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ligation, Pl stack-type alignment,*l and bridging of ion radicals
by their counterions.’! Among these interactions, hydrogen
bonding has emerged as a particularly useful and efficient
tool. Indeed, transmission of magnetic interactions through
hydrogen bonds was first observed with transition metal
complexes. Since then, several hydrogen-bonded organic
magnets have been reported.’ However, to the best of our
knowledge, hydrogen-bonded supramolecular magnetic ma-
terials whose properties may be systematically tuned and/or
controlled by external stimuli have so far not been reported
despite the enormous interest in switchable magnetic materi-
als.

Light is a particularly efficient stimulus for inducing
changes in the magnetic properties of a given material. In
fact, examples of photomagnetism in inorganic magnetic
systems and in covalently linked organic polyradicals have
already been reported. For instance, Hashimoto et al. report-
ed photoinduced magnetization changes in a cobalt—iron
cyanide complex,[”) which confirmed the possibility of mod-
ifying long-range magnetic ordering by photons. Furthermore,
photoinduced magnetic changes in pure organic materials
have also been described, for example, as in the photo-
isomerization of a carbenel® and in the spin isomerism of a
non-Kekulé diradical.”) More recently, Irie and Matsuda
described a photochromic system that interconverts reversibly
between a singlet and a triplet high-spin ground state,'l and
Iwamura et al. reported a diradical species bearing two stable
nitroxide radicals connected through an isomerizable unit.['!

Herein we report a new photomagnetic system based on the
photoinduced trans —cis isomerization of 1. The trans-1
isomer exists in solution as a monomeric species, whereas
the cis-1 isomer aggregates in solution through the formation
of hydrogen bonds to give a thermodynamically stabilized
diradical dimer with strong antiferromagnetic interactions.
Although numerous photochromic supramolecular systems
have been described up to now,!'? this photoinduced self-
assembly process represents the first example of a photo-
magnetic system based on a supramolecular phenomenon.

The ferrocenyl Schiff base polychlorotriphenylmethyl rad-
ical (1) was obtained by a condensation reaction between the
(4-amino-2,6-dichlorophenyl)bis(2,4,6-trichlorophenyl)meth-
yl radical and ferrocene monocarboxaldehyde. Since the
condensation reaction is not stereoselective, the trans and cis
isomers of compound 1 were present in the reaction product.
Both isomers, trans-1 and cis-1, were isolated as stable species
in solution and in the solid state, and were characterized by
different techniques such as elemental analysis, matrix-
assisted laser desorption time-of-flight (MALDI-TOF) mass
spectrometry, HPLC, cyclic voltammetry, FT-IR, UV/Vis/
NIR, and ESR spectroscopy.

Single crystals for the X-ray structure analysis of trans-1
were grown by slow evaporation from a carbon tetrachloride/
hexanes (1/1) mixture.’¥] The structure of trans-1 (Figure 1;
ORTEP view) reveals almost eclipsed cyclopentadienyl rings
and a trans configuration at the CH=N double bond. Despite
the available resonance pathway and the trans configuration,
the #-CsH, and the C¢H,Cl, rings are twisted by an angle of
about 28°. Presumably, the steric interactions between the
hydrogen atom of the CH=N group one of the ortho hydrogen

920 © WILEY-VCH Verlag GmbH, D-69451 Weinheim, 2001

Figure 1. Molecular structure (with 50% ellipsoids; top) and crystal
packing (bottom) of trans-1.

atoms of the benzene ring prevents a planar arrangement. The
solid-state packing of trans-1is best described as enantiomeri-
cally related pairs of molecules (see Figure 1b). Stacking of
these related pairs occurs with continuous staggering along
the c axis and with a head-to-tail pairing along the b axis. The
relative arrangement and the considerably large distances
between neighboring molecules excludes the presence of
hydrogen bonds among neighboring CH=N units. Under
these circumstances, the largest driving forces for such
molecular packing are dipole—dipole and van der Waals
interactions, which lead to an efficient filling of space.
Unfortunately, despite the use of different crystallization
techniques, we have been unable to obtain crystals suitable for
determining the X-ray structure of the cis-1 isomer.['¥

The cyclic voltammetric response of trans-1 and cis-1 show
one reversible oxidation process at +0.61 and +0.72V,
respectively, and one reversible reduction process at —0.66
and —0.67V, respectively (vs. a Ag/AgCl electrode in
CH,Cl,). The reversible oxidation process arises, in both
cases, from the oxidation of the iron atom of the ferrocene
unit, while the reversible reduction process is associated with
the reduction at the triphenylmethyl radical unit to the
corresponding carbanion; as ascertained by UV/Vis and ESR
spectroelectrochemical experiments. ESR spectroscopy pro-
vides more detailed and definitive information about the
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molecular and electronic structure of both isomers in solution.
Thus, the isotropic X-band ESR spectrum of the radical trans-
1 in toluene/dichloromethane (1/1; ¢ =10mol L) at 220 K,
is concentration-independent and shows the lines correspond-
ing to the coupling of the unpaired electron with the different
nuclei with nonzero magnetic moments; that is, with 'H, N,
and naturally abundant '3C isotopes at the a and aromatic
positions. Computer simulation gave the isotropic g values
(giso) and the isotropic hyperfine coupling constants (a;). The
8iso Value is 2.0030, which is very close to the values for other
polychlorotriphenylmethyl radicals.'®! The values of the
coupling constants of trans-1 are: a(**N)=1.18G;
a('H,,..) =1.06 G;  a('H,,,,)=025G; a(*C,)=285G;
a(BChrigee) =12.5 G; a(**C,,,) =10.3 G.61 At 160 K, its spec-
trum shows a single broad line characteristic of an isolated
free radical in a rigid medium with a low magnetic anisotropy.
This fact clearly shows that the trans-1 isomer exists in
solution as a monomeric species. Surprisingly, the X-band
ESR spectrum of the cis-1 radical in toluene/dichloromethane
(1/1) at 220K did not show the lines corresponding to the
coupling of the unpaired electron with the different magnetic
nuclei, but the characteristic fine structure of a triplet species.
The zero-field splitting parameters obtained by computer
simulation of the spectra obtained at 160 K are | D' |=252 G
and |E'|=0. This behavior has been attributed to the
formation of a dimeric species which is held together by
intermolecular C-H --- N hydrogen bonds between the CH=N
groups of two different molecules (Scheme 1). Semiempirical
ZINDO/1 calculations!'” revealed that the H-bonded dimeric
form of cis-1 corresponds to an energy minimum, while for the
trans-1 isomer similar H-bonded dimeric or polymeric species

trans-1

Scheme 1. Photoinduced trans —cis isomerization of 1.

do not correspond to energy minima; probably because of the
steric hindrance developed in such species. These calculations
also revealed that the dimeric species (cis-1), are more stable
than the monomeric species frans-1 by 7 kcalmol~'. The
forbidden Amg=+ 2 transition characteristic of triplet species
was also observed at the half-field region of the spectrum of
cis-1 and the intensity of the corresponding signal (),
obtained by double integration, was measured in the 4100 K
temperature range. Since the experimental value of I,,T is
proportional to the population in the triplet state, the fact that
I, T decreases with decreasing temperature indicates that the
ground state of the dimeric species is the singlet state and the
triplet state should be associated with a thermally accessible
excited state. A separation of 54+2 K (38 cm™!) between
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both states was obtained from the fitting of the experimental
data to a Bleaney - Bowers equation.['*!

Our interest in compound 1 was considerably enhanced
when it was found that the ESR spectrum of trans-1 in
methylcyclohexane exhibited a time dependence behavior
under in situ irradiation at 415 nm,['"! a result that is consistent
with the conversion from the trans-1 to the cis-1 isomer
(Figure 2). After eight hours of irradiation a mixture with a

Il L 1 1 1 a1 L 1

3345 3360 3375 3390 3405

H/G

Figure 2. Photoinduced trans —cis isomerization of 1 monitored by ESR
spectroscopy. t=0 (a), 1 (b), 3 (¢), 5 (d), 8 h (e).

cis:trans ratio >90:10 was obtained; as confirmed by com-
puter simulation. The photoinduced trans-1—cis-1 isomer-
ization in methylcyclohexane at room temperature was also
monitored by UV/Vis spectrosocopy. Indeed, the trans-1 and
cis-1 isomers show characteristic UV/Vis
absorption bands for the radical (377 nm)
and conjugated ferrocene (408 nm) chro-
mophores. The main difference lies in the
relative intensity of both bands. The band at
377 nm for the trans-1 isomer is less pro-
nounced, whereas that at 408 nm is more
intense than the corresponding bands for
the cis-1 isomer. This fact allowed us to
study the effect of irradiation upon a
solution of trans-1 in methylcyclohexane
by UV/Vis spectroscopy. The in situ irradi-
ation of trans-1 (c=10"° molL~! in methyl-
cylohexane) was carried out using 415 nm
light in a quartz cell at room temperature for 2 h. During the
irradiation of the trans-1 solution, the absorption band at
377 nm increases, whereas the absorption band at 408 nm
decreases; an isosbestic point occurs at 382 nm. This confirms
a neat transformation from the trans-1 to the cis-1 isomer.
Finally, it must be emphasized that irradiation of a cis-1
solution (¢ =107 mol L~!) did not indicate the presence of the
reverse photoisomerization process, either by ESR and/or by
UV/Vis spectroscopy. Moreover, warming cis-1 solutions in
three different solvents (methylcyclohexane, toluene, and
acetonitrile) up to 80°C provided no evidence of a thermally
induced backward cis-1—trans-1 isomerization, while the
trans-1—-cis-1 isomerization process takes place in the three
studied solvents (Scheme 2).
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hv In summary, the photoin-
duced trans —cis isomeriza-
m tion of 1 has been monitored
by UV/Vis and ESR spectro-
2 trans-1 . .
socopy. Interestingly, the cis-
\A/ 1 isomer aggregates in solu-
\-x-/ tion at low temperatures
A through the formation of hy-
Scheme 2. Overview of the photo- drogen bonds to give thermo-
chemically and thermally possible d . . .
. o ynamically stable diradical
isomerizations of 1. 7 K R
dimers with strong antiferro-
magnetic interactions. This
one-way photoinduced self-assembly process represents an
interesting example of a photomagnetic system based on a
supramolecular phenomenon in which a doublet species is
converted into a singlet one.

(cis-1)2

Experimental Section

1: To a dry solution of (4-amino-2,6-dichlorophenyl)bis(2,4,6-trichlorophe-
nyl)methyl radical in toluene, which was obtained as previously descri-
bed,® was added ferrocene monocarboxaldehyde in the presence of
molecular sieves. The mixture was heated up to 60 °C and stirred for 48 h.
After removal of the molecular sieves and evaporation of the solvent, a
brown precipitate was obtained, which contained a mixture of cis- and
trans-1. The trans-1 isomer was isolated as a dark brown microcrystalline
material by recrystallization from n-hexane, and the cis-1 isomer was
isolated as a dark green powder by flash chromatography (Florisil
(magnesium silicate), carbon tetrachloride). trans-1: elemental analy-
sis(% ): caled for C3H (ClgNFe: C 49.4, H 2.21, N 1.90; found: C 49.6, H
1.8, N 2.1; IR (KBr): 7,,,, = 3420, 2967, 2913, 1631, 1556, 1536, 1465, 1371,
1261, 1225, 1182, 1137, 1104, 1021, 858, 809 cm~!; UV/Vis (methylcyclohex-
ane): A(e)=377 (20300), 409 (14900), 565 nm (1863). cis-1: elemental
analysis (% ): caled for C3H,ClgNFe: C 49.4, H 2.21, N 1.90; found: C 49.8,
H2.0,N2.2; IR (KBr): 7,,,, = 3434, 2925, 2849, 1715, 1631, 1552, 1526, 1487,
1383, 1371, 1292, 1227, 1182, 1134, 1076, 1057, 926, 858, 817, 788 cm~!; UV/
Vis (methylcyclohexane): A (¢) =377 (23300), 407 (13600), 578 nm (2940).
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