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ABSTRACT: The layered-sheet architecture of the crystal
structure of the fluoro-substituted oxobenzene-bridged
bisdithiazolyl radical FBBO affords a 2D π-electronic
structure with a large calculated bandwidth. The material
displays high electrical conductivity for a f = 1/2 system,
with σ(300 K) = 2 × 10−2 S cm−1. While the conductivity
is thermally activated at ambient pressure, with Eact = 0.10
eV at 300 K, indicative of a Mott insulating state, Eact is
eliminated at 3 GPa, suggesting the formation of a metallic
state. The onset of metallization is supported by infrared
measurements, which show closure of the Mott-Hubbard
gap above 3 GPa.

The possibility that the unpaired electron present in a
neutral organic radical could serve as a carrier of charge

was first suggested by Haddon.1 Ideally, an array of radicals,
interacting through their singly occupied molecular orbitals
(SOMOs), would give rise to a half-filled ( f = 1/2) energy band,
and possess a metallic ground state. The problem with the
model stems from the intrinsically high Coulombic barrier U to
charge transfer in this (or any other)2 f = 1/2 system. When this
barrier dominates, the unpaired electrons are localized, and
simple organic radicals like aminyls, nitroxyls, and verdazyls are
Mott insulators.3 Overcoming the onsite charge repulsion
requires radicals with extensive spin delocalization to lower U,
and strong intermolecular resonance interactions β to increase
the electronic bandwidth W (= 4β).4 When W > U, the Mott-
Hubbard gap ΔE (= U − W) should vanish and a metallic state
prevail.5 However, while progress has been made in the
development of conductive materials using highly delocalized
organic radicals based on phenalenyl6 and spirobiphenalenyl7

frameworks, a metallic f = 1/2 neutral radical has yet to be
realized.
In pursuit of a metallic radical we have developed resonance

stabilized radicals in which two 1,2,3-dithiazolyl rings are linked
(Chart 1) by N-alkyl pyridine 1,8 N-alkyl pyrazine 29 and, more
recently, oxobenzene 3 bridges.10 Increased spin delocalization
reduces U, and the presence of nitrogen in spin-bearing sites
helps suppress dimerization, a common fate of sterically

unprotected carbon-based radicals.11 The incorporation of
sulfur, a larger and softer heteroatom, also lowers U and
increases intermolecular overlap.12 However, while variations in
the R1/R2 ligands in 1 permit design flexibility, their steric bulk
tends to buffer electronic interactions, and hence reduce
bandwidth. By contrast, the less sterically encumbered radicals
2 (R = Me) and 3 (RBBO, R = Cl, Me, Ph) adopt more tightly
packed structures which display increased bandwidth and
improved charge transport properties.9,10 Here we report the
fluoro-substituted radical 3 (R = F), or FBBO, the layered π-
stack architecture of which affords an exceptionally large
bandwidth and high, albeit activated conductivity. Bandwidth
enhancement by compression to 3 GPa generates a metallic
state.
Preparation of FBBO (Figure 1) begins with the reduction of

4-fluoro-2,6-dinitrophenol 4 to the corresponding diaminophe-
nol 5, followed by a double Herz cyclization with sulfur
monochloride. Metathesis of the crude bisdithiazolylium
chloride with AgOTf provides the triflate salt [FBBO][OTf],
which may be reduced with octamethylferrocene to yield purple
flakes of the radical. The EPR spectrum of FBBO (in CH2Cl2),
which consists of an overlapping doublet of pentets arising from
hyperfine coupling to the two nitrogens and the basal fluorine,
confirms extensive spin distribution across the molecular
framework.10 Cyclic voltammetry on [FBBO][OTf] in
MeCN indicates a reversible 0/+1 couple with E1/2 = 0.241
V vs SCE. As seen in related derivatives,10 the −1/0 couple is
not reversible, but the cell potential Ecell = E1/2(ox) − E1/2(red)
may be estimated as the difference in the two cathodic peak
potentials Epc. The resulting Ecell value (0.69 V) is smaller than
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that typically found for 1,12 suggesting a lower onsite Coulomb
repulsion energy U ∼ Ecell.
Crystals of FBBO belong to the C-centered orthorhombic

space group Cmc21. There are four molecules in the unit cell
(Figure 2), located on crystallographic planes at x = 0, 1/2.
Within these coplanar layers, neighboring molecules along the
z-direction are related by 2-fold screw axes. In contrast to the
structures of MeBBO and the MeCN solvate of ClBBO, in
which neighboring radicals are linked by lateral S···O′ and S···N′
contacts to produce ribbon-like arrays,10 the presence of the
basal fluorine in FBBO leads to a packing pattern in which the
radicals are laced together in both the y and z directions by
short (less than van der Waals13) S···O′, S···N′, and S···F′
contacts (see Supporting Information). This complex network
of supramolecular synthons14 gives rise to a rigid sheet-like
architecture. Consecutive layers of radicals along the x-direction
are related by b-glides at x = 1/4 and 3/4, which produces a
“brick wall” packing pattern with an interplanar separation of a/
2, or 3.151(1) Å.

Figure 2. Unit cell of 3a viewed parallel to the a-axis, showing sheet-
like architecture; the layer at x = 0.5 is shaded. The 2D network of
intermolecular S···O′ (red), S···N′ (green), and S···F′ (blue) contacts is
shown with dashed lines.

The results of variable temperature magnetic susceptibility
(χ) measurements on FBBO are shown in Figure 3. An initial
cooling curve plot of χT vs T with H = 1 kOe indicated weak
antiferromagnetic (AFM) exchange effects; a Curie-Weiss fit to
the 50−300 K data afforded C = 0.378 emu K mol−1 and θ =
−18.3 K. However, on cooling below 20 K, there was a sudden
increase in χT near 15 K. This surge was more pronounced at
lower field (H = 100 Oe), and a subsequent zero-field cooled/
field cooled (ZFC-FC) experiment (Figure 3b) revealed a sharp
bifurcation at 13 K in χT for the ZFC and FC sweeps, which
may be interpreted as a phase transition to a spin-canted AFM
ordered state with a Neél temperature TN = 13 K. Field
independent magnetization experiments (Figure 3c) support

the suggested ordering temperature, with M vanishing near 13
K, and extrapolation of M to T = 0 K afforded a value of the
spontaneous magnetization Mspont = 1.9 × 10−3 Nβ, which was
used to estimate the spin canting angle ϕ = 0.11°.
Measurements of M as a function of field indicated a weak,
quasi-linear M vs H dependence out to 5 kOe. Cycling of the
field revealed a hysteretic response in M(H), giving rise (at 2
K) to a coercive field Hc = 290 Oe (Figure 3d), a surprisingly
large value for a light heteroatom organic magnet.15

Figure 4. Plots of log σ vs 1/T for RBBO radicals 3. Eact is shown for
FBBO for T = 150−300 K and 70−110 K. The data for R = Cl
(MeCN solvate), Me, and Ph are from ref 10.

Variable temperature, 4-probe conductivity (σ) measure-
ments on cold-pressed pellets of FBBO have been performed at
T = 70−300 K. The results are presented in Figure 4, along
with those reported previously for other RBBO derivatives (R =
Cl, Me, Ph),10 in the form of plots of log σ vs 1/T. While the
performance of all the oxobenzene-bridged materials is
uniformly superior relative to 1 in terms of both enhanced
conductivity and lowered thermal activation energy Eact, the
value of σ(300 K) = 2 × 10−2 S cm−1 for FBBO is, to our
knowledge, the highest ever observed for a neutral f = 1/2
radical, higher even than that of the best selenium-based variant
of 1 (R1 = Me, R2 = Cl), for which σ(300 K) = 4 × 10−3 S
cm−1.16 Moreover, while the conductivity of FBBO remains
activated, indicative of a Mott-insulating ground state, the value
of Eact = 0.10 eV for T = 300−150 K, and 0.05 eV for T = 70−

Figure 1. Synthesis and EPR spectrum (in CH2Cl2) of FBBO.

Figure 3.Magnetic measurements for FBBO. (a) Field-cooled χT vs T
plot at H = 1 kOe. (b) ZFC-FC plot of χT vs T at H = 100 Oe. (c)
Decay in spontaneous magnetization M with temperature, and (d)
hysteresis in cycling of M vs H at T = 2 K.
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110 K constitutes the lowest ever found for a thiazyl radical. In
comparison, radicals 1 show Eact values in the range 0.40−0.50
eV,8 while that of the best of their selenium analogues is
lowered only as far as 0.17 eV.16

Figure 5. EHT band structure of FBBO, showing the dispersion of the
four SOMO-based COs along three directions of the reciprocal unit
cell. These COs would constitute the f = 1/2 band if the ground state
were metallic. The Fermi level is indicated by a dashed line (red) and
the bandwidth (W ∼ 1.4 eV) of the SOMO band is illustrated with
hatching. A higher lying intruder band is also shown (dashed green).

We have explored the electronic band structure of FBBO by
means of extended Hückel theory (EHT) band calculations.
While this level of theory fails to provide a proper description
of the ground state for strongly correlated systems, the method
provides qualitative insight into the direction and extent of
orbital interactions. The results (Figure 5) suggest a highly 2D
electronic structure, with negligible crystal orbital (CO)
dispersion along the z-direction (Γ→ Z), and strong CO
dispersion along Γ→ X and Γ→ Y. The latter result may be
interpreted in terms of the “brick wall” packing of the radicals
in the xy plane, which produces a nearly isotropic square lattice
of interactions (Figure 6), with four equivalent π-type
intermolecular resonance integrals β1 ∼ 0.22 V. The remaining
lateral interaction β2 along the y direction is much smaller, near
0.02 eV. The EHT bandwidth W ∼ 1.4 eV17 is significantly
larger than that of previously reported RBBO derivatives10 and
1,8 although comparable to that for 2 (R = Me).9 However, the
electronic structure of the latter material is more 1D, and it
undergoes a charge ordering distortion below 120 K to yield a
diamagnetic ground state.9 The 2D structure of FBBO appears
to be resistant to such a distortion.

Figure 6. “Brick wall” π-stacking of FBBO radicals in the xy plane,
illustrating the intermolecular resonance integrals β1 and β2.

Given the possible proximity of a metallic state, we explored
the use of physical pressure to drive an insulator-to-metal phase
transition. To this end, we examined the pressure dependence
of the infrared absorption spectrum of FBBO, using
synchrotron radiation and diamond anvil cell techniques to

probe the Mott-Hubbard gap ΔE at ambient temperature. We
also carried out high pressure variable temperature conductivity
measurements on pressed pellets of FBBO over T = 298−368
K, using a cubic anvil press, to assess changes in the thermal
Eact. At ambient pressure, the infrared spectrum of FBBO
(Figure 7a) displays a series of molecular vibrational modes
below 0.2 eV, but also reveals the onset of a broad hump near
0.3 eV, which we assign to ΔE. This shoulder intensifies and
rapidly shifts to lower energy with increasing pressure, so that
by 3 GPa the sample absorbs strongly at all photon energies
within the spectral window, a finding consistent with the
closure of the Mott-Hubbard gap and formation of a metallic
state. The results of the high pressure conductivity measure-
ments (Figure 7b) allow a similar conclusion. Thus,
pressurization causes a steady increase in conductivity, with
σ(300 K) reaching a plateau near 101 S cm−1 at about 3 GPa.
Across the same pressure range, Eact drops sharply, vanishing
near 3 GPa.

Figure 7. (a) Pressure dependence of the ambient temperature
infrared absorption spectrum of FBBO; the intense band near 0.25 eV
is from diamond. (b) Pressure dependence of the conductivity σ(300
K) and thermal Eact of FBBO.

Historically, high conductivity in radical-based materials has
been achieved by doping18 or through the design of mixed
valence compounds such as spiroconjugated biphenalenyls.7

Both strategies avoid the highly correlated f = 1/2 state and the
associated high U condition. The use of bandwidth enhance-
ment alone to improve conductivity in materials that adhere to
the f = 1/2 paradigm has presented more of a challenge, largely
because the approach so often leads to dimerization and a
consequent loss of charge carriers. However, the unique sheet-
like architecture of FBBO and the resulting interlayer π-overlap
affords a high bandwidth, 2D electronic structure that resists
spin-pairing. While the transport properties of FBBO indicate
that the Mott insulator description still applies at ambient
pressure, the insulator-to-metal transition is readily accom-
plished at 3 GPa, which is a considerably lower pressure than
required for Se-based derivatives of 1.19

In a broader context, the study of strongly correlated
materials in the vicinity of the metal/insulator transition has
proven useful, over the past few decades, in the search for novel
properties. Thus, the transition in FBBO at room temperature
is indicative of a quantum critical point in the phase diagram at
a critical pressure Pc ∼ 3 GPa and zero temperature. The
physics around such points typically displays interesting
features.20 In organic charge transfer compounds, such as the
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κ-phase salts of BEDT-TTF, the properties are tuned by a
combination of physical pressure and anion substitution
(chemical pressure), generating a variety of phases, including
superconductivity.21 FBBO may represent a benchmark
example of a new class of strongly correlated materials based
on neutral molecular radicals. Unlike charge transfer salts,
where the building blocks are dimeric radical cations, neutral
radicals are true f = 1/2 materials, in which the absence of
counteranions results in a simpler structure. So far, only a
limited section of the phase diagram of FBBO has been
examined, but already it displays properties common to these
other classes of materials. That is, it possesses a highly 2D
electronic structure, an ordered AFM phase at low T for P < Pc,
and a metallic phase at high T for P > Pc. With further
exploration of FBBO, as well as related neutral radical materials,
there is little doubt that interesting physics will emerge.
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