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Compound [Crs(tpda)sCl] (Hotpda = N2 NC-di(pyridin-2-yl)pyridine-
2,6-diamine), an Extended Metal Atom Chain complex featuring two
quadruply-bonded {Cr,} units, exhibits field-induced slow relaxation
of its magnetization arising from the terminal chromium(i) ion
and provides the first example of a chromium(i)-based Single-
Molecule Magnet.

Individual molecules with a directionally-bistable magnetic moment,
called Single-Molecule Magnets (SMMs)," are considered the smallest,
chemically-tuneable components for spin-based devices.”

In the simplest case, a SMM possesses a ground state with a
large total spin (Sy) and an easy-axis (z) magnetic anisotropy,
which partially lifts the 25 + 1-fold degeneracy of the ground
state in zero magnetic field. Such zero-field splitting (zfs) is
described by the Hamiltonian ffzfs = DS‘T,ZZ + , where the
first term (with D < 0) is dominant and causes the Mg = £S;
states to lie lowest in energy. If magnetization relaxation occurs
by a multistep Orbach process, magnetic blocking is observed
at temperatures such that kg7 « U, where U is the total energy
splitting of the multiplet. However, nondiagonal terms in the
Hamiltonian (#"), like rhombic or higher-order transverse
anisotropies, can mix wavefunctions with the same |Mg]|, thereby
opening new pathways for relaxation via quantum tunnelling.
Their effect increases with decreasing St, thus explaining why
slow relaxation of the magnetization is comparatively less
frequent in mononuclear than in polynuclear complexes, where
higher St can be reached.
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SMM behaviour was indeed found in a variety of mono-
nuclear species containing 3d,*” 5d,° 4f"*? or 5f” ions, but the
relaxation mechanisms often deviate from the above-described
scheme. First, most of these systems feature an unquenched
orbital angular momentum and consequently do not exhibit
spin-only} magnetism.>” More unexpectedly, magnetic blocking can
arise in individual Kramers ions (e.g. Co®", Dy**) with a predomi-
nantly easy-plane magnetic anisotropy.® Here, magnetization relaxa-
tion occurs via non-Orbach mechanisms that produce a distinct
curvature in an Arrhenius plot. Unlike tunnelling effects, they result
in non-physical values of the activation barrier when a linear fit
is attempted over high-temperature data.’* Examples of spin-onlyz
mononuclear species relaxing via a genuine overbarrier process are
found in Jahn-Teller distorted Mn>* complexes.’

Although isoelectronic with Mn®", Cr** has been rarely used in
molecular magnetism primarily because of its propensity toward
oxidation.® We herein report the SMM properties of a Cr**-based
complex belonging to the popular class of Extended Metal Atom
Chains (EMACs). EMACs have been extensively studied in the past
as molecular wires and as benchmark systems for understanding
metal-metal interactions.'” In an EMAC, an array of metal ions
is kept aligned in a string by four oligopyridylamide (or related)
ligands. The compound [Crs(tpda),Cl,] (1, Hytpda = N?N°-
di(pyridin-2-yl)pyridine-2,6-diamine) was the focus of a particu-
larly lively debate regarding bond delocalization.'"'* From X-ray
structural and magnetic data it was finally shown that 1 and
related pentachromium(u) strings are unsymmetrical in the solid
state and contain two diamagnetic pairs of quadruply-bonded
metals plus one terminal high-spin Cr** ion**'* (Fig. 1).

Such a bonding scheme is evident from the Cr---Cr distances
found in 1-4CHCl;-2Et,O: (from Crl to Cr5) 2.598(3), 1.872(2),
2.609(2) and 1.963(3) A."” As a consequence, these compounds
and the related tri-,"*** hepta-**? and nonachromium()*** species
have an Sr = 2 ground state. On account of the negative D
parameter and small rhombicity reported for [Cr;(dpa),Cl,]- CH,CL,
(2-CH,Cl,, Hdpa = dipyridin-2-ylamine),"> we have carried out a
complete magnetic susceptibility study on 1-4CHCl;-2Et,0. Our
data show field-induced slow relaxation of the magnetization
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Fig. 1 Molecular structure of 1in 1.4CHClz-2Et,0, as reported by Cotton
et al.**® Colour code: orange = Cr, green = Cl, grey = C, blue = N, light
grey = H. Diamagnetic pairs of chromium(i) ions are highlighted using
thick bonds.

compatible with an Orbach mechanism, thereby bridging both
EMAC and SMM research fields.

1-4CHCl;-2Et,0 was synthesised as originally reported by Peng’s
group'" and isolated as large, deep-brown crystals by vapour
diffusion of diethyl ether into a chloroform solution of the complex.
The compound was checked by Matrix-Assisted Laser Desorption/
Tonization Time-of-Flight and Electrospray Ionization mass spectro-
metries as well as by single-crystal X-ray diffraction, elemental
analysis and IR spectroscopy (see ESIf). Unless kept in contact
with the mother solution, crystals of 1-4CHCl;-2Et,0 progressively
lose lattice solvent molecules. To avoid large uncertainties in
molecular mass, the sample used for magnetic characterization
was subject to prolonged vacuum pumping in order to remove
all volatiles. However, wet crystals displayed the same static and
dynamic magnetic properties as this vacuum-treated sample
(see ESIT). The xT product measured at 1 kOe (Fig. 2) amounts
to 2.89 em® K mol ™" at 300-320 K and is virtually temperature
independent down to 100 K, but decreases significantly at a
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Fig. 2 xT versus T plot for 1 at 1 kOe. The inset presents M versus H data
measured at eight different temperatures (1.9, 2.0, 3.0, 4.0, 5.0, 6.0, 8.0
and 10.0 K), along with the best-fit curves with the parameters reported
in the text.
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lower temperature reaching 2.21 cm® K mol ™" at 1.85 K. The
room temperature value is close to the expectation for an St = 2
spin with g = 1.963, in agreement with g < 2.00 for high-spin
chromium(i).*®

To better probe the ground state properties, the isothermal
magnetization was measured up to 70 kOe at temperatures ranging
from 1.9 to 10 K (Fig. 2). Although the magnetization does not
reach saturation in the H and T range explored, its highest
measured value (3.77 Naug) is close to the saturation magnetization
for an Sy = 2 state with g =2 (i.e. 4 Napts). When plotted as a function
of H/T (see ESIt), the curves display a pronounced nesting which
hints to deviations from the Brillouin function. Such a behaviour
was modelled by introducing magnetic anisotropy effects, through
spin Hamiltonian .# ¢ and assuming an isotropic g factor. Setting
Sy=2and #' = 0, M versus H data could be accurately fitted with
D = —1.510(6) ecm * (D/ks = —2.173(9) K) and g = 1.9731(8).
Imposing a positive D parameter resulted in a much worse fit.
W-band (v ~ 94 GHz) EPR spectroscopy (Fig. 3) confirmed the spin
value and the easy-axis anisotropy, with only very weak rhombicity.
Best simulations'” were obtained using spin Hamiltonian Houpr =
1eSrgH + DS, + E(Sr,> — Sr,’) with parameters: g, = g, =
1.990(3), g, = 1.975(2), D = —1.53(1) em™* (D/ks = —2.20(1) K) and
|E/D| =6(2) x 10>, It is to be stressed that, even if |D| ~ kv and the
simplification induced by the high field limit is not yet reached, the
temperature dependence of the spectrum is only compatible with a
negative D value (see ESIT). The very small rhombicity and the easy-
axis anisotropy are consistent with the environment of the terminal
chromium(u) ion, which features a square-pyramidal coordination
sphere (CrN,Cl) with the four basal nitrogen donors at 2.13(1) A,
the apical chloride ion at 2.46 A and the N-Cr-N angles in the range
87.5-90.9° (Fig. 1). Significantly, the anisotropy parameters are
comparable with those found in 2-CH,Cl, by high-frequency EPR
(D= —1.643(1) cm™ " or D/kg = —2.364(1) K, E = 0.0339(4) cm ™" or
E/kg = 0.0488(6) K)">° and are consistently reproduced by Angular
Overlap Model calculations (see ESIt).
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Fig. 3 Experimental (continuous lines) and best simulation (dotted lines)
W-band EPR spectra of 1. The asterisks mark spurious signals arising
from incomplete powder averaging due to the preparation of the sample
(see ESIT).
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Fig. 4 Temperature (left) and frequency (right) dependence of the real
(', top) and imaginary (;”, bottom) parts of the ac susceptibility, between
1and 10 000 Hz and between 1.8 and 9 K, respectively, for 1in 2500 Oe dc
field. While solid lines on the left-hand figures are visual guides, the solid
curves on the right-hand figures provide the best fit using the generalized
Debye model.!® Inset: = versus Tt plot for 1 in 2500 Oe dc field. The
relaxation time () has been estimated from the generalized Debye fit of
the y’ versus v (red dots) and y” versus v (black dots) data between 1.8 and
4.8 K. Solid line is the best fit to the Arrhenius law.

In spite of the small spin value (St = 2), the significant easy-
axis anisotropy of 1 induces in-field slow relaxation of the
magnetization at low temperature. The alternating current (ac)
magnetic susceptibility of 1 was investigated in the 1.8-15 K
temperature range and with frequencies up to 10000 Hz (see
ESIt). In zero static field, simple paramagnetic behaviour was
observed in the probed range of frequency and temperature.
Application of a static field was however effective in slowing
down the relaxation leading to the appearance of an out-of-phase
signal. The optimal field of 2.5 kOe was located in a preliminary
scan from 0 to 10 kOe at 1.8 K and was used for temperature
dependent studies. The analysis of the resulting x'(v) and y"(v)
curves from 1.8 to 4.8 K was based on the generalized Debye
model'® and provided the temperature dependence of the relaxa-
tion time 7. A semi-logarithmic plot of T versus T~ evidences
a thermally-activated relaxation mechanism with an effective
barrier Ueg/ks = 9.2(5) K (Fig. 4) and an attempt time 7, =
2.2(5) x 10~ s. Within experimental error, U.g equals the total
splitting of the Sy = 2 multiplet (U/kg = (|D|/ks)S1> = 8.81(6) K).
This suggests that in-field relaxation follows an overbarrier
Orbach mechanism" and that 4+-Mj states are not heavily admixed,
in spite of the small and integer St value. The residual mixing
is however enough to produce fast relaxation in zero field. To
the best of our knowledge, this represents the first example of a
chromium(n)-based SMM. In this respect, the string-like struc-
ture of 1 and the arrangement of the tpda®~ ligands enforce the
metal ions in an almost perfectly axial environment which is
suitable for SMM behaviour.

In our ongoing efforts we are now looking for more examples
of Cr”*-based SMM-EMAGCs through variation of the axial ligands
and of the chain length. In addition, we are exploring the
magnetization dynamics of EMACs containing heavier and more

anisotropic transition-metal ions, like Ru**."?
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