to a solution of Cu(O,CMe),*
H,O0 (0.15 g, 0.75 mmol) in ethanol (10 cm®). The mixture was
stirred for 5 min and then set aside at room temperature until
a precipitate formed. The resulting precipitate was filtered off,
washed and dried in vacuo. Pale blue crystals were obtained
from a solution of this precipitate dissolved in methanol after
one week. Yield 86.3% (Found: C, 55.76; H, 6.46; N, 5.41.
C,4H;;CuN,O¢ srequires C, 55.71; H, 6.43; N, 5.42%); Vpa/cm ™!
1626 (v,, COO™) and 1389 (v, COO™); UV-Vis (reflectance):
viem™' 16 363.

Spectroscopic studies

The conversion in solution of the monomeric octahedral
[Cu(Hcpse),]-H,O to the cyclic trinuclear [Cus(cpse);(H,0);]
8.5H,0 was followed spectrophotometrically on a Cary 5E
UV-Vis-NIR spectrophotometer over the range 250-1000 nm
(40 000-10 000 cm™'). To an ethanolic solution (4 cm®) of
Cu(0,CMe),H,0 (3.6 x 1073g, 1.83 x 107> mM) was added a
solution of Hycpse (4.1 x 107% g, 1.83 x 1072 mM) in ethanol
(0.5 cm®) and the monomeric light blue species [Cu(Hcpse),]*
H,O was formed, displaying a band at 4,,, > 723 nm (13,830
cm '), e =195 M~ cm™'. Stepwise 10 pL additions of NaOH
(0.1 N) to this solution resulted in the formation of the cyclic
trinuclear complex, after 2.0 equivalents of NaOH were added
(deep blue solution), Ay, = 711 nm, & = 330 M~' cm™". The
formation of an intermediate showing an absorption band at
Jmax = 683 nm (14 640 cm ™), e = 195 M~ cm ™! is also observed
after addition of 1.5 equivalents NaOH. Addition of two
equivalents of HCI (0.1 N) regenerates the spectrum of the
mononuclear [Cu(Hcpse),]-H,O.

Physical measurements

IR spectra in the range 4000-400 cm™' were recorded on a
Nicolet FT-IR 740 spectrophotometer using KBr pellets.
Electronic spectra, solution and diffuse reflectance, were
measured on a Cary SE UV-Vis-NIR spectrophotometer over
the range 250-2500 nm (10000—4000 cm ™). Elemental analyses
were performed on a Fisons EA 1108 elemental analyser.
Magnetic susceptibility measurements were carried out with a
pendulum-type magnetometer (MANICS DSMS8) equipped
with an Oxford CF 1200 S helium continuous-flow cryostat
working in the temperature range 300-4 K in a magnetic field
of 1.5 T. Diamagnetic corrections were estimated using Pascal
constants. EPR spectra were recorded with a Bruker ES200
spectrometer at X-band frequency.

Crystallography

Crystal data and information about the data collection and
structure refinement details are given in Table 1. Diffraction
data for [Cu,(cpse);(H,0),]-8.5H,0 were collected at 183 K and
at 200 K for [Cu(Hceph),]-H,0O with Mo-Ka radiation (4 =
0.71073 A) on an Enraf Nonius IPD diffractometer, equipped
with a rotating anode using 10 s exposure per frame in a
hemisphere-scan mode. 14 234 reflections were measured in the

range 20 = 3-58° for [Cus(cpse);(H,0),]-8.5H,0 and 62119
reflections in the range 260 = 2-55 for [Cu(Hceph),]-H,O,
corrected for absorption effects using SADABS. The struc-
tures were solved and refined using standard methods,? with-
out restraints or constraints, applying an adequate weighting
scheme and an extinction correction during the least-square
cycles. H atoms were placed on idealised positions, except for
the water molecules (05 to 09) in [Cu,(cpse);(H,0);]-8.5H,0,
for which H atoms were found on a difference map. In the case
of [Cu(Hceph),]-H,O, the H atoms for the hydroxy group and
the water molecule (O4 and O10) were omitted in the refine-
ment. Non-H atoms were refined anisotropically, while H atoms
were refined using a riding model and fixed isotropic thermal
parameters. No significant residuals were observed in the final
difference map. The chiral character of the space group was
confirmed on the basis of Wilson’s statistics and successful
refinement. The absolute configurations were determined from
the refinement of a Flack parameter,®® [Cu,(cpse)y(H,0),]:
8.5H,0 yielding x = 0.010(13) and the expected configur-
ation for the cpse moiety and for [Cu(Hceph),]-H,O yielding
x = —0.010(19). The expected value for H is x = 0.010(13).

CCDC reference numbers 174684 and 174685.

See http://www.rsc.org/suppdata/dt/b1/b110915b/ for crystal-
lographic data in CIF or other electronic format.

Results and discussion
(a) Trinuclear copper(i1) complex of cpse

The cyclic trinuclear compound [Cu,(cpse);(H,0);]-8.5H,0 was
obtained from mononuclear [Cu(Hcpse),]-H,0% by deproton-
ation of the OH groups with 2 equivalents of aqueous NaOH
(Fig. 1). The compound was characterised by C, H and N
analyses, IR, EPR and magnetic measurements, UV-Vis—-IR
spectroscopy in solution and in the solid state, and by X-ray
diffraction.

The IR spectrum of H,cpse shows the v, and vy, modes of
the carboxylic acid group at 1638 and 1384 cm ™', shifted in the
mononuclear compound to 1633 and 1401 cm™' respectively,
and in the trinuclear compound to 1631 and 1383 cm™".

The reflectance spectrum of the crystalline compound has
a band at 712 nm (14 042 cm™'), in the region expected for a
pentacoordinate copper(il) compound. In ethanolic solution,
this band remains in the same region, 711 nm (14 060 cm™),
indicating that the compound has a similar coordination geo-
metry in solution and in the solid state. This allowed us to
follow the synthesis reaction by UV-Vis-IR spectroscopy. The
formation of trinuclear [Cu,(cpse);(H,0),]-8.5H,0 by addition
of NaOH (0-2 equiv.) to an ethanolic solution of [Cu(Hcpse),]
is traced in Fig. 2. The [Cu(Hcpse),]-H,O initial absorption
band (1) (A = 13 803 cm™!) shifts to 13 700 cm™! (2) on
addition of 1 equivalent of NaOH (0.1 N), corresponding to
the deprotonation of the first OH group. On continuing the
addition up to 1.5 equivalents, the absorption band shifts to a
Jmax At 14 640 cm™' (3), when 50% of the second OH deproton-
ation would be expected to have occurred. After addition of
two equivalents of NaOH, the characteristic absorption of the
trinuclear compound at 14 060 cm™' is observed, not moving
when an excess of NaOH is added. The reaction is reversible, as
shown by the addition of two equivalents of HCI (0.1 N), when
the mononuclear [Cu(Hcpse),]-H,O compound is regenerated.

Crystal structure. The crystal structure of [Cus(cpse)s-
(H,0),]-8.5H,0 is shown in Fig. 3 and selected parameters
referring to crystallography, data collection and structure
refinement are collected in Table 1. Selected bond distances and
angles are listed in Table 2. The cyclic trinuclear copper(ir) units
are chiral and centred on a 3-fold axis, with the three copper
atoms connected by oxo bridges and at the corners of an
equilateral triangle. The Cu;0O, central core of the complex

J. Chem. Soc., Dalton Trans., 2002, 2648-2653 2649



Table 1 Crystal data and structure refinement for [Cu,(cpse);(H,0),]-8.5H,0 and [Cu(Hceph),]-H,O

[Cus(cpse);(H,0);]-8.5H,0 [Cu(Hceph),]-H,O

Formula [(C12H;sNO;3)Cu(H,0)]5(H,0)s.5 [(C54H3,N,0,Cu]H,0
M 2123.19 526.07
Crystal system Trigonal Tetragonal
Space group R32 (no. 155) 14 (no. 79)
TIK 183 293

alA 15.1559(1) 27.5016(4)
clA 37.3630(7) 6.72060(10)
UIA? 7432.51(14) 5083.05(10)
zZ,7 6,1/3 8,1
D(calc)/g cm ™ 1.423 1.367
F(000) 3336 2116
u(Mo-Ko)/mm™ 1.350 0.900

No. reflections measured 14234 62119

No. unique reflections (R;,)“ 3010 5832

No. variables 190 308

Final R;, wR, [I > 2a(I)]* (%) 2.74,6.29 5.77,13.44
Final R,, wR, (all data)“ (%) 3.40, 6.61 9.88, 16.68
Goodness of fit on F2(S)“ 1.023 1.137

“ R Ry, WR, and S are defined as follows: Ry, = X|F,> — (FO/EF2 R, = I|F,)| — |FJVZIF,), wR, = [EW(F,2 — FY)YEw(F2", S =
Ew(F2 — F.)Y(m — n)]'*.

O,
o
} o
H (o] \\\CHs 6 OH
z, CH - Phu,,

Ph,,, O, ‘JNN ) e
1 “Cu O — :
3 Ji yd .. c

e cN \)\ u\ 6H+ Hsc kN/

37 W Ph S

H,C o H HSC\ w

W = Co-ordinated water

Fig. 1 Reversible formation of [Cu;(cpse);(H,0);]-8.5H,0 by addition of NaOH (0-2 equiv.). Note the trans orientation of the Ph and Me groups
in the cpse backbones.

0.5+ >

Abs. Rel.

cm’

Fig. 2 Formation of [Cus(cpse);(H,0):]-8.5H,0 in situ from
[Cu(Hcpse),]'H,O by addition of NaOH. (0-2 equiv.) in EtOH. (1)
[Cu(cpse),] without NaOH; (2), (3) and (4) with 1, 1.5 and 2 equivalents
of NaOH, respectively.

Fig. 3 Crystal structure of [Cus(cpse);(H,0)5]-8.5H,0, with the

displays a chair conformation, common for 6-membered metal- numbering scheme for the asymmetric unit. Water of crystallisation was

containing rings.””*® The Cu - - - Cu distance in the Cu, triangle
is 3.553(5) A, similar to the Cu - -+ Cu separation in the fully
oxidised active site of the ascorbate oxidase."* The three phenyl
groups form the rim of a cage. Each copper(i1) atom is square
pyramidal and pentacoordinate. The four basal positions are
occupied by one tricoordinated cpse, with the nitrogen atom, an
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omitted for clarity. Thermal ellipsoids are at the 30% probability level.
The projection is normal to the three-fold axis of the R32 space group.

oxygen from the carboxylate group and a p-oxo atom from the
deprotonated hydroxo group, which bridges to another copper
ion. The fourth position in the basal plane is occupied by an



Table 2 Selected bond lengths (A) and angles (°) for
[Cus(cpse)s(H,0)5]-8.5H,0

Cul-03 1.995(2) Cul-04 1.950(2)
Cul-05 2.337(2) Cul-NI1 2.017(3)
Cul-Oda 1.953(2) 02-C1 1.234(3)
03-C1 1.288(4) 04-C4 1.439(4)
03-Cul-04 167.27(9) Cul-N1-C2 104.9(2)
03-Cul-05 84.80(7) 03-Cul-N1 82.71(9)
03-Cul-O4a 96.4(1) 04-Cul-05 97.25(8)
04-Cul-N1 84.70(9) 04-Cul-O4a 95.9(1)
0O5-Cul-Nl1 107.36(9) 04a—Cul-05 96.79(9)
O4a—Cul-NI1 155.61(9) Cul-O4-Culb  131.1(1)

oxo atom derived from another cpse, closing a ring of three
copper atoms. The deviation of the metal ion from this basal
plane is 0.22 A. As expected for the basal plane, the bond
lengths are short: 1.995(2), 2.017(2) and 1.950(2) A for Cu(1)-
0O(3), Cu(1)-N(1) and Cu(1)-O(4), respectively. The two five-
membered chelate rings have smaller angles, O(3)-Cu(1)-N(1)
82.72(8) and O(4)-Cu(1)-N(1) 84.70(9)°, than those of the
inner chelate six-membered ring O(4)-Cu(1)-O(4a) 95.9(1) and
O(3)-Cu(1)-O(4a) 96.4(8)°. The apical position about each
copper atom is occupied by the oxygen atom of a coordinated
water molecule, Cu(1)-O(5) 2.337(2) A. The three water
molecules are placed on the same face of the Cu;O; central
core, while the opposite face is oriented toward the phenyl
group of cpse. With this unusual arrangement, the overall
molecular complex presents a hydrophilic side and a hydro-
phobic side, Fig. 4. The distance between the O(5) atoms,

a

Fig. 4 Packing diagram of [Cu,(cpse);(H,0),]-8.5H,0. The overall
molecular complex presents a hydrophilic side and a hydrophobic side.
Intramolecular hydrogen bonds between the three apical water
molecules are observed.

2.769(3) A, is indicative of the intramolecular hydrogen bonds,
O(5)-H(51) - -+ O(5)’, between the three apical water mole-
cules, with a H - - - O separation of 2.063 A, andanOH --- O
angle of 154.11°.

A complicated intermolecular hydrogen-bonding network
and a two-dimensional arrangement of the trinuclear units
stabilises the crystal. One layer of cyclic trinuclear units is con-
nected to another through strong intermolecular hydrogen
bonding. This occurs between the three coordinated water
molecules from a cyclic trinuclear unit of copper(mr), and the
O(2) atom from the carboxylate groups of another unit of the
neighbouring layer (characteristic O --- O separation and
angle for the H bond: 1.879 A, 175.33°). Water molecules of

crystallisation O6 to O9 are included in the hydrophilic phase
of the two layers, contributing to the hydrogen-bonding net-
work, with O - -+ H separations in the range 1.880 to 2.133 A.
Finally, a void of ca. 181 A® accessible to solvents is observed at
the origin of the unit cell.?” This may accommodate severely
disordered water molecules.

Magnetic properties. A plot of yy7 vs. T in the 3004 K
range for [Cus(cpse);(H,0);]-8.5H,0 is shown in Fig. 5. The

1.0
Xy T /cm3 mol1 K

0.8

0.6 1

0.4

0.2

T/K
0.0 — T
0 50 100 150 200 250 300
Fig. 5 Temperature dependence of yy7 for [Cus(cpse);(H,0),]

8.5H,0. The solid line is generated from the best-fit magnetic
parameters.

overall behaviour corresponds to an antiferromagnetically
coupled trinuclear system. The value for y,7 at room temper-
ature of 0.95 cm® K mol™' decreases continuously on cooling,
and tends to a value close to 0.4 cm® K mol™! at low temper-
ature. Below 25 K, decay down to 0.30 cm® K mol ' at 2 K is
observed. The low temperature value expected for a trinuclear
S = 1/2 antiferromagnetically coupled system is 0.40 cm® K
mol ! (g=2.1). The experimental value of y,,T at 2 K, 0.30 cm®
K mol™!, indicates an intermolecular antiferromagnetic inter-
action. Consistent with the triangular equilateral structure,
the magnetic data were analysed by means of the analytical
expression derived for the magnetic susceptibility with the
Hamiltonian H = —J[S,S, + 8,5, + S,S;] for local spin values
S = 1/2. With the introduction of an intercluster interaction zJ’,
m 18 expressed as shown in eqn. 1.

Ng2 1. 2(1+ 5exp(3J/2kT
2= g 1 ( p( ) (1)

T AK(T - 2J")(1+ exp(3J/2kT))

The best fit parameters were J = —114.2cm ™, g=2.10; zJ' =
—1.1 K. This moderately strong antiferromagnetic coupling is
as expected for an interaction promoted through Cu-O-Cu
bridges with a bond angle of 131.1°.

The EPR spectra of trinuclear .S = 1/2 compounds have been
analysed in terms of three active states (one quartet and two
doublets), with temperature-dependent populations. In the light
of the super-exchange parameter from the magnetic measure-
ments, at low temperatures, only the doublets should be pop-
ulated, whereas at room temperature, signals due to the tran-
sitions inside the quartet may also be observed. Below 90 K, the
spectrum consists of a quasi-isotropic broad signal (peak-to-
peak linewidth 353 G at 90 K and 174 G at 4 K) centred at g =
2.11 (Fig. 6), which may be assigned to the transitions within the
doublets. At room temperature, the spectrum becomes more
complicated and the signals are weaker, indicating a mixture
of 1/2 and 3/2 spin states. Due to long relaxation times, weak
signals or even EPR silent behaviour at room temperature is
common for strongly coupled trinuclear systems. In our case, the
spectrum shows a strong signal centred at g = 2.10 and several
resonances at g 2.33, 2.45 and 3.02, which arise from mixing
of the doublet and quartet spectra. Simulation of the spectra
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Fig. 6 X-Band EPR spectra of [Cu,(cpse);(H,0);]-8.5H,0.
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shows that the signal at g = 3.02 may be tentatively assigned to
the low field parallel signal of the quartet, taking into account a
weak zero-field splitting of 0.04 cm™'. Unfortunately, attempts
to unambiguously confirm this assumption by performing
single-crystal measurements along the (001) axis of the crystal
were unsuccessful, due to the high noise/signal ratio.

(b) Mononuclear copper(ir) complex of Hceph

In order to investigate whether the sterochemistry of the H,cpse
is a driving factor for the formation of the trinuclear Cu"
complex, the compound [Cu(Hceph),]-H,O, from the erythro
isomer H,ceph, was synthesised. This isomer was chosen due to
the trans orientation of the C—-Me and phenyl groups.

The IR spectrum of H,ceph is similar to that of H,cpse, with
bands due to the stretching modes of the carboxylic acid group
at 1638 and 1384 cm™! (Vasym and vy, Tespectively), shifted to
1626 and 1389 cm™', respectively, in [Cu(Hceph),]-H,O.

The reflectance spectrum shows a broad band at 16 364 cm ™',
indicative of a distorted geometry, and its magnetic moment
(2.07 B.M.) is as expected for a copper(i1) ion.

In order to obtain the analogous trinuclear compound,
NaOH (0-2 equiv.) was added to an ethanolic solution of
[Cu(Hceph),], but no trinuclear compound was formed.

Crystal structure. A perspective view of [Cu(Hceph),]-H,O,
with the labelling scheme, is given in Fig. 7. Selected bond

Fig.7 Geometry and atom numbering for [Cu(Hceph),]-H,O.

distances and angles are listed in Table 3. One Hceph ligand is
coordinated to the metal in a tridentate mode, giving a byciclic
chelate with two distorted five-membered rings, where the
nitrogen and the oxygen atoms from the carboxylate and the
OH groups are bonded to the copper(m) ion in a facial
arrangement, as observed in the [Cu(Hcpse),]-H,O analogue.?*
The second Hceph molecule is bidentate, chelating through the
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Table 3 Selected bond lengths (A) and angles (°) for [Cu(Hceph),]*
H,0

Cul-03 1.932(4) Cul-N2 2.042(4)
Cul-06 1.929(3) 02-Cl 1.224(6)
Cul-04 2.357(3) 03-Cl 1.296(6)
Cul-NI1 2.065(4) 04-C4 1.424(6)
06-Cul-03 171.95(1) 03-Cul-NI1 85.42(1)
06-Cul-04 100.43(1) 03-Cul-N2 90.10(1)
06-Cul-NI1 97.69(1) 04-Cul-NI1 79.20(1)
06-Cul-N2 85.54(1) N2-Cul-N1 169.24(1)
03-Cul-04 87.43(1)

nitrogen and an oxygen from the carboxylate group. The com-
pound is square pyramidal, with two nitrogens and two oxygens
from the carboxylic acid groups co-ordinated to the metal atom
in the basal plane. The Cu-N(1) and Cu-N(2) bond distances
are 2.065(4) and 2.042(4) A, respectively, and the distances for
the carbonyl oxygens, Cu—O(3) and Cu-O(6) are 1.932(4) and
1.929(3) A. These bond lengths are similar to those observed in
the analogous five-membered ring in [Cu(cpseH),]-H,0,** as are
the angles O(3)-Cu(1)-N(1) [85.42(1)] and O(6)-Cu(1)-N(1)
[79.20(1)°]. The apical position is occupied by an oxygen atom
from the OH group of one Heceph, the Cu-O(4) bond length is
2.357(3) A. The OH group from the second Heeph is hydrogen
bonded to an oxygen from a carboxylate group of a neighbour-
ing molecule, O(6)-H(51) - -- O(2)’, witha H -+ - O separation
0f 2.063 A, and an OH - - - O angle of 175°.

Stereochemistry

In previous work, we have reported the synthesis of the
octahedral compound [Cu(Hpse),]-H,0.> The ligand in this
compound is a threo isomer {H,cpse = N-[2-hydroxy-1(R)-
methyl-2(R)-phenylethyl]-N-methylglycine} with the phenyl
and the C—Me in trans positions. Only one isomer (a) of the two
possible all-trans isomers (a and b) was isolated and the X-ray
structure obtained. A schematic description of the helicoidal
structure is shown in Fig. 8. The ligand is coordinated in a
tridentate mode to the metal ion, in a fac geometry, giving

(a)

(b)

Fig. 8 PM3 schematic representation of the two possible octahedral
helicoidal all-trans Cu™ isomers derived from H,cpse.



bicyclic five-membered rings, the nitrogen atoms being stereo-
genic centres. In this molecule, the phenyl and the C-Me groups
are in trans positions, a stable arrangement. Attempts to pre-
pare the analogous compound [Cu(Hceph),]-H,O derived from
the erythro isomer (phenyl and C-Me in cis positions) did not
give the expected octahedral helicoidal structures (¢ and d)
depicted in Fig. 9. Instead, a pentacoordinate square-pyramidal

(©)

(d)

Fig. 9 PM3 schematic representation of the two possible octahedral
helicoidal all-trans Cu™ isomers derived from H,ceph.

geometry was observed. A possible explanation for the lack
of coordination of the OH group is the sterically hindered
positions of the cis substitutents. From the X-ray structure of
compound [Cu(Hceph),]-H,0, it is deduced that it corresponds
to the opening of the idealised octahedral molecule (c) of
Fig. 9.

Conclusions

The versatility of the ligand cpse allows it to form a stable
trinuclear Cu™ compound from its mononuclear complex on
changing the basicity of the medium, promoting the formation
of oxo bridges via deprotonation of the OH groups, a reaction
that is reversible upon addition of acid. The Cu --- Cu dis-
tance in the triangle is 3.553(5) A, similar to the Cu +-- Cu
distance in the fully oxidised active site of the ascorbate
oxidase.

Changing the configuration of the ligand from threo to
erythro prevents the formation of the analogous trinuclear
compound. Clearly, the stereochemistry of the ligand is a sig-
nificant factor in the rearrangement of the initial mononuclear
compound on deprotonation.
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