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Enhanced electronic coupling gives rise to many intriguing properties
in m1—d conjugated metal-organic frameworks (CMOFs). By low-
temperature scanning tunneling microscopy and density functional
theory calculation, we investigate the electronic coupling in one-
dimensional (1D) n—d conjugated FeQDI polymers. Our experiments
have resolved the bulk and end states stemming from Fe atoms in
different coordination environments and their spatial extension due to
n—d conjugation. By fitting the band structure by Wannier functions in
an energy range of —0.5 eV to 0 eV, the Fe—Fe, QDI-QDI and Fe—QDI
hopping integrals are determined to be 15 meV, 121 meV and 24 meV,
respectively. Our work provides experimental and theoretical insights
into the electronic coupling in 1D CMOFs.

Conjugated metal-organic frameworks (CMOFs) are a family of
MOFs in which the transition metal atoms are chelated by
conjugated organic ligands at bidentate groups, enabling fully
n-d conjugation over the framework." The enhanced electronic
coupling between the 7 orbital of the organic ligand and the d
orbital of the metal atom leads to many intriguing properties, such
as high electrical conductivity,>” superconductivity,>” elevated elec-
trocatalytic activity,'®"" high capacity'>™* and ferromagnetism,"*®
and is the basis for the band formation in CMOF."”'® In this
context, it is of practical significance to reveal the electronic
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coupling between organic ligands and transition metal atoms in
CMOFs. On the other side, in conventional MOFs, the electronic
and magnetic properties of coordinated metal atoms are mostly
determined by their coordination environments.”>*' However, in
CMOFs, the impact of n—d conjugation on the local electronic state
of coordinated metal atoms is yet to be clarified.

The development in the on-surface synthesis of CMOFs
under ultra-high vacuum conditions has inspired scanning
tunneling microscopy (STM) studies on their electronic states,
magnetic properties, and even topological states at the atomic
scale.***! In these studies, 2HQDI (2,5-diamino-1,4-benzo-
quinonediimine) molecules exhibit remarkable feasibility to
form various 1D MQDI CMOFs with M = Cr, Fe, Co and Ni,*
and their magnetic anisotropy, conductance and band dispersion
have been studied by STM and angle-resolved photoemission
spectroscopy.®**> With reduced dimensionality,*® the MQDI also
provides us a practical system to study the electronic coupling
between organic ligands and transition metal atoms.

Here by low-temperature STM, we perform atomic scale
investigation on the electronic states of FeQDI polymers on
Au(111) substrate. We have resolved a bulk state stemming
from inner Fe atoms coordinated in four-fold bis(diimino)-Fe
motifs, and an end state given by the end Fe atom in a two-fold
diimino-Fe motif. Interestingly, the spatial extension of the end
state suggests an impact length of 1 unit cell (~7.7 A), which
exemplifies the influence of n-d conjugation on the local
electronic states in CMOF. We reveal the electronic coupling
in FeQDI by extracting the hopping integrals between different
components in FeQDI from band structure calculation, in
which the structural relaxation of FeQDI upon adsorption has
been taken into consideration. The evolution of the bulk and
end states near the end is further simulated by a tight-
binding model.

The 1D FeQDI polymers were synthesized on Au(111) sub-
strate by sequentially depositing Fe atoms with the substrate
held at room temperature and 2HQDI molecules with the
substrate held at 503 K (see Methods in ESIf). As shown in
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Fig. 1 (a) Schematic illustration of the on-surface synthesis of the FeQDI
polymer from 2HQDI molecules and Fe atoms. (b) Zoomed-in STM image
of an FeQDI polymer scanned at —0.60 V and 100 pA. (c) d//dV-V spectra
measured at the centers of Fe atoms and QDI molecules along the
polymer in (a). The curves are vertically shifted for clarity. The end and
bulk state are indicated by blue and red dashed lines, respectively.
A spectrum measured on the Au(111) surface is also shown for reference.
(d)—(f) dI/dV maps of the same area as (a) scanned at —0.18 V, —0.36 V and
—0.60 V, respectively. The DFT simulated STM image and LDOS maps are
superposed on (b), (d) and (f).

Fig. 1(a), the 2HQDI molecules undergo dehydrogenation reac-
tion upon deposition and form 1D CMOF with Fe atoms. The
FeQDI polymers extend mainly along the (1Mx0031;0) directions
of the Au(111) substrate, and the length of the polymers may
exceed 100 nm (Fig. S1(a), ESIT). Fig. 1(b) shows the zoomed-in
STM image of a FeQDI polymer, in which the bright and dim
spots are Fe atoms and QDI molecules, respectively. The FeQDI
polymer shows a period of d, = 0.77 & 0.02 nm (Fig. S1(b) and (c),
ESIY), in agreement with the previous report.**

As illustrated in Fig. 1(a), in the interior of the FeQDI
polymer each Fe atom is coordinated to two QDI molecules
through a four-fold bis(diimino)-Fe motif, while at the end of
the polymer the Fe atom is coordinated to only one QDI
molecule through a two-fold diimino-Fe motif. To reveal the
electronic states associated with Fe atoms in different coordi-
nation environments, we measured site-dependent differential
conductance (dI/dV-V) spectra along the polymer in Fig. 1(b).
The dI/dV-V spectra measured at the centers of different Fe and
QDI molecules are compared in Fig. 1(c).

From Fe-6 to Fe-3 in Fig. 1(c) (Fe-n labels the nth Fe atom
counted from the end to the interior of the polymer), the Fe
atoms exhibit similar electronic states, a broad peak at —0.15 V
and a weak state at —0.60 V. The inner QDI molecules QDI-6 to
QDI-3 in Fig. 1(c) show a similar electronic state at —0.60 V, but
weakened electronic state around —0.15 V. From Fe-3 to Fe-1,
the intensity of the —0.15 V and —0.60 V states gradually
decreases, and the —0.15 V state shifts to —0.05 V, which
appears as a shoulder in the dI/dV—V spectra of Fe-1. As shown
in the df/dV map in Fig. 1(d), the —0.15 V state is distributed at
the inner Fe atoms with similar intensity, but gets decreased at
the end Fe atom. According to its spatial distribution, the
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—0.15 V state is assigned as a bulk state of FeQDI polymer,
stemming from orbital hybridization in bis(diimino)-Fe coordi-
nation motifs.

In Fig. 1(c), the outermost two Fe atoms show an electronic
state at —0.36 V, as marked by the blue dashed line. As shown in
Fig. 1(e), this —0.36 V state shows maximal intensity at the end
Fe, and extends further to the neighbouring Fe atom (Fe-2). We
attribute the —0.36 V state to the orbital hybridization in the two-
fold diimino-Fe motif. Since this state is observed at the end the
of FeQDI polymer, it is denoted as the end state hereafter.

Notably, both the bulk and end states evolve near the end of
the polymer: the bulk state extends to the end Fe atom with
decreased intensity and shifts to a higher energy. The end state
extends to the second Fe atom from the end. This is in sharp
contrast to the non-conjugated MOF, where the local electronic
state of coordinated metal atoms is determined by their coor-
dination environment,>' and no spatial extension has been
observed.

The spatial extension of the bulk and end states can be
attributed to n—d conjugation in the framework: since the bulk/
end state is given by the n—d hybridization in the bis(diimino)-
Fe/diimino-Fe coordination motif, the hybridized electronic
state gets delocalized due to the presence of delocalized ©
electrons in the polymer. In our experiment, the end state
extends to the Fe-2 but gets neglectable on Fe-3, and the bulk
state extends to the end Fe atom at a higher energy, suggesting
an impact length of 1 unit cell (~7.7 A) of the n-d conjugation
in FeQDI. Such evolution of the bulk and end states has been
observed at both ends of the FeQDI polymer (Fig. S2, ESIT). As
discussed later, this evolution is simulated using a tight-
binding model by enhanced hopping integrals between the
outermost three Fe atoms.

As shown in Fig. 1(c), there is a —0.60 V state in both Fe
atoms and QDI molecules. This —0.60 V state is distributed at
the two sides along the polymer, and shows intensity modula-
tions at both sides (Fig. 1(f)). Note that the intensity modulation
is asymmetric, that is, the intensity maximum at one side is
opposite to the intensity minimum at the other side. A detailed
inspection of the df/dV map indicates that the intensity mod-
ulation has a period of ~3d, (Fig. S3, ESIt).

To reveal the adsorption geometry and electronic structures
of the FeQDI polymer, we performed first-principles calcula-
tions (see Methods in ESI). Fig. 2(a) shows the DFT optimized
adsorption structure of the FeQDI polymer on the Au(111)
substrate. The FeQDI polymer extends along the [110] direction
of the Au(111) substrate, and each 3 FeQDI unit fits 8 Au atoms
in this direction, amounting to a 3x supercell of 3d, ~ 8a, ~
2.31 nm (@, = 0.288 nm is the lattice constant of the Au(111)
surface). As shown by the side view in the lower panel of
Fig. 2(a), the QDI molecules take a planer adsorption geometry
on the Au(111) substrate, and the Fe atoms have an adsorption
height 0.02 A lower than the QDI molecular plane. The Fe-N
bond length is calculated to be 1.90 A, which is in good
agreement with previous reports>*. The charge transfer between
FeQDI and the Au(111) substrate is calculated to be 0.74 e per
3x supercell (Fig. S4 in ESIt).

This journal is © The Royal Society of Chemistry 2024
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Fig. 2 (a) Top (upper panel) and side (lower panel) views of the DFT
optimized adsorption structure of the FeQDI 3x supercell on the Au(111)
substrate. In the top view only the first layer Au atoms are shown for clarify.
(b) Spin-up and (c) spin-down bands of the FeQDI 3x supercell on the
Au(111) substrate and their projections on the band structure of the free-
standing FeQDI 3x supercell without a substrate. (d) Freestanding FeQDI 1x
unit cell adapted from the adsorption geometry in (a) by considering the
averaged Fe displacement from the molecular plane. (e) DFT calculated
spin-polarized band structure (red and blue solid lines) and TB calculated
band structure (orange dashed line) of the freestanding FeQDI 1x unit cell.
(f) Wannier function fitting to the bands in (e) in an energy range of —0.5 eV
to 0 eV. (g)-(i) PDOS of Fe in FeQDI calculated by different methods, from
top to bottom: FeQDI 3x supercell with Au(11l) substrate, FeQDI 3x
supercell without Au(111) substrate, FeQDI 1x unit cell without Au(111)
substrate. (j) A d//dV-V spectrum measured at an inner Fe atom.

Fig. 2(b) and (c) show the spin-polarized bands of the FeQDI
3x supercell on the Au(111) substrate and their projections on
the band structure of the freestanding FeQDI 3 x supercell. The
calculated projected density of states (PDOS) of the Fe atom
(Fig. 2(g)) reproduces the experimentally measured —0.15 V
state (Fig. 2(j)). Our DFT calculations indicate that the —0.15 V
state is mainly contributed by the hybridization between Fe
3d,>_y» and N 2p; orbitals, and the —0.60 V state is given by the
N 2p, and C 2p, orbitals of the QDI molecule (Fig. S5, ESIt).

The DFT simulated local density of states (LDOS) map at
—0.18 V is superposed on Fig. 1(d), which reproduces the main
features of the experimental images, and supports the assign-
ment of bright dots as Fe atoms in Fig. 1(b).

The intensity modulation of the —0.60 V state can be well
explained by the interfacial interaction between QDI molecules
and the Au(111) substrate, in which the arrangements of gold
atoms below the two sides of the QDI molecules are different
(see the top panel of Fig. 2(a)). Consequently, the intensity
modulation shows a period equal to the length of the supercell,
2.31 nm. The DFT simulated LDOS map at —0.60 V (Fig. 1(f))
captures the experimentally observed asymmetric modulation
at the two sides, as well as the modulation period. In our
experiment, the orientation of the FeQDI polymer may vary
from the [110] direction of the Au(111) substrate. In that
situation, the modulation period varies from 2.31 nm or even
gets diminished (Fig. S6, ESIt).

By fixing the FeQDI adsorption geometry and removing
the Au(111) substrate, we obtained the freestanding FeQDI
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3x supercell without Au(111) substrate. The band structure of
FeQDI on Au(111) can be represented by the freestanding
FeQDI 3x supercell that considers the Fe displacement from
the QDI molecular plane (solid lines in Fig. 2(b) and (c)). To
evaluate the electronic coupling between different components
in FeQDI, we then extract the geometry of the FeQDI 1x unit
cell from the 3x supercell by considering the averaged Fe
displacement from the QDI molecular plane, as shown in
Fig. 2(d). The spin-polarized band structure of the FeQDI 1x
unit cell is plotted in Fig. 2(e). The two bands in the energy
window from —0.5 eV to 0 eV, which contribute the electronic
state at —0.15 V, are fitted by two Wannier orbitals using VASP
and Wannier90*” (Fig. 2(f)). The spatial distribution of the two
Wannier orbitals is plotted in Fig. 2(f), with orbital-1 mainly
contributed by the p, orbital of the QDI molecule and orbital-2
by Fe 3d,2_, (Fig. S5, ESIt). By using the tight-binding Hamil-
tonian constructed with Wannier90, we can extract the hopping
integrals between and within these two Wannier orbitals, i.e.
the Fe-Fe, QDI-QDI and Fe-QDI hopping integrals, which are
determined to be 15 meV, 121 meV and 24 meV, respectively.
These values provide estimations of the hopping integrals
between different components in the FeQDI polymer. Fig. 2(h)
and (i) show the calculated PDOS of Fe from the FeQDI 3x
supercell and from 1x unit cell, which reproduce the —0.15 V
state measured by experiment (Fig. 2(j)).

Since the bulk and end state are mainly distributed on Fe
atoms, we employ a tight-binding (TB) model

H(k) = ¢+ 2tcosk

to simulate the evolution of the bulk and end state near the end
of the FeQDI polymer, where ¢ is the hopping integral between
two nearest Fe atoms, and ¢ is the on-site energy of the Fe atom.
As depicted in Fig. 3(a), the inner part of the semi-infinite chain
t is fixed at 15 meV, which is adopted from the Wannier fitting,
and ¢ is set to —0.15 eV, which is determined by the measured
bulk state (Fig. 1(c)). Near the end, we set t; (¢,) as the hopping
integral between Fe-1 and Fe-2 (Fe-2 and Fe-3) and ¢, as the on-
site energy on Fe-1. As plotted in Fig. 3(b), the shifting of the
—0.15 V bulk state to a higher energy at the end, the emergence
of the —0.36 V end state, and the double-peak feature at Fe-2
can be well reproduced with ¢; = 107 meV, ¢, = 53 meV and ¢, =
—0.31 eV.

We have tested different combinations of ¢, t, and ¢,, but
the experimental results can only be simulated with enhanced
t; and ¢, and reduced &, at the end (see Fig. S7 for details, ESIT).
The reduced &, can be ascribed to the two-fold diimino-Fe
coordination motif at the end. The enhanced hopping integral
near the end of FeQDI may be explained by a shortened
Fe-Fe distance, as suggested by our model -calculation
(Fig. S8 in ESIt).

The DFT calculation indicates that the 3x supercell on
Au(111) has a ferromagnetic ground state, with the magnetic
moment of 2.35uz on each Fe atom (Fig. S9, ESIY). In the
experiment, the STS of the end Fe atom shows a dip feature
near the Fermi level, which can be fitted by a Fano function,
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Fig. 3 (a) Schematic representation of a semi-infinite tight binding model
with varied hopping integrals (t;, t;) and on-site energy (&) at the end.
(b) From top to bottom, calculated LDOS of Fe-1 to Fe-6 atoms with t; =
107 meV, t, = 53 meV and ¢; = —0.31 eV.

but no obvious magnetic signal was discerned on the inner Fe
atoms (Fig. S10, ESIT).

In conclusion, we have examined the electronic coupling in 1D
CMOF by investigating the electronic states in the FeQDI polymer
at the atomic scale. We have resolved the electronic states given by
Fe atoms in different coordination environments and their spatial
extension due to n-d conjugation. We have extracted the hopping
integrals between different components of FeQDI from band
structure calculation, and simulated the evolution of the bulk
and end states using a tight-binding model. Our work provides
experimental and theoretical insights into the electronic coupling
in 1D metal-organic frameworks with n-d conjugation.
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