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Based on simultaneous force and conductance simulations, a proof of concept for a potential method of
molecular detection is presented. Using density functional theory calculations, a metallic tip has been approached
to different small inorganic molecules such as CO, CO2 , H2 O, NO, N2 , or O2 . The molecules have been
previously chemisorbed on a defect formed by two Mo atoms occupying a S divacancy on a MoS2 monolayer
where they are strongly bonded to the topmost substitutional molybdenum. At that site, the fixed molecules
can be imaged by a conductive atomic-force-microscopy tip. Due to the differences in atomic composition and
electronic configurations, each molecule yields specific conductance/force curves during the tip approach. A
molecule-tip contact is established at the force minimum, followed by the formation of a characteristic plateau in
the conductance in most of the cases. Focusing our attention on the position and values of such force minimum
and conductance maximum, we can conclude that both characteristic properties can give a clear signature of each
molecule, proposing a different method of detecting molecules adsorbed on highly reactive sites.
DOI: 10.1103/PhysRevB.95.214105

I. INTRODUCTION

Transition-metal dichalcogenides have attracted great attention on both fundamental and technological levels. Among
them, the most widely studied material is the molybdenum
disulphide MoS2 . While the bulk phase exhibits a semiconductor character with an indirect gap, the single layer
presents a direct gap [1–3]. This interesting and promising
property can be exploited for applications in nanoelectronics,
optoelectronics, spintronics, catalysis, and energy storage
[4–11].
Two-dimensional (2D) materials are generally known as
poorly reactive and, following this idea, many authors have
fabricated transistors using MoS2 monolayers in order to
validate their potential application as gas-sensor devices
[12–14]. Indeed, physisorbed molecules on a MoS2 monolayer
can modify its electronic properties and consequently the
electronic current in the transistor is altered, leading to
the molecular detection. The corresponding weak interaction
has been theoretically evidenced for a wide range of small
molecules on the perfect MoS2 monolayer [15,16]. Most of
them were physisorbed at a typical van der Waals (vdW)
distance over the monolayer. For example, this weak interaction has been very recently confirmed in a study involving
CO2 molecules deposited on a MoS2 monolayer [17]. Some
molecules, such as NO or NO2 , experienced a stronger
interaction with the monolayer [18], in good agreement
with experimental evidence obtained in gas-sensing studies
[12–14].
MoS2 monolayers can be experimentally fabricated using different exfoliation techniques [4,19,20] or by chemical (CVD) and physical vapor deposition (PVD) [21–23].
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Different kinds of defects can be produced during the growth
process [24], leading to a change in the electronic, magnetic,
or optical properties [22,25–27]. The defects can be classified
into three types: point defects (such as vacancies or antisites),
grain boundaries, and external borders of the compound. All
of these imperfections seem to be very reactive, meaning
that different atoms or molecules can be adsorbed or even
dissociated [16,28–30]. Two good examples are the oxidation
of the MoS2 borders [28] and the sulfur vacancy self-healing
using thiol molecules [29]. Even the molecular dissociation of
O2 molecules over MoS2 defects has been shown very recently,
both experimentally and theoretically [31,32].
Hong et al. demonstrated that the metallic defects formed
by Mo substitutional atoms occupying the sulfur vacancies can
be formed in the samples grown by the PVD technique [23].
We have recently shown, using the density functional theory
(DFT) technique, that many small inorganic molecules such
as CO, CO2 , H2 O, NO, N2 , or O2 can be chemisorbed on
these defects [16]. Based on atomic force microscopy (AFM),
an alternative procedure for the molecular detection can be
proposed. Indeed, AFM was suggested some years ago as a
tool for chemical identification of the adsorbed elements on a
semiconducting surface [33]. In a first step, the different MoS2
defects should be found in the MoS2 sample. For that purpose,
AFM or scanning tunneling microscope (STM) images can
show the characteristic fingerprint of each defect [30,34].
Then, unknown molecules can be deposited in the sample and
will be strongly bonded to the metallic defects. In a final step,
a conductive AFM tip can be approached to the selected sites,
and standard force and conductance curves can be measured,
determining the kind of molecule bonded to the defect.
In this work, we present a theoretical proof of concept
for the detection of a molecule adsorbed on a MoS2 metallic
defect. Using DFT calculations, the force and conductance
curves have been estimated approaching a Cu tip to different
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molecules such as CO, CO2 , H2 O, NO, N2 , or O2 which
are strongly bonded to the topmost Mo atom occupying a
S divacancy in a MoS2 monolayer. Our simulations show
that the different force minima associated to the formation
of a tip-molecule contact are directly linked to a characteristic
conductance plateau obtained for each molecule. The performance of both simultaneous measurements and subsequent
comparison to previous well-known results would allow the
molecular detection of an unknown molecule with an scanning
probe microscope (SPM).
II. METHOD OF CALCULATION

All the structural relaxations have been performed using
the DFT plane-wave Vienna Ab initio Simulation Package
(VASP) code [35–37]. The Perdew-Burke-Ernzerhof (PBE)
functional for the generalized gradient approximation (GGA)
of the exchange and correlation potential [38] and the projector
augmented wave (PAW) pseudopotentials [39] have been used
in the simulations. Van der Waals (vdW) interactions have been
included using the Grimme’s parametrization implemented in
VASP [40].
The atomic arrangement, electronic properties, and energetics of the system formed by different molecules adsorbed
on a defective 6 × 4 rectangular unit cell of a MoS2 monolayer
have been previously investigated [16]. We demonstrated that
the molecules CO, CO2 , NO, O2 , H2 O, and N2 remained fixed
on certain MoS2 defects, such as two Mo atoms occupying
a S divacancy. The molecules are bonded to one of the
substitutional Mo atoms and the final structure presented a
metallic character. In such work, we studied the stability of
the molecules on this metallic defect with the temperature.
For that purpose, we performed ab initio molecular dynamics
(MD) calculations using the technique implemented in the
FIREBALL code [41]. We demonstrated that only the CO2
molecule was dissociated at room temperature, while the other
molecules were stable at this defect. This molecule has been
maintained on this work due to the potential measurement at
lower temperatures where the CO2 could be stable. The other
molecules remained bonded to the Mo atom of the defect
oscillating around the most stable position. The first movie
of the Supplemental Material (SM) shows the ab initio MD
simulation of a CO molecule adsorbed on the defective MoS2
monolayer, showing such movement [42].
Over these initial structures, a Cu(111) tip formed by a
pyramid of 35 atoms is approached to the molecules and
both force and conductance curves are obtained from large
to contact distances. This tip has been successfully used in
many works before [30,43,44]. It is important to mention
that we assume here a low reactive substrate underneath
the defective MoS2 . The negligible effect on the electronic
structure has been previously demonstrated theoretically [45]
and experimentally [46]. For this reason, only the isolated
monolayer is considered in our simulations.
The tip is positioned over the substitutional Mo atom as
shown in Fig. 1(a) for the CO molecule case. The distance
between the apex and the O atom of the molecule is initially
fixed at 5 Å. The tip is rigidly approached by steps of 0.25 Å, as
explained in a previous work [30]. For each step, the system is
fully relaxed until the forces are lower than 0.025 eV/Å, using

FIG. 1. (a) Atomic structure of the Cu(111)-rot0 tip (brown
spheres) over a CO molecule (red/gray spheres) adsorbed on a
defective 6 × 4 MoS2 unit cell (yellow/blue spheres correspond to
S/Mo atoms, respectively) at a distance of 5 Å (the defect is formed
by two Mo substitutional atoms occupying a S divacancy). (b),(c) The
alternative Cu(110) and Cu(100) tips, respectively.

an energy cutoff of 400 eV for the plane waves and 16 k points
in the first Brillouin zone (1BZ). Only the topmost layer of the
tip and the lowest S atoms far away from the contact point are
fixed at their initial positions. A vacuum layer was set to 12.0 Å
in order to avoid interaction between neighboring cells in the
perpendicular direction. After the relaxation, the mobile atoms
are displaced from their original position in the initial system.
The interaction between the tip and the substrate (in this study,
the adsorbed molecule on the defective MoS2 monolayer)
changes with the tip approach. The tip-substrate force is
estimated doing the derivative of the energetic curve obtained
after the complete relaxation process. This curve can be
directly compared to experimental measurements and its most
representative point is the force minimum that corresponds to
the strongest tip-substrate attraction.
In order to understand the effect of the tip on the force result,
we have rotated by different angles (30, 60, and 90 degrees) the
Cu(111) tip presented in Fig. 1(a) [from this point onwards,
this tip will be denoted as Cu(111)-rot0]. Additionally, we
have created two alternative Cu tips with (110) and (100)
orientations as depicted in Figs. 1(b) and 1(c), respectively.
In both cases, the metallic pyramid is formed by 30 atoms
distributed in four layers. We have repeated, with these five
additional tips, the same procedure previously explained.
For the conductance calculations, the Keldysh Greenfunction formalism implemented in the atomic-like orbital
FIREBALL code has been used [41,47]. The values are presented
in G0 units (where G0 = 2e2 / h is the quantum of electrical
conductance). In order to mimic the simultaneous force and
conductance measurements, the atomic structures relaxed with
VASP are fixed and the 1BZ has been sampled with 64 k points.
The electronic charges are estimated by the occupation of
the atomic orbitals whose cutoff radii are shown in Table I.
All of them have been extensively used in many previous
works [16,48–50]. The methodology implemented in the
FIREBALL package leads to overestimated bonding energies.
For this reason, we used the plane-waves VASP code for the
energetic-force estimation. For example, the adsorption energy
of a CO molecule on the defective MoS2 monolayer is −1.95
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TABLE I. Cutoff radii (in atomic units) used in the conductance
calculation performed with the FIREBALL code [41]. The asterisk (*)
indicates a double basis.
r (a.u.)
Orbital

Mo

S

Cu

C

O*

N

H

s
p
d

6.20
6.20
5.80

4.30
4.70
5.50

4.50
5.70
3.70

4.80
5.40
5.20

4.50
4.50

3.60
4.10
5.20

3.80

and −2.39 eV with VASP and FIREBALL, respectively. On
the other hand, FIREBALL has shown a great ability for the
electronic transport simulations and a very good agreement
with experimental results has been obtained in many different
systems [43,44,47]. This combination of codes has been
successfully exploited in previous works [43,51].
III. RESULTS

We start with the analysis of a CO molecule adsorbed on
the defect formed by two Mo atoms occupying a S divacancy
on a MoS2 layer [Fig. 1(a)]. The evolution of both force and
conductance curves with the approach of the Cu(111)-rot0
tip is presented in Fig. 2(a). At large distances (5 Å), the
tip-molecule interaction is mediated by weak electrostatic
or vdW forces, resulting in a small amplitude in the force
curve. The electronic transport lies in the tunneling regime
and, consequently, a low conductance is also obtained [see

FIG. 2. (a) Force (filled black squares) and conductance (empty
squares) curves calculated with the Cu(111)-rot0 tip over a CO
molecule adsorbed on the selected MoS2 defect. (b) Distance between
the apex and the O atom in the molecule (filled black stars) and
apex displacement (open stars) during the tip approach. The atomic
structure of the tip Cu(111)-CO contact in (c) the force minimum and
(d) at 1.0 Å.

Fig. 2(b)]. As the tip is approached, both attractive force and
conductance slightly grow until the tip-O contact is formed
around 2.75 Å, where a force minimum of −0.99 nN is
found, as the filled squares curve shows in Fig. 2(a). The
corresponding atomic structure is shown in Fig. 1(c). Beyond
this point, the tip-O bond is maintained while the CO molecule
rotates around the neighboring Mo atom. As a result, the force
increases until it finds the repulsive regime at 1.25 Å. From this
point onwards, the attractive force grows again (being more
negative) due to the interaction between the tip and the C atom
of the molecule [the atomic structure is shown in Fig. 2(d)].
The complete tip approach can be found in the second movie
of the SM [42]. On the other hand, the contact formation is
accompanied with a great jump in the conductance and the
formation of a characteristic plateau with a value of 0.13 G0 .
Several steps later, the conductance grows to 0.22 G0 until the
tip-C bond is formed.
These results can be correlated with the atomic rearrangements in the tip-molecule contact. In Fig. 2(b), the apex
displacement from its ideal position in the unrelaxed tip (open
stars) is presented for all the distances along the tip approach.
An important jump in the contact formation is obtained
similarly to the conductance curve. Moreover, the shape of the
curve seems to be the opposite of the force curve, showing
the direct relation between both force and conductance
with the apex displacement. On the other hand, the apex-O
distance (filled stars) shows a different behavior. Before the
contact is formed, the apex-O distance decreases linearly
with the tip approach, which is associated to the weak
interaction and small atomic rearrangements. When the contact
is established, the apex-O distance remains constant during the
subsequent approach due to the molecular rotation around the
Mo atom. The tip is retracted from the 1.25 Å point and the CO
molecule remains bonded to the Mo atom in the defective
MoS2 layer (see the complete atomic movie in the SM [42]).
The increase of the attractive force and the conductance
is reflected in a change in the molecular electronic structure.
Figure 3 shows the density of states (DOS) of the CO molecule

FIG. 3. Calculated DOS of the CO molecule bonded to one
substitutional Mo atom in a S divacancy before the tip is approached
(black squares), in the force minimum (red circles) and at the repulsive
regime (green triangles). The blue stars represent the calculated
HOMO and LUMO states of the isolated CO molecule.
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bonded to the Mo substitutional atom for an infinite tip-CO
distance (black squares) and the corresponding DOS for both
interesting points: the force minimum (red circles) and at
the repulsive regime (green triangles). The first curve clearly
shows the almost symmetric bonding and antibonding states
formed due to the molecule-Mo bond. Notice that the large gap
obtained for the isolated molecule, defined by the energy difference between the highest occupied (HOMO) and the lowest unoccupied (LUMO) molecular orbitals (the blue stars in Fig. 3),
is now full of new states due to the strong interaction with Mo
atoms as presented in a previous work [16]. An appreciable
change in the molecular states is observed at the contact point.
Now, the minimum of the DOS obtained in the isolated case at
the Fermi level is displaced to the occupied states area due to
the tip-molecule charge transfer confirmed by our charge estimations. Before the tip approach, the molecule takes 0.10e−
from the metallic defect of the monolayer and, at the contact, it
takes 0.20e− . An important DOS reconfiguration is obtained at
the repulsive point, as shown in Fig. 3. In this case, the charge
transfer on the molecule has slightly increased to 0.23e− .
In order to test the influence of the tip on the results, we
have performed similar simulations using different Cu-based
tips. In a first step, the initial Cu(111)-rot0 tip is rotated 30,
60, and 90 degrees. Second, we have used two additional Cu
tips with different orientations, namely, (100) and (110). The
corresponding force and conductance curves are collected in
Figs. 4(a) and 4(b), respectively. We can observe that the values
of both force and conductance have only slightly changed
with the rotation of the Cu(111) tip and the different initial
orientations. For example, the force has a value of −0.80 nN
when the Cu(100) tip is used versus the −0.99 nN value of the
Cu(111)-rot0 and the Cu(110) tips. In all the analyzed cases,
the force minimum falls between 2.75 and 2.50 Å, and the
displacements of both apex and molecule are similar, ranging
from 0.18 to 0.30 Å and from 0.78 to 0.90 Å, respectively. The
conductance curves, shown in Fig. 4(b), reflect the formation
of the same regimes obtained with the Cu(111)-rot0 tip: a
tunneling regime for large distances and the formation of
a plateau when the apex-molecule contact is formed. Now,
the values on the plateau range from 0.10 to 0.17 G0 . In the
insets, we have included the atomic structure of the tip-CO
contact for the Cu(111)-rot90 and Cu(100) tips in Figs. 4(a)
and 4(b), respectively. Comparing both apex-CO contacts with
the Cu(111)-rot0 case presented in Fig. 2(c), a similar configuration can be observed. All these results confirm that both
force and conductance in the contact are mainly mediated by
the bond formed between the tip apex and the O atom from the
molecule. For a comparison with future experimental results,
we can define both ranges of values in the force minimum
and the conductance in the plateau instead of the single value
obtained with the Cu(111)-rot0 (see Table III for details).
The same procedure can be applied to other molecules in
order to compare the force minimum and the value at the
conductance maximum for each case. These two parameters
can be considered as the fingerprints of each molecule for
a subsequent identification. Figure 5 shows the force and
conductance curves calculated for different molecules probed
by the Cu(111)-rot0 tip. It is important to mention that the
tip is initially placed at the same position, fixed previously by
the initial distance between the apex and the CO molecule.

FIG. 4. Calculated (a) forces and (b) conductance (in logarithmic
scale) for different tips approached to a CO molecule adsorbed on
the defective MoS2 monolayer: the initial Cu(111)-rot0 tip (black
squares), the same tip rotated 30 (red squares), 60 (green squares),
and 90 degrees (blue squares), a Cu(100) tip (light blue squares), and
a Cu(110) tip (pink squares). Inset: Lateral view of the contact formed
between the Cu(111)-rot90 tip (in the force graph) and the Cu(100)
tip (in the conductance graph) with the CO molecule.

This can be an important issue because two molecules might
present similar force minimum and a different position of
such minimum can determine the molecular origin. In the
experimental measurement, this initial distance can be fixed
with the tunneling current or the position of the force minimum
obtained on the pristine part of the monolayer.
The least interacting molecule is the CO2 with a minimum
force of −0.10 nN, the only case where no apex-molecule
bond is formed, which justifies the low attraction [see the
left inset of Fig. 5(a)]. If the tip is approached 1.0 Å more,
a larger second minimum (of −0.23 nN) is obtained and,
finally, a Cu-C bond is formed [see the right inset of Fig. 5(a)].
On the other hand, the other five molecules (including the
previously analyzed CO) present a tip-molecule bond in the
contact. In Figs. 5(c)–5(e) and the inset in Fig. 5(b), the atomic
structure at the point of minimum force is shown for N2 ,
O2 , NO, and H2 O, respectively. The largest force is obtained
on the N2 molecule (−1.6 nN), while the H2 O presents a
much lower attraction (−0.48 nN). The contact formation is
accompanied by a molecular displacement (Dmol ) which is
larger for the N2 molecule (0.89 Å) and shorter for H2 O with a
corresponding value of 0.15 Å (see the values in the Table II).
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FIG. 5. Calculated (a) forces and (b) conductance (in logarithmic
scale) for different molecules adsorbed on the defective MoS2
monolayer: CO (black squares), NO (red circles), CO2 (green uptriangles), H2 O (blue down-triangles), O2 (light-blue rhombus), and
N2 (pink left-triangles). Lateral view of the contact formed between
the Cu tip (brown spheres) and the different molecules: (c) N2 , (d) O2 ,
and (e) NO molecules. Inset: The atomic configuration corresponding
to both minima of the force in the CO2 case and the H2 O molecule.
The light-blue, yellow, dark-blue, red, and white spheres correspond
to Mo, S, N, O, and H, respectively.

In a previous work, we associated the apex displacement with
the reactivity of the MoS2 defect probed [30]. The present
results seem to corroborate this general trend. The other two
molecules NO and O2 have very similar minimum forces
(−1.31 and −1.37 nN, respectively). For this reason, a second
parameter is required in order to determine the molecular
origin. This constitutes an improvement in molecular detection

TABLE II. Relevant variables for the Cu(111)-rot0 tip approaching to the different molecules adsorbed on the defective MoS2
layer: apex/molecular displacement (Dapex/mol ), charge transfer in the
molecule [Cmol (e)], minimum force value (Fm ), distance at which
Fm occurs (Zm ), and maximum of the conductance (GM ).
Tip Cu(111)-rot0
Dapex (Å)
Dmol (Å)
Cmol (e)
Fm (nN)
Zm (Å)
GM (G0 )

CO

NO

H2 O

N2

O2

CO2

0.21
0.28
0.10
0.26
0.36
0.01
0.86
0.66
0.15
0.89
0.73
0.12
0.20
0.52
0.14
0.59
0.24
0.06
− 0.99 − 1.31 − 0.48 − 1.60 − 1.37 − 0.10
2.75
2.50
1.50
2.75
2.25
2.75
0.13
0.18
1.10
0.47
0.42
0.26

with respect to the method presented before, where only the
force was taken into account for the atomic identification [33].
The second fingerprint is the characteristic plateau or
maximum conductance value obtained for each molecule when
the contact is formed. The values obtained with the Cu(111)rot0 tip are summarized in Table II and the curves are shown
in Fig. 5(b). In this case, the largest conductance (1.1 G0 ) is
obtained for the H2 O molecule. The curve increases monotonically until the maximum value is found. A similar behavior is
obtained for the other triatomic molecule, CO2 . In this case,
the conductance grows to 0.26 G0 and the maximum is found
close to the second minimum on the force. On the other hand,
the diatomic molecules present two clearly different regimes
in the curves: the tunneling regime for large distances where
the conductance grows exponentially [see the linear increase
in the logarithmic scale of Fig. 5(b)] and the contact regime
where a plateau is formed after the jump associated to the contact formation and a great molecular displacement (see the
values in Table II). These molecules can be divided into two
subgroups: the homonuclear diatomic N2 and O2 molecules
present similar conductance values in the plateau (around 0.47
and 0.42 G0 ), whereas heteronuclear diatomic NO and CO
molecules exhibit a much lower conductance plateau (around
0.18 and 0.13 G0 , respectively). Therefore, the conductance is
a key parameter to distinguish O2 and NO molecules.
We can repeat a similar analysis using the alternative tips
previously presented: the Cu tips built with the (100) or (110)
orientation and the Cu(111)-rot0 tip with different rotations. In
all the cases, the apex starts the approaching process from the
same initial point. From the results obtained when the family
of Cu tips was applied on the CO molecule, we could conclude
that the force minimum is (almost) found at the same distance
because the force is mainly governed by the apex-molecule
interaction in the contact regime. For this reason, we can expect
only small changes in the most important parameters due to
the different orientation and/or geometry of each tip. This
is confirmed by the analysis of the Cu(100) tip presented in
Fig. 6(a). The force minima maintain the same trend. First, the
lowest interacting molecule is CO2 that now gives a value of
−0.14 nN. The second case is the water molecule (−0.54 nN)
much closer to the CO molecule (−0.79 nN) than in the simulations performed with the Cu(111)-rot0 tip. Finally, the other
three molecules present larger forces: −1.60 nN for N2 and
again with similar values NO (−1.38 nN) and O2 (−1.47 nN).
IV. DISCUSSION

From those results, a first conclusion can be established:
the combination of force and conductance allows us to clearly
distinguish all the molecules presented before if the same tip
can be used in the test. For instance, using the Cu(111)-rot0
tip and considering only the minimum force value, we can
clearly distinguish the poorly reactive CO2 molecule, the low
reactive H2 O molecule, the moderately reactive CO, NO, and
O2 , and the highly reactive N2 , when all of them are bonded
to the MoS2 defect formed by two substitutional Mo atoms
occupying a S divacancy. It is important to notice that the force
in this group of three diatomic molecules, with at least one O
atom, increases with the number of electrons in the second
atom (from the four electrons and −0.99 nN of C to the six
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FIG. 6. Calculated (a) forces for different molecules adsorbed on
the defective MoS2 monolayer with a Cu(100) tip and (b) force ranges
following the results obtained for all the Cu-based tips approached to
the different molecules adsorbed on the defective MoS2 monolayer:
the black squares and area correspond to the CO molecule, while the
red circles, green up-triangles, blue down-triangles, light-blue rhombus, and pink left-triangles and areas are attributed to the NO, CO2 ,
H2 O, O2 , and N2 , respectively.

electrons and −1.37 nN of O). Unfortunately, the NO and O2
molecules could hardly be distinguished experimentally due
to their similar shape and force minimum on the approach
curve. This group of molecules, as well as the water one, were
contacted by the tip forming an apex-O bond, but the obtained
force minima present great differences in some of the cases,
confirming the great influence of the environment that can
dramatically change the electronic configuration of the O atom.
Following with the analysis of the forces, two additional
general considerations can be drawn for molecules probed
by the Cu(111)-rot0 AFM tip. First, there is an important
geometrical consideration, which is that diatomic molecules
present an almost vertical configuration, orthogonal to the
MoS2 plane, whereas triatomic molecules stand in a horizontal
configuration parallel to the surface. These atomic arrangements lead to a much lower attraction over the triatomic
molecules and smaller force minimum in the contact point.
As a consequence, a tiny displacement is obtained on the
triatomic molecules. This behavior should likely be studied
for bigger planar molecules in order to find a generalization
that could involve both the number of atoms in the molecule
and the planar/perpendicular arrangement. Second, there is a
preference of the tip to be bonded to an N atom better than

an O one. This is in agreement with the preference of the NO
molecule to bind to the Mo atom through the N atom [16].
On the electronic conductance side, the triatomic H2 O and
CO2 present a monotonous increase until the maximum is
obtained in the contact point. Interestingly, H2 O produces the
highest conductance (1.1 G0 ), whereas it is much smaller over
the CO2 molecule. In the case of the H2 O molecule, the contact
is established through the oxygen atom, while at least two
atoms are placed between the apex and the Mo atom in the other
molecules. The effect of a single atom reduces the resistance in
the contact, increasing the conductance. Regarding diatomic
molecules, the conductance curves present a clear plateau at
the contact regime. The group of three molecules with at least
one O atom follows a similar order as the forces. Now the
higher number of electrons in the second atom leads to a
larger value of the conductance (0.42 G0 for O2 vs 0.13 G0 for
CO). Alternatively, we can separate the diatomic molecules
into homonuclear and heteronuclear. The former type, N2 and
O2 , leads to larger conductances in the plateau than the latter
type (NO and CO molecules), revealing a larger charge transfer
to the symmetric molecules and a better coupling with both
tip and MoS2 defect. A general interpretation would require a
deeper analysis of the electronic structure and electronegativity
for a much larger number of molecules.
From the results previously presented, we can conclude that
it is possible to clearly identify an unknown molecule if we
are able to do the measurements with the same tip used in the
reference test. Unfortunately, the geometry of the tip is hardly
determined in an experimental measurement and two different
tips can be created with different orientation or different rotational state, leading to slightly different force or conductance
curves over the same point or molecule. Consequently, we
should define some force/conductance ranges instead of a
single value in order to characterize the molecules. For each
one, the force curves can be collected in the same graph,
as Fig. 4(a) shows for the CO case. An area can be defined
between the maximum and minimum values of all the curves.
The black area of Fig. 6(b) shows the force range defined from
the force curves of the CO molecule. It is important to notice
that the force minima is expected to take a value in the range
mentioned before (−0.78 and −0.99 nN). A similar procedure
can be followed with the other molecules. The corresponding
areas are included in Fig. 6(b). We have associated to each
molecule the same color and symbol as before, i.e., the red,
green, blue, light-blue, and pink areas correspond to the
NO, CO2 , H2 O, O2 , and N2 molecules, respectively. In an
experimental AFM measurement, we can expect that the force
curve will fall within the corresponding area associated to each
molecule when an unknown Cu tip is used. Interestingly, the
results seem to maintain the same general trend as the one
obtained with the Cu(111)-rot0 and Cu(100) tips. The first
case is the low interacting CO2 molecule (with a minimum
between −0.09 and −0.18 nN). The second least interacting
molecule is H2 O with a minimum range of −0.48 to −0.70 nN.
The third molecule is CO with a range between −0.79
and −0.99 nN. Finally, we can find the other three highly
interacting molecules. Comparing the ranges created with the
simulation of the different tips, the N2 and O2 molecules can
hardly be distinguished if the force measurement of each
molecule is performed with different Cu-based tips. They
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TABLE III. Ranges of the relevant variables for a Cu tip approaching to the different molecules adsorbed on the defective MoS2 layer:
apex/molecular displacement (Dapex/mol ), charge transfer in the molecule [Cmol (e)], minimum force value (Fm ), distance at which Fm occurs
(Zm ), and maximum of the conductance (GM ).
Tip Cu
Dapex (Å)
Dmol (Å)
Cmol (e)
Fm (nN)
Zm (Å)
GM (G0 )

CO

NO

H2 O

N2

O2

CO2

0.18/0.30
0.78/0.90
0.16/0.20
−0.79/−0.99
2.50/2.75
0.10/0.17

0.28/0.37
0.64/0.66
0.47/0.53
−1.18/−1.40
2.50
0.16/0.28

0.10/0.14
0.12/0.16
0.14/0.16
−0.48/−0.70
1.50/1.25
1.08/1.20

0.35/0.49
0.63/0.82
0.50/0.59
−1.40/−1.65
2.75
0.40/0.60

0.41/0.48
0.72/0.78
0.25/0.24
−1.37/−1.55
2.25
0.28/0.45

0.01/0.04
0.10/0.20
0.04/0.02
−0.09/−0.18
3.00/2.75
0.29/0.13

exhibit a range value of −1.40 to −1.65 nN and −1.37 to
−1.55 nN for N2 and O2 , respectively. Interestingly, the O2
molecule has a lower coincident range with the NO molecule
(−1.18 to −1.40 nN), while the Cu(111)-rot0 tip suggested a
similar force value on these two last molecules.
On the other hand, the conductance ranges seem to
generally follow the same trend and order shown by the
first analyzed Cu(111)-rot0 tip (the values are summarized
in Table III together with all the other interesting parameters
involved in the apex-molecule contact). It is important to notice
that the value of the conductance plateau in the case of N2 has
increased with respect to the value of the Cu(111)-rot0 tip,
while it decreased in the case of O2 . The conductance changes
from 0.40 to 0.60 G0 and 0.28 to 0.42 G0 for N2 and O2 ,
respectively. These values imply that when the conductance
measurement would be larger than 0.5 G0 , we can expect a N2
molecule adsorbed on the defect.
In the case where both force and conductance would fall in
the common ranges of N2 and O2 during the measurement, a
third parameter can be considered for the molecular identification: the position of the minimum. While the N2 molecule
presents the minimum at 2.75 Å, the O2 molecule forms the
force minimum at a closer distance, namely, 2.25 Å. The
relative position is (almost) independent of the Cu tip used.
The force minimum of a S atom in a perfect MoS2 area can
be considered as a good reference. From a previous work, we
demonstrated that this minimum can be formed 3.0 Å above
the MoS2 surface [30]. The initial position of the apex in
the present calculations is around 7.5 Å above the topmost S
atoms; consequently, the force minimum will be obtained 5.25
and 5.75 Å above the surface for the O2 and N2 molecules,
respectively, i.e., 2.25 and 2.75 Å, respectively, to the force
minimum of an ideal S atom. Then, the position of the force
minimum can be an important parameter in the molecular
identification.

N2 , O2 , and NO, are chemisorbed on the metallic defect of
the MoS2 monolayer formed by two Mo atoms occupying a
S divacancy. Then, a metallic tip can be approached to the
molecule, obtaining two characteristic force and conductance
curves. The diatomic N2 presents the largest force, showing
that the tip prefers to be bonded to N atoms instead of O atoms
from the other molecules. The molecules arranged (almost)
perpendicular to the monolayer present larger forces than the
highly tilted CO2 and H2 O molecules. Comparing only the
minimum of the forces for the molecules analyzed in this
work, the conductance is required as a second parameter for
the molecular detection. The largest conductance is obtained
over the water molecule where only the O atom directly
connects the tip with the Mo atom of the defective monolayer.
While the conductance grows monotonically over the triatomic
CO2 and H2 O, the diatomic molecules present a great jump
in the conductance before a plateau is formed on the contact
regime. The homonuclear molecules (O2 and N2 ) show similar
conductance and larger values than the one obtained on the
NO and CO molecules, showing a preferential contact on
the symmetric cases. Finally, we can conclude that both
force minimum and conductance maximum (and, under some
circumstances, the position of the force minimum) can be
considered as the fingerprints that allow the identification of
each molecule for a given tip used in the simulation or in
further measurements.
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