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Abstract: The societal impact of the electronics industry is enormous—not to mention how this
industry impinges on the global economy. The foreseen limits of the current technology—technical,
economic, and sustainability issues—open the door to the search for successor technologies. In this
context, molecular electronics has emerged as a promising candidate that, at least in the short-term,
will not likely replace our silicon-based electronics, but improve its performance through a nascent
hybrid technology. Such technology will take advantage of both the small dimensions of the
molecules and new functionalities resulting from the quantum effects that govern the properties
at the molecular scale. An optimization of interface engineering and integration of molecules to
form densely integrated individually addressable arrays of molecules are two crucial aspects in the
molecular electronics field. These challenges should be met to establish the bridge between organic
functional materials and hard electronics required for the incorporation of such hybrid technology in
the market. In this review, the most advanced methods for fabricating large-area molecular electronic
devices are presented, highlighting their advantages and limitations. Special emphasis is focused on
bottom-up methodologies for the fabrication of well-ordered and tightly-packed monolayers onto the
bottom electrode, followed by a description of the top-contact deposition methods so far used.

Keywords: molecular electronics; self-assembly films; Langmuir-Blodgett films; electrografting;
top-contact electrode

1. Introduction

The impact of the omnipresent Complementary Metal-Oxide Semiconductor (CMOS) electronic
industry on the global economy is enormous, due to its role not only in the production of computers,
mobiles, tablets, etc., but mainly as an essential component in products from many other industries
(automobile, aeronautics, artificial satellites, trains, security and armies, communication systems,
computer science, robotics, energy, financial services, diagnostic equipment in hospitals, booster of the
research, pevelopment, and mnovation, etc.). Thus, the global market for electronic components is
expected to grow in the 20202025 period at a compound annual growth rate of ca. 4.8% [1]. The new
scenario imposed by the COVID-19 pandemic has further evidenced the relevance of the electronic
industry in our society. Could the reader imagine how the months of confinement would have been
like without the internet, teleconferencing, online teaching, streaming videos, online shopping, etc.?

If we look back over the historical development of the electronic industry, the last four decades
have witnessed enormous and rapid progress in the miniaturization of electronic devices (Moore law)
from 3 pm transistors in 1980 to the current 7 nm technology already in the market, using the rinrer
(rin rield-Effect Transistor) technology, with microprocessors that incorporate more than 50 billion
transistors and pursuing the 5 nm transistor in 2020. This miniaturization is accompanied by a reduction
in the global size and weight of electronic components, an increase in switching performance and
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faster processors, an increase in logic area efficiency, as well as a decrease in the energy consumption
and consequently longer battery life. It is expected that if the surface area of a transistor decreases by
two every two years (reduction of the lateral size by 1.4), the 3 nm technology could appear in 2022
(the M1t has created a 2.5 nm transistor [2]), and by 2024, 1 nm transistors might emerge. There are,
however, a number of associated technological problems within this miniaturization race that will
need to be overcome for these predictions to be reached. In devices thinned to a few nanometers,
quantum effects governing the electron behavior appear, which can make transistors unreliable, due to
the quantum uncertainties [3]. The reduction in the size of transistors is also associated with a dramatic
increase in the fabrication process costs (second Moore law) which has resulted in a drastic decrease
of foundries (from 20 foundries for 130 nm technology to only four major companies providing
transistors in the 10 to 7 nm range), which is ultimately reflected in the cost of electronic devices in the
market and could make future nodes unaffordable, due to the manufacturing costs for ultra-large-scale
implementation [4]. Additionally, when an increasing number of transistors are ensemble into a small
area of a single piece of an integrated circuit, inelastic scattering of electrons [5] results in waste-heat
that emerges as an additional problem as chips get too hot, which requires efficient heat dissipation
systems [3].

The technological and economic limits of the current cmos technology are therefore imminent,
and scientists all over the world are working on alternative technologies, due to the continual and
growing social demand for more efficient, more rapid, more versatile, and low-power devices, not to
mention flexible electronics. In 2016, the eighteen years old 11rs [6] (International Technology Roadmap
for Semiconductors) was renamed as 1rps [7] (International Roadmap for Devices and Systems), which is
a clear reflection of the need of alternative technologies in the XXI century. A potential successor of our
current technology, must not only fulfill the same expectations as cmos but also outperform prevalent
technology in at least a number of several clue aspects, including power consumption, mass production,
fabrication costs, and performance, and overcome current functionalities, i.e., fully enter in the
“More than Moore” path [8]. These efforts are being made from a multidisciplinary point of view,
for which the contribution of physicists, chemists, and engineers is essential for overcoming the
enormous challenges ahead.

In the above-described scenario, molecular electronics emerges as a great promise. Molecular
electronics is based on the idea of using molecules as functional units in circuitry to permit, control,
and manipulate the movement of electrical charges between two electrodes [9]. The fundamental tool for
understanding electrical transport through these two electrodes is the creation of electrode | molecule |
electrode molecular junctions [10-14]. The official birth of molecular electronics is widely recognized
as 1974, with the publication of the seminal paper from Aviran and Ratner that proposed (theoretically)
that a single-molecule could act as a rectifier [15]. Intense work in the field for more than four decades
has included the development of methodologies based on scanning tunneling microscopy (STM) or
conducting atomic force microscopy (c-arm) for measuring the electrical properties of single-molecules
and molecular assemblies [14,16-22]. These studies have resulted in a growing understanding of the key
parameters that determine the electrical properties of molecular junctions (molecular backbone [12,23],
chemical anchoring groups [24-26], conformation [27], metal complexation [28], redox state [18,29-31],
electrode material [32-35], and if applicable, the characteristics of the medium: Solvent [36], pH [37],
etc.), as well as the mechanisms behind electronic transport in molecular junctions [38-40]. In particular,
molecular wires [41], switches [42], diodes [43], rectifiers [44], transistors [45], and single-molecule
light-emitting diodes [46] have already been demonstrated in the laboratory and make feasible the
idea of integrating molecules into electrical circuits. The expectations in molecular electronics lie on its
several advantages as compared to the above-described Si-based technology with relevant contributions
in the field [47-50], making emphasis on applications of molecular electronics in solar-energy harvesting,
thermoelectricity, catalysis, or molecular sensing. Another field of remarkable importance today is the
study of single-molecule chemical reactions within the molecular junction [51-53]. The use of molecules
has several advantages—both from a fundamental and an applied point of view. The most remarkable
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phenomena observed in molecular junctions and their promising perspectives in a short-term future
technology result from:

m  The size of the molecules—in the order of a few nanometers—that may enable heightened
capacities, faster performance, and high integration density, with millions of identical electric
machines each of them as small as one molecule [50].

m  Molecular junctions exhibit a plethora of rich and tunable physicochemical properties—different
from those exhibited by molecular materials in bulk—since charge transport is governed by
quantum mechanics at the molecular scale. These phenomena at the nanoscale include quantum
mechanical interference, the Coulomb blockade, and the Kondo effect [12,54].

m  The versatility of organic chemistry to produce millions of identical functional units
(molecules)—estimated in 109 molecules with 15 atoms or fewer [51]—is expected to result in
not only in low-cost manufacturing, due to self-assembly (SA) capabilities, but also in thinner and
low-weight devices, lower supply-voltages [51], as well as a large variety of new and distinctive
functionalities provided by molecules (optical, magnetic, thermoelectric, electromechanical, etc.),
which are often not possible by employing conventional materials [10].

m  Redox-active molecular components can be addressed and ‘switched” through the introduction of
a third ‘gate’ electrode [45,55-57]. In this field, exploration of the molecular structure, ligands,
inclusion of different metal clusters, control of electrochemical gating together with the potential
for modular construction [58] may have relevant implications in the field of molecular electronics.

m  The properties of (magnetic) molecules together with control over the spin state of molecular
devices by tuning the interaction of the localized orbitals of the molecule with the electronic states
of the electrode also open the door to the exploration and control of spin transport phenomena
and spintronic applications, e.g., switches and qubits [59-62]. In addition, the study of magnetic
spins on a molecule connected to a superconducting electrode represents a fascinating topic of
interest today [63].

®  One of the most promised envisioned applications of molecular electronics is thermoelectrics,
i.e., efficient conversion of heat to electricity [64]. Fabrication of ultrahigh-efficient thermoelectric
power generators as small as one molecule is possible, and could potentially be used to build
ultrahigh-efficient thermoelectric power generators [64-66]. These power converters could reuse
and recycle the dissipation heat produced by (molecular) electronic devices into electricity to
(partially) supply the power required to operate the device, resulting in a meaningful decrease
in electric power consumption [67], and also in applications for on-chip cooling in nanoscale
electronic devices [68].

m  The combined use of organic molecules and carbon-based or polymeric-based materials as
electrodes could pave the road towards not only flexible devices [33,69], but also to biocompatible
electronics [70] and also lead to more sustainable fabrication processes, reduce e-waste and
culminate in the development of electronics that self-degrade after service life [71].

Two different paradigms have attracted the interest of researchers in the field of molecular
electronics. On the one hand, the study of single-molecule junctions, i.e., electrode | molecule |
electrode, is of fundamental importance for the understanding of charge transport, as well as the
different factors that determine the electrical properties of these junctions, Figure 1a. Thus, it is well
known that the molecular structure, the anchoring groups, the presence of metal or redox moieties, etc.
can strongly determine charge transport at the molecular level. However, fabrication of these single
molecular junctions with our current technology is not a scalable process, which seriously hampers
the incorporation of molecular electronics into the market. On the other hand, the study of large-area
devices, i.e., electrode | molecular assembly | electrode, has gained attention in the last years. Here,
collective effects (intermolecular forces and polarization phenomena), induced by the close packing of
the molecules in the monolayer, may determine the electrical behavior of these systems, which opens
the door to finding new effects and also to tune the properties of the devices by an exhaustive control
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of interactions between neighbor molecules, Figure 1b. Additionally, these molecular assemblies
allow the manufacture of devices with a surface density of up to 10'®> molecules-cm~2. Importantly,
the deposition of molecules onto the electrode can be carried out using simple and scalable technologies
that allow high-quality and reproducible assemblies, making possible the manufacture of thousands of
devices. This potential processability and scalability in the fabrication of large-area molecular electronic
devices are much more appealing for industrial processes opening the door towards industrial mass
production. Here, it is encouraging to note that a molecular electronic device for audio processing
has already been commercialized [72], albeit briefly. Therefore, the translation of such science to a
viable technology for industrial applications is an active goal today, with a considerable number of
scientific and technological challenges [73] remaining to be met, as indicated below. Such incorporation
of molecules into hard electronics will probably take place, at least in a first stage, in combination
with traditional silicon-based current technologies. An optimization of interface engineering has been
recently named as “the most challenging issue that hampers the development of reliable molecular
junctions” in a recent review published in Nature Reviews Physics [13]. Such technology should be
able to optimize the molecule-electrode contacts oriented to mass production of high yield, robust,
stable, scalable, and reproducible devices to be produced at a reasonable cost. The optimization of the
electrode | molecule interface (Figure 1c) involves several aspects:

(i) Coupling of the molecule to the electrode surface through the contacting group, which plays a
crucial role and has prompted an extensive search for chemical groups that can effectively serve
as molecular ‘anchor groups’ [25,28,35,74-78];

(i) Mechanical stability of the electrode molecular junction avoiding fluxional bonds [79,80].
Several strategies have been employed for this purpose, including the use of multidentate
anchor groups [57,81], and multipodal platforms [82];

(iii) Compromise between the mechanical stability and electronic coupling since a too strong interface
coupling may result in the loss of electrical functionalities and also in poor gating effects in
three-terminal structures. This compromise could be reached by the insertion of a spacer between
the anchoring group and the conjugated skeleton within the molecular structure [13];

(iv) Control of the geometry of molecules to avoid fluctuations, due to different orientations (and then
a different distance for the electrons tunneling between the electrodes), which can be achieved by
an exhaustive control of the surface coverage and molecular packing density [83].

(v) Control of lateral interactions and aggregation effects in molecular assemblies. These lateral
intermolecular interactions may have a decisive role in the electron transport properties of
large-area devices based on m-conjugated materials [22];

(vi) Deposition of the top contact electrode avoiding the formation of short-circuits and/or damage of
the functional organic molecules in the monolayer [84,85].

Taking into account this scenario, consideration is now being given to device fabrication strategies
(deposition of a monolayer onto the bottom electrode and deposition of the top contact electrode
onto the monolayer) for the construction of large-area devices that could progress the integration of
the concepts of single-molecule electronics towards viable large-area devices. The objective of this
focused review, with no claims of completeness, is to describe the most widely used strategies for
the deposition of a monolayer onto the bottom electrode, as well as an overview of the top-contact
deposition methods explored so far.
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Figure 1. (a) Scheme of a molecular device based on single-molecule junctions. The electrical contact
is made directly with a conductive probe. (b) Scheme of a sandwiched large-area molecular device.
The electrical contact can be made using a top-contact electrode (I), which is more oriented to mass
production, or directly above the organic monolayer (II), to determine the electrical properties of the
electrode | monolayer structure. (c) Main challenges to be addressed in molecular electronics.

2. Fabrication of Molecular Films, Deposition Techniques

Nanofabrication of monolayers for the construction of vertical devices has attracted considerable
attention in the field of molecular electronics, in particular by those working on the large-area device
paradigm. An overview of the fabrication methodologies for these large-area methodologies is the
scope of this section. A well-ordered monolayer sandwiched between two electrodes is the fundamental
element to be studied in this field, with many seminal works establishing key structure-property
relationships through the construction and study of electrode | monolayer | electrode system (molecular
junctions). For this reason, bottom-up techniques—in which forces acting at the nanoscale are used
to assemble molecules into large assemblies—have been widely employed for the deposition of a
monolayer onto the bottom electrode and will be revised in this section. The most widely used
techniques for the construction of electrode | monolayers in the context of molecular electronics include
the Self-assembly (SA), the Langmuir-Blodgett (LB), and the Electrografting (EG) methods. Because of
the remarkable ensemble capabilities of each one of these techniques, monolayers or multilayers made
of organic, organometallic, hybrid inorganic-organic building blocks, as well as biomaterials have
been deposited onto conducting or semiconducting substrates. In addition, the growing knowledge
on the electrode | monolayer interface, together with the mature synthetic expertise in this research
field, has boosted the ad hoc synthesis of materials with improved anchoring characteristics onto the
bottom-electrodes [35,82,86-91]. Table 1, gathers, with no claim of completeness, some of the families
of compounds that have been more widely used for fundamental studies in molecular electronics.
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Table 1. Illustrative examples of molecular skeletons and anchor groups of the main families of materials used to fabricate molecular films in the field of

molecular electronics.

Molecular Structure

Anchoring Groups, Assembly Tech. and Reference
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2.1. The Self-Assembly Technique

The self-assembly technique is based on the autonomous and spontaneous reaction of a certain
functional group on a surface (chemisorption) [150] and subsequent organization of the backbone
of the molecule, due to non-covalent lateral intermolecular forces between neighbor molecules,
resulting in long-range molecularly ordered domains within the monolayer. The cooperative effect
of this strong-soft combination of forces often results in dynamic behavior of the molecules in the
self-assembly monolayer (SAM), exhibiting lateral diffusion, conformational isomerism, and even
reconstruction [151].

A general procedure for SAMs fabrication is illustrated in Figure 2. The substrate (e.g., Au,
Ag, Pt, Cu, Pd, SiO,, etc.) is introduced in an organic solution containing the molecule of interest
(typically in the 10 uM to 10 mM range). A previous thorough cleaning process of the substrate is
required, and often, a pre-treatment of the surface is also applied (annealing, plasma, etching, etc.).
After a certain incubation time, the sample is withdrawn from the solution and exhaustively rinsed to
remove any physisorbed material. In order to obtain high-quality monolayers with a large surface
coverage, it is necessary to optimize a number of influential parameters, such as the incubation time,
the concentration, the solvent, the temperature or the ambient relative humidity, due to the water
adsorption on the surface of the substrate prior to the immersion into the solution containing the
molecule of interest [152,153].

—> [

Highly organized self-
assembly monolayer
Incubation SAM

Substrate

Organic solution of the
compound

Figure 2. Scheme that illustrates the procedure for the preparation of a self-assembled monolayer.
First, a clean substrate is incubated in a solution containing the molecules of interest for a certain time.
Second, the substrate is withdrawn and thoroughly rinsed to remove the physisorbed material.

The self-assembly method has been widely used [154-156] in the field of molecular electronics
since it is probably the most useful approach for the fabrication of well-organized and tightly-packed
monolayers, due to its simplicity and versatility. The main advantages of the self-assembly
methodology include:

m  Fabrication of high-quality monolayers exhibiting 2D-crystalline long-range molecularly
ordered regions.

m  Low-cost process: (i) No specific instrumentation is required; (ii) it takes place under ambient
conditions (no annealing neither low pressures required); (iii) no significant contamination
problems occur upon the monolayer fabrication; (iv) the process is quite straightforward for
the operator.

m  The SA method is easily scalable.

®  Theassembly process can be in situ followed by a quartz crystal microbalance, QCM, that provides
information about the deposition rate and surface coverage.

m  Further functionalization of the monolayer either to form multi-layered films [157] or to deposit the
top-contact electrode trough a strong molecule-electrode interaction is possible by an appropriate
design of the material with the inclusion of a terminal group with the desired functionality.
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Chemisorption is highly specific in nature, and therefore, the terminal functional group of the
organic moiety needs to be carefully designed to find a compromise between the strength of the
anchoring process on the surface and the final performance of the electrode | monolayer junctions [158].

In the self-assembly methodology, the main limitation comes from the number of functional
groups showing the specific affinity and robust interactions with the electrode. As a consequence,
a vast majority of the SAMs for molecular electronics incorporate molecules having a thiolate derivative
as the head group interacting with the metal substrate [159-175]. In fact, most of the pioneering
work in the study of electrical properties of molecules done in the late 1990s and early years of the
21st century was based on thiol on gold contacts [176-179]. These seminal works served to set the
basis of the methods to measure the electrical properties of both single-molecules and ensembles
of molecules and also to demonstrate the viability of using molecules as basic elements in circuitry.
However, the Au-5 bond is fluxional and not very stable, which explains some of the reproducibility
problems encountered in the literature [92,109]. Additionally, other drawbacks to the thiol on gold
SA technique have been reported, such as the tendency of organic thiols to oxidize to disulfides;
this problem can be overcome by using protected thiols, but the incorporation of extraneous material
within the system when in situ deprotection steps are involved may also affect the final electrical
properties of the system [180]. The chemical reactivity and thermal stability of these systems in
ambient and aqueous solutions have also been reported to seriously limit the technological applications
of thiol and dithiol monolayers on gold [161]. Moreover, a recent contribution has revealed that
SAMs prepared from the solution deposition of dithiols do not have a chemisorbed character [181].
For these reasons, many other anchor groups have been studied in the last two decades on different
substrates (5iO,, Cu, Ag, Au, WO3, and ITO-indium tin oxide-among others), including selenols [94],
amines [110,111], cyanides and isocyanides [95,96], isothiocyanates [182], trimethylsilyl group [183,184],
acetylenes [107,112,124,185], thiophenes [132,186], trichlorosilanes [133], trimethoxysilanes [97,142],
phosphonate [98,105] terminated molecules, perylenes [187], and fullerenes [106,188,189]. Recently,
Qiu et al. [106] reported the spontaneous formation of molecular junctions of glycol ether functionalized
fullerenes on Au'™>, which resulted in the large stability and robustness of the SAMs.

As it was mentioned before in the introduction section of this review, much interest has been
paid recently to the use of SAMs incorporating multidentated anchor groups [190] that are expected
to provide additional robustness to the molecular junction, lower fluctuation defects, more efficient
electronic coupling, and enhanced electrical performance [26,170]. In this context dithiols [100,122],
carboxylic acids [103], dithiocarbamates [123,191], carbodithiolates [75], dithiocarboxylic acids [93],
tetrathialfulvalenes [131], phosphonic acids [101,102,192] and cathecols [136] terminal groups have
been assembled in SAMs and their electrical response evaluated. Some of these multidentated anchor
groups have been demonstrated to exhibit superior electrical properties. For instance, dithiocarbamates
on gold result in improved stable and low contact resistance junctions in comparison to thiol contacts,
with a drop in the contact resistance by ca. 2 orders of magnitude [123]. Multipodal platforms also
provide firm coupling between the molecule and the electrode through individual anchor points,
and are also receiving increasing interest. Examples include tripodal [134,135,193] and tetrapodal [194]
platforms incorporated onto SAMs which, allow to make a strong contact and to enforce an orientation
of the molecules at a fixed distance from the surface [190]. Additionally, a selection of the bulky
tripodal platform guaranties an effective separation with the metal surface, avoiding the quenching of
the excited state caused by the metal surface in a photoisomerization process, allowing to develop
optoelectronic devices of great interest in the electronic industry [82]. Construction of multilayer
films using multipodal molecules by hydrogen-bond formation through pH control has also been
used to demonstrate long-range electronic transport [192]. Other relevant properties in multipodal
platforms have also been found, including attenuation of tunnel currents more effectively than do
the corresponding monodentate SAMs, which may be useful in future applications for gate dielectric
modification in organic thin-film devices [101]. More examples of both multidentate [74,81,195] and



Appl. Sci. 2020, 10, 6064 12 of 42

multipodal [196-198] platforms have been studied at the single molecular level, though the extension
of these investigations to large-area ensembles is a topic of growing interest.

The incorporation of compounds with different molecular lengths has been recently explored as a
tool to tune the electronic interaction between neighbor molecules in these mixed SAMs, which results
in changes in the quantum tunneling performance of the devices [199,200]. This result opens the door
to the exploration of new functionalities taking advantage of the lateral supramolecular organization
of the molecules in SAMs. Whilst, the incorporation of photochromic moieties to fabricate switching
molecular electronics devices, where it is possible to control the on/off state by external stimuli, is also
a topic of interest [201].

In addjition to the standard SA method, the combination of SA capabilities with other techniques,
such as electrochemistry results in the electrically assisted self-assembly methodology [202-207]
that may result in a significant decrease in the deposition time and an improve in the quality of
the monolayer.

Self-assembly strategies in which molecules are located onto a gold electrode by forming covalent
Au—C o-bonds [208] have resulted in SAMs with a significantly higher conductance than those with
the above-described conventional anchoring groups [76,209-211]; electrically transmissive monolayers
with Au-C junctions have also been reported [112]. These results are attributable to the creation
of exceptionally stable SAMs (~4 eV) and strong electronic coupling because of an uninterrupted
conjugation between the electrode and the molecule [107,212]. These investigations have been
extended to other interfaces, including various metal-C and C (from the electrode)-C (from the
molecule) [212], as well as silicon-C junctions [34]. Ultrastable SAMs with high thermal, hydrolytic,
chemical, oxidative, and electrochemical stabilities of N-heterocyclic carbenes (NHCs) on gold have
also been demonstrated [213].

Proteins are basic elements that work as building blocks in bioelectronics devices,
including protein-based transistors or sensing applications (monitoring bio-molecular interactions
between target molecules and proteins). In this context, an important body of research in the field
of molecular electronics is being done with proteins both at a single-molecule level [214-218] and
thin-films comprising a monolayer or a short number of layers [219-223]. Additionally, it has been
experimentally and theoretically proved that it is possible to tune molecular electron transfer rates
in electron transfer proteins (ETpr’s) through (i) chemical modifications and changes in the redox
center, as well as the locations of the donor, the acceptor, and the bridge moieties within the ETpr’s
structure [220,224-228] (ii) modifying the solvent environment [229], and importantly, (iii) orientation
relative to the electrode and changing the strength of the protein—electrode coupling [230-232]. The study
of large-area protein-based molecular electronic devices has been carried out mainly by the self-assembly
method [148,149] via an appropriate linker. DNA has also focused the interest of researchers in
the molecular electronics community due to several reasons, including (i) superior self-assembly
properties [233,234]; (ii) its unique electrical properties [235], and (iii) its potential use in bioelectronics
devices. Additionally, a combination of self-assembly and dielectrophoresis (DEP) methodologies has
been pointed out as an efficient tool in the construction of nanodevices [236]. Relative large materials
in the field of molecular electronics, including proteins, DNA, carbon nanotubes, graphene oxide,
nanoparticles, etc., can be assembled onto an electrode by means of DEP [148,223,237-243]. DEP is
based on the movement of a polarizable nanoscale object (neutral or charged) caused by the polarization
of such nano-object induced by a non-uniform electric field [244-252]. Coulomb interactions between
the induced surface charges of the nano-object and the electric field occur. If the nano-object is in a
uniform electric field, the net force acting on the nano-object is zero. In contrast, in a non-uniform
electric field, there is a net force acting on the nano-object. This net force results in the motion of the
nano-obiject since one end of the dipole is in a weaker field than the other, and the nano-object is pulled
electrostatically along the electric field gradient. There are two types of DEP: positive and negative.
If the nano-object experiences a force towards the high-field intensity region, the phenomenon is
known as positive dielectrophoresis. In positive DEP, the nano-object has a larger polarizability than
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the surrounding medium, and it is pushed towards the region of a higher electric field. In contrast,
if the nano-object experiences a force towards the low-field intensity region, the phenomenon is
called negative dielectrophoresis. In negative DEP, the nano-object has smaller polarizability than
the surrounding medium. Deposition through dielectrophoresis can be experimentally controlled by
adjusting a series of parameters, including the dielectric constant of the nano-object and its surrounding
medium, magnitude and frequency of applied electric field, and electric field gradient.

As mentioned in the introduction, this vast body of research related to SAMs of organic,
organometallic, and biomaterials may find direct use in the incorporation of molecules in large-area
devices that may work as molecular wires, diodes, molecular switchers, rectifiers, single-molecule or
protein-based transistors, etc. The control of the thermoelectric properties of SAMs (by using
an appropriate anchor group, where the Seebeck coefficient can be boosted by more than an
order of magnitude), represents a critical step towards functional ultra-thin-film devices for future
molecular-scale electronics [253,254]. Other applications of SAMs beyond the field of molecular
electronics include, just to mention a few examples, the protection of electrodes from otherwise
highly detrimental environments preventing electrochemical corrosion. This is a useful finding
to increase, for instance, the lifetime of electrochromic devices [102]. Moreover, nanotemplating
(which resembles the host—guest interaction in supramolecular chemistry) can be applied in molecular
separation, chemical sensors and nanoreactors [255]. This technique has been also used as a tool to
fabricate hybrid organic/inorganic nanostructures with application in sub-5 nm bottom-up patterning
nanolithographic processes, which is an important point for the development of future electronic
devices [256]. Other research fields where SA appears as a useful and versatile working technique
include the development of drug delivery systems [257,258], the merge of advanced nanomaterials and
optical fibers, known as lab-on-fiber optrodes [259], as well as biopharmaceutical applications [260],
among many others.

2.2. The Langmuir—Blodgett Technique

In contrast to the SA method, in which molecules are first assembled onto the substrate,
and subsequently, they are organized, in the Langmuir-Blodgett method, molecules (amphiphilic in
nature) are first organized at the air-liquid interface (the liquid is usually water). The driving forces
operating for the arrangement of the molecules at the air-liquid interface are mainly van der Waals
interactions, hydrogen bonding, and/or electrostatic interactions. In addition, the pH of the liquid
subphase, as well as the presence of ions can also govern the organization of the molecules [261].
Once the monolayer at the air-water interface, Langmuir film, is well-formed, it can be transferred onto
a solid substrate to fabricate a Langmuir-Blodgett (LB) film. The transference can be done either by the
emersion or the immersion of a vertical substrate (electrode) with respect to the air-water interface
or by the horizontal lifting of a substrate located parallel to the subphase (Langmuir-Schaefer, LS,
methodology). Depending on the nature of the solid substrate and the anchor groups present in the
molecules, the molecules can be physisorbed or chemisorbed [126]. The main advantages associated
with the Langmuir-Blodgett technique include:

[ ] Fabrication of high-quality monolayers with high internal order;

m  Fabrication of homo and heterogeneous multi-layered systems [262], resulting in highly ordered
3D molecular architectures;

m  Fabrication of directionally oriented monolayers when asymmetric molecules are used [37,114].

®  Large control of the orientation and the packing density of the molecules within the LB monolayers
through optimization of different parameters that can be modified upon the manufacturing
process, including the nature of the subphase, the spreading solvent (or even mixture of solvents),
the temperature, the closing barriers speed, the dipping speed, the transference pressure,
or transference direction of the electrode;
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m  Insitu characterization of the Langmuir film upon the compression process by a wide variety of
techniques [263-270] as surface pressure vs. area per molecule and surface potential vs. area per
molecule isotherms, Brewster Angle Microscopy (BAM), ellipsometry, X-ray reflectometry,
dilational rheology, Infrared reflection spectroscopy or UV-vis reflection spectroscopy, etc.
These techniques provide complementary information for the understanding of the intermolecular
interactions in the film;

m A really large number of different anchor groups can be used in the LB methodology in contrast
with the SA method since these groups can be not only chemisorbed but also physisorbed onto the
electrode. Furthermore, the transference of these films is possible to almost all types of substrates
(e.g., metals, conducting polymers, silicon, carbon-and graphene-based electrodes, etc.).

The historical background and comprehensive descriptions of the technique have been reported
before [90,91,261,271,272]. The Langmuir-Blodgett technique, illustrated in Figure 3, involves a more
complex monolayer formation process compared to the SA method. Briefly, a Langmuir though is used.
The basic elements of a Langmuir though include a cuvette made of a hydrophobic material, one or two
barriers, and a Wilhelmy plate to determine the surface pressure (defined as the difference between the
surface tension of pure water minus the surface tension of the water with the monolayer). Additionally,
the transference of the monolayer onto the substrate requires a dipper to introduce or withdraw the
substrate. The starting point in the LB process is the spreading of a solution of the molecule in an
organic solvent. The solvent must dissolve the material, be highly volatile, and exhibit a large spreading
coefficient. A certain volume of this solution is carefully spread onto the subphase. After waiting for
the solvent evaporation, the compression process starts with the aid of one or two mechanical barriers,
and the surface pressure vs. area per molecule is recorded. Therefore, as the available area per molecule
is being reduced, the molecules get closer resulting in intermolecular interactions. This gradual change
in a molecular arrangement is reflected in surface pressure variations registered with the Wilhelmy
balance. Thus, upon the compression process, the monolayer undergoes several bi-dimensional phases
(gas, liquid expanded, liquid condensed, and solid) and phase transitions. Once the monolayer reaches
the target surface pressure of transference, the Langmuir film can be deposited onto a solid substrate,
forming an LB monolayer (LBM).

1. Spreading ' [ 3. Transference

2. Isothermal compression

= l immersion 1
100 200 RRY [, | S—
| |

Figure 3. Scheme showing the main steps involved in the Langmuir-Blodgett monolayer (LBM)

fabrication. First, an organic solution containing the molecule of interest is spread on the water surface.
Second, the molecules are organized upon an isothermal compression resulting in a Langmuir film.
Finally, the monolayer is transferred onto a solid support—forming the LBM.

Possibly the main drawback of the LB method is that it is a time-consuming technique.
Concerning the fabrication process, a slow and critical step is the manual spreading process. Here,
the electrospray (ES) spreading methodology could be an alternative to make this technique more
functional and likewise to improve reproducibility. For instance, this methodology has been recently
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employed by Hirahara et al. [273] to obtain LBMs incorporating clay mineral nanosheets hybridized
with the ODAH*, where a comprehensive analysis of the influence of the infusion rates on the film
properties is carried out.

In general terms, the materials typically used for the fabrication of LBMs are water-insoluble
molecules with a head (hydrophilic)-tail (hydrophobic) amphiphilic structure [90,262,271,274].
Molecular assemblies using the LB technique for fabricating large-area molecular electronic devices of
highly conjugated materials with monodentated anchor groups, such as thiols [114,275], nitriles [79],
amines [21,276], trimethylsilylethynyl group [113,277], acetylenes [120], pyridines [125,278], or a
viologen moiety [83], have been constructed. Additionally, the use of multidentate or multipodal
anchor structures to improve the robustness and stability of the molecular junction has also
been explored. For instance, using acids [116,118,279] or diacids [37], methyl esters [121],
tetrathiofulvalenes [280], a 2-aminopyridine group [127], a pyrazole moiety [81], or the tripodal
head group 2,6-bis((methylthio)methyl)pyridine [126].

Conductance in large-area molecular electronic devices incorporating carboxylic groups with
lateral intermolecular H-bonding can be enhanced by deprotonation in a basic media with the
subsequent rupture of those H-bonds. Therefore, this demonstration exploits the switching behavior in
the conductance under protonation—deprotonation conditions for the construction of pH sensors based
on molecular junctions [37]. Moreover, an LB film of a dyad consisting of an electron-rich “m-donor”
(D) and an electron-poor “mr-acceptor” (A) separated by a rigid, insulating “spacer” (featuring three
main components of the original Aviram—Ratner rectifier design) has shown rectification behavior
validating the rectification proposal by Aviram, and thus, allowing the possibility of producing organic
molecular rectifiers [280].

In addition to the typical amphiphilic molecules described above, the LB technique is
largely enlarged towards the assembly of more complex structures with interest in molecular
electronics (and organic electronics). Polymers [281-283], metalloporphyrines [284], DNA [285],
perylenes [286], perylene-NH; [287], ruthenium complexes [288], organo-modified inorganic
nanoparticles in combination with polymer nanospheres (nano-mille-feuille system) [289], pillar[5]arene
derivatives [290], polymer-coated CsPbBr3 nanowires [291], aligned SWCNTs [145], semi-conductive
2D materials based on 2,3,6,7,10,11-hexaiminotriphenylene (HATP) [292], or GO [146] have been used.

Although this review is focused on the potential of this bottom-up technique in the construction
of monolayers with applications in molecular electronics, the LB technique has been applied in
many other research fields. Here, it is worth mentioning the role of the LB methodology in
many other fields of research that cover a large in the emerging concept nanoarchitectonics [293,294],
which combines nanotechnology with other fields, such as supramolecular chemistry, nano/micro
fabrication, organic chemistry, and bio-related technology. Nanoarchitectonics represents today a
promising and powerful strategy in which the LB method yields a perfectly molecular organization
within a 2D plane [295,296]. Therefore, because of the wide generality of the nanoarchitectonics concept,
LB films can also be applied to a wide range of research fields with practical importance, such as
materials production [297-299], sensing [300,301], catalysis [302,303], device [304,305], energy [306-310],
or biological/biomedical applications [311-314], or even in the fabrication of smart textile-based sensors
(TEX sensors) [311]. These studies underscore the almost limitless possibilities of the LB technique to
fabricate well-ordered 2D films of a wide range of materials.

2.3. The Electrografting Technique

Electrografting (EG) is a well-known approach for surface functionalization or modification,
in which an electrochemical reaction takes place between the conductive substrate and organic
material [312]. This methodology has two main and powerful advantages:

m  The formation of a direct covalent bond between the electrically active molecule (s) and the
electrode, resulting in stable and robust molecular junctions.
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[ | Carbonaceous electrodes (in addition to other conductive substrates, such as metals, metal oxides,
polymers, and semiconductors) are relatively easy to functionalize. The use of carbon-based
electrodes represents a growing trend today in the development of sustainable technology able to
manufacture electronic devices free of expensive and contaminant materials [313].

Nevertheless, the main drawback associated with this methodology is the tendency to form
non-ordered multi-layered systems, due to the extremely high reactivity of free-radicals involved in
the electrografting process. Several strategies have been successfully used in order to avoid such a
multilayer growing. These approaches include molecular functionalization with bulky groups or the
use of redox mediators or inhibitors [314,315].

EG covers reductive and oxidative processes, depending on the organic compound, as was
comprehensively described before by Bélanger and Pinson [312]. Since this methodology was
developed [316], different functional groups have been used for surface modification, including aliphatic
amines [99], aromatic amines [317], or diazonium salts [314,315].

In the field of molecular electronics, widespread research concerns the modification of a bottom
electrode (metals, carbon-based electrodes, hydrogenated silicon surfaces, etc.) by electrografting
of diazonium salt derivatives [314,315,318,319]. One of the preferred methodologies to generate
diazonium cations is the in situ diazotization of aromatic amines, as illustrated in Figure 4 [320]. As a
general procedure, the diazotization step is followed by the electrochemical reduction, where highly
active aryl radicals are produced. Subsequently, these radical intermediates covalently bind to the

surface [128].
R R R
reductant -N; © R
NH, N
N
le

Conductive substrate

Figure 4. Scheme showing the electrografting process for a diazonium salt.

Numerous examples can be found in the literature reporting molecular electronic devices based
on the electrografting of diazonium salts. Here, it is noteworthy the pioneering work done in the group
of McCreery [321,322], that reported the first all-carbon based molecular tunnel junctions. This group
also developed methodologies for the grafting of diazonium salts onto a pyrolyzed photoresist film
(PPF) [323] and has recently reported an all-carbon molecular electronic device constructed on flexible
or semi-transparent substrates [33]. These methodologies and materials pave the way for applications
in which molecular electronics and photonics are combined. Additionally, the McCreery group also
launched the first commercialized molecular electronic device, in which a molecular rectifier composed
of a molecular layer sandwiched between two carbon-based electrodes is used for audio processing
applications [72].

A different and emerging family of suitable molecules for indirect or direct electrografting
are iodonium salts [130]. Concerning the direct grafting, Guselnikova et al. [324] have
reported the surface functionalization of a gold substrate by UV-light grafting of the
3,5-bis (trifluoromethyl)phenyl)iodonium salt. Ramirez-Chan et al. [325] recently described
the fabrication of electrografted films by oxidation of a nitrophenylbutyrate derivative
(NO,Ph(CH,)3COO™) exploring the influence of different supporting electrolyte ions on the film
formation. Madsen et al. [326] used a two-phase bipolar grafting system to simultaneously functionalize
gold bipolar electrodes with diazonium salts and primary amines or thiophenes.

In addition to the fabrication of exceptionally robust monolayers for molecular electronics
applications, this technique is an affordable methodology to reach specific improvements in surface
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functionalization for an extensive variety of substrates. For example, mixed monolayers made of
organophosphonic derivatives have been electrografted onto nitinol (NiTi), which is an alloy often
employed in the biomedical field, in order to prevent the release of the possibly carcinogenic
NiZ* ions [327]. Kim et al. [143] modified a GLAD-ITO substrate by the electrografting of a
porphyrin diazonium salt, showing the possibility to introduce molecular functionalities, such as
photo-activity on nanostructured metal oxides electrodes. Moreover, polymers, such as the PEDOT
(Poly(ethylenedioxythiophene) films, have been electrografted to repair IMPC (Ionic exchange polymer
metal composite) to overcome the problem of water leakage and also providing reinforced properties to
the electrode [328]. Another approach to enhance the adhesion of PEDOT onto ITO and gold surfaces
was presented by Villemin et al. [329], who introduced a two-step strategy in which the first step consists
of the fabrication of an electrografted promoter layer based on EDOT or thiophene moieties. Likewise,
materials, such as carbon nanodots (CD) have been immobilized onto carbon substrates, through the
attachment of nitrogen moieties at the nanodot surface (diazotized N-CD), resulting in carbon substrates
with new performances in sensing applications [330]. Finally, other conductive substrates such as
carbon composite electrodes, including thermoplastic electrodes (TPE) [331], edge plane pyrolytic
graphite electrodes (PGEs) [332], glassy carbon (GC), and pyrolyzed photoresist (PPF) [333], have also
been modified by electrografting.

Finally, two useful and recent advances in this field are worth mentioning. One of them
results from the merge of the LB and the electrografting techniques and was recently published by
Gabaji et al. [334]. In this methodology, the electrografting process occurs simultaneously to the
transference of the Langmuir film onto the solid substrate. The other relevant approach results from
the combination of EG with the electrode mediated shadow edge deposition methodology; here,
molecules of 9,10-dioxo-1-anthracenediazonium salt were covalently attached to metallic nanotrenches
producing stable and reproducible lateral architectures of molecular junctions [335].

Although EG is widely utilized for the construction of monolayers with applications in molecular
electronics, this technique is also used in many other research fields as well as in industrial
applications. In this context, it is worth mentioning the development of a diazonium-based
biochip for surface plasmon resonance (SPR) analysis, a well-established technique for studying
affinity between biomolecules whose interaction takes place in a liquid/solid interface [336],
by electrografting of a carboxybenzene diazonium salt [337]. Additionally, electrografting, followed by
a post-functionalization, is being an interesting approach in the design of well-defined interfaces for
electrochemical (bio) sensing, very important in fields, such as chemistry, materials science, engineering,
biology or medicine [320]. Furthermore, EG is an important tool to modify electrodes in bipolar
electrochemistry applications, which involves two feeder electrodes and a conducting object (the bipolar
electrode) in an electrolytic solution; a field of renewed interest in the last decades, due to its use in
materials science or sensing [338]. Accordingly, EG can be applied in a wide range of applications in
the areas of catalysis, biosensors, sensors, corrosion protection, composite materials, energy conversion,
energy store, or superhydrophobic coatings, which reveals the enormous possibilities of the EG
methodology to fabricate bi-dimensional arrangements using a wide range of materials. EG is also used
in industrial applications, such as the modification of carbon black by simple mixing with diazonium
salts generated in situ in aqueous solution (patented by Cabot Coorporation, Boston, MA, USA) to
produce pigments for inkjet applications, automotive coatings, solar cells, and fuel cells [339]; or the
fabrication of drug-eluting stents (endovascular devices to deliver locally therapeutic agents) [340];
revealing that EG technique is as a powerful tool for real-life applications.

To sum up, in this section, the most relevant techniques for the construction of monolayers
onto (semi-)conducting or dielectric surfaces for molecular electronic applications have been covered,
with examples of a large variety of technological applications. Table 2 gathers the main concepts
here presented and may serve as a comparison scheme with the different pros and cons of each of
these methodologies.
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Table 2. Comparison of the deposition techniques to fabricate molecular films.
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3. Fabrication of the Top Contact Electrode

Once the molecules have been assembled using some of the methodologies above-described onto
a bottom-electrode, the subsequent deposition of a top-contact electrode to close the circuit is one of the
most crucial and delicate steps in molecular electronics. Even when the deposition of the top-contact
electrode has been largely investigated, having a reliable control in the fabrication of this electrode is still
a challenge to reach viable incorporation of molecular electronics in the market. Different techniques
have been employed to deposit or make a top-contact electrode, including physical or chemical
vapor deposition, atomic layer deposition, liquid metal droplets, break junctions, scanning probe
tips, electrodeposition, electroless deposition, etc. Moreover, these techniques can be divided into
two categories: (i) Those that can be used to integrate molecular constructs into devices; and (ii)
those that are employed for characterizing molecular electronic properties. In this review, we will
focus mainly on the first ones. Moreover, the reader can find elsewhere excellent and comprehensive
reviews that describe in detail the methods used to characterize, in the laboratory, molecular electronic
properties through the formation of temporal metal-molecule contacts, but that are unsuitable for
large-scale integration such as: In situ break junction (STM-BJ), mechanically controlled break junction
(MCBJ), I(s) (I = current, s = distance) and I(t) (I = current and ¢t = time) methods based on an
STM, electromigration breakdown junction, liquid metal droplets, etc. [9,84,169,341]. In the MCB]J,
firstly, a fine metal bridge is formed, and subsequently, this is cleaved upon bending the whole
assembly allowing forming the molecular bridge. Similarly, in the STM-B] method, break junctions
are mechanically formed using an STM tip to create a metallic contact to the substrate, which is then
cleaved, forming the molecular bridge, while monitoring the current. On the contrary, in the I(s)
method, although it also uses an STM tip to form molecular junctions, there is no contact between
the metal electrodes since the STM tip is brought close to the surface and then withdrawn, while the
tunneling current is measured. Meanwhile, in the I(f) method, the STM tip is placed at a constant
distance from the substrate, and the formation of molecular wires is monitored in the time domain.

Top-contact electrodes on molecular assemblies have been fabricated by direct evaporation of
metals using either physical vapor deposition (PVD) [342] or chemical vapor deposition (CVD) [343].
In PVD, the top-electrode is formed by evaporating a metal, at a sufficiently high temperature and low
pressure, for the subsequent condensation of metal atoms in the molecular layer. Nevertheless, in this
method, both the film thickness and the spatially selective growth of the metallic film are difficult to
control. CVD is a more selective technique and permits higher control in the thickness of the metal
deposition than PVD. However, CVD is characterized by rather slow growth rates unless high thermal
activation temperatures (>200 °C) are employed, with these high temperatures being incompatible
with most organic thin-films. Regardless if PVD or CVD are used, both methods often result in damage
to the monolayer and also in penetration of metal atoms through the monolayer, and therefore, metallic
contact between the top and bottom-electrodes [84,344,345]. Alternatives (such as metal evaporation
onto a cooled substrate [346,347], blocking the direct path between the crucible and the sample with
baffles [348], or the use of an indirect evaporation method to reduce the exposure of the molecular
layer to energetic metallic atoms and temperatures [349]) have been proposed to minimize damage to
the monolayer, as well as the presence of short-circuits.

The incubation of a functionalized monolayer into a metal nanoparticle dispersion results
in the chemical deposition of the metal nanoparticles on top of the organic layer. In this context,
gold nanoparticles and thiol functional groups have been widely used [350]. However, this methodology
results in an incomplete metallization of the organic layer [350]. Therefore, alternatives to increase
the surface coverage of the metal deposits have been developed. For instance, the photoreduction
by UV-vis light of a metal precursor provides surface coverage of the monolayer surface as large as
76% [115,277]. In this methodology, the metal precursor is incorporated from an aqueous subphase to
an LBM upon the transference process, generating in situ metal nanoislands on top of the monolayer
by photoreduction of the precursor. This method has been proved not to damage the underlying
organic film, nor penetration of the nanoparticles through the film Additionally, anisotropic palladium
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nanostructures, previously produced by a CO-confined growth method [351,352], were deposited onto
the monolayer to generate large palladium nanodeposits (PAND) across the surface without any damage
to the monolayer, and importantly, a surface coverage of 85% [111]. Moreover, the incorporation of in
situ generated uncapped gold nanoparticles (NPs) has been explored. Here, the NPs were attached to
a terminal alkyne functionalized monolayer through the formation of Au-C o-bonds, via a heterolytic
cleavage of the alkyne C-H bond [107].

An interesting methodology for the soft deposition of metallic contacts such as Au, Pt and Cu
with yield >90% is the surface-diffusion-mediated deposition (SDMD) [353,354]. In this approach,
firstly, a SiO, etch mask patterned on a pyrolyzed photoresist film (PPF) layer, is fabricated by optical
lithography on a silicon substrate with a thermal SiO; insulating layer. After that, the molecular layer
is formed on the conducting PPF substrate through a C—C bond by electrografting. In order to protect
the monolayer from the source radiation or from the direct impingement of metallic vapor generated
by using electron-beam evaporation, an adjacent silicon dioxide layer is used. Surface diffusion of
the metal atoms from the silicon dioxide to the molecular layer leads to the formation of a “soft” top
contact, albeit this approach has a significant addressability problem.

Atomic layer deposition (ALD) is a chemical process related to CVD but differs from it in several
key aspects [355-357]. ALD involves a well-defined chemical reaction route to form the top-contact.
In this methodology, the related chemical reactants (or precursors) are sequentially introduced into the
reaction chamber via short pulses (each of them followed with a purge of inert gas to remove excess
reactants). A layer-by-layer deposition onto the organic film takes place. Here, the free-ends of the
molecule have been specially designed to exhibit affinity by these chemical reactants (or precursors)
favoring a selective reaction. Since the film growth is self-limiting, atomic-scale control of the film
thickness and minimization of the defects (pinhole-free films) is achieved. Subsequently, this protective
molecular layer can be used to deposit a thicker metal film using traditional methods. ALD is very
advantageous in fabricating metal-insulator-metal tunnel junctions (MIMT]) and provides a high
control of the thickness of the ultrathin insulating layer inserted in the junction [356]. For these
reasons, ALD is considered an enabling technology for future electronics. In addition, based on this
methodology, the conductor polymer PEDOT:PSS (where PSS is poly(4-styrenesulphonic acid)) has
been used as an interlayer in large-area molecular junctions resulting in very stable devices with a shelf
life of more than several months. The main drawback of this methodology may be associated with the
presence of hydrophobic end groups in the monolayer that can difficult the subsequent deposition of
the hydrophilic PEDOT:PSS [358].

Electrodeposition could be an attractive method for the metallization of monolayers because it does
not require expensive vacuum equipment, and it is often easier to control. However, this methodology
has so far been unsuccessful since the formation of clusters, or the penetration of metal ions from the
solution or even metal wires through the defect sites in the monolayer are often observed—resulting in
very low yield devices [84,359,360]. Although these problems—which are mainly associated with the
existence of imperfections in the monolayer and the presence of free metal ions in the solution—have
been able to be overcome or reduced [22,361-363], still exits serious limitations in this approach.
Only 1/3 of the monolayer is covered by the top metal layer; albeit this value can be increased until an
almost completely covered SAM by repeating the adsorption-electrochemical reduction cycle in a metal
ion free solution, but with the inconvenience of increasing the presence of short-circuits [364,365].

An alternative to reduce or eliminate the inconvenient of metal penetration is electroless deposition.
This approach allows the deposition of metals and other materials on a variety of substrates [84,366].
It is very similar to electrodeposition in the sense that the metal deposition results from the reduction
of metal ions from solution, but without applying an external potential, which additionally makes this
method compatible with insulating or low conductivity materials. However, electroless deposition
often requires the use of a catalyst to be adsorbed on the surface prior to the metal deposition, which can
contaminate the organic layer affecting the final functionality of the junction [367-369]. To control
the diffusion of the catalyst, the organic layer can be functionalized to selectively adsorb the catalyst,
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limiting the metallization to the functionalized areas [370,371]. A modification of this method is the
electroless nanowire deposition on micropatterned substrates, which is employed to direct the growth
of metallic nanowires on the monolayer surface [368].

To solve the problems that arise from damage to the monolayer or formation of short-circuits,
different non-destructive methods have been developed. Nanotransfer printing (nTP) is one of these
methods that fabricate soft top-contact electrodes by transferring the metal contact to the monolayer
(by mechanical contact) from elastomeric poly(dimethylsiloxane) (PDMS) or perfluoropolyether (PFPE)
stamps [372,373]. The transference is a consequence of the chemical affinity between the metal contact
and the anchoring groups present in the monolayer, for instance, a thiol-terminated monolayer and
a gold metal contact [374]. By using the lift-off float-on (LOFO) method [374], a metal film can be
transferred onto a monolayer via capillary interactions avoiding the physical damage in the monolayer.
This approach includes basically four steps: (i) Evaporation of a metal film onto a solid support
(denoted as leaf); (ii) detachment of the metal leaf from the solid support by floating the leaf at the liquid
surface (lift-off); (iii) adsorption of a monolayer onto a solid support; and (iv) attachment of the metal
film at the liquid surface to the monolayer supported in the solid substrate using a liquid-mediated
process (float-on). Several different types of molecular junctions without any observable damage to the
monolayer have been formed using this method [9]; however, the wrinkling of the leaf, the presence of
air gaps between the monolayer and the leaf, as well as small monolayer-metal contact areas limit LOFO
methodology for further applications and mass production. The transfer of a top metal layer with a
hydrophobic polymer, polymer-assisted lift-off (PALO, which combines aspects of nTP with LOFO),
solves the wrinkling problem and the small metal contact area in LOFO. Using PALO, metal electrodes
with dimensions from 100 um? to 9 mm? can be produced with high yield (>90%) [375]. In this
methodology, the alignment of the top and bottom contacts without using cross-bar geometries is a
significant difficulty.

Other relevant methods for fabricating molecular junctions are via the construction of a hole,
such as a nanopore or a nanowell [375-377]. To fabricate a nanopore device, a thin Si3Ny layer is
deposited in a double-sided polished silicon wafer. A window, suspended over the silicon wafer,
is obtained by optical lithography, reactive ion etching (RIE), and wet etching techniques. After that,
a gold layer is evaporated onto the top side of the membrane, filling the pore (the top electrode).
Then, the sample is immediately incubated in a solution to assemble a molecular layer on the top
electrode surface. Finally, the sample is placed in a vacuum chamber to thermally deposit the bottom
metal (Au) electrode. Recently, large-area junctions based on SAMs deposited in AlOx micropores
fabricated on ultraflat template stripped bottom electrodes of gold (Au'®) have been fabricated with
high mechanical stability [378]. The construction of a nanowell is more simplified, and occurs in a
planar device in contrast with the nanopore. In this case, a nanowell device is fabricated on silicon
wafers incorporating pre-patterned gold electrodes covered with silicon dioxide prepared with the
focus ion beam (FIB) technique. After the hole is created, molecules are self-assembled on this bottom
electrode, and the hole is filled with gold to close the circuit. The disadvantages of these approaches are:
The requirement of delicate processes during the sample fabrication, the non-reproducible electrical
properties from sample to sample, and a higher ratio of short-circuits by penetration of the metal,
overall in nanopore devices. However, to overcome these disadvantages, a conducting buffer interlayer
can be inserted between the metal layer and the monolayer to avoid damaging the organic layer,
which allows the creation of large-area molecular junctions [358,379-386]. Another alternative to
fabricate large-area junctions is to create microfluidic channels made with an elastomeric polymer
(PDMS) on the bottom electrode using conventional photolithography in which the organic layer is
self-assembled, and then the channels are filled with Ga,O3/EGaln electrodes [387]. It is noteworthy
that even when large contact areas can be fabricated by LOFO, PALO, nano (micro) pore, or nanowell
and microfluidic channels approaches, these techniques are not easily scaled up for the fabrication
of molecular electronic devices; in contrast, nanotransfer printing approaches represent a promising
methodology to fabricate integrated molecular devices.
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Other radical different alternatives to fabricate “soft” top-contact electrodes have been developed
recently. Examples include the so-called Thermal Induced Decomposition of an Organometallic
Compound (TIDOC) method in which an organometallic film is thermally decomposed—resulting
in the formation in situ of gold nanoislands on top of the film without producing short-circuits by
penetration of the metal top-contact electrode through the layer [137,138]. Moreover, the fabrication
of nanotrenches of controlled width by means of the shadow edge evaporation method resulting in
molecular junctions with very good stability and reproducibility, which offer the advantages of large
scale integration, reduced leakage currents, and easier access to the molecular layer with external
tools [335]. Additionally, the DEP method (described before in this review) has also been used for the
controlled deposition of a top contact electrode. Fereiro et al. used Au nanowires electrostatically
trapped between two microelectrodes. The Au nanowire act as the top-contact electrode in a flat gold
| protein monolayer | Au nanowire junction [148].

While the ordinary metal electrode molecular junctions described above remain operational,
experimental platforms based on non-metal materials are being constructed, leading to new
possibilities for molecular-scale electronics. Carbon electrode—molecule junctions are one of these new
testing systems, where several carbon materials, such as reduced graphene oxide (rGO), graphene,
or single-walled carbon nanotubes (SWNTs) are used as top-contact electrodes because of their unique
advantages [9]. Graphene or rGO films fabricated by chemical vapor deposition have been widely
used as the conductive interlayers in molecular junctions [379,384]. Meanwhile, soft top-contacts for
the non-destructive fabrication of molecular junctions using floating-processed ultrathin graphene
films [384], or transferred onto the layer via poly(methyl methacrylate) (PMMA)-mediated transfer [388],
have also been implemented.

Nanoscale gaps in SWNTs with precise control are fabricated by lithography-defined oxidative
cutting [389], resulting in SWNT-molecule single-molecule junctions, which could be easily extended
to industrial mass production since all of the operations in the process are compatible with
conventional micro- and nanofabrication techniques [9]. Meanwhile, using dash-line lithography [390],
robust single-molecule junctions with a high yield, based on indented graphene point electrodes can
be created. This methodology provides a large control regarding the size of the nanogaps through the
regulation of the etching process.

Electron beam evaporation of carbon (e-C) to create soft top-contact electrodes onto monolayers has
been used successfully with a high yield, excellent reproducibility, and thermal stability [33,321,391-393].
The fabrication of amorphous carbon top-contact electrodes (with well-defined shape, thickness,
and precise positioning on the film) from a naphthalene precursor using a focused electron beam
induced deposition (FEBID) technique has been recently employed to create molecular junctions with
a high yield and stability [117].

Once the top-contact electrode is fabricated to close the circuit, the typical way to verify that
these molecular junctions, created with a given structure, are reliable is to statistically investigate
the electrical characteristics of these devices. Conducting-atomic force microscope (C-AFM) and
scanning tunneling microscope (STM) are the techniques usually used to address the electron transport
properties of these devices by registering current-voltage (I-V) curves (or density current-voltage (J-V)
curves). A detailed analysis of these curves together with temperature-varying measurements allow to
rule out the presence of short circuits; also to determine conductance through the fabricated molecular
junctions, as well as establish the mechanisms that govern the charge transport; in addition, it is
possible to elucidate energy level alignments through a spectroscopic analysis (by the transition voltage
spectroscopy, TVS, method). Theoretical models are also employed to better understand the charge
transport mechanisms through the molecular junctions. Whilst, the shape of the obtained conductance
histograms for the molecular junctions is an efficient technique to determine the interaction energy
between adjacent molecules, one of the key parameters to understand and optimize the performances
of these large-area molecular electronic devices. Additionally, inelastic electron tunneling spectroscopy
(IETS) can be utilized to investigate the vibrational modes in the molecular junctions. In addition,
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the thermoelectricity of the molecular junction, which measures the induced voltage drop or the
induced current across the junctions between two electrodes at different temperatures, helps our
understanding of the mechanism of the thermoelectric effect, and therefore, may serve to improve
the technologies for converting wasted heat into useful electrical energy. Finally, the determination of
durability and operational stability of the device is crucial for the practical application of these devices
in the actual industry.

4. Summary and Outlook

The use of molecules in electronic devices as critical functional elements in circuitry is expected to
result in a novel technology opening the path to future industrial processes for high-value products.
The use of functional organic materials has attracted a great deal of attention due to the numerous
and very appealing advantages of using molecules as functional units. Importantly, the use of
molecules in electronic devices is expected to result not only in the further miniaturization of transistors,
but also in diminished power consumption and new functionalities, due to the quantum effects that
govern the properties at the nanoscale. Researchers are currently immersed in the exploration of two
different paradigms. On the one hand, the study of single-molecule junctions, which is of primary
importance to understand charge transport through molecules. On the other hand, the fabrication
and characterization of large-area devices in which assemblies of molecules are located between
two (or three) electrodes. The fabrication of these electrode | monolayer | electrode systems can be
done through simple, soft and scalable technologies that result in high-quality and reproducible
monolayers, making possible the manufacture of thousands of devices. Many advances towards the
deposition of a continuous top-contact electrode, without short-circuiting or damaging the monolayer,
have also been made in the last years. This potential processability and scalability in the fabrication
of large-area molecular electronic devices pave the way towards industrial mass production. In this
review, progress in the fabrication of large-area molecular electronic devices in recent years has been
presented, with particular emphasis on the techniques used for the fabrication of well-ordered and
tightly-packed monolayers, as well as top-contact deposition methodologies. An overview of the
current nanofabrication techniques clearly evidences that there is still a long way to go before having a
well-defined manufacturing route to get integrated, high yield, robust, stable, scalable, and reproducible
molecular devices, produced at a reasonable cost. A multidisciplinary approach with the collaboration
of chemists, physicists, and engineers is being made in research groups all over the world to overcome
these difficulties and put in the hands of the next generation an emerging technology that is expected
to improve people’s quality of life.
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