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theoretical studies of the
electronic transport of an extended curcuminoid in
graphene nano-junctions†
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Daniel Herrera, a Raphael Pfattner, a Silvia Gómez-Coca, cd Eliseo Ruiz, *cd

Arántzazu González-Campo, *a Herre S. J. van der Zant *b and Núria Aliaga-
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Exploiting the potential of curcuminoids (CCMoids) asmolecular platforms, a new 3.53 nm extended system

(pyACCMoid, 2) has been designed in two steps by reacting a CCMoid with amino-terminal groups (NH2-

CCMoid, 1, of 1.79 nm length) with polycyclic aromatic hydrocarbon (PAH) aldehydes. CCMoid 2 contains

pyrene units at both ends as anchoring groups to optimize its trapping in graphene nano-junctions created

by feedback-controlled electro-burning. The measured I–V characteristics show gate-dependent

behaviour at room temperature and 10 K, with increased conductance values compared to shorter

CCMoids previously reported, and in agreement with DFT calculations. Our results show that the

adjusted molecular design improves the conductance, as system 2 separates the conductive backbone

from the anchor groups, which tend to adopt a planar configuration upon contact with the graphene

electrodes. DFT calculations using Green functions of a set of different molecular conformations of 2 on

graphene electrodes show a direct relationship between the units (e.g. pyrene, amide, etc.), in the

molecule, through which electrons are injected and the conductance values; where the size of the

spacing between the graphene electrodes contributes but is not the dominant factor, and thus, counter-

intuitively the smallest spacing gives one of the lowest conductance values.
Introduction

Curcuminoids (CCMoids)1 are molecular platforms,2,3 that have
been used to make an important contribution to biomedical
science,4,5 and are making their way into other areas of nano-
science, including molecular electronics. Examples of this is
their exploration on surfaces, as luminescent molecules, using
the UHV-STM technique6 or as efficient near-IR emitters,7,8

owing to the impact of their conjugated conguration. In
addition, some of us have shown that the combination of
CCMoid skeletons with appropriate anchoring groups allows
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their use as nanowires suitable for single-molecule electronic
transport studies.9–11 The diarylheptanoid backbone efficiently
mediates electron transport, and the terminal groups allow the
binding to Au electrodes.12 Using the mechanically controlled
break junction technique,13,14 we have established correspon-
dences between the affinity of the terminal groups to Au and the
conductance values and congurations of the molecules
embedded between these electrodes.15 The effect of coordina-
tion has also been explored, nding the conditions under which
certain CCMoids exhibit electronic switching behaviour.16

Modications of the terminal groups also enable p–p

coupling with graphene electrodes. In this topic, we have
synthesized a family of CCMoids containing small polycyclic
aromatic hydrocarbons (PAHs, anthracene units, Fig. 1a and b)
as anchoring groups and varying the CCMoid chain dimen-
sions, from 7 carbons (9ACCM, Fig. 1a) to 11C (9ALCCM,
Fig. 1b), respectively. Such systems were studied on three-
terminal hybrid devices, with graphene akes as the source and
drain electrodes and Si as a gate, respectively, separated by SiO2

(insulator).9–11 The motivation for such layout was given by the
low atomic mobility of graphene at room temperature, its
convenient work function suitable for matching the discrete
energy levels of the molecules and the reduced shielding of the
gate electrode potential.12,17–19 For standard-sized molecules to
Chem. Sci., 2024, 15, 16347–16354 | 16347
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Fig. 1 Chemical structures of (a) 9ACCM and (b) 9ALCCMoid emphasizing the increased backbone length, previously studied in graphene-hybrid
molecular junctions.9,10 (c) Synthetic pathway of (d) pyACCMoid (2): (i) inclusion of the spacer group through a Pabon's modified reaction and (ii)
addition of the anchoring group by the formation of the amide bond. The pyrene groups stabilize the molecule in the junctions through p–p
stacking to the electrodes. (e) Chemical structure of pyACCMoid integrated into a (f) three-terminal single-layer graphene (SLG) device where
a doped silicon substrate is covered with 300 nm of thermal SiO2 and used as a back-gate tomodulate charge transport of the molecule trapped
in graphene nano-gaps opened by feedback controlled electro-burning.
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form effective bridges between graphene-based electrodes, they
must be separated by nanogaps of approximately 1–2 nm, and
feedback-controlled electroburning is normally used to create
them.9 Thus, 9ACCM and 9ALCCM (Fig. 1a and b) were
embedded between few-layer graphene (FLG) electrodes.9,10 Our
studies showed that the longer the molecule (maintaining
conjugation), the better the coupling with the FLG electrodes,
nding for 9ALCCM the coexistence of vibrational excitations
with Coulomb blocking physics at low temperature, a feature
that was not observed for the former.10 The comparison also
concluded that the enhanced coupling between the graphene
akes and the anthracene groups compensates for the nal
electronic transport of the molecules, yielding conductance
values of the same order for the two systems (approximately
10−6 G0). The proposed route provided exciting results, but the
methodology of adding double bonds to the CCMoid chain
cannot be explored indenitely, as it not only increases the
molecular dimensions, but also the number of conformations
which hinders the linear arrangement of the molecules.

In this article we report a new derivative of the CCMoid
family, with optimal dimensions and anchoring groups, which
maintains a planar structure when incorporated between gra-
phene electrodes and, as a consequence, produces a higher
conductance compared to previous studies. First, we describe
a synthetic approach to CCMoid elongation different from that
mentioned above, using a standard CCMoid (NH2CCMoid, 1,
Fig. 1c) with terminal groups capable of further reacting with
PAH units. This gives rise to a new CCMoid (pyACCMoid, 2,
Fig. 1e), with the typical 7C skeleton but with extended aromatic
arms. Here we have explored the amide bond, between the
terminal amines of CCMoid 1 and the carboxylic groups of
16348 | Chem. Sci., 2024, 15, 16347–16354
a pyrene derivative. Tests with an analogue of this CCMoid
using an imine bond were abandoned because the system was
unstable in solution over time (not shown). Also, pyrene is
known to provide a reliable p–p molecule-graphene bond
without compromising the solubility in organic solvents of the
molecular systems.20 One of the advantages of this procedure is
that CCMoids (e.g.: 1) can be synthesized in a one-step reac-
tion.18 Therefore, by carefully choosing the nal elements, we
can simplify the addition of functional groups of interest. The
concept can be extrapolated to other reactive units, but this is
beyond the scope of this work. Certainly, CCMoid 2 exhibits
extended dimensions, while maintaining CCMoid conjugation
and some exibility, through the amine bond, enhancing its p–
p interaction capability for better accommodation between
single-layer graphene electrodes (Fig. 1f). Second, we show how
our devices are now fabricated on commercially available
substrates and how nanogaps are formed by electroburning on
a single layer graphene21 with the advantage of being able to
integrate most of the fabrication steps into standard semi-
conductor processing. We then present experimental studies of
their single-electron transport properties that corroborate that
the electronic behaviour benets from the tailored molecular
design. Third, we support the experimental results with DFT
calculations and provide a deeper understanding of the nd-
ings by studying a set of possible congurations of the gra-
phene/pyACCMoid/graphene system, analysing the relationship
between the molecular groups at which the electron is injected
and the conductance values achieved, discussing factors such
as the spacing between graphene electrodes and the symmetric/
asymmetric arrangement of the CCMoid.
© 2024 The Author(s). Published by the Royal Society of Chemistry

http://creativecommons.org/licenses/by-nc/3.0/
http://creativecommons.org/licenses/by-nc/3.0/
https://doi.org/10.1039/d4sc04969a


Edge Article Chemical Science

O
pe

n 
A

cc
es

s 
A

rt
ic

le
. P

ub
lis

he
d 

on
 0

6 
Se

pt
em

be
r 

20
24

. D
ow

nl
oa

de
d 

on
 2

/1
3/

20
26

 1
0:

13
:4

6 
A

M
. 

 T
hi

s 
ar

tic
le

 is
 li

ce
ns

ed
 u

nd
er

 a
 C

re
at

iv
e 

C
om

m
on

s 
A

ttr
ib

ut
io

n-
N

on
C

om
m

er
ci

al
 3

.0
 U

np
or

te
d 

L
ic

en
ce

.
View Article Online
Results and discussion
Synthesis and characterization of pyACCMoid (2)

The synthesis of CCMoids is a one-step process22 based on the
use of acetylacetone, its coordination with boron derivatives
and subsequent bilateral growth, through the process of
condensation with an aldehyde. This approach can present
variations mainly depending on the solubility and reactivity of
the latest. In our case, the optimal synthesis of NH2CCMoid (1,
Fig. 1c) was achieved by performing the reaction in DMF and
using an excess of freshly made 4-aminobenzaldehyde22 (30%
yield). Interestingly, in the same process, the asymmetric
system, the hemi-NH2CCMoid (8% yield), was identied and
isolated by ltration (Fig. 1d). Both CCMoids have been char-
acterized by standard methods (Fig. S1–S11†) and their HOMO–
LUMO energy gaps estimated by cyclic voltammetry (CV) in
solution to obtain the values of the electrical bandgap EG_el, and
by UV-vis absorption spectroscopy in the solid-state (Fig. S3–S4,
S9–S10†) for the optical bandgap EG_op, with EG_el and EG_op
values slightly above 2.0 eV for both.

As discussed above, NH2CCMoid (1) has been reacted with
PAH-based units having a terminal acidic group giving rise to
a PAH-CCMoid using amide bonds: pyACCMoid (2) (Fig. 1e).
Optimal conditions for the synthesis of 2 include the use of
a microwave (MW) reactor.23–25 Like 1, the new system has been
characterized in a similar manner (Fig. S12–S17†) nding EG_el
and EG_op values of 2.4 and 2.5 eV, correspondingly. The
comparison of the HOMO–LUMO gaps estimated for systems 1
and 2 agrees well with what is expected for the more donor
character of the amino group (in NH2CCMoid, 1) versus the
amide group (in pyACCMoid, 2) which is more acceptor, being
the gap smaller for the former (Fig. S18†). The data agree with
Density Functional Theory (DFT) calculations performed for the
two systems (Fig. S19–S21†), summarised in Table S1,† and with
additional theoretical studies on CCMoids.26 Regarding the
molecular size, the optimised theoretical structure shows
dimensions between the most distant C atoms of 3.53 nm for 2,
which is substantially longer compared and previously
Fig. 2 (a) Current vs. bias voltage (I–V) characteristic of devices through
procedure (empty device, yellow curve) and after molecular deposition
Empty devices display an order of magnitude lower current and non-li
Current between the source and drain for a fixed bias voltage of 10
temperature) and after (orange, 10 K) deposition of molecules. The low-
molecular resonances; the room-temperature gate-sweeps also exhibit
source–drain bias and gate voltage (stability diagram) measured at 10 K. A
rise to diamond-shaped areas (corresponding line cuts are shown in (a))

© 2024 The Author(s). Published by the Royal Society of Chemistry
published systems (9Accm and 9ALCCM, Fig. 1a and b) with
distances of 1.68 and 2.07 nm, respectively. Furthermore, it is
interesting to emphasise the rotational nature of the amide
bond,27 which provides additional degrees of freedom to the
CCMoid when accommodating between the graphene elec-
trodes during the deposition process (see the DFT section and
ESI†).
pyACCMoid (2) hybrid graphene nano-junctions in three-
terminal devices: processing and measurements

For device fabrication, we used commercial substrates with
single-layer chemical vapour deposited (CVD) graphene on
SiO2/Si (300 nm SiO2). A scheme of the process is provided in
the ESI (Fig. S22†). As a brief description, graphene is patterned
in a bow-tie shape with a constriction of about 400 nm
combining e-beam lithography and O2 plasma etching. Then,
the gold contacts are deposited by laser lithography, metal
evaporation and li-off. Graphene nano-junctions (GNJs) are
then formed by using feedback-controlled electro-burning. This
process relies on Joule heating which in the presence of atmo-
spheric oxygen promotes the removal of carbon atoms
progressively narrowing down the constriction.21 It is performed
in air and at room temperature by ramping a voltage up to 10 V
across the graphene constriction. In the electro-burning
process, the output current from the voltage ramp is monitored
by feedback soware that sets the bias voltage rapidly to zero
once the target resistance value across the junction is reached.
The maximum voltage owing through the junction is slowly
increased until resistance values above 500 MU are achieved,
preventing the formation of large gaps with the subsequent
creation of split widths larger than a molecule at their closest
points. The outcome of the process classied according to the
measurement of the zero-bias resistance aer electroburning is
represented in Fig. S23.†

Opened constrictions are measured in vacuum and at room
temperature by applying a bias voltage (V) and measuring the
output current (I) and display the typical tunnel I–V character-
istics (see inset of Fig. 2a and S24–S25†), indicating that the
the different steps of the experiment: right after the electro-burning
: in high current (ON) and blockaded regions (OFF) measured at 10 K.
near increase at high voltage bias values, as depicted in the inset. (b)
mV as a function of gate voltage (gate-sweep) before (blue, room
temperature gate-sweep displays a clear current increase attributed to
features in the current shown in Fig. S27.† (c) Current as a function of
lternating regions of high (ON) and low (OFF) current are visible giving
.

Chem. Sci., 2024, 15, 16347–16354 | 16349
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GNJs are in the order of a few nanometers. Their sizes can be
estimated by using the Simmons model28 with the tunnelling
barrier height (determined by the work function of the elec-
trodes), the width, and the area in the bias-voltage response
window, as t parameters (see ESI†). The overview of experi-
ment statistics, based on the measurement of the zero-bias
resistance aer each step, i.e., electro-burning, molecule depo-
sition, and cooling down, is detailed and discussed in the ESI
(Fig. S23†). Before molecule deposition, the current measure-
ment at xed bias, as a function of the gate voltage applied at
the Si bottom substrate, represented in Fig. 2b (referred to as
a “gate-sweep” in the following) does not show any current
modulation. The same is observed for the I–V characteristics
measured as a function of gate voltage and shown in Fig. S25.†
This and the nanometric size of the junctions imply that they
can be used in the subsequent measurements. Molecules are
deposited by dip coating the electro-burnt devices in a 0.1 mM
solution of pyACCMoid (2), in THF for 1 hour, followed by
rinsing with pure THF (an AFM picture of optimization of the
surface functionalization is shown in ESI Fig. S26†). The solvent
is chosen to dissolve the molecular compound without altering
the graphene surface. Before starting the measurements, the
samples are le in air for 30 min, and dried under vacuum for
another 30 min more, to ensure complete solvent evaporation.
We started the electrical characterization of the molecular
devices at room temperature in vacuum (10−5 mbar) observing
a resistance decrease of an order of magnitude, or higher, in
about 12% of the devices incubated, suggesting the presence of
molecules inside the GNJ (see Fig. S23† for the overview of the
experiment statistics). We observed current variations in the
order of a few picoamperes distinct from noise in the gate-
sweep measurements shown in Fig. S27.† We note a resistance
variation of about an order of magnitude in the I–V character-
istics, measured as a function of bias and gate voltage and
compiled in the stability diagram shown in Fig. S28.†

At low temperatures (10 K), the conductance modulations in
the gate sweeps becomemore dened, as seen in Fig. 2b (orange
trace). This is also seen in the signicant current enhancement
measured in the “ON” state and represented in Fig. 2a showing
an asymmetric current response to the voltage application
which origin will be discussed in relation with results from
theoretical modelling. We observed, as elsewhere reported, that
cooling may cause some open GNJs to close, and the opposite,
some closed GNJs to open, highlighting the presence of tensile
stress building up in the graphene monolayer as the tempera-
ture changes. From over 39 junctions measured at low
temperatures, 12 displayed resistances in the range expected for
a molecule bridging electrode (hundreds of MU up to GU),
among which two showed evidence of molecular signatures in
the gate voltage range accessible (Fig. 2b and S29†). DFT
calculations conrm such transport properties by comparing
them with the energy of the charge state of the molecule.29 The
energies involved in the oxidation/reduction processes of
molecule 2 show, also in agreement with the electrochemical
data, a greater number of reduction processes (Fig. S29(c)†). The
yield is close to values reported in the literature for devices
fabricated with a similar procedure.20 We observed variations of
16350 | Chem. Sci., 2024, 15, 16347–16354
the current intensity measured in the gate-sweep between
different devices (as highlighted for the twomolecular junctions
measured at low-temperature in Fig. S29 and S30†) as well as on
repeated measurements on the same device, also seen in the
slight shiing of the resonances between Fig. 2b and c causing
a minor difference between the gate voltage at which they occur.
These variations can be attributed to the different molecular
conformations within the junction, as supported by the results
of the DFT calculations showing the relevance of the spatial
conguration of the molecule within the junction and will be
further discussed in the theoretical section.

In GNJs, molecular species commonly present weak/inter-
mediate coupling9–11 to the source and drain graphene elec-
trodes, resulting in charge transport dominated by single-
electron transistor (SET) behaviour. In our case, the pyrene
units are the main anchor to the graphene electrodes, leading to
current suppression (Coulomb blockade) when the molecular
energy level falls outside the bias voltage range. By applying
a gate voltage, the molecular orbital levels align with the
chemical potential of the electrodes causing resonant charge
transport, as evidenced by current resonances in gate-sweeps
(Fig. 2b, orange trace) and Coulomb Diamonds (CD) in the
stability diagram characterized by current-blockaded regions
(Fig. 2c, whitish areas) alternating with resonant transport
regions (Fig. 2c, blue and red areas). Resonant peaks corre-
spond to a change in the ground state of the molecule, indi-
cating a transition of its electronic state at zero bias voltage.
This point is referred to as the charge degeneracy point (CDP). A
comparison of the stability diagrams of the previously pub-
lished 9ACCM and 9ALCCM systems9,10 with that of CCMoid 2
shows that the signal intensity has now increased, conrming
charge transport enhancement of our new system.

The gate coupling, a, can be extracted from the slopes of the
Coulomb diamonds, b and g (as explained in the ESI and
illustrated in Fig. S31†). We nd a = 0.005 (0.5%) for the dia-
mond around VG = −25 V and a = 0.011 (1.1%) for that around
VG = −8 V. These values are in the lower range expected for
graphene-based molecular junctions in three-terminal devices
with 300 nm of SiO2 as a gate dielectric.30 We have also calcu-
lated the gate couplings for both diamonds of the second device
(shown in Fig. S32†), reporting a large difference between the
two accompanied by opposite source-drain coupling asymme-
try. Both observations point to a different origin of the corre-
sponding CDPs in this case, as discussed in the ESI.† For both
molecular junctions, we nd similar and large addition energy
spacing (more than 400 meV). Large addition energies are
usually observed in molecular junctions as opposed to a gra-
phene island associated with a lower, and more variable, addi-
tion energy.31 It should be also stressed that in graphene-based
molecular junctions, the gate eld can affect the chemical
potential of the electrodes giving rise to spectroscopic features
associated with quantum interferences from the electrodes that
are not intrinsic to the molecule30,32 and limiting the possibility
of measuring accurately the molecular resonances. This has
been already observed30,32 and here it is supported by the pres-
ence of lines not running parallel to the diamond edges (as
displayed in the conductance map shown in Fig. S32(a)†).
© 2024 The Author(s). Published by the Royal Society of Chemistry
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Theoretical study of charge transport through pyACCMoid
hybrid GNJs

The transport properties of 2 deposited on a GNJ (Fig. 3a, 2A)
have been rst analysed by using Non-Equilibrium Green Func-
tion (NEGF)-DFT methods (ESI† Computational details). The
calculated transmission curve (Fig. S19†) shows that the levels
closest to the Fermi level are unoccupied transmission eigen-
functions (described in Fig. S19(b)† as TE1 and TE2, respectively).
The comparison of their shape with the frontier orbitals of the
isolated 2 (Fig. S20†) indicates that TE1 is essentially related to
the LUMO orbital, while TE2 corresponds to LUMO+1 slightly
mixed with the LUMO. The transport by electron carriers is also
evidenced by the projected local density of states (Fig. S33†),
which also shows a large HOMO–LUMO gap in the region cor-
responding to the CCMoid skeleton (not in contact with the
electrodes) that is reduced in the two parts of pyACCMoid/gra-
phene contact (Fig. 3a conguration “2A”) due to the presence of
occupied energy levels near the Fermi level. The calculation of the
conductance (at 0.1 V) for this conguration gives a value of 1.3×
10−4 G0 that ts in the range of the experimental data. In addi-
tion, transmission pathways represented in Fig. S34† show that
the transport is exclusively through the molecule.

In addition, we considered a set of scenarios resulting from
combining different gap sizes and arrangements of 2 in the gap.
We analysed the congurations produced by the attachment of
the different CCMoid moieties (diarylheptanoid chain/phenyl/
amide/pyrene) to the graphene electrodes together with
symmetric/asymmetric molecular arrangements with respect to
Fig. 3 Seven configuration models: (a) 2A featuring the CCMoid symme
gap of 1.5 nm 2Aas with an identical gap but asymmetric distribution of th
moieties) along with the transmission spectrum (in log scale) correspon
metric coupling of the CCMoid inside the nano-gap of 2 nm and its rever
2Ds considering symmetric coupling with shorter nano-gaps; 2Cl corre

© 2024 The Author(s). Published by the Royal Society of Chemistry
the electrodes. Among all possibilities, we restricted our study
to those shown in Fig. 3. For that, we took as reference the
arrangement called 2A (described above), with the pyACCMoid
disposed symmetrically between the electrodes spanning a gap
of approximately 1.5 nm, with the amide-pyrene groups
anchoring to the graphene electrodes. The additional congu-
rations display shorter (s) and longer (l) gaps where CCMoid 2
appears to be attached to the graphene edges either symmetri-
cally (Fig. 3, 2Bs, 2Cl and 2Ds) or asymmetrically (Fig. 3, 2Aas,
2El-as and 2El-as-inv), respectively. Among the asymmetric cases
(2El-as), a reversed situation (2El-as-inv) was also considered. For
all of them, the size of the gap was estimated considering the
rst C/N/O atoms (from the CCMoid) that come into contact
with each side of the electrodes. The calculations were carried
out as for 2A, and Fig. 3 (centre) depicts the transmission
spectra surrounded by the corresponding DFT optimised
structures for all the different congurations.

The theoretical values of the conductance for the seven
models in Fig. 3 have been calculated using the value of the
transmission at the Fermi level (Table 1). Among the symmetric
systems, 2Bs, with a relatively short gap (1.1.–1.2 nm, smaller
than 2A), shows the highest conductance value. However,
according to the calculations, the size of the gap is not the main
determinant of the conductance values. This is evident in the
2Ds system, whose distance between the graphene electrodes is
the shortest but provides the lowest conductance value. To
understand the results obtained it is necessary to consider that
transport in this type of device will involve the injection of
trically coupled to the electrodes with the backbone bridging a nano-
e CCMoid (anchoring on one side through the benzene-amide-pyrene
ding to the two configurations; (b) 2El-as and 2Elas-inv showing asym-
se, respectively accompanied by their transmission spectra. (c) 2Bs and
sponding to symmetric coupling in the largest calculated nano-gap.
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Table 1 Conductance values for the different graphene–pyACCMoid–graphene configurations ordered (from left to right) according to
decreasing conductance values calculated from the transmission values at the Fermi level. Contact groups (pyrene/phenyl/amido/chain) of
CCMoid 2 refer to those contacting the left electrode ends. Nanogap distances are collected from the models shown in Fig. 3

2Bs 2Aas 2El-as-inv 2Cl 2Ds 2A 2El-as

Conductance T Fermi level (10−4 G0) 2.8 1.2 0.80 0.49 0.32 0.23 0.16
Contact group of 2 with the le electrode
(source)

Phenyl Phenyl Pyrene Pyrene Diarylheptanoid chain Amide Amide

Gap (nm) 1.1–1.2 1.5 2.0 2.2–2.3 0.7 1.5 2.0
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electrons from the le electrode (source) to the molecule, as can
be seen in the transmission pathway in Fig. S34.† By sorting the
conductance data obtained by transmission in decreasing order
and comparing them with which part of the molecule is in
contact with the edge of the le electrode (see Table 1 and
Fig. 3), it is clearly observed that the devices with the phenyl
group in that position (2Bs and 2Aas) are those with the highest
conductance values (electron injection is more effective).
Between these two values, the one with the smallest nanogap
(2Bs) also benets from this fact, presenting the highest
conductance value among them.

The next two congurations in order of the highest conduc-
tance values are 2El-as-inv and 2Cl, which feature the longest
nanogaps (2.0 nm and 2.2–2.3 nm, respectively) and the contact
with the molecule is through the pyrene group. Comparison of
these two cases again indicates how, in the presence of a similar
contact between the molecule and electrode, the one presenting
the smaller nanogap provides a higher conductance value (2El-as-
inv). The three lowest conductance values correspond to mole-
cule–electrode contacts that do not occur through aromatic rings
of themolecule. Themost striking case is the system 2Ds, which,
despite having the smallest nanogap, has the lowest conductance
value, contacting the edge of the source through the double
bonds of the diarylheptanoid chain in 2. Finally, the two lowest
values (2A and 2El-as) occur when the contact is through the
amide group of 2, and again there is a higher value for the case
with a smaller nanogap (2A). These results demonstrate that the
presence and arrangement of the aromatic rings, in the mole-
cule–electrode contact area, is critical to obtain high conductance
values and that, in cases with similar contacts, a smaller nanogap
also improves transport.

Back to the calculated I–V plots (Fig. S35†), an interesting
point is the presence of negative differential conductance (NDC)
observed for the systems with the largest gaps, 2Cl, 2El-as and
2El-as-inv, respectively. Experimental signatures of NDC can be
spotted in the bottom part of Fig. S32(a),† however, it should
also be pointed out that in experimental measurements NDC
features could be due to various reasons. From a theoretical
point of view, the NDC originates from the energetic disposition
of the transmission peaks in the width-dependent bias windows
and by the degree of localization of the transmission eigen-
functions. This behaviour is seen in Fig. S36† where the trans-
mission of the most important peak (indicated with an asterisk)
decreases its energy within the potential window when a voltage
of 0.5 V instead of 0.4 V is applied. Likewise, the transmission
function increases its location on the le side of the CCMoid at
the higher voltage with respect to the lower one.
16352 | Chem. Sci., 2024, 15, 16347–16354
It is important to note that only when the molecule is
symmetrically coupled to both electrodes, the transmission
function is symmetrical with the applied voltage, for positive and
negative energy values. In all the other cases, we see that when
the molecule–electrode coupling is asymmetric, the enhance-
ment of the transmission function is different for positive/
negative energy values giving rise to the asymmetric current
response seen in the theoretical I–V plots in Fig. S35† for the 2Aas
and 2El-as congurations. Given the limited knowledge of the
experimental gap size, it is not trivial to nd an exact connection
between theoretical and experimental results. However, the
appearance of asymmetry in the experimental I–V data suggests
that the experimental conformation could be similar to one of the
two theoretical congurations that give an asymmetric theoret-
ical I–V response. Finally, we recall that the existence of different
binding congurations is common in these experiments where
there is no control over the landing of the molecule on the
electrodes. Switching between different congurations could
affect the reproducibility of the measurements over time and
limit the accurate characterization of the molecular resonances.
Conclusions

We have synthesized, in an optimized number of steps, a new
long CCMoid, pyACCMoid (2), which contains pyrene side
groups connected via amide bonds to the p-conjugate CCMoid
backbone, resulting in a total effective length for the molecule
of 3.53 nm. Because of the amide bond, the extended arms
confer rotational exibility to the system favouring its accom-
modation between the heterogeneous edges of GNJs obtained
by electro-burning. Studies of gate-dependent charge transport
conrm the existence of pyACCMoid molecules coupled
through p–p stacking to SLG electrodes. The large ON/OFF
current ratio linked to the molecule CDP can be distinguished
from quantum interference in the electrodes by a different
capacitive coupling and asymmetry. In agreement with DFT
calculations, we report higher conductance values compared to
previously explored graphene–CCMoid molecular devices, due
to improvements in molecular length and electrode interac-
tions. Theoretical studies were performed considering a set of
possible congurations of the graphene–pyACCMoid–graphene
system showing that there is a direct correlation between the
calculated conductance values and the groups of the CCMoid
molecule through which the injection of electrons is performed
at the le electrode (source). Mainly the presence of aromatic
rings in this contact provides the highest conductance values.
Moreover, in cases with similar molecule–electrode contacts,
© 2024 The Author(s). Published by the Royal Society of Chemistry
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smaller nanogaps increase the transport. These results validate
the chemical strategy explored in this work, based on the
introduction of a spacer group between the conductive back-
bone and the anchor groups against the previously explored
relying on the extension of the conjugate chain. Our method-
ology can be extrapolated to other PAH derivatives, where
anticipation of possible solubility difficulties (by adding groups
such as alkyl chains) can lead to more extended systems, such
as nanoribbons, where the CCMoid backbone can provide
coordination sites.
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