Volume 56
Number 19

7 March 2020
Pages 2817-2958

ChemComm

Chemical Communications

rsc.li/chemcomm

ISSN 1359-7345

’ . ROYAL SOCIETY COMMUNICATION

Albano Cossaro et al.
“ O F CH EM IST RY Keto-enol tautomerization drives the self-assembly of

leucoquinizarin on Au(111)




Open Access Article. Published on 06 February 2020. Downloaded on 6/28/2024 10:11:07 AM.

Thisarticleislicensed under a Creative Commons Attribution-NonCommercial 3.0 Unported Licence.

(cc)

ChemComm

COMMUNICATION

’ '.) Check for updates ‘

Cite this: Chem. Commun., 2020,

56, 2833 Roberto Costantini,

Received 22nd December 2019,

Accepted 6th February 2020 Guido Fratesi

DOI: 10.1039/c9¢cc09915h

rsc.li/chemcomm

The self-assembly of leucoquinizarin molecules on Au(111) surfaces
is shown to be characterized by the molecules mostly being in their
keto—enolic tautomeric form, with evidence of their temporary
switching to other tautomeric forms. This reveals a metastable
chemistry of the assembled molecules, to be considered for their
possible employment in the formation of more complex hetero-
organic interfaces.

Hydroxyl or oxygen containing derivatives of anthracene are an
important class of molecules, widely employed in industrial
processes such as dye production,™” drugs synthesis,® and
others.? They are characterized by a fast redox response, which
makes them convenient building blocks for the design of
cathodes of a new generation of batteries®” and for the synthesis
of complex hybrid interfaces for photovoltaic devices.® Their color
and in general their electronic properties can be finely tailored by
varying the functionalization of the aromatic body.’ The presence
of one or more oxygen terminations promotes the occurrence of
keto—enol tautomerism in these compounds, which can be of
relevant importance for their functionality. For instance, in
complexes formed by crown ethers and anthracene derivatives,
the ion complexation of the former acts as a switch of the tauto-
merism of the anthracene group and promotes its luminescence,
making the complexes suitable for the design of ion sensors.'*™ As
a matter of fact, most of the employed anthracene derivatives are
based on 9,10-anthraquinone, an anthracene with double bonded
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oxygen atoms substituting the 9,10 positions. We report here a
combined imaging, spectroscopic and theoretical study of the
assembly on Au(111) surfaces of leucoquinizarin (LQZ, C;4,H;004),
an anthracene with four hydroxyl groups in positions 1, 9, 4, and 10
(Fig. 1), adopted in the chemical industry for the synthesis of dyes.
The molecule goes through keto-enol tautomerism and some of the
tautomers are represented in Fig. 1. The presence of pairs of
hydroxyl groups positioned in a double diol configuration makes
LQZ a potential building block for extended covalent networks. In
particular, one could exploit its tendency toward aldol condensation
with hydroxyl molecules,"* as well as its covalent coupling with
boronic molecules upon a diol-boronic condensation reaction.'
The latter perspective would be of interest due to the increasing
importance that boronic chemistry has gained in recent years as a
tool for the synthesis of complex 2D interfaces.'®™® In the view of
exploring these synthesis routes to possibly exploit the electronic
and optical properties of anthraquinone derivatives in more
extended architectures, the chemistry of LQZ on surfaces needs to
be properly investigated first. Both experimental*® and theoretical®
findings indicate the T1 configuration as the most stable among the
possible tautomers depicted in Fig. 1, both in the gas phase and in
solution. Our findings support T1 to be the LQZ form also on the
Au(111) surface. The room temperature growth of the LQZ sub-
monolayer is characterized by differently ordered assemblies.
The imaging of the most ordered phase is reported in Fig. 2 and
exhibits a molecular assembly characterized by the presence of
chiral pores, spaced by 2.5 nm. The morphology resembles the
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Fig. 1 Molecular structure of four tautomers of the LQZ molecule.
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(a) STM images of a LQZ submonolayer showing the presence of nanometric pores (0.05 V, 100 pA). (b and c) Tip manipulation allows the

separation of a trimer from the assembly, which is identified as the building block of the architecture (0.1 'V, 50 pA). (d) Bond resolution image reveals a
distorted termination of the LQZ molecules, which can be related to the diketo phenol of the T1 tautomer. The superimposed overlayer model results

from the DFT calculations of the assembly, obtained as detailed in the ESI.t

giant honeycomb architecture found for the anthraquinone
molecule on Cu(111).>" Here however, the presence of additional
oxygen terminations with respect to anthraquinone likely pro-
motes a more compact assembly. Domains with both chiralities
are observed on the same surface. The supramolecular structure
corresponds to a hierarchical assembly with molecular trimers as
building units, which remain together upon controlled molecular
manipulation with the scanning probe (Fig. 2b and c). As already
mentioned, the ordered assembly of Fig. 2, observed for low
coverage (< 0.5 ML), is not the only morphology obtained in the
preparations. At higher coverage, or with larger deposition rate,
the nanopore domains become less regular due to an increase of
the molecular density, finally yielding a disordered phase at
completion of the first layer (ESL, Fig. S1). Interestingly, molecular
trimers, even though characterized by a less regular geometry than
those reported in Fig. 2, can still be identified as the recurring motif
of the architectures. High resolution imaging with a CO functiona-
lized tip is shown in Fig. 2d and allows observation of more details
of the LQZ assembly and of the intermolecular interactions. All the
molecules display the same aspect: one bright hexagonal carbon
ring at one end, a darker and more irregular hexagonal ring in the
center, and an even darker and strongly deformed structure at the
opposite end. We performed DFT calculations in order to have
better insight into both the assembly and the electronic properties
of the LQZ molecule. The details of the calculations and of the
resulting structures are reported in the ESL{ Our findings confirm
the conformer T1 as the most stable form, with the purely hydroxylic
TO having 0.9 eV higher total energy in the gas phase. Moreover, the
diketo form of the terminal quinol of T1 introduces a distortion of
the anthracene backbone. This is likely the cause of the blurred
aspect of one of the molecule terminations as imaged in Fig. 2d and
suggests an assembly scheme with the aromatic ring (opposite to
the quinol ring) pointing towards the pores. The superimposed
molecular model in Fig. 2d is the result of DFT relaxation of a
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free-standing LQZ layer, as obtained starting from the structure
suggested by STM. The analysis of the intermolecular bonding
confirms that the oxygen atoms have a determinant role in the
assembly. In particular, the interaction between the keto-enolic
terminations of molecules belonging to adjacent trimers drives the
assembly of the porous architecture (see the ESIT for details).

A further important aspect of LQZ assemblies, observed by
STM measurements, is their unstable imaging. This is shown
by way of example in Fig. 3. Panel (b) displays the image of a
disordered chain of molecules, measured on a low coverage
LQZ layer deposited on Au(111) held at 120 K. Maintaining the
probe at the point marked by the blue cross and monitoring the
current under open feedback conditions provides a trace as
shown in panel (a), characterized by the presence of telegraph
noise that is absent on the bare surface. By comparison with
similar observations in previous studies, this effect can be
related to the switching of the molecule to different tautomeric
forms,>*>* although switching to different adsorption configurations

Current (pA)
% E

~

Fig. 3 (a) Tunneling current measured in correspondence of the cross
indicated in the image (panel b, —0.15V, 1 nA) of a very low coverage LQZ
layer, as a function of the measuring time. Three different current levels are
measured, suggesting a dynamics of the LQZ chemistry in the assembly,
possibly due to tautomeric switching.

This journal is © The Royal Society of Chemistry 2020
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cannot be excluded either. The curve exhibits two switching levels
beside the most stable one, as evidenced by the blue dotted lines in
the graph.

However, the switching rate and the different level’s relative
dominance greatly vary as the tip is positioned differently
(Fig. S4, ESIT). While this proves the molecule-related origin
of the switching, it also reveals the influence of the location-
dependent tip-molecule interactions, in line with other well-
known tautomerization switches revealed in porphycenes.>*
Another similarity between the two systems is the promotion
of the switching events by vibrational excitations of the molecule,
which becomes obvious from the notably increased instabilities
at bias values above +50 meV, and a further increase at around
+350 meV. The symmetric thresholds for both bias polarities are
a fingerprint of inelastic tunneling processes that we associate, in
the absence of electronic orbitals and transitions at these low
energies, to molecular vibrational modes. It should be noted,
however, that instabilities in the tunneling gap are observed even
at 1 meV (Fig. 3a), whereby tip-induced effects driven by inelastic
tunneling excitations are minimized. The DFT energy difference
between T1 and the other tautomers, as calculated for a free
molecule, is too large for a tautomeric switch to be at the origin of
the tunneling current behavior presented in Fig. 3, which has
been measured at 4.3 K. However, it has to be considered that
experimentally, both the intermolecular hydrogen bonding and
the interaction with the substrate can considerably lower this
energy barrier. Moreover, transitions to intermediate tautomers,
where only one of the enolic terminations of T1 has switched, can
be considered at the origin of the telegraph noise, with consequent
reduced effort in terms of energy barrier.

To further investigate the chemistry and the morphology of
the system we performed X-ray spectroscopy measurements at
the ALOISA beamline® and at its ANCHOR-SUNDYN endstation>®
at the Elettra Synchrotron. Fig. 4 reports the O and C K-edge
NEXAFS spectra taken on an LQZ monolayer. The carbon spectra
resemble the anthracene ones,”” apart from the intensity ratio
between the first two resonances, at around 285 eV. Both edges
present a strong dichroism, with the lower energy transitions
having maximum intensity when the polarization of the electric
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field is perpendicular to the surface. We calculated the eigen-
functions for the ground state of the four tautomers, as well as
the density of states projected onto states of ® and ¢ symmetry.
The four conformers exhibit the same symmetry of electronic
states around the HOMO. In particular, the HOMO, LUMO and
LUMO+1 are 7 states, whereas c-symmetry can be found for the
HOMO-1 (see the ESIT). The almost perfect dichroism indicates
therefore that molecules are adsorbed flat on the surface and
that neither the interaction with the substrate, nor the hydrogen
bonding scheme the molecules are involved in, introduce
relevant distortion of the electronic structure. The lower panels
of Fig. 4 report the calculated spectra for the T1 tautomer, which
provides a better match to the data than other configurations.
Photoemission spectroscopy (XPS) also corroborates the presence
of T1 species on the surface. The O1s and C1s peaks are shown in
Fig. 5, as measured on an LQZ monolayer, and as calculated for
the T1 molecule. No significant differences have been found in
the XPS profiles taken on films with lower coverage. The O1s peak
presents two broad components, of the same intensity, found at
531.3 eV and 532.7 eV, which can be assigned to carbonyl (—O)
and to hydroxyl (~OH) oxygen species respectively.”® The profile of
C1s is more complex and can be fitted by five components. The
calculated spectra for T1 nicely reproduce the experimental
profiles and confirm the O1ls assignment. Regarding the C1s
peak, the highest energy component of Cls at ~289 eV is not
reproduced by calculations and can be assigned to energy loss
due to inner excitations of the molecule. The C1s components
3 and 4 are due to the carbon atoms linked to the hydroxyl and
carbonyl oxygen atoms respectively. We ascribe both the broad-
ness of the Ols components and the minor discrepancies
between experimental and calculated C1s profiles to the inter-
molecular bonds that are not considered by the calculation, as
well as to the morphologic disorder of the assembly and to the
possible presence of different tautomers on the surface. In this
regard, we remark that, the X-ray spectroscopy measurements
have been taken at room temperature, whereas STM has been
performed at 4 K. We can speculate that these conditions
promote a relevant portion of LQZ molecules in a tautomeric
form different from T1.
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Fig. 4 Ols and Cls XPS spectra measured on the LQZ monolayer (top panels) and simulated for the T1 tautomer (bottom).
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Fig. 5 XPS spectra measured (top) and calculated for the T1 molecule
(bottom). See the ESI,f for the comparison with the calculations of the
other tautomers.

In conclusion, the assembly of LQZ molecules on Au(111)
has been characterized in terms of the morphology and of the
electronic properties of the supramolecular architecture. A
trimer of hydrogen bonded molecules has been identified as
a recurring motif of the assembly and as a building block of
differently ordered superstructures. The assembly scheme that
can be inferred from the STM images on the highly ordered
structures is consistent with the LQZ molecules predominantly
in their keto—enolic tautomeric form. The same configuration is
compatible with the X-ray spectroscopy results, as simulated by
DFT calculations. We ascribe a certain degree of unpredict-
ability of the morphology, as the molecular density increases, to
the tautomeric switch the molecules can experience on the
surface. This is corroborated by the observation of telegraph
noise in the STS measurements. As different tautomers present
different chemical properties of their oxygen terminations, our
findings have to be taken into account in the perspective of
employing LQZ as a building block of more complex interfaces
and of the possible on-surface reactions it can be involved in.
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