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Spin-crossover complexes embedded in nanodevices experience effects that are absent in the bulk that

can modulate, quench and even suppress the spin-transition. In this work we explore, by means of state-

of-the-art quantum chemistry calculations, different aspects of the integration of SCO molecules on

active nanodevices, such as the geometry and energetics of the interaction with the substrate, extension

of the charge transfer between the substrate and SCO molecule, impact of the applied external electric

field on the spin-transition, and sensitivity of the transport properties on the local conditions of the sub-

strate. We focus on the recently reported encapsulation of Fe(i) spin-crossover complexes in single-
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1. Introduction

Spin crossover molecules are bistable compounds, most of
them based on Fe(i) d°, that under an external stimulus such
as temperature or light reversibly switch between a low-spin
state (LS) and high-spin state (HS). This spin-state switching
goes along with changes in the optical, mechanical, electrical
and magnetic properties of the material.»>™* Their properties,
well-known in the bulk and macroscopic samples, are mainly
triggered by the ligands coordinated to the metal centre, that
modulate the metal ligand field strength, and the cooperative
effects resulting from the intermolecular interactions in the
lattice, responsible for the thermal hysteresis cycle.
Investigated for a long-time, there exists a renewed interest
in these materials due to their potential for applications in
molecular electronics, spintronics, data storage and
sensing,>>"® although the integration of SCO complexes into
nanodevices faces different challenges. To realize SCO-based
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walled carbon nanotubes, with new measurements that support the theoretical findings. Even so our
results could be useful to many other systems where SCO phenomena take place at the nanoscale, the
spin-state switching is probed by an external electric field or current, or the substrate is responsible for
the quenching of the SCO mechanism.

applications it is crucial to downscale to thin films or even to
single or assemblies of few molecules in contact with a suit-
able substrate.>>” Most of the SCO complexes have negligible
electrical conductivity,® and different strategies have been
developed to overcome this intrinsic limitation for integration
into nanoelectronic devices, such as the embedding of the
SCO molecules in conducting matrices such as electroactive
polymers,® or the deposition of hybrid SCO materials in the
form of adsorbed nanoparticles'® or molecules on graphene.’

The size reduction and the interaction with the substrate
can lead to a significant modulation of the SCO properties,"* ™
modifying the transition temperature,'>'® the completeness of
the transition’” " and the hysteresis width,> even completely
suppressing the spin-transition.*® Additionally, the contact with
the electrodes can also modify their magnetic and SCO
properties,>"** as well as the organization and positioning of
the SCO between the device electrodes.>?*

In fact, at the nanoscale the SCO molecules are subject to
strong electric fields, experience surface/interface effects
absent in the bulk and local irregularities of the substrate
such as impurities, defects, doping, polymorphism, etc. that
can modulate the electrostatic environment of the SCO mole-
cule and have an impact on their properties.” This explains the
significant diversity of the available experimental data regard-
ing SCO-based devices and the difficulties found to rationalize
the different reported behaviours.

The aim of this work is to explore in depth, with the help of
state-of-the-art quantum chemistry calculations, the different

This journal is © The Royal Society of Chemistry 2021
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aspects of the integration of SCO molecules on active nano-
devices. While the relative stability of the LS and HS states of
Fe(u) and Fe(ur) SCO complexes have been extensively evaluated
in the gas-phase,*** works devoted to the theoretical study of
SCO complexes on the surface are rather scarce,®™*' even
though they can provide valuable information on the mole-
cular scale, difficult or impossible to measure, such as details
of bonding on surfaces, or the impact of strong electric fields.
For this study, we take benefit from a recent work where two
Fe() SCO complexes are encapsulated within single-walled
carbon nanotubes (SWCNT) (Fig. 1a and b).** Conductance
through the host nanotube showed a distinct bistability associ-
ated with the spin state of the guest SCO molecules. A conduc-
tance hysteresis not present in the magnetism of macroscopic
crystals was reported as a consequence of the particular con-
ditions that molecules experience at the nanoscale (Fig. 1c).
We use this particular system as a model with different ingre-
dients modulating the SCO properties under extreme con-
ditions such as the confinement imposed by the nanotube and
the strong electrical fields.

In particular, we study by means of density functional
theory (DFT)-based calculations the interaction of the SCO
complex with the SWCNT and evidence how this interaction
impacts the LS — HS transition energy. We analyze the effect
that small variations in the SCO ligands produce on the stable
geometries at the nanoscale (Fig. 1a). We address some
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Fig. 1 (a) SCOL1 [Fe(H,Bpz,),(phen)] and SCO2 [Fe(H,Bpz,),(bipy)] com-
plexes. (b) Scanning electron microscopy (SEM) image of a nanoscale
transistor device containing an individual SCO2@SWCNT trapped by
dielectrophoresis. (c) Current | measured at a fixed bias V = 1V as a
function of the temperature across a SCO2@SWCNT hybrid; i.e. SCO,
molecules encapsulated in SWCNTs. Adapted from ref. 42. The insets
are schematics showing the SCO2@SWCNT hybrid complexes and
changes in them with the spin state.
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additional aspects of the molecule-nanotube interaction such
as the potential spin-dependent charge transfer between both
fragments and the impact of confinement on the geometry of
the HS and LS SCO molecules. Besides, we study the influence
that differences in the local environment, like p-doping of the
SWCNT, may have on the relative conductance of HS and LS
states by means of simulation of the current vs. temperature
curves. We also reconsider the impact of an external electric
field on the relative energies of the HS and LS molecules and
the spin transition energies and examine how this external
electric field modifies the Fe ligand field. We provide new
measurements that support our theoretical findings, a set of
samples with a rather different behaviour to that previously
reported under the same conditions, the LS state being less
conductive than the HS one, resulting in “inverted” hysteresis
loops with temperature.

Although we focus on the particular case of the SCO com-
plexes encapsulated within SWCNT, our results could be
useful to many other systems where the SCO phenomena take
place at the nanoscale, the spin-state switching is studied by
an external electric field or current, or the substrate is respon-
sible for the quenching of the SCO mechanism.

2. Description of the systems

Recently we have reported for the first time the encapsulation
of Fe(un) spin-crossover complexes in single-walled carbon
nanotubes.”” Two Fe(n) SCO complexes with the formula
[Fe(H,Bpz,),(L)] were studied, with H,Bpz, = dihydrobis( pyrazo-
lyl)borate and L = 1,10-phenanthroline (phen, SCO1) or 2,2"
bipyridine (bipy, SCO2) (Fig. 1a). These complexes as powder
samples show abrupt thermally induced spin-transitions at
167 K and 160 K for SCO1 and SCO2, respectively, from the
high spin (HS, S = 2) to low spin (LS, S = 0) state. Both com-
plexes can be sublimed and their SCO properties are known to
be retained when deposited on different surfaces.”’****
Commercially available chemical vapour deposition-grown
SWCNTs were used, with diameters ranging from 1.6 to
2.2 nm. Details regarding the encapsulation process and verifi-
cation measurements can be found in ref. 42.

The electron transport across individual SCO@SWCNT
hybrids was studied in a solid-state field-effect transistor con-
figuration (Fig. 1b). The electrical conductivity of the nanotube
was modulated by the spin-state of the Fe(u) SCO complex,
while the encapsulated complex retained the SCO properties.
Upon cooling from room temperature down to 90 K the
current switched to a high-conductance state at temperatures
(Twuc) close to the transition temperature of the SCO complexes
(Fig. 1c, blue curve). Upon heating back to room temperature,
the current remains in the high-conductance state (Fig. 1c, red
curve) at temperatures higher than the transition temperature,
where it drops back to the low-conductance state (T¢). In this
hysteresis cycle, switching induces a reversible change in the
conductivity of the SWCNT, the high-conductance state has
been assigned to the LS complex, while the low-conductance

Nanoscale, 2021,13,18702-18713 | 18703
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regime is related to the HS state of the complex. Most of the
considered samples showed an overall similar shape of the
I vs. T curves, although some particularities have been
observed regarding the position and amplitude of the jumps
(large/small jumps) between the low-conductance and high-
conductance curves.

In this work we focus on a new set of current vs. temperature
measurements (Fig. 7), obtained under the same conditions, but
with a radically different behaviour that can be related to differ-
ences in the local environment of the SWCNT, as suggested by
our DFT-based calculations. The relevance of this study resides
in the fact that could help explain the variety of experimental
results reported in the literature for nanoscale devices.

3. Computational details

3.1 Periodic calculations

The crystallographic data reported by Real et al.*® were used as

the starting point to build the models of SCO1 and SCO, com-
plexes. The geometry of each complex has been fully optimized
once encapsulated in the SWCNT. In all calculations the
SWCNT is a (16,8) nanotube with a diameter of 1.65 nm and a
unit cell of 224 carbon atoms. This chirality corresponds to a
semiconductor, in agreement with the transport measure-
ments of the bare SWCNT,"” while the relatively reduced size
of the unit cell enables the complete optimization of both the
SCO complex and the nanotube.

The encapsulation has been studied in the frame of peri-
odic DFT using the generalized gradient approximation (GGA)
with the revised Perdew-Burke-Ernzerhof functional (rPBE)"®

View Article Online

Nanoscale

and projector-augmented wave (PAW) potentials.*”*® All the
calculations have been performed using the VASP (Vienna
ab initio simulation package) code.**”>* rPBE functional has
been proven to provide a good LS-HS balance (much better
than other GGA functionals such as PBE) for well-known SCO
complexes containing Fe(u) and Fe(m),”> and has been pre-
viously employed to describe the deposition of SCO complexes
on different substrates.>**”>* valence electrons are described
using a plane-wave basis set with a cutoff of 500 eV and the I'-
point of the Brillouin zone is used.>® The optimized lattice
parameters for the nanotube are @ = b = 16.75 A and ¢ =
11.35 A. Hence, the diameter of the nanotube once optimized
is 1.675 nm.

To study the encapsulation, we have used a 1 x 1 x 2 super-
cell (54 A x 54 A x 22.7 A) containing 448 carbon atoms and a
single Fe SCO complex, with 37 A of vacuum between nano-
tubes. Electronic relaxation has been performed until the
change in the total energy between two consecutive steps was
smaller than 107° eV and the ionic relaxation has been per-
formed until the Hellmann-Feynman forces were lower than
0.025 eV A",

The NUPDOWN option of the VASP code is used to converge
different magnetic solutions. This forces the difference
between the number of electrons in up and down spin chan-
nels, N,-Ng, to be equal to 0 (LS) or 4 (HS). Several starting
geometries for geometry optimizations were tested (Fig. 2), as
described in the next section, and the interaction energies
between the encapsulated SCO complex and the nanotube,
Eine, were calculated as Eine = Esco@swont — (Eswent  Esco)- A
negative Ej,, value indicates that the encapsulated molecule is
more stable than the free molecule.

geol
bipy/phen in yz plane

geo2
bipy/phen in xz plane

geo3
bipy/phen in xy plane

Fig. 2 The three explored orientations of the SCO complex inside the nanotube. The figures correspond to the SCO2 complex, similar to the SCO1

one.
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3.2 Molecule-nanotube charge transfer

The charge transfer between the SCO complex and the SWCNT
is explored by means of plots of the charge density difference,
Ap, evaluated as:

Ap = PSco@sSWCNT — £SCO — PSWCNT

where SCO@SWCNT corresponds to the encapsulated
complex, SCO and SWCNT are the isolated complex and nano-
tube, each with the same geometry as in SCO@SWCNT. A posi-
(yellow surfaces) gives regions where the
SCO@SWCNT system gains electrons with respect to the frag-
ments. The negative values correspond to the cyan surfaces.
The dependence of Ap on the nature and spin state of the
complex and geometry adopted inside the nanotube has been
studied.

tive value

3.3 Transport properties

The temperature dependent conductivity o of the
SCO@SWCNT system, in terms of relaxation time 7, was com-
puted employing the BoltzTrap2 code,> based on the semi-
classical Boltzmann transport theory. In this method, the
transport coefficients are calculated on the frame of the rigid-
band approximation (RBA), which assumes that changing the
temperature (7), or the Fermi energy of the system (), does
not change the band structure. The electrical conductivity is
computed using the following expression:

@ _ g J'a*(e-, 7) (—W) “

where ¢ is the electron charge, f(0) is the Fermi distribution
function and o*(¢, T) is the transport distribution function,
computed by means of a linearized version of the Boltzmann
transport equation, under constant relaxation time approxi-
mation.”® The code uses as the starting point the information
provided by the previous VASP calculations for each magnetic
solution, namely the density of states and eigenvalues stored
in the corresponding OUTCAR, EIGENVAL and POSCAR files
generated by the VASP code.

The electrical conductivity has been evaluated for the
SCO2@SWCNT system considering that the SCO2 molecule is
encapsulated in a pristine nanotube or a p-doped nanotube,
since carbon-based materials like SWCNT and graphene are
typically p-doped.”” The p-doping is defined as the
difference between the intrinsic electronic density, Diy, and
the density once a certain fraction of electrons, de, has been
removed, D,,.

Nt

— Ny =N, — e, D, = —=,
VC n t n VC

n

Dine = p_dopmg = Dn — Dine
The explored p-doping is around the value resulting from
the extraction of one complete electron, corresponding to
p-doping = 1.51 x 10"® cm™>. In this regime, the conductivity
of the SWCNT presents different trends depending on the spin
state of the encapsulated SCO complex, and it is possible to

explain the hysteresis loop observed experimentally.

This journal is © The Royal Society of Chemistry 2021

View Article Online

Paper

3.4 Electric field effects

The impact of an external electric field on the relative stability
of the HS and LS states of the SCO1 complex has been explored
by means of a set of single-point density-functional theory
based calculations of the most stable geometry adopted by the
complex inside the nanotube. The hybrid TPSSh>®*°
exchange-correlation functional has been employed, with
basis sets of quality def2-TZVPP®° for all atoms of the complex.
The choice of the exchange-correlation functional and basis
sets is based on previous benchmark calculations on SCO com-
plexes containing Fe(n) and Fe(ur) centres.>**” Electric fields of
increasing strength were imposed along the x, y, and z axis.
The molecule is oriented in such a way that the Fe atom
occupies the centre of the coordinate system and the phen
ligand occupies the yz plane. All the calculations have been
performed using the Gaussian 09 code.®!

3.5 Ligand field parameters

The ligand field parameters of the SCO1 complex on the geo-
metry adopted inside the nanotube (geo2) have been extracted
by means of the ab initio ligand field theory (AILFT) approach
implemented in the ORCA program package.®” Basis sets of
quality def2-TZVPP®® have been chosen for all atoms, except
for Fe for which the basis of quality def2-QZVPP was chosen.®®
The scalar relativistic effects are included by means of ZORA
approximation.®® State-average CASSCF (6,5) calculations with
six electrons occupying the five 3d orbitals were carried out for
each multiplicity (S = 0, 1, 2) with equally weighted roots on
each multiplicity (50 singlets, 45 triplets and 5 quintets).

4. Results and discussion

4.1 Interaction with the nanotube

The stability of the encapsulated SCO1 (SCO2) complexes
inside the SWCNT has been evaluated for three different orien-
tations of the phen (bipy) ligand with respect to the nanotube
walls. As the starting point for geometry optimization, the
complex was centred on the nanotube cavity, with the Fe ion
placed on the nanotube axis (z axis). The complex was oriented
in such a way that the phen (bipy) ligand is placed on the yz,
xz or xy plane, (geo1, geo2 and geo3, respectively, Fig. 2). Both
the nanotube and the complex were fully optimized for the
low- and high-spin states. The xyz coordinates of the most
stable orientation of encapsulated SCO1 and SCO2 complexes
are provided in the ESL{

For the SCO1 complex, the most stable geometry among the
explored ones is geo2 for both spin states, with the phen
ligand on the xz plane (Table 1). This orientation is just
90 meV more stable than geo1, with the phen group on the yz
plane. For the optimized geo2 the molecule rests on the centre
of the cavity, establishing short contacts with the nanotube wall
through the C-H bonds of the pyrazole ligands (distances of
about 3.1-3.3 A). For the two other orientations, the molecule
slightly moves toward the nanotube wall, with the phen ligand a
bit more distant to the wall than the pyrazole ones. Both

Nanoscale, 2021,13,18702-18713 | 18705
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Table 1 Relative energies and interaction energies of SCO—nanotube for encapsulated SCO1 and SCO2 complexes with different orientations with
respect to the nanotube main axis. All values are in eV. In gray, the most stable orientation for each encapsulated complex. In parenthesis, the
increase of the LS — HS transition energy of the encapsulated complex with respect to the isolated one

Complex Orientation Eis Eys Eys — Erg Eine LS Eine HS

SCO1 (phen) geol 0.090 0.575 0.485 —0.024 0.035
geo2 0.000 0.445 0.445 (4.5%) -0.114 —0.095
geo3 0.240 0.821 0.581 0.126 0.281
Isolated complex 0.426

SCO2 (bipy) geol 0.000 0.487 0.487 (10.6%) -0.127 —0.080
geo2 0.046 0.519 0.473 —0.081 —0.049
geo3 0.123 0.654 0.530 —0.003 0.086
isolated complex 0.440

ligands participate in the short C-H--- nanotube contacts, being
in general shorter for geo3 than geo1, as shown in Fig. S1.7

In the case of the SCO2 complex, geol and geo2 are very
close in energy, geo1 being slightly more stable than geo2 (just
46 meV). In both orientations, the closest contacts between the
molecule and the nanotube are established through the H
atoms of the pyrazole ligand. As it occurs for SCO1, in geo3
also the bipy ligand participates in these short contacts with
the nanotube (Fig. S17). Two additional sets of calculations
were performed, with the molecule oriented as in geoi, but
shifted toward the wall. These arrangements showed a large
energy penalty with respect to the orientations where the mole-
cule is centred on the cavity.> Thus, small variations in the
SCO ligands do not significantly alter the accommodation of
the SCO molecules within the SWCNT.

In both complexes, the energy difference between the LS
and HS states, Fys — Eys, significantly increases for the encap-
sulated complex (~5-14% for SCO1, ~10-20% for SCO2). This
enhancement could be related to the structural changes
induced by the encapsulation, as well as to the electronic
effects due to the molecule-nanotube interaction. The Fe-N
distances of the FeNg core are reported in Table 2, both for the
free and encapsulated molecules in the LS and HS states. In
general, the HS complex presents greater changes on the FeNg
core than the LS ones once encapsulated. The complexes
expand along the Fe-N bonds corresponding to the L ligands
(bipy and phen), while slightly compress for the Fe-N bonds
related to the pyrazolyl groups.

The interaction energies between the encapsulated mole-
cule and the nanotube are reported in Table 1. Negative inter-
action energies correspond to those situations where the
encapsulated molecule is more stable than the free one. For
the optimal geometry, the SCO molecule is placed on the
centre of the cavity and both the HS and LS complex are est-
abilized inside the nanotube. In all cases, the interaction
energy is significantly smaller than 1 eV, considered as the
threshold value that distinguishes chemisorption (Eiyc > 1 eV)
and physisorption (Ei, < 1 €V).** The interaction is larger for
the LS than the HS complexes, regardless of the L ligand. The
same trends have been reported for the deposition of similar
Fe SCO complexes on metallic substrates.****%>3 This can be
related to the spin-dependent degree of mixing of the mole-
cules and nanotube states. Fig. 3 shows the density of states
(DOS) and projected DOS on the Fe, nanotube and complex
ligands for SCO2@SWCNT. Similar plots are obtained for
SCO1@SWCNT (Fig. S2t). The hybridization between the
nanotube and complex states is larger for the LS complex, in
particular for those occupying states close to the Fermi level as
shown in inset A. This represents the electronic density isosur-
face for the states placed between the Fermi level Er and Er — 1
V. The electronic density is equally distributed among the
nanotube and the complex, with relevant participation of the
complex ligands that favours the interaction with the nano-
tube. For the HS complex, however, the complex ligands have
almost no effect on these bands, and the electronic density is
mainly placed on Fe and the nanotube.

Table 2 Mean Fe—N distances of SCO1 and SCO2 complexes for the free and encapsulated optimized geometries

Free Encapsulated
Complex Mean distances (A) LS HS LS HS
SCO1 (phen) Fe-N1 (phen) 1.974 2.219 1.981 2.242
Fe-N2 2.043 2.255 2.039 2.223
Fe-N3 2.040 2.182 2.039 2.179
SCco2 (bipy) Fe-N1 (bipy) 1.966 2.221 1.970 2.232 ;
Fe-N2 2.049 2.266 2.038 2.255
Fe-N3 2.043 2.192 2.042 2.178

18706 | Nanoscale, 2021,13,18702-18713
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Fig. 3 Density of states (black) and projected density of states on Fe (green), ligands (blue) and carbon nanotube (red) for the SCO2@SWCNT

system, LS (left) and HS (right) states. The insets represent the electronic density (yellow surfaces, isosurface level =

0.002 e per bohr®) for occupied

bands in ranges of [Er — 1V, E¢] (A) and [EF — 1.5V, E¢ — 1] (B) and empty bands in ranges of [Ef, Ef + 0.6 V] (C) and [Ef + 0.6 V, Ex + 1 V] (D), with E¢

being the Fermi level.

The larger participation of the ligands on the LS state corre-
lates to the strength of the Fe ligand field, which is about two
times stronger for the LS complex than the HS one (Fig. 4). The
stronger the field, the higher the participation of the complex
ligands in the ty-like and eg-like orbitals. In the case of the HS
complex, the ty-like orbitals are almost localized on the Fe
centre (Fig. 4), and only the 3d e,-like orbitals present a non-neg-
ligible contribution of the ligands, in agreement with the pro-
jected DOS of empty bands (inset D in Fig. 3 for the HS
complex). The larger interaction energy for LS between the mole-
cule and SWCNT may be the reason behind the shift of the LS to
HS transition to higher temperatures and therefore the opening
of hysteresis observed in several experimental reports.**¢>%°

Comparing the behaviour of the two Fe complexes, the
interaction between SCO1 and the nanotube is weaker than
the interaction with SCO2 for the most stable coordination
(Table 1). In fact, half of the explored states for the encapsu-
lated SCO1 complex are not stable with respect to the free
complex. At the same time, the enhancement of the LS — HS
transition energy is higher for the confined SCO2 than SCO1
complex. This seems to be in agreement with the slightly
higher LS->HS transition temperature obtained for
SCO2@SWCNT when compared to SCO1@SWCNT in most

HS l
eg—like ',»-)(" >

Yo e Ls

15460 cm™®
15098 cm? —— W

. —— 8684cm?
—— 8166 cm?

14906 cm*

_

rbé’l
o A& segem?

- like
520 cm1 tg- like

»I\.

Fig. 4 Ligand field parameters and orbitals for SCO1 from AILFT calcu-
lations with the geometry adopted inside the nanotube LS (left) and HS
(right) states.

This journal is © The Royal Society of Chemistry 2021

measured samples. A larger statistical set of experimental
measurements would be needed to establish a conclusion.

4.2 Molecule-nanotube charge transfer

Raman measurements at room temperature of the
SCO1@SWCNT and SCO2@SWCNT hybrids showed blue
shifted peaks both for the complexes and the nanotube
(Fig. S61).** Different factors could be invoked to explain these
shifts such as changes in the environment of the molecules, a
small charge transfer between the SCO molecule and SWCNT,
strain or aggregation effects. Fig. 5 shows the charge density
difference plots for the SCO1@SWCNT and SCO2@SWCNT
hybrids, in geol and geo2 geometries. All the plots refer to an
isodensity value of 107* e per bohr?®, higher values are shown
in Fig. S3.1 These plots give information about the net charge
transfer between the molecule and nanotube. Hence, the
yellow surfaces correspond to positive charge differences, i.e.,
they represent charge accumulation, while the blue surfaces
correspond to charge depletion. The charge density difference
plots indicate a certain complex-to-nanotube charge transfer of
different extensions depending on the geometry adopted by
the complex inside the nanotube. In the case of geo1, a certain
net charge transfer from the molecule to the nanotube is
observed (Fig. 5d), mainly between the bipy ligand and the
closest carbon atoms. However, for geo2 both depletion and
accumulation regions are observed on the nanotube, although
a small net molecule-to-nanotube charge transfer can be
inferred, since the molecule mainly concentrates in the
depletion regions (Fig. 5a—c). The behaviour is similar for both
complexes in this orientation (Fig. 5b and c¢). The charge trans-
fer is found to be spin-dependent, slightly enhanced for the
HS state (compare Fig. 5d and e for SCO2@SWCNT and
Fig. S3a and S3bf for SCO1@SWCNT). The existence of a net
charge transfer between both components, even if rather
small, is an indication of the presence of SWCNT and SCO
states of similar energy, that make the charge transfer poss-
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Fig. 5 Charge density difference plots of the SCO@SWCNT system.
Yellow (positive difference) and cyan (negative difference) surfaces rep-
resent charge accumulation and depletion, respectively. (a and b) side
and axial views of LS SCO2@SWCNT on geo2, (c) LS SCO1@SWCNT on
geo2, and (d and e) LS and HS SCO2@SWCNT on geol. Isodensity value
of 10~* e per bohr®.

ible. For slightly p-doped nanotubes, with empty levels in the
valence band,®” it is then reasonable to expect the enhance-
ment of the molecule-to-nanotube charge transfer, which
could explain in part the blueshift observed in the SWCNT
Raman bands of both SCO@SWCNT hybrids (Fig. S61). The
slightly different charge transfer predicted for SCO1@SWCNT
and SCO2@SWCNT is too subtle to be detected in the Raman
spectra. The SWCNT Raman bands of both SCO1@SWCNT
and SCO2@SWCNT show a similar blueshift, slightly larger for
the 2D band in the SCO1@SWCNT and slightly larger for the
G band in SCO2@SWCNT (Fig. S6). Besides, temperature-
dependent Raman spectroscopy of SCO1@SWCNT shows a
small monotonous blueshift as the temperature is decreased.
This tendency with temperature, however, does not signifi-
cantly differ from that of the empty carbon nanotubes
(Fig. S71). It seems therefore that the slightly different charge
transfer predicted for HS and LS states is rather small in com-
parison with extrinsic factors like aggregation or strain. It also
implies that molecule-to-nanotube charge transfer is not
responsible for a change in the oxidation state of Fe ion that
could explain the distinct conductance of HS and LS states.

4.3 Impact of the external electric field

The conductance of the SCO@SWCNT hybrid system was
measured at a fixed bias voltage of 1 V. During these measure-
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ments, the molecule inside the nanotube is subjected to the
electric field imposed by the applied bias. To explore the
impact on the SCO properties, we perform a set of calculations
where we impose an external electric field to the molecule
using the most stable geometry adopted inside the nanotube
(geo2 for SCO1, and geo? for SCO2). The molecule is placed at
the coordination axis centre, in such a way that the dipole,
mainly oriented from the Fe atom to the aromatic ring (phen
and bipy ligands for SCO1 and SCO2, respectively), points to
the positive z axis. The external electric field strongly impacts
the LS and HS energies specially when applied along the z axis
(red lines in Fig. 6; blue (x axis) and green (y axis) lines in
Fig. S47). For SCO1 HS complex, there are two electronic states
close in energy, separated by about 300 cm™" in the absence of
the electric field. They are represented by the dotted and
dashed lines in Fig. 6a. The electric dipole moment is larger
for the HS states than the LS one, then the interaction with the
electric field along the z axis is stronger for the HS states.
Therefore, a large impact is observed on the HS-LS transition
energy when the field is applied along the z axis. The tran-
sition energy is significantly reduced when the dipole moment
and field are parallel (field points in the positive z axis) and
enhanced for the antiparallel orientation (field points in the
negative z axis). Additionally, the relative energy of the two
accessible HS states is reversed for z-fields >7 x 107 au, the
HS-LS energy separation is additionally reduced for fields
stronger than this threshold value. In fact, the external electric
field modifies the energy of the three orbitals with the z com-
ponent (dy, dy;, and d.) and changes the relative distribution
of two of the ty,like 3d orbitals (red and green lines in
Fig. S57), although it does not significantly affect the strength
of the Fe ligand field (Fig. S51).

These results provide evidence for the potential effect of an
external field on the SCO properties, although the field
required for observing a significant change in the energies is
significantly higher than the field nominally experienced by
the encapsulated SCO complex in our system (about 10 kv
em™' ~ 2 x 107° au). For this discrepancy it is important to
first point the intrinsic limitations of these evaluations. In
fact, the HS-LS transition energy is overestimated in the
absence of an external field, fixed geometries are employed to
the calculations in the presence of the electric field, the nano-
tube is not included, nor the charge transfer between nano-
tube and molecule, that could also alter the electric dipole of
the SCO molecule and the interaction with the external field.
Moreover, our results are obtained in the frame of a particular
quantum chemistry approach, and dependencies on the
chosen approach cannot be discarded. Then it could be poss-
ible that the applied external fields are overestimated in our
calculations. On the other hand, it is important to note that
the effective electric field experienced by the molecule inside
the nanotube can be enhanced due to electrostatic interactions
induced by doping, defects in the nanotube and impurities.
Among others, these factors reduce the effective gap between
the electrodes, enhancing the field. Despite the limitations,
our results could be relevant in single-molecule experiments

This journal is © The Royal Society of Chemistry 2021
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correspond to the LS state, while dashed and dotted lines represent two thermally accessible HS states. (right) Impact of the applied electric field
along the z axis on the HS—LS transition energy (eV). The solid (dashed) lines correspond to the energy difference between the LS state and the
lowest (excited) HS state in the absence of field. The inset represents the optimal orientation of the encapsulated SCO1 complex, the black arrow is
the electric dipole moment, and the blue, green and red arrows represent the electric fields along x, y and z axis, respectively.

where the experimental electrical field can be orders of magni-
tude higher, like systems where the spin switching is promoted
by an applied voltage through a STM tip. This is the case of
the hairclip Ni-porphyrin deposited on Ag(111), where the spin
transition is individually promoted by a voltage of 2.1-2.7 V
(ref. 68) (electric field ~0.005 au), or in single molecule-gra-
phene junctions® (electric field ~0.001 au). It is significant
that for an electric field of about +0.005 au, the modulation of
the HS-LS transition energy is about 8%, similar to the effect
of the interaction with the nanotube.

4.4 Simulation of I -vs.- T curves

Regarding the thermal dependence of the current measured at
a fixed bias V = 1 V, it has been observed in most of the
samples that by cooling from room temperature down to 90 K
the current switches to a high-conductance state at around
175 K, close to the transition temperature of the SCO complex.
By heating the current remains in the high-conductance states,
at about 225 K, where it drops back to the low-conductance
state. In this hysteresis loop, the high-conductance state has
been assigned to the LS complex, while the low-conductance
regime is related to the HS state (Fig. 1c). When we simulate
the transport properties of the SCO2@SWCNT device using
the semi-classical Boltzmann transport theory we find that the
conductivity is larger for the HS complex than the LS one for
all temperatures (Fig. 7a), in discrepancy with most of the

This journal is © The Royal Society of Chemistry 2021

registered I vs. T curves (Fig. 1c). Note, however, that our simu-
lations correspond to a single SCO molecule encapsulated
inside a pristine nanotube. Interestingly, it is well-known that
the SWCNTs, as well as any other carbon-based substrates like
graphene, are typically p-doped systems.”” We introduce this
effect in our simulations by reducing the electronic density of
the system as explained in section 3. We explore p-doping
values of around 1.51 x 10'° ¢m™, which corresponds to
extract one complete electron from the system (central column
in Fig. 7). A similar effect can be obtained by tuning the posi-
tion of the Fermi level in our simulations (left column in
Fig. 7), since the impact of p-doping on the relative current of
the LS and HS states can be related, among other factors, to
the shift of the Fermi level to more negative values.
Interestingly, the fitting of the simulated LS and HS curves to
the Arrhenius law for thermally activated electron transport
provides values for the activation energy (around 2 x 10° K,
Table S17) in the same order of magnitude as those resulting
from the experimental curves (ranging from 1-4 x 10° K).**
The conductivity is extremely sensitive to doping, and it
changes to different extents depending on the spin state of the
encapsulated complex. For p-doping of 1.30 x 10'® em™ the LS
and HS curves approach themselves, although still HS is more
conducting than the LS complex (Fig. 7c). A similar behaviour
is found when the Fermi level is shifted to —0.135 eV (Fig. 7b).
For a p-doping of about 1.47 x 10'® em™>, both states present

Nanoscale, 2021,13,18702-18713 | 18709


http://creativecommons.org/licenses/by-nc/3.0/
http://creativecommons.org/licenses/by-nc/3.0/
https://doi.org/10.1039/d1nr04577f

Open Access Article. Published on 05 November 2021. Downloaded on 10/28/2025 8:23:35 PM.

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

(cc)

View Article Online

Paper Nanoscale
Theoretical I-V curves
a T T T
No doping// E¢
0
E HS || Exp. Cooling
g 2 LS || Exp. Heating
>
= 1
B
0 1
100 150 200 20 500 Experimetal |-V curves
Modifying Eg T(K) Modifying doping
20 b c
_ E-=-0.135eV _ %7 13010 cm?
2 @
E 15 g
e g4t <
= = =
=10 pa =
g 2
* x 2t
\g 0.5 B
O,q . 0 s
00 150 200 250 300 100 150 200 250 300
T (K) T (K)
e l . ' f
10l Er=-0.150eVv _ | =T
2 T
& §
c c
=05} =
° o 1
* *
= £
® 5
0.0 . 0 " s
100 150 200 250 300 100 150 200 250 300 100 150 200 250
T(K) T(K) T(K)
h
4| 1.50-10"cm?®
0
£ =
5} <
) e
=2
°
*
o
B
100 150 200 250 300
T(K)
~ 15
B
£
S
€10
°
=05
o
0.0 - . .
100 150 200 250 300 100 150 200 250
T(K) T(K)
Fig. 7 (a—k) Electron transport across SCO2@SWCNT, theoretical predictions vs. experimental | vs. T curves. Simulated conductivity vs. temperature

curves for the SCO2@QSWCNT device for (top) the pristine nanotube, (middle column) the nanotube with increasing p-doping, (left column) when the
Fermi level of the system is shifted to more negative values. (Right column) Experimental / vs. T curves in correspondence with the theoretical predictions.
The curves were measured for (d and g) SCO1@SWCNT and (i and k) SCO2@SWCNT under identical conditions (V = 1V and AT = 5 K min™).

almost the same conductivity (Fig. 7f), the same trend is
observed when the Fermi level is shifted to —0.150 eV (Fig. 7e).
For a slightly larger p-doping of 1.50 x 10'° cm™ the curves
cross, the LS complex presents higher conductivity than the
HS one at high temperatures (Fig. 7 h). Shifting the Fermi level
to —0.164 eV, the LS complex is more conductive than the HS

18710 | Nanoscale, 2021,13,18702-18713

one (Fig. 7j). This last case reproduces most of the experi-
mental I vs. T curves (Fig. 1c and 7k) and suggests that most of
the nanotubes employed in the measurements are p-doped as
expected. Interestingly, a minor number of experimental 7 vs. T
curves can be identified by the DFT predictions for lower p
doping. The right column on Fig. 7 shows these experimental

This journal is © The Royal Society of Chemistry 2021
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curves next to the corresponding predictions. In a broad per-
spective, our predictions bring out the wild variety of experi-
mental I vs. T curves that can be potentially obtained for the
same SCO molecule depending on the specific local con-
ditions, like doping, met in nanoscale devices, as has been
reported in the literature.>>%*7>

5. Conclusions

The effective incorporation of spin-crossover molecules as
active components of nanodevices rests on the possibility of
controlling the spin-dependent modulation of physical pro-
perties such as electrical conductance. The large variety of
behaviours reported up to now, although clearly demonstrate
the preservation of the spin-transition once the molecule is
embedded in the device, makes difficult the rationalization
and much more the prediction. In this work, we have explored
by means of state-of-the-art quantum chemistry calculations,
the different factors governing the spin-transition at the nano-
scale. We observe that the HS-LS energy gap is enhanced once
the complex is encapsulated in the nanotube, the interaction
with the substrate being larger for the LS than the HS state.
This is not a particular feature of the molecule-SWCNT inter-
action, but it has been also observed for the deposition of
Fe(n) SCO complexes on different substrates.>>****>* These
results are in line with the opening of a hysteresis observed in
our I vs. T measurements”” as well as many others measure-
ments in the literature.®>®® The differential stabilization of the
LS state of the confined molecule is driven by the Fe ligand
field, which is higher for the LS than the HS state. The
strength of the metal-ligand field determines the degree of
participation of the ligand states on the bands close to the
Fermi level, the higher the field, the larger the participation.
The ligand orbitals spatially extended more than the metal one
allowing for a stronger interaction with the substrate. It is then
expected that the stronger interaction of the LS state with the
substrate will be a general trend of the SCO molecule-substrate
interaction.

We have checked the impact of the L ligand (bipy, phen) on
both the accommodation of the molecule inside the nanotube
and the energetics of the interaction. We found that the
SCO molecule experiences a spin-dependent distortion
after encapsulation and there are two orientations in
competition, although very close in energy, in particular for
the SCO2 complex. Then, in our case, small variations in
the SCO ligands do not significantly alter the accommodation
of the SCO molecules within the SWCNT, but it is important
to keep in mind the strong similarities of bipy and phen
ligands.

The rather small charge transfer between the pristine nano-
tube and the SCO molecule predicted by our calculations rules
out the possibility of change of the Fe oxidation state to be
responsible for the different conductance registered for LS and
HS states. The blueshift observed in the SWCNT Raman bands
for both SCO@SWCNT hybrids*> could be related to extrinsic

This journal is © The Royal Society of Chemistry 2021
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factors and only in part to the small molecule-to-nanotube
charge transfer.

The strong electric field experienced by the SCO molecule
on the nanodevice can modulate the spin transition to
different extents depending on the relative orientation of the
molecule with the respect to the imposed field. The field also
modifies the relative energy of the Fe 3d orbitals, which could
also promote the switching between different orientations
inside the nanotube, and could drive changes on the coordi-
nation sphere of the FeNgs core. The non-negligible impact of
the external electric field on the HS-LS transition energy could
be the origin, for instance, of the reported telegraph-like
switch between two states of different conductance below the
transition temperature for SCO-based nanodevices.**”?

Finally, our simulations provide evidence for how the
specific local conditions of the substrate dramatically affect
the I vs. T curves of the SCO@SWCNT system, and could help
explain the large diversity of reported I vs. T behaviours for
nanoscale devices, such as HS being more conductive than
LS,”"*7¢ indistinguishable HS-LS conductance,’* crossing
HS-LS curves and, the most common case in this study, LS
being more conductive than the HS state.>**>7”?
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