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New pyrimidine containing oligo(arylene)s, notably the pyrimidine–fluorene hybrid systems 13–16, have been
synthesised by Suzuki cross-coupling methodology. An efficient synthesis of the key reagent 9,9-dihexylfluorene-2,7-
diboronic acid 10 from 2,7-dibromo-9,9-dihexylfluorene 9 is reported. Cross-coupling of 10 with two equivalents of
2-bromopyrimidine, 5-bromopyrimidine and 2,5-dibromopyrimidine gave 2,7-bis(2-pyrimidyl)-9,9-dihexylfluorene
13, 2,7-bis(5-pyrimidyl)-9,9-dihexylfluorene 14 and 2,7-bis(5-bromo-2-pyrimidyl)-9,9-dihexylfluorene 15 in 23–34%
yields. A further two-fold Suzuki reaction of benzeneboronic acid with compound 15 gave 2,7-bis(5-phenyl-2-
pyrimidyl)-9,9-dihexylfluorene 16 (35% yield). Ab initio calculations of the geometries and electronic structures at the
Hartree–Fock (HF) and density functional theory (DFT) levels of theory are reported for compounds 13, 14 and 16
(with ethyl substituents replacing hexyl) and for their dipyrazinyl and bistetraazenyl analogues, 17, 18, 20 and 21. The
heterocyclic nitrogen atoms of 13 and 16 facilitate planarisation of the system, compared to 14, which is in agreement
with X-ray structural data obtained for 5-bromo-2-phenylpyrimidine 6, 2,5-diphenylpyrimidine 7 and compound 15.
Bistetrazenyl derivative 21 is calculated to be a fully planar system. The cyclic voltammogram (CV) of compound 16
in dichloromethane solution shows a quasi-reversible oxidation wave at E1/2

0 = �1.36 V (vs. Ag/Ag�). Compound 13
is a poorer donor with an oxidation observed at Epa = �1.50 V which is in good agreement with the difference in the
energies of their HOMO orbitals calculated at both HF and DFT levels of theory (0.11–0.12 eV). For compound 14
we were not able to measure an Eox potential which should lie at much more positive potentials. Compounds 15 and
16 are blue emitters in solution, with photoluminescence quantum yields (PLQY) of 25% and 85%, respectively. For
thin films of 16 the PLQY is reduced to 21%. An OLED using compound 16 as the emissive layer has been fabricated
in the configuration ITO/PEDOT/16/Ca/Al: blue-green light (λmax 500 nm) most likely emanating primarily from
excimer states is emitted at a high turn-on voltage.

Introduction
Studies on the synthesis, structural ordering and optoelectronic
properties of conjugated oligo- and poly(aryl/heteroaryl)
systems are central to the development of new materials for
electronics and photonics applications,1 e.g. as components
of organic light emitting devices (OLEDs) for displays and
lighting,2 and field effect transistors (FETs).3 In the search for
materials with improved electron transport properties, the
insertion of electron-deficient heterocycles,4 e.g. 1,3,4-oxadi-
azole,5 pyridine,6 quinoline,7 quinoxaline and pyridopyrazine 8

into conjugated oligomer/polymer backbones has been imple-
mented. This approach has been used to tune luminescence
properties in solution and in the solid state and to balance
charge injection from electrodes in OLED structures.

It is surprising that pyrimidine units have been only very
rarely incorporated into conjugated oligomer or polymer struc-
tures.5c,9,10 For example, poly(2,5-pyrimidinylene) 1 is an elec-
tron accepting material which can be doped with sodium to
obtain an n-type semiconductor;9a a 1,3,4-oxadiazole–pyrim-
idine hybrid oligo(arylene) 2 has been shown to function as an
electron conducting/hole blocking (ECHB) layer in bilayer
LEDs using poly[2-methoxy-5-(2-ethylhexyloxy)-1,4-phenyl-

† Electronic supplementary information (ESI) available: experimental
synthetic procedures for compounds 4, 9 and 10; HF/6–31G(d,p) and
B3LYP/6–31G(d,p) calculated geometries and frontier orbitals for
compounds 13E, 14E and 16E–21E. See http://www.rsc.org/suppdata/
ob/b3/b305870k/

ene-vinylene] (MEH-PPV) as the emissive material,5c and
during the preparation of this manuscript it was reported that
the spirobifluorene–pyrimidine hybrid 3 (Chart 1) is a blue
emitter.9b

Pyrimidine was attractive to us for two main reasons: (i) it
has a higher electron affinity than pyridine;10 and (ii) due to the
lack of ortho–ortho interactions of C–H hydrogens, 2-aryl-
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pyrimidine derivatives should be more planar (i.e. possess
increased π–conjugation) compared with 2-arylpyridine (or
biphenyl) analogues. Our initial aim, therefore, was to develop
efficient syntheses of new and versatile functionalised pyrim-
idines, especially pyrimidine-containing oligo(arylene) systems,
and herein we report the synthesis of such compounds, namely
7 and 13–16. We also describe the X-ray crystal structures of 6,
7 and 15, ab initio calculations, optical absorption and photo-
luminescence spectra, and OLED studies using compound 16
as the emissive layer. The fluorenyl core of 13–16 was chosen
because of its known high stability and luminescence efficiency,
with the alkyl chains at C(9) imparting good solubility in
organic solvents.11,12

Results and discussion

Synthesis

Suzuki cross-coupling methodology is a very versatile route
to oligo(arylene)s 13 and for this we required 2,5-dibromo-
pyrimidine 4 as a starting material. We readily obtained 4 in
29% yield from commercial 2-hydroxypyrimidine hydrochloride
and found our procedure (see electronic supplementary inform-
ation (ESI)†) to be considerably more convenient than the liter-
ature routes.14 There are very few examples of Suzuki reactions
on halopyrimidines,15 so as a test reaction, we treated 4 with
benzeneboronic acid 5 (3.0 equivalents) in the presence of cata-
lytic Pd(PPh3)4 in refluxing tetrahydrofuran (THF) (Scheme 1)
and obtained two products which were easily separated and
identified as 2-phenyl-5-bromopyrimidine 6 (43% yield) and
2,5-diphenylpyrimidine 7 (32% yield), both of which had been
obtained previously by different routes.16 This reaction is of
fundamental interest in that it established that the bromine
atom at C(2) of compound 4 is more labile under standard
Suzuki conditions. Compound 7 was obtained in higher yield
(62%) using benzeneboronic acid 5 (2.0 equivalents) and
Pd2(dba)3 catalyst 17 at 20 �C.

2,7-Dibromo-9,9-dihexylfluorene 9 was obtained in 85%
yield from commercial dibromofluorene 8 by deprotonation
with potassium t-butoxide followed by alkylation with bromo-
hexane (Scheme 2).18 This procedure seems more convenient
than the two-step route from fluorene (alkylation, then bromin-
ation) reported by several groups.11b,12 9,9-Dihexylfluorene-2,7-
diboronic acid 10, which is a key reagent for many fluorene-
based luminophores, was obtained in 86% yield from 9 by
reaction with n-butyllithium and triisopropylborate, followed
by aqueous workup.19 All the data obtained for 9 and 10 con-
firm no detectable contamination with unwanted fluorenone
byproducts. Compound 10 is a shelf-stable solid, and its
reaction with two equivalents of 2-bromopyrimidine 11, 5-
bromopyrimidine 12 and 2,5-dibromopyrimidine 4, as above,
gave 13, 14 and 15 in 34, 32 and 23% yields, respectively. A
further two-fold Suzuki reaction of benzeneboronic acid with

Scheme 1 Reagents and conditions: (i) compound 5, Pd(PPh3)4, THF,
Na2CO3, reflux; (ii) compound 5, Pd2(dba)3, P(But)3, THF, 20 �C.

compound 15 afforded the hexa(arylene) system 16 (35% yield)
bearing terminal phenyl groups. The low yield of pure product
from this capping reaction was primarily due to difficulties in
the purification of 16.

Crystal structures of compounds 6, 7 and 15 ‡

Molecule 6 is twisted around the C(2)–C(11) bond by 18.3�
(Fig. 1) which is smaller than that observed in biphenyl
(see discussion below), thus confirming that nitrogen atoms
facilitate planarisation of the system. Molecule 7 is located on
a crystallographic twofold axis, normal to the long axis of the
molecule. The central pyrimidine ring is disordered between
two orientations, related via this axis and forming an inter-
planar angle of 14.8�. In each case, the pyrimidine ring is
inclined by 19.8� and 34.6� to the phenyl groups in positions 2
and 5, respectively (Fig. 2) which reflects the same tendency of
planarisation of the system via substitution of C–H by nitrogen
atoms in oligophenylenes. In molecule 15 the fluorene moiety is
planar, while the pyrimidine rings bonded to C(4) and C(10) are
inclined to its plane by 5.1� and 5.6�, respectively (Fig. 3). These
angles are much smaller that those observed for 6 and 7, which
could be a result of better conjugation of the pyrimidine rings
with the central planar fluorene core in this extended π-system.
One n-hexyl chain entirely and the other one nearly [with the
exception of the terminal C(33) atom], adopt an all-trans
conformation and lie in one plane, perpendicular to the fluor-
ene plane.

In an isolated molecule, the twist angle (ω) between two
bonded aromatic rings depends on the balance between π
conjugation (which favours planarity) and steric repulsion
between H atoms (or substituents) in peri-positions. For the
latter, heteroatoms and substituents in meta- and para-positions
are largely irrelevant. Hence a 5-phenylpyrimidine (or 5,5-bis-
pyrimidine) moiety (type A link) can be expected to behave in
the same way as the biphenyl molecule, which has potential
barriers (albeit low, 2 to 2.5 kcal mol�1) at both ω = 0 and ω =
90�,20 and the stable conformation with an intermediate twist,
as observed in the gas phase by electron diffraction (ω = 45�),21

Raman (ω = 25�) 22 or electron spectroscopy (ω = 40�),20d as well
as in solutions and melts (ω = 32 ± 2�).23 Although in the solid

Fig. 1 Molecular structure of 6 (henceforth thermal ellipsoids are
drawn at 50% probability level).

Fig. 2 Molecular structure of 7, showing the disorder of the
pyrimidine ring. Atoms, symmetrically dependent via the twofold axis,
are primed.

‡ CCDC reference numbers 203937–203939. See http://www.rsc.org/
suppdata/ob/b3/b305870k/ for crystallographic data in .cif or other
electronic format.
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Scheme 2 Reagents and conditions: (i) 1-bromohexane, t-BuOK, THF, 0  20 �C; (ii) n-BuLi, THF, �78 �C, triisopropylborate; �78 20 �C, then
H2O; (iii) compound 11, THF, Pd(PPh3)4, Na2CO3, reflux; (iv) compound 12, THF, Pd(PPh3)4, Na2CO3, reflux; (v) compound 4, THF, Pd(PPh3)4,
Na2CO3, reflux; (vi) compound 5, THF, Pd(PPh3)4, Na2CO3, reflux.

state the molecule lies at a crystallographic inversion centre
(which implies planarity) there are indications of disorder, so
that the actual conformation is probably a slightly twisted
one,24 as in fact is observed in the non-centrosymmetric low-
temperature phase.20a In any case, a 2-phenylpyrimidine moiety
(type B link) lacks the main driving force for twisting, the pyr-
imidine having no peri-H atoms. Indeed, in eight previously
studied structures with sterically unhindered 2-phenylpyr-

Fig. 3 Molecular structure of 15.

imidine moieties,10,25 the dihedral angle between the phenyl and
pyrimidine rings varies from 0 to 14.5�. Four of these contain
simultaneously A and B type links, and present two different
conformations. In 2-(4-n-propoxyphenyl)- and 2-(4-n-butoxy-
phenyl)-5-phenylpyrimidines 25b and 1,4-bis(5-phenyl-2-pyr-
imidinyl)-phenylene 10 the B-link is twisted much more (35–39�)
than the A-link (3–9�); while in 2-phenyl-5-(4-n-pentoxy-
phenyl)pyrimidine 25d both A and B-twists are small (6–9�) and
the molecule is approximately planar.

Optical absorption and photoluminescent properties

Solution UV-Vis absorption photoluminescence (PL) spectra
for 13–16 were recorded in DCM. There is a progressive red
shift in the value of λmax of the low energy band in the sequence
14 (328 nm), 13 (352.5 nm), 15 (365 nm) and 16 (371.5 nm)
(Fig. 4, Table 1). HOMO–LUMO energy gaps (Eg) estimated

Fig. 4 Normalised UV–Vis absorption (dashed lines) and PL (solid
lines) (excitation at 355 nm) spectra for compounds 13–16 in DCM,
20 �C.
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from the low-energy absorption edge are 3.39, 3.47, 3.28 and
3.13 eV, for compounds 14, 13, 15 and 16, respectively. This
order of Eg evolution is expected: twisting between pyrimidine
and fluorene rings in compound 14 as compared to its planar
isomer 13 (see calculation section below) hinders electron
delocalisation and therefore resulst in an increase of Eg,
whereas π-extension of the system by attaching additional
phenyl rings to 13 to give 16 leads to Eg contraction. This trend
in HOMO–LUMO gap changes is well reproduced by ab initio
calculations (see below).

The λmax values for the emission spectra obtained by excit-
ation at 355 nm are also red shifted in the same order as the
absorption spectra (Fig. 4, Table 1). The photoluminescence
quantum yields (PLQY) for 15 and 16 in DCM solution were
25% and 85%, respectively. The high PLQY value obtained for
16 is consistent with that observed in other fluorene-containing
oligomers,11,26 and, importantly, confirms that the presence of
the pyrimidine units is not detrimental to the high luminescence
efficiency of the fluorene moiety. It has been reported that
when some heterocyclic segments, e.g. 2,1,3-benzothiadiazoles,
are incorporated into poly(fluorene) chains the fluorene photo-
luminescence is completely quenched due to exciton confine-
ment.27 The considerably lower PLQY value for 15 can be
explained by quenching of the emission by the bromine
substituents.

The PL spectra of solution and thin film of 16 (Fig. 5) show
well-structured emission bands with λmax = 414 nm (toluene
solution) and 418, 440 nm (film). We calculate a solid state
PLQY of 21%, similar to that of many polyfluorenes.11

Light emitting device studies

The light-emitting diodes comprising a thin film (300 nm) of
compound 16, sandwiched between poly(ethylenedioxythio-
phene) (PEDOT)-coated ITO glass and Ca electrodes, ITO/
PEDOT/16/Ca/Al, were fabricated. These devices had turn-on
voltages of 40–50 V, such that an electric field of ∼1.5 MV cm�1

(typical for this class of material) 28 was required to achieve
electroluminescence (EL). This luminescence was blue-green
(λmax 500 nm) and of low intensity (Fig. 6). This low-energy
emission is absent from the PL spectra of the solution, suggest-
ing that it arises from aggregates in the film.29 To support this
point, Fig. 6 also shows the difference between the PL in solid
state and in solution. This represents emission from dimeric
states in the film which are not present in the solution. As the
film absorption spectrum (not shown) shows no evidence of a
corresponding ground state absorption to the red side of the

Fig. 5 Photoluminescence spectra of 16 in toluene solution (thin line)
and solid state (thick line). Excitation was at 350 nm.

Table 1 Absorption and emission λmax values for compounds in
dichloromethane, 20 �C

Compound Absorption, λmax/nm PL, λmax/nm

13 317.0, 337.5, 352.5 366, 384
14 328.0 361, 378
15 348.0, 365.0 377, 396
16 356.5, 371.5 391, 412

π–π* absorption band, these states are most likely to be
excimers, which are formed by strong coupling between excited
and ground state molecules, and usually have very low quantum
yields. Small molecules like 16 (as opposed to polymers) are
renowned for excimer formation.30 We can discount the pres-
ence of defect sites (e.g. ketones which can be formed during the
operation of polyflyorene-based LEDs 31) as the source of low
EL intensity as related fluorene-based compounds synthesised
in our laboratory have been shown not to possess these
defects.32 There is a reasonable match between this excimer
emission and the EL spectra, supporting our claim that EL
emanates from these excimer states. The high turn-on voltage
and low intensity of the emission will preclude practical device
applications, so we have not explored 16 further in this context.

Electrochemical properties

The electrochemical behaviour of compounds 13, 14, and 16
was studied by cyclic voltammetry (CV) in DCM solution
at room temperature using Bu4NPF6 (0.2 M) as supporting
electrolyte. The CV of compound 16 (Fig. 7) shows a quasi-
reversible (∆Epa�pc = 120 mV) oxidation peak at E 0

1/2 = �1.36 V
(vs. Ag/Ag�). Compared to compound 16, compound 13 is a
poorer donor with an oxidation observed at higher potentials.
Moreover, the oxidation process becomes irreversible showing
only an anodic peak at Epa = �1.50 V (at 100 mV s�1) [in
addition, the adsorption of the material on the electrode
surface occurs during the CV experiment, so the current at
further scans is decreased]. The observed difference in Epa

values between 13 and 16 (1.50–1.42 = 0.08 V) is in good
agreement with the difference in the energies of their HOMO
orbitals calculated at both Hartree–Fock (HF) and density
functional theory (DFT) levels of theory (0.11–0.12 eV, Table
2). For compound 14 we were not able to measure an Eox

potential which should lie at much more positive potentials.

Fig. 6 Electroluminescence spectra (thin line) and excimer emission
(thick line) from 16. The excimer emission was calculated by first red-
shifting the solution photoluminescence by 31 nm, such that the
emission modes coincided with those in the solid state. The spectra were
then normalised and the solution emission was subtracted from that of
the thin film.

Fig. 7 Cyclic voltammogram of compound 16 in 0.2 M Bu4NPF6–
DCM, scan rate 100 mV s�1, 20 �C.
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Table 2 Calculated energy parameters and dihedral angles for compounds 13E,14E, and 16E–21E

Compound Eh/ hartree LUMO/ eV HOMO/ eV ∆EHOMO–LUMO/ eV ω1 (�)/ω2 (�)
a

HF/6-31G(d,p)

13E �1177.40334 �1.74 �7.36 9.10 0.0
14E �1177.38722 �1.86 �7.81 9.67 45.3
17E �1177.37228 �1.70 �7.52 9.21 28.9
18E �1241.19547 �1.04 �8.00 9.04 0.0
16E �1636.52019 �1.64 �7.24 8.88 0.5/44.7
19E �1636.51919 �1.71 �7.55 9.26 44.4/0.6
20E �1636.49503 �1.54 �7.28 8.82 27.6/27.7
21E �1700.32632 �0.97 �7.68 8.65 0.1/0.1

B3LYP/6-31G(d,p)

13E �1184.98926 �1.80 �5.60 3.80 0.0
14E �1184.97407 �1.86 �6.01 4.15 37.5
17E �1184.96753 �1.95 �5.77 3.82 20.1
18E �1248.98090 �2.88 �6.30 3.42 0.0
16E �1647.11847 �1.90 �5.48 3.58 0.2/36.7
19E �1647.11750 �1.94 �5.74 3.80 36.2/0.2
20E �1647.10330 �2.05 �5.55 3.50 18.5/18.9
21E �1711.12568 �2.65 �5.97 3.32 0.0/0.0

B3PW91/6-31G(d,p)

13E �1184.54102 �1.90 �5.72 3.82 0.0
14E �1184.52583 �1.96 �6.13 4.17 38.3
17E �1184.51868 �2.05 �5.90 3.85 20.8
18E �1248.50605 �2.96 �6.42 3.46 0.0
16E �1646.49303 �2.01 �5.61 3.61 0.1/37.6
19E �1646.49199 �2.05 �5.87 3.82 36.9/0.1
20E �1646.47718 �2.16 �5.68 3.52 18.5/19.4
21E �1710.47354 �2.74 �6.10 3.35 0.0/0.0

a Dihedral angles, see Chart 2.  

Chart 2 Structures of compounds 13E, 14E, 16E–21E studied by ab inito calculations.

Thus, the calculated energy of the HOMO orbital (Table 2)
for 14 is 0.41–0.45 eV lower than that of 13, so its Epa value is
estimated to be around �(1.91–1.96 V) which is out of the
range of the electrochemical transparency of DCM.

The estimated HOMO–LUMO gaps for all compounds
13–16 from their optical spectra are higher than 3 eV, therefore,
reduction is predicted to occur at potentials around �2 V,
which is out of the window of electrochemical transparency of
DCM, so it is not possible to experimentally determine the
electrochemical band gap for these compounds (although
Ered values for some oligo/poly-fluorenes were measured in
THF or acetonitrile 33).

Quantum chemical calculations

For modelling compounds 13, 14 and 16, geometries and
electronic structures were calculated for compounds 13E,14E,
and 16E which have ethyl substituents at C(9) instead of
hexyl. In addition, the same calculations were performed for

derivatives 17E–21E, to study the influence of the position and
the number of nitrogen atoms in the heterocycle attached to the
fluorene moiety (Chart 2).

Ab initio calculations of the geometries and electronic struc-
tures were performed at the HF and DFT levels of theory at
HF/6-31G(d,p), B3LYP/6-31G(d,p) and B3PW91/6-31G(d,p).
Both DFT methods (B3LYP and PW91) gave similar results
for the optimised geometries and electronic structures of the
compounds (Table 2). Electronic structures were also calculated
at the HF/6-31G(d,p)//B3LYP/6-31G(d,p) level (Fig. 8).

Both HF and DFT calculations indicate that the 2-pyrimidyl
ring in the optimised geometries of 13E and 16E is in the plane
of the fluorene moiety (ω1 ≈ 0�). These results correspond well
with experimental X-ray structural data for 16, which showed
only small deviations of the pyrimidine rings from the plane
of the fluorene moiety (5.1� and 5.6�, Fig. 3). These small
experimental distortions could probably be a result of crystal
packing (in any case, the expected energy loss for such distor-
tions is quite low). Their isomers 14E and 19E, however, have a
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Fig. 8 Frontier orbitals of compounds 16E and 19E calculated by HF/6-31G(d,p)//B3LYP/6-31G(d,p) ab initio methods.

twisted structure with the dihedral angle between the 1,3-pyrim-
idin-5-yl ring and fluorene moiety ω1 ca. 45� (HF) or 37� (DFT)
(Table 2).34 Again, these values are in the normal range of
distortions in biphenyls (see above Crystal structures section).
On the other hand, the ω2 dihedral angle in 16E between the
phenyl ring and the planar pyrimidine-fluorene moiety is also
pronounced (≈ 45� and ≈ 37� by HF and DFT, respectively)
whereas in 19E the phenyl-pyrimidine moiety is completely
planar (ω2 = 0�). Thus, as seen in the crystal structures discussed
above, the nitrogen atoms in the pyrimidine fragment decrease
the steric repulsion which exists between adjacent benzene rings
in biphenyl derivatives resulting in planarisation and hence
facilitating conjugation between the aromatic rings in oligo-
(arylenes). This effect is clearly illustrated by the fluorene-
tetrazine derivative 21E, which represents a fully planar system
(ω1 = ω2 = 0�). Pyrazine derivatives 17E and 20E, which
have only one nitrogen atom adjacent to the fluorene or phenyl
ring, have dihedral angles ω1 and ω2 of 28–29� and 19–21� by
HF and DFT, respectively (Table 2) which are intermediate
between those observed for phenyl and 2-phenylpyrimidine
moieties.

A HOMO–LUMO energy diagram (Fig. 9) shows that, at
both HF and DFT levels of theory, HOMO energies are mono-
tonously decreased in the sequence 13E > 17E > 14E > 18E
(and for phenyl-substituted derivatives 16E > 19E > 20E >
21E). In contrast, changes in LUMO energies are less pro-
nounced for pyrimidine and pyrazine derivatives (13E, 14E,
16E, 17E, 19E, 20E) but decreased for tetrazine derivatives 18E
and 21E. At HF level, an addition of terminal phenyl substi-
tuents in all these series increased the HOMO and decreased the
LUMO orbital energies, thus resulting in a contraction of the
HOMO–LUMO gap (Table 2, Fig. 9). A similar tendency was
observed in DFT calculations, however, for tetrazine derivatives
an addition of terminal phenyl substituent (18e 21E) resulted
in increasing LUMO energy (nevertheless the HOMO–LUMO
gap decreased). Although the exact physical meaning of DFT
orbital energies is a controversial subject 35 and B3LYP/6-
31G(d,p) gave too high energies for the HOMO orbitals, it gives
quite reliable HOMO–LUMO energy gaps, consistent with the
spectroscopic data.

Analysis of the frontier orbital reveals that for all these
compounds the HOMOs, which are located at the fluorene

Fig. 9 Energy level diagram of compounds 13E,14E, and 16E–21E.

moiety, populate on the same carbon atoms of the benzene
rings (Fig. 8, Figs. S-1–S-8 in ESI†), whereas the LUMOs are
localised at C–C bonds between the 6-membered aromatic
rings. Therefore, HOMO–LUMO excitation should increase the
quinoidal character of the system, especially the central fluor-
ene moiety. As a result of planarity between the pyrimidine and
fluorene rings in 13E and 16E the population of the LUMO on
the C–C bonds between these rings is more pronounced than
that for 14E and 19E, where the dihedral angle ω1 is quite large
(Table 2).

Conclusions
A series of new pyrimidine-containing oligo(arylenes) has been
synthesised by Suzuki cross-coupling methodology and shown
to possess interesting X-ray structural, photophysical and
electronic properties. Theoretical calculations for pyrimidine,
pyrazine and tetrazine derivatives establish that the nitrogen
atoms decrease steric repulsion which exists in biphenyl deriv-
atives resulting in planarisation of the system. Compound 16
has been used as the emissive layer in an OLED: at a high turn-
on voltage blue-green light (λmax 500 nm) is emitted which most
likely emanates primarily from excimer states. Our synthetic
methodology is versatile and further chemical modifications
within this class of oligomers are underway to provide new
materials with tunable optoelectronic and photophysical
properties.

Experimental

General

The details are the same as those we reported recently.5c

Synthesis

Syntheses of compounds 4, 9 and 10 are given in the ESI †.

5-Bromo-2-phenylpyrimidine (6) and 2,5-diphenylpyrimidine (7)

2,5-Dibromopyrimidine 4 (190 mg, 0.8 mmol) and benzene-
boronic acid 5 (293 mg, 2.4 mmol) were dissolved in freshly
distilled THF (15 cm3) and then Pd(PPh3)4 (40 mg) was added
and the mixture was stirred at 20 �C for 2 min. Sodium carb-
onate solution (1 M, 2 cm3) was then added and the mixture
was stirred at 70 �C for 50 h under Ar. After cooling to room
temperature, THF was evaporated and the resulting aqueous
suspension of compounds 6 and 7 was suction filtered to obtain
a white solid which was washed with water and then with
hexane. This crude product was chromatographed on silica
(DCM–hexane, 1 : 1 v/v). Removing the solvent and recrystal-
lisation of the residue from toluene yielded pure compound 7
(60 mg, 32%) as colourless crystals, mp 185.0–185.5 �C (lit.,16b

180–181 �C). m/z (EI) 232 (M�, 100%). δH (CDCl3) 7.45 (t, 2H,
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Table 3 Crystal data for compounds 6, 7, and 15

Compound 6 7 15

Formula C10H7BrN2 C16H12N2 C33H36Br2N2

Formula weight 235.09 232.28 648.48
T/ K 120 103 100
Symmetry Monoclinic Monoclinic Triclinic
Space group P21/c (# 14) I2/a (# 15) P1̄ (# 2)
a/ Å 6.271(1) 7.444(2) 10.244(3)
b/ Å 21.359(3) 5.731(2) 10.979(3)
c/ Å 6.932(1) 26.932(8) 13.520(3)
α (�) 90 90 93.37(1)
β (�) 108.27(1) 92.82(1) 93.99(1)
γ (�) 90 90 95.14(1)
V/ Å3 881.7(2) 1147.6(6) 1507.6(7)
Z 4 4 2
µ/ mm�1 4.61 0.08 2.72
Reflections collected 10386 4867 16402
Unique reflections 2358 1528 6944
Rint 0.052 (0.102 a) 0.029 0.119 (0.158 a)
Reflections F 2>2σ(F 2) 2004 1263 5144
R[F 2>2σ(F 2)] 0.029 0.042 0.094
wR(F 2), all data 0.079 0.123 0.278

a Before absorption correction. 

Jo = 8 Hz), 7.52 (m, 4H), 7.64 (d, 2H, Jo = 8 Hz), 8.50 (dd, 2H,
Jm = 2 Hz, Jo = 7.5 Hz), 9.03 (s, 2H). δC (CDCl3) 127.07, 128.11,
128.76, 129.55, 130.70, 155.41, 155.91.

The combined mother toluene liquor and DCM–hexane
eluate (apart from the DCM–hexane solution of product 7) was
evaporated and the residue was chromatographed on silica
(eluent DCM–petroleum ether, 1 : 1 v/v) to yield 6 as a white
crystalline solid (from ethanol) (80 mg, 43% yield) mp 104.0–
104.5 �C (lit.,16a mp 104–105 �C). m/z (EI) 234 (M�[79Br],
100%,),) 236 (M�[79Br], 93%). δH (CDCl3) 7.50 (m, 3H), 8.40
(m, 2H), 8.84, (s, 2H). δC (CDCl3) 118.29, 128.13, 128.69,
131.12, 136.45, 157.82, 162.84.

Using benzeneboronic acid (2.0 eq.), Pd2(dba)3 P(But)3 as
catalyst in THF at 20 �C, and workup as described above,
afforded compound 7 in 62% yield.

2,7-Bis(2-pyrimidyl)-9,9-dihexylfluorene 13

To a solution of 2-bromopyrimidine 11 (0.28 g, 1.78 mmol)
in freshly distilled THF (30 cm3) was added Pd(PPh3)4 (69 mg)
and the mixture was stirred at 20 �C for 30 min. Compound 10
(0.25 g, 0.60 mmol) and Na2CO3 (1 M, aqueous, degassed, 2.5
cm3) were added sequentially. The mixture was stirred at 70 �C
for 30 h to give a yellow solution. The solvent was evaporated
and water (100 cm3) added to the residue which was extracted
into DCM (3 × 50 cm3). The organic layer was dried (MgSO4)
then concentrated under reduced pressure and purified by
chromatography on a silica column (eluent DCM–ethyl acetate,
9 : 1 v/v) to yield compound 13 as a yellow solid (100 mg, 34%
yield) mp 155–157 �C. m/z (EI) 490 (M�, 100%). HRMS (EI)
(M�) 490.30946 (calcd. for C33H38N4: 490.30965). δH (CDCl3)
0.66 (m, 10H), 0.93 (m, 12H), 2.07 (m, 4H, J = 8.0 Hz), 7.16
(t, 2H, J = 4.8 Hz), 7.81 (d, 2H, J = 8.0 Hz), 8.39 (s, 2H), 8.45 (d,
2H, J = 8.0 Hz), 8.78 (d, 4H, J = 4.9 Hz). δC (CDCl3) 13.95,
22.56, 23.71, 29.69, 31.48, 40.36, 55.55, 118.84, 120.35, 122.44,
127.40, 136.75, 143.28, 152.07, 157.23, 164.97.

2,7-Bis(5-pyrimidyl)-9,9-dihexylfluorene 14

By analogy with the synthesis of 13, 5-bromopyrimidine 12
(0.28 g, 1.78 mmol), THF (30 cm3), Pd(PPh3)4 (69 mg) com-
pound 10 (0.25 g, 0.60 mmol) and Na2CO3 (1 M, degassed,
2.5 cm3) gave compound 14 as a yellow solid (93 mg, 32% yield),
mp 157–158 �C. m/z (EI) 490 (M�, 100%). HRMS (EI) (M�)
490.31014 (calcd. for C33H38N4: 490.30965). δH (CDCl3) 0.65
(m, 10H), 1.00 (m, 12H), 2.01 (m, 4H, J = 8.0 Hz), 7.50 (s, 2H),
7.53 (d, 2H, J = 8.0 Hz), 7.81 (d, 2H, J = 7.6 Hz), 8.97 (s, 4H),

9.17 (s, 2H). δC (CDCl3) 14.20, 22.75, 24.05, 29.79, 31.65, 40.50,
55.93, 121.46, 126.40, 128.82, 132.52, 133.74, 141.32, 152.65,
155.14, 157.49.

2,7-Bis(5-bromo-2-pyrimidyl)-9,9-dihexylfluorene 15

By analogy with the synthesis of 13, 2,5-dibromopyrimidine 4
(0.42 g, 1.78 mmol), THF (30 cm3), Pd(PPh3)4 (68 mg), com-
pound 10 (0.25 g, 0.60 mmol) and Na2CO3 (1 M, degassed,
2.5 cm3) and chromatography (eluent DCM–petroleum ether,
9 : 1 v/v) gave a white solid, which was recrystallised from
hexane to yield compound 15 as white needles (87 mg, 23%
yield), mp 179.3–179.8 �C. m/z (EI) 648 (M�, 100%). HRMS
(EI) (M�) 646.13040 (calcd. for C33H36Br2N4: 646.13067). δH

(CDCl3) 0.68 (m, 10H), 1.01 (m, 12H), 2.12 (m, 4H, J = 8.5 Hz),
7.85 (d, 2H, J = 8.5 Hz), 8.41 (s, 2H), 8.47 (d, 2H, J = 8.2 Hz),
8.86 (s, 4H). δC (CDCl3) 13.96, 22.55, 23.81, 29.66, 31.48, 40.28,
55.55, 117.95, 120.48, 122.51, 127.48, 135.86, 143.45, 152.18,
157.78, 163.08.

2,7-Bis(5-phenyl-2-pyrimidyl)-9,9-dihexylfluorene 16

To a solution of compound 15 (100 mg, 0.154 mmol) in freshly
distilled THF (30 cm3) was added Pd(PPh3)4 (53.5 mg) and the
mixture was stirred at 20 �C for 30 min. Benzeneboronic acid
5 (60 mg, 0.46 mmol) and Na2CO3 (1 M, aqueous degassed,
2.0 cm3) were added sequentially. Reaction and workup as
described for 13 followed by column chromatography on silica
gel (eluent DCM–petroleum ether, 4 : 1 v/v) gave compound 16
as a pale yellow solid (35 mg, 35% yield), mp 185.5–186.5 �C.
m/z (EI) 642 (M�, 100%). HRMS (EI) (M�) 642.37197 (calcd.
for C45H46N4: 642.37225). δH (CDCl3) 0.71 (m, 10H), 1.07 (m,
12H), 2.19 (m, 4H, J = 8.0 Hz), 7.47 (m, 2H), 7.54 (t, 4H, J = 7.0
Hz), 7.65 (d, 4H, J = 11.5 Hz), 7.91 (d, 2H, J = 8.0 Hz), 8.53 (s,
2H), 8.58 (d, 2H, J = 8.0 Hz), 9.07 (s, 4H). δC (CDCl3) 13.96,
22.57, 23.85, 29.72, 31.53, 40.41, 55.58, 120.41, 122.38, 126.70.
127.40 128.70, 129.40, 131.38, 134.59, 136.54, 143.28, 152.12,
155.17, 163.69.

X-Ray crystallography

X-Ray diffraction experiments (see Table 3‡) were carried out on
a SMART 3-circle diffractometer with a 1K CCD area detector,
with graphite-monochromated Mo-Kα radiation (λ = 0.71073 Å)
and a Cryostream open-flow N2 cryostat (Oxford Cryosystems).
The full sphere of reciprocal space was covered by five sets
of 0.3� ω scans, each set with different � and/or 2θ angles. The
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data of 6 and 15 were corrected for absorption by numerical
integration based on real crystal shape. The diffraction data of
15 carries internal signs of twinning, which we were unable to
rationalize. This (or an imperfect absorption correction) is
probably responsible for the relatively high final R and four
residual peaks of electron density (2.84 to 4.34 eÅ�3) at
distances of 0.96 to 0.99 Å from both bromine atoms. The
structures were solved by direct methods and refined by full-
matrix least squares against F 2 of all data, using SHELXTL
software.

Photoluminescence measurements

Photoluminescence spectra were recorded using a Jobin-Yvon
Horiba Fluorolog 3–22 Tau-3 spectrofluorimeter with a 0.5–2
nm bandpass using a Xenon lamp. Spectra were recorded using
conventional 90� geometry with an excitation at 355 nm. The
film PLQY were measured using a Jobin-Yvon Fluoromax
spectrofluorimeter equipped with an integrating sphere.36 The
standards for PLQY were quinine sulfate (Φ = 0.577 in 0.1 M
H2SO4) and β-carbolene (Φ = 0.60 in 0.5 M H2SO4), and
excitation was at 350 nm in both cases.

Fabrication of light-emitting devices

A hole-conducting poly(ethylenedioxythiophene) (PEDOT)
layer (30 nm thick) was spun onto an etched ITO glass substrate
(20 Ω/�), and then baked overnight in a vacuum oven at 50 �C
to remove residual water. A dilute solution of compound 16 in
toluene (ca. 0.5 mg cm�3) was then drop-cast onto the PEDOT
to form an active layer (ca. 300 nm thick, as confirmed by
AlphaStep measurements). On top of this layer, a cathode of 50
nm thick calcium capped with 50 nm thick aluminium was
deposited by evaporation under high vacuum.

Electrochemical measurements

Cyclic voltammetry experiments were performed on a BAS
CV50W electrochemical analyzer with iR compensation.
Platinum wire, platinum disk (∅ 1.6 mm) and Ag/Ag� were
used as counter, working, and reference electrodes, respectively.
CV experiments were performed in dry dichloromethane with
0.2 M Bu4N

�PF6
� as supporting electrolyte; concentrations of

compounds were ca. 10�3 M�1. The scan rate was varied from
50 to 500 mV s�1. The potentials were referenced to Fc/Fc�

couple as the internal reference, which showed a potential of
�0.17 V vs. Ag/Ag� in our conditions.

Computational procedure

The ab initio computations were carried out with the Gaussian
98 37 package of programs at both Hartree–Fock and density-
functional theory levels using Pople’s 6–31G split valence basis
set supplemented by d-polarisation functions on heavy atoms
and p-polarisation functions on hydrogens. DFT calculations
were carried out using Becke’s three-parameter hybrid
exchange functional 38 with either Lee–Yang–Parr correlation
functional 39 (B3LYP) or Perdew–Wang 1991 gradient-
corrected correlation functional 40 (B3PW91). Geometries
were optimised with HF/6-31G(d,p), B3LYP/6-31G(d,p) and
B3PW91/6-31G(d,p) and electronic structures were calculated
at the same levels. Contours of HOMO and LUMO orbitals
were also calculated at HF/6-31G(d,p)//B3LYP/6-31G(d,p)
level and visualisation of frontier orbital populations was
performed using Molekel v.4.2 program.41 No constraints of
bonds/angles/dihedral angles were applied in the calculations
and all the atoms were free to optimise.
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