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Abstract
Atomic scale manufacturing is a necessity of the future to develop atomic scale devices with high
precision. A different perspective of the quantum realm, which includes the tunnelling effect,
leakage current at the atomic-scale, Coulomb blockade and Kondo effect, is inevitable for the
fabrication and hence, the mass production of these devices. For these atomic-scale device
development, molecular level devices must be fabricated. Proper theoretical studies could be an
aid towards the experimental realities. Electronic transport studies are the basis to realise and
interpret the problems happening at this minute scale. Keeping these in mind, we present a
periodic energy decomposition analysis (pEDA) of two potential candidates for moletronics:
phthalocyanines and porphyrins, by placing them over gold substrate cleaved at the (111) plane
to study the adsorption and interaction at the interface and then, to study their application as a
channel between two electrodes, thereby, providing a link between pEDA and electronic
transport studies. pEDA provides information regarding the bond strength and the contribution
of electrostatic energy, Pauli’s energy, orbital energy and the orbital interactions. Combining this
analysis with electronic transport studies can provide novel directions for atomic/close-to-
atomic-scale manufacturing (ACSM). Literature survey shows that this is the first work which
establishes a link between pEDA and electronic transport studies and a detailed pEDA study on
the above stated molecules. The results show that among the molecules studied, porphyrins are
more adsorbable over gold substrate and conducting across a molecular junction than
phthalocyanines, even though both molecules show a similarity in adsorption and conduction
when a terminal thiol linker is attached. A further observation establishes the importance of
attractive terms, which includes interaction, orbital and electrostatic energies, in correlating the
pEDA study with the transport properties. By progressing this research, further developments
could be possible in atomic-scale manufacturing in the future.

Supplementary material for this article is available online

Keywords: phthalocyanine, porphyrin, potential energy decomposition analysis, potential energy
surface scan, moletronics, ACSM, Manufacturing III
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1. Introduction

The field of molecular electronics gives an insight to the
application of molecules for the development of molecular
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electronic devices [1]. These molecular devices are the
building blocks for atomic/close-to-atomic-scale manu-
facturing. The foundation must be laid so that a mass pro-
duction of these devices could be developed in the future. The
electronic transport studies across a molecular junction can
lead to this perspective. Many studies have been performed in
revealing the transport properties through a molecule attached
to the ends of lead electrodes [2–5]. A recent technical article
shows the importance of contact between the molecule and
the electrodes and how it can affect the transport of electrons
[6]. Hence, the bonding properties and the interactions at the
junction are an inevitable factor to be considered. Even
though the transport studies are well established, a quantified
analysis that enhances this study is still lacking in the present
research fields and it still remains as a research gap. To fill
this gap, a new approach called periodic energy decomposi-
tion analysis (pEDA), introduced by Raupach and Tonner [7],
which is an extension of energy decomposition analysis
(EDA) by the consideration of periodic boundary conditions
(PBC), could be used to have a detailed study on the bonding
interactions between two fragments in a periodic system.
Through this study, the total energy by which the molecules
get attached to the electrodes could be decomposed into
interaction energy, Pauli’s repulsion energy, orbital energy
and orbital interactions, which could be analysed separately to
have a deeper knowledge on the molecule-substrate interac-
tions. By extracting the information regarding interactions
occurring between the molecule and the substrate, a connec-
tion can be established between the bond strength and the
transport properties which forms the motivation for this study.

Phthalocyanine (H2Pc), tin (II) phthalocyanine (SnPc),
porphyrin (Pr) and tin (II) porphyrin (SnPr) have proved to be
excellent candidates for the molecular electronic studies
[8, 9], hence, they are selected for this research. Phthalo-
cyanines are blue-green coloured aromatic compounds which
have applications of molecular switching [10]. This applica-
tion is due to the rapid charge transfer, less than a picosecond,
across the molecule [11]. Apart from that, phthalocyanines
and similar porphyrins exhibit stability in most physical and
chemical conditions. Phthalocyanines were discovered by
Linstead in 1934 [10, 12] and the first preparation of por-
phyrin, called hematoporphyrin, by Johann Ludwig Wilhelm

Thudichum was between 1829 and 1901 [13]. The optimized
structures of H2Pc and Pr are given in figure 1. Similarly, the
structures of SnPc and SnPr are given in figure 2. The opti-
mized bond lengths of molecules under study are given in
supplementary material (see figures S1–S4, available online at
stacks.iop.org/IJEM/2/015401/mmedia), which are com-
parable with that reported by Zhang et al, albeit some bond
lengths differ due to the different exchange-correlation
functionals and the software used, details of which can be
found in [14].

Orbital overlapping takes place when a molecule is
incorporated between the electrodes. This overlapping leads
to chemical bonding which in turn determines the coupling
strength at the junction. Therefore, importance of chemical
bonding should be considered since it forms the basis for
molecular chemistry calculations [15]. The effects of chemi-
cal bonds between alkyl chains and the metal junctions on
tunnelling mechanism have been already established [16]. In
quantum calculations, wavefunctions and delocalized elec-
tronic structures help to calculate the probability of electrons
to present in a particular orbit, whereas the chemical bonding
properties are more localized and needed to be established. A
summary on different methods to analyse the electronic
structures of the compounds can be found in [7].

Figure 1.Optimized molecular structures: the optimized structures of
(A) phthalocyanine, (B) porphyrin. (Light grey: hydrogen; dark
grey: carbon; blue: nitrogen.)

Figure 2. Front and side views of optimized molecular structures: the
optimized structures of (A) tin (II) phthalocyanine; (B) side view of
tin (II) phthalocyanine; (C) tin (II) porphyrin; (D) side view of tin
(II) porphyrin. The Sn atom protrudes out from the middle portion of
the molecules and by pulling it on either sides, molecular switching
property can be achieved [8]. (Light grey: hydrogen; dark grey:
carbon; blue: nitrogen; pink: tin.)
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To establish the link between the above mentioned study
and electronic transport analysis, we have presented transport
calculations by placing the molecules under study between
two gold electrodes by employing non-equilibrium Green’s
function (NEGF), thereby, obtaining transmission spectrum
and current (in 2e/h), where e is the electronic charge and h is
Planck’s constant Vs bias potential profile. Section 2 gives the
theories required for the pEDA and NEGF calculations,
which are referred from literatures and the documentations of
the software used (ADF 2018). The material and methods
including the set-ups used for the study are given in section 3.
The results obtained, necessary interpretations and analysis
are described in section 4 and finally the concluding remarks
are provided in section 5. Throughout the context, the ter-
minology ‘phthalocyanines’ generally represents H2Pc and
SnPc. Likewise, the term ‘porphyrins’ represents SnPr and Pr.

2. Theoretical background

2.1. Periodic energy decomposition analysis

The EDA was first studied by Kituara and Morukuma [17]
and further developed by Zigler and Rauk [18, 19]. Here,
intrinsic bond energies of two fragments, A and B, forming
AB molecule, are considered and the bond formation is
divided into different sub-steps. A summarized theory is
given, details of which can be found in [7, 20]. A schematic
representation of the EDA process and the corresponding
energy terms are given in figure 3.

From figure 3, the bond dissociation energy, Ebond, is the
combination of preparation energy, Eprep, and the interaction
energy, Eint, given as

( )D = D + DE E E . 1bond prep int

The preparation energy is required since the fragments get
excited from its ground state to a reference point when they
are geometrically distorted and possibly electronically excited

( ) ( ) ( )D = + - +E E E E E , 2prep A
GS

B
GS

A B

where EA B
GS

, is the energy of the fragments, A and B, in the
ground states respectively and EA B, is the energy of the dis-
torted fragments, respectively. The fragments interact to form
the AB molecule and the intrinsic bond energy would be the
difference of the combined molecule and the individual
fragment energies, i.e. the interaction energy would be par-
titioned into different terms such as electrostatic energy
(Eelstat), Pauli repulsion energy (EPauli) and the orbital
relaxation energy (Eorb), given as

( )D = D + D + DE E E E . 3int elstat Pauli orb

The electrostatic energy gives the energy change when the
fragments are brought together to the occupying positions in
the AB molecule in which the charge distribution for both the
fragments are rA and rB, respectively. If yA and yB are the
wavefunctions of the fragments Aand B, then the product
{y yA B}, when normalized and antisymmetrized, gives an
intermediate wavefuction, y¢, with energy ¢E

Â{ } ( )y y y¢ = N , 4A B

where N is the normalization factor and Â is the anti-
symmetrization factor.

Finally, the orbitals of y¢, which are frozen, can be made
to relax and the optimal wavefunction yAB is found with
energy E ,AB which is the orbital energy, Eorb

[ ] [ ] ( )r r= - ¢E E E , 5orb AB

where rAB is the density of yAB and r¢, the density of y¢.
It is important to add a dispersion term to the above-

mentioned theory which improves the performance of the
calculations, which is made possible by implementing the
DFT-D3 functional put forth by Grimme et al [21]. Hence,
the interaction energy can be further be expressed as the
combination of dispersion effect (disp) and the electronic
effect (elec) [20], given as

( ) ( ) ( )D = D + DE E disp E elec , 6int int int

where ( )DE elecint corresponds to equation (3).
The different energy terms are given briefly without

going into details [7]. The electrostatic energy term can be
given as
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where a bZ , is the atomic numbers of fragments A and B,
respectively, a bR , is the nuclear positions of two fragments,
ri j, is the position of electrons of both the fragments and rA B,
represents the charge density of fragments A and B, respec-
tively. After the inclusion of orthogonalized wavefunction,
y¢ (k), and the expansion of bloch basis, the Pauli repulsion

Figure 3. EDA theoretical approach: (A) the steps involved in an
EDA process which describes the formation of AB from A and B; (B)
the corresponding EDA energy terms for each steps. Reproduced
from [7]. CC BY 3.0.
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energy term can be given as

( )D = D ¢ + D + D ¢E T V V , 8Pauli P Coul XC,

where D ¢T represents the occupied and the virtual space of
the transformation matrix, DVP Coul, is the change in coulomb
interaction due to fragment orthogonalization andD ¢VXC gives
the exchange-correlation energy. Finally, after relaxing the
intermediate wavefunction, y¢, and obtaining the final
wavefunction, y ,AB the orbital relaxation energy can be found
out by the equation

[ ] [ ] ( )r rD = - ¢E E E . 9orb AB

All these energy terms can be calculated separately using the
above equations.

2.2. Non-equilibrium Green’s function (NEGF)

NEGF can be used for modelling the transport properties
across a molecular junction. For the electronic transport, a
voltage should be provided at the drain electrode. For a three-
terminal device, voltage at the gate controls the current flow
across the junction. When the voltage is provided, there
would be a difference in the potentials on both sides and
electrons start to flow from the source to drain. This can be
solved by using transport equations, which can be used to
calculate the electron density and current due to the potential
difference [22]. When the electrons start to flow from the

electrodes, coherent scattering takes place, and this can be
modelled using software. Here, we have modelled this
transport properties using SCM DFTB [23]. From this soft-
ware, it is possible to calculate the transmission function,
T(E), which gives the number of electrons with energy, E,
transferred across the junction filtering through the scattering
region. The current across the junction can be calculated
using the Landauer–Buttiker formula

( ) ( ) [ ( ) ( )] ( )ò m m= - - -I V
e

h
T E V f E f E dE, , 10L R

where e is the charge of electron, h is the Plank’s constant,
( )T E V, is the transmission and ( )( )m-f E L R is the Fermi–

Dirac functions for the left and right electrodes with the
chemical potential ( )m .L R As mentioned above, the transmis-
sion function can be found out from the Green’s function,
G(E), which can be given as

( ) [ ] ( )= - -G E I ES H , 111

where I is the identity matrix, S is the overlap matrix, E is the
energy and H is the Hamiltonian of the system which can be
developed from the left/right electrode and the central cluster,
here, the molecule. The electrodes are considered as semi-
infinite and can be included in the Hamiltonian by taking their
self-energies, ∑, into consideration. The Hamiltonian, H, can
be given as

⎛

⎝
⎜⎜

⎞

⎠
⎟⎟ ( )=

+ S

+ S
H

H H
H H H

H H

0

0
, 12

L L LM

LM M RM

RM R R

where HL, HR and HM represent the Hamiltonians of the left
electrode, right electrode and the molecule respectively, ∑L/R

represent the self-energies of left and right electrodes,
respectively. HLM and HRM are the Hamiltonians of the left
and right contacts with the molecule, respectively.

Once the Green’s function is calculated using the above
equations, transmission function can be found out by taking
the trace of G(E) and the broadening matrices of two elec-
trodes, GL and G ,R which can be given as

( ) [ ( ) ( ) ( ) ( )] ( )= G GT E Tr G E E G E E , 13R L

where the broadening matrices, which are the anti-Hermitian
part of the self-energies [24], are given by

( ) ( ) ( )IG = - SE E2 , 14L L

( ) ( ) ( )IG = - SE E2 , 15R R

where I is the imaginary part.

3. Materials and methods

All calculations were performed by the Amsterdam Density
Functional (ADF) molecular modelling suit programme using
the BAND [25] and DFTB [23] platforms. All molecules
were optimized before performing the calculations. Relati-
vistic corrections were included by means of zeroth-order
regular approximation (ZORA) formalism [26]. The
exchange-correlation (XC) functional of Perdew [27, 28] and

Scheme 1. Theoretical pEDA calculation set-up: the optimized
geometry setup used for the PEDA calculations (A) without thiol
linker, (B) with thiol linker. (Yellow: gold; light grey: hydrogen;
dark grey: carbon; green: sulfur.)
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Becke [29, 30] were used. Triple-zeta polarization (TZP)
basis sets were used to describe the valence electrons of
carbon, hydrogen, nitrogen, sulfur and tin. For the pEDA
calculation, generalised gradient approximation functional
with dispersion correction, PBE-D3 [21], was used to add the
dispersion term and to carry out the calculations in three
dimensional PBC. The frozen core was set to small and
normal numerical quality is used in BAND calculation, in
order to reduce the calculation time [7]. Regular k-space grids
of 1×1 and 5×5 were employed for the calculations of
pEDA energy terms. All calculations were assumed to be
performed in vacuum since the air resistance is neglected by
default in the software. The adsorption of H2Pc, SnPc, Pr and
SnPr on the Au (111) surface with and without thiol linkers
were the set-ups used for the pEDA studies (coordinates of
which are given in supplementary tables S3–S10). The
convergence criteria for the SCF and the structural optim-
ization calculations are provided in supplementary table S2.

A large super cell with 2×3 dimension and three layers
of Au for Pr, SnPr and a super cell of 4×4 dimension with
three layers of Au for H2Pc and SnPc were used to set-up the
pEDA calculation, since the latter molecules have a larger
dimension. The Au substrate was described as a slab with two
dimensional PBC and theoretically optimized lattice para-
meter of 4.159 Å [31] was used. The Au substrate was
optimized using DFTB platform employing DFTB.org para-
meter directory [32]. For the pEDA calculations without the
thiol linker, the terminal hydrogen was attached to the gold
with a bond length of 1.980 Å as shown in scheme 1(A). For
the molecules with the thiol linker, the bond length between
the terminal sulfur atom and the gold was set to 2.611 Å as
shown in scheme 1(B). The mentioned bond lengths were
chosen in order to avoid the overlap error and to provide
enough gap between the atoms. The same results will be
obtained even if no bond connection is provided, but main-
taining the mentioned distance, since the DFT calculations are
independent on the bond characteristics. Two separate frag-
ments were selected and the overlapping of one or more
atoms were carefully avoided to rectify the errors of used
fragments. The convergence was found to be slow for SnPr,
which was rectified by turning on the degenerate occupancy.
All calculations were performed thrice to test the
reproducibility.

4. Results and discussion

The highest occupied molecular orbitals (HOMO) and the
lowest unoccupied molecular orbitals (LUMO) of all the
molecules are obtained from ORCA [33] (supplementary
figures S5–S8). The different HOMO and LUMO values
along with the HOMO-LUMO gap are given in supplemen-
tary table S1 for reference.

The pEDA calculations were performed using the para-
meters mentioned in section 3. The simulated calculations
were quicker for Pr and slower for H2Pc than the other
molecules, for both k-space grids, since the size is lesser for
the former than the latter. The pEDA energy terms were

obtained that contributed to the bonding interactions between
the molecule without thiol linker and the substrate which is
given in table 1. A detailed explanation of each term is
beyond the scope of this paper since we have used the pEDA
values only for the aid of the following studies and to
establish the link between pEDA and electronic transport
properties. Readers are advised to refer to recent reviews
[20, 34] and a study [35] on pEDA analysis to gather an
overall idea of the energy terms. In the case of 1×1 k-space
grid, from table 1, phthalocyanines have a fewer absolute
values of !Eelstat and !Eorb (except for H2Pc), which are due
to the low back bonding of electrons from Au surface to the
molecule.

The increased !Eorb is the only stability available for
H2Pc. At the same time, for porphyrins, an average increase
of ∼17 kJ mol−1 in !Eorb can be observed. Special attention
should be given to !Eint, which is almost comparable for
H2Pc, SnPc and Pr but is larger for SnPr. Since the former
three have a comparable !Eint, they might be interpreted to
have a similar bonding scenario, but evaluating !EPauli,
which is much higher, about an average of 1.2 times, for
porphyrins when compared with phthalocyanines, they appear
to lack stability. However, this destabilization is compensated
by the increased dispersive effect (about an average increase

Table 1. The PEDA results of the molecules without thiol linkers
adsorbed on Au(111)a.

Regular k-space grid

Molecule without thiol linker 1×1 5×5

Phthalocyanine
!Eint −50.3 −47.8
!Eint (elec) 11.5 (16%) 13.9 (18%)
!Eint (disp) −61.8 (84%) −61.8 (82%)
!EPauli 165.4 157.0
!Eelstat −66.8 (43%) −65.5 (46%)
!Eorb −87.1 (57%) −77.6 (54%)
Tin (II) phthalocyanine
!Eint −57.6 −52.7
!Eint (elec) 11.8 (15%) 16.6 (19%)
!Eint (disp) −69.3 (85%) −69.3 (81%)
!EPauli 140.0 156.8
!Eelstat −65.3 (51%) −68.3 (49%)
!Eorb −62.9 (49%) −71.9 (51%)
Porphyrin
!Eint −55.9 −57.1
!Eint (elec) 24.1 (23%) 22.4 (22%)
!Eint (disp) −80.0 (77%) −79.5 (78%)
!EPauli 183.7 186.0
!Eelstat −76.8 (48%) −76.4 (47%)
!Eorb −82.8 (52%) −87.2 (53%)
Tin (II) porphyrin
!Eint −75.8 −64.1
!Eint (elec) 3.8 (5%) 15.6 (16%)
!Eint (disp) −79.6 (95%) −79.6 (84%)
!EPauli 185.1 186.8
!Eelstat −84.4 (47%) −82.6 (48%)
!Eorb −96.9 (53%) −88.6 (52%)

a

All units are in kJ mol−1.
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of 14.25 kJ mol−1), along with the higher attractive terms
(!Eelstat and !Eorb) make them more interactive with the
surface electrons. It should be observed that the electronic
interaction energy, !Eint (elec), is actually repulsive but is
overruled by the much higher dispersion effects. Hence, a low
interaction energy, a weaker orbital and electrostatic energies
make phthalocyanines poorly interactive with the gold sub-
strate compared with porphyrins.

When the attaching hydrogen was replaced with a single
thiol linker, as expected, the adsorption properties got
enhanced since the thiol functional group has lone pairs and
makes the system more electron rich. Tivanski et al [36] have
shown the influence of thiol linkers on the conductivity of
molecules over the gold substrate. They have reported the
enhanced conductivity with double thiol linkers than single
but with different molecules, biphenyl −4,4′-dithiol and
biphenyl −4,4′-dicarbodithioic acid. Here, in our study, we
have used a single thiol linker to make the calculations sim-
pler. Table 2 shows the corresponding pEDA energy terms for
the molecules with the thiol linker. From the table, the con-
tributions of interaction energy from both electronic and
dispersive effects as well as, all the pEDA energy terms,
repulsive (!EPauli) and attractive (!Eelstat, !Eorb), are com-
parable. Hence, the bonding in these molecules are identical

and shows almost an equal conduction across a molecular
junction. It should be noted that !EPauli is higher for thiol
linked molecules than without and yet shows a high con-
duction and interaction. The reason for this is the increased
dispersion effects and the attractive interactions when a thiol
linker is attached. Analysing each molecule with thiol linker,
H2Pc has ∼36%, SnPc, ∼38%, Pr, ∼32% and SnPr, ∼27%
higher electrostatic and H2Pc ∼10%, SnPc ∼28%, Pr and
SnPr ∼14% orbital contribution than without thiol linker.
This dominance increases the back bonding of electrons from
the surface to the molecule. Also, the distance from the
terminal sulfur to gold contributes to the increased !EPauli.
The influence of distance, yaw and pitch on pEDA energy
terms can be referred from [7, 20]. Additionally, the increase
in size and steric demand of thiol linked molecules contribute
to the increased conduction. However, even though the values
are comparable, an increased attractive term make porphyrins
a slightly more conductive than phthalocyanines.

The pEDA values when performed in a regular k-space
grid of 5×5 and a tight k-mesh in correspondence with the
lattice space vector, to have more reliable results, are also
shown in tables 1 and 2. Here, for molecules without thiol
linker (table 1), !EPauli, is found to decrease for H2Pc while
an increase in !EPauli term can be seen for other molecules
and for all molecules with thiol linker (table 2). The !Eint

term got decreased for all molecules in both configurations
except for Pr without thiol linker. All the other terms are
almost comparable with no change in dispersion energy
terms.

Evaluating the attractive terms, (!Eelstat and !Eorb), in
this grid, for molecules with thiol linker, H2Pc and SnPc have
∼38%, Pr∼32% and SnPr ∼30% higher electrostatic and
H2Pc ∼24%, SnPc ∼26%, Pr and SnPr ∼12% higher orbital
contribution than without thiol linker.

Our findings show that the attractive terms that include
!Eint, !Eelstat and !Eorb contribute mainly in correlating the
transport properties. The !Eint(disp) and !EPauli terms
influence the formers in altering their effects. The electronic
transport studies performed in the following are in favour of
the results obtained with the pEDA calculation. For all these
calculations, the relative contributions of dispersion effect to
the interaction energy is higher than the electronic effect that
can compensate for the other energy terms in decreasing/
increasing the interactions in terms of the dispersion values
accordingly. Additionally, an increased size of the adsorbate
can also have an impact on the k-space sampling.

To take this study further, the transport properties were
studied for all the molecules by placing them in between two
3×3 gold electrodes cleaved at the (111) plane. A single
point contact is provided between the terminal atom and the
electrode (scheme 2). The calculations employed the usage of
DFT and NEGF and were performed using SCM DFTB
platform. For the NEGF calculations, QUASINANO2013.1
[37] parameter directory was used. To maintain the con-
sistency, distance between terminal hydrogens and gold
atoms were set to 1.980 Å, for molecules without thiol lin-
kers, and the terminal sulfur and gold atoms to 2.611 Å, for
thiol linked molecules, (as shown in scheme 2) same as given

Table 2. The PEDA results of the molecules with thiol linkers
adsorbed on Au(111)a.

Regular k-space grid

Molecule with thiol linker 1×1 5×5

Phthalocyanine
!Eint −51.7 −44.7
!Eint (elec) 8.9 (13%) 15.9 (21%)
!Eint (disp) −60.6 (87%) −60.6 (79%)
!EPauli 257.0 288.1
!Eelstat −140.4 (57%) −146.6 (54%)
!Eorb −107.7 (43%) −125.6 (46%)
Tin (II) phthalocyanine
!Eint −53.3 −46.3
!Eint (elec) 10.1 (14%) 17.2 (21%)
!Eint (disp) −63.5 (86%) −63.5 (79%)
!EPauli 269.0 295.1
!Eelstat −146.7 (57%) −153.0 (55%)
!Eorb −112.2 (43%) −124.9 (45%)
Porphyrin
!Eint −55.0 −46.0
!Eint (elec) 10.7 (14%) 19.7 (23%)
!Eint (disp) −65.7 (86%) −65.7 (77%)
!EPauli 273.1 281.3
!Eelstat −149.4 (57%) −148.9 (57%)
!Eorb −113.0 (43%) −112.7 (43%)
Tin (II) porphyrin
!Eint −49.6 −41.7
!Eint (elec) 15.0 (19%) 22.8 (26%)
!Eint (disp) −64.6 (81%) −64.6 (74%)
!EPauli 277.2 285.2
!Eelstat −150.4 (57%) −150.2 (57%)
!Eorb −111.8 (43%) −112.2 (43%)

a

All units are in kJ mol−1.
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in pEDA calculations (see scheme 1). The required theory for
the same is given in section 2.2. With this, a transmission
spectrum and current (in 2e/h)—energy characteristic curves
can be obtained. The spectra of molecules without thiol lin-
kers at different gate voltages along with the device set up can
be referred from supplementary figures S9–S16.

From the transmission spectra of each device set-up
without thiol linker, H2Pc has comparably very higher peaks
above the Fermi level, positioned at 0 eV, which represents
the LUMO levels (supplementary figure S9). This increase in
peaks are due to the higher !Eorb obtained for H2Pc from the
pEDA calculation. However, almost similar levels of peaks
are obtained below and above the Fermi level of SnPc (sup-
plementary figure S10). For Pr (supplementary figure S11)
and SnPr (supplementary figure S12), peaks are almost
equally distributed on both sides of the Fermi level. For dif-
ferent voltages, peaks increase with an increase in the applied
gate voltage. Even though the peaks seem to be less distinct
for porphyrins, they have higher areas of transmission making
them more transmission favourable than phthalocyanines,
which is confirmed in I versus E curves (figure 4(B)). Hence,
among the molecules under study, without thiol linkers, as
obtained from the pEDA calculations, porphyrins are best
adsorbed over the gold substrate which led to higher trans-
mission and conduction of current across Au–molecule–Au
molecular junction.

The device set-up and the transmission for different gate
voltages when the molecules under study are attached with a
thiol linker on both sides can be referred from supplementary
figures S17–S24. From the transmission peaks obtained, there
is a considerable increase in the conductivity of all molecules
removing the energy window. This happens since there are
very high overlap of the orbitals, the change in their sym-
metries and an increased electrostatic influence as explained
with the pEDA results. Due to this, evidently, leakage current
is much pronounced with the thiol linked molecules. A slight
change in the position of the contact could alter the peaks in a
different way since this affects the position of the energy
levels [38]. It should be noted here that the transmission at

Scheme 2. Theoretical NEGF calculation set-up: the optimized
geometry setup used for the NEGF calculations (A) without thiol
linker, (B) with thiol linker. (The molecule shown here is porphyrin.)

Figure 4. Combined transmission and I–E profile of molecules with
and without thiol linker: (A) the comparative transmission peaks for
all four molecules without the thiol linker under study at zero gate
voltage, (B) the current versus energy profile for all the molecules
without thiol linker at zero gate voltage, (C) the transmission peaks
for all molecules with thiol linker at zero gate voltage, (D) the
current versus energy plot for the molecules with thiol linker at zero
gate voltage. The energy window is well defined (i.e. from approx.
−1.75 eV to +1.5 eV) for (A) and has reduced (i.e. from approx.
−1.5 eV to +0.25 eV) for (B).
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different gate voltages for all molecules are almost similar
above and below the Fermi levels. Even though this is the
case, a slightly higher peaks can be visible for porphyrin
molecules (supplementary figures S19 and S20). A compar-
ison of transmission for all molecules with thiol linker at zero
gate voltage in figure 4(C) also proves this situation. Apart
from that, the current (in 2e/h) versus energy curves for the
molecules at zero gate voltage in figure 4(D) also shows a
consistent result.

From figure 4(A), for molecules without thiol linker, the
transmission peaks are very well visible for Pr and SnPr.
Also, the current conduction is highest for SnPr and the least
for Pc showing better conduction for porphyrin and are
consistent with the pEDA calculation. This happens because
the current is directly proportional to the area under the
transmission peaks which is highest for SnPr and least for Pc
as shown in figures 4(A) and (B). For molecules with thiol
linkers, even though all molecules show similar conductivity
and transmission, porphyrins have slightly higher transmis-
sion (figure 4(C)). In addition, the current versus energy plot
for porphyrins are slightly enhanced (figure 4(D)).

For the next generation manufacturing, Manufacturing
III, the functional features must be in the atomic scale [1, 39].
For this implementation, a stable and steady method for the
mass production of atomic scale electronic components are
needed. The best and foreseeable method for the mentioned is
the application of self-assembling molecules [9]. Phthalo-
cyanines [40] and porphyrins [41] are tested for their self-
assembling capabilities for biological and molecular electro-
nic purposes, out of which, porphyrins were self-assembled
very fast, within 15 min, and phthalocyanines, in 30 min, on
ZnO thin film [42]. With the studies performed here, further
molecules could be analysed and calculated theoretically.
Once a solid method is achieved for durable transistor actions
with these molecules, future studies can be concentrated on
connecting the molecular leads without altering the contact
points with the outside circuitry. Also, a consistent and solid
current conduction can be made possible with a strong con-
tact, thereby, linking the microscopic with the macroscopic
world.

5. Conclusions

In conclusion, we have presented a periodic EDA on four
different molecules, derivatives of phthalocyanines and por-
phyrins, to prove their adsorption capabilities over a gold
substrate. Through this study, we were able to provide an idea
regarding separate energy terms contributing to the bond
formation of the mentioned molecules at a molecular junction.
Besides, the electronic transport properties across each of the
molecules were studied and analysed. Porphyrins were found
to be much more interactive with the gold surface according
to the pEDA results which are confirmed by the consistent
favourable results obtained with NEGF calculations, thereby,
we have established a connection between the pEDA and
electronic transport studies across a molecular junction. All
results corresponding to both studies were consistent

throughout. Hence, we have successfully quantified a method
to correlate the bonding analysis with transport properties
across a molecular junction. Apart from that, comments on
further studies of these molecules such as the self-assembly
and the stability of contact, a mass production of atomic-scale
devices with these molecules are provided, which would be of
help in forming the foundation of Manufacturing III in the
future. Furthermore, questions such as ‘is this connection
between pEDA and electronic transport studies consistent for
all the molecules?’, ‘will this study help to identify potential
molecules for the fabrication of molecular devices?’, ‘will this
help to authentically study the interactions at the metal-
molecule interface?’, ‘is experimental verification possible?’,
and ‘would surface planes other than (111) gold substrate and
a higher k-space grid enhance the study?’ need to be
addressed in the future.

Acknowledgments

This work was supported by the Science Foundation Ireland
(Grant No. 15/RP/B3208); and ‘111’ project by the State
Administration of Foreign Experts Affairs and the Ministry of
Education of China (Grant No. B07014).

Compliance with ethics guidelines

Paven Thomas Mathew and Fengzhou Fang declare that they
have no conflict of interest or financial conflicts to disclose.

Declaration of interest

None.

ORCID iDs

Paven Thomas Mathew https://orcid.org/0000-0002-
8056-2198
Fengzhou Fang https://orcid.org/0000-0002-8716-5988

References

[1] Mathew P T and Fang F Z 2018 Advances in molecular
electronics: a brief review Engineering 4 760–71

[2] Tao N J 2009 Electron transport in molecular junctions
Nanoscience and Technology (London: World Scientific)
pp 185–93

[3] Liu R, Wang C-K and Li Z-L 2016 A method to study
electronic transport properties of molecular junction: one-
dimension transmission combined with three-dimension
correction approximation (OTCTCA) Sci. Rep. 6 21946

[4] Kole A and Ang D S 2018 First principle investigation of
electronic transport properties of the edge shaped graphene-
porphine molecular junction device AIP Adv. 8 085009

8

Int. J. Extrem. Manuf. 2 (2020) 015401 P T Mathew and F Fang

https://orcid.org/0000-0002-8056-2198
https://orcid.org/0000-0002-8056-2198
https://orcid.org/0000-0002-8056-2198
https://orcid.org/0000-0002-8056-2198
https://orcid.org/0000-0002-8056-2198
https://orcid.org/0000-0002-8716-5988
https://orcid.org/0000-0002-8716-5988
https://orcid.org/0000-0002-8716-5988
https://orcid.org/0000-0002-8716-5988
https://doi.org/10.1016/j.eng.2018.11.001
https://doi.org/10.1016/j.eng.2018.11.001
https://doi.org/10.1016/j.eng.2018.11.001
https://doi.org/10.1142/9789814287005_0019
https://doi.org/10.1142/9789814287005_0019
https://doi.org/10.1142/9789814287005_0019
https://doi.org/10.1038/srep21946
https://doi.org/10.1063/1.5037257


[5] Yuan S, Wang S, Kong Z, Xu Z, Yang L, Wang D, Ling Q and
Wang Y 2018 Theoretical studies of the spin-dependent
electronic transport properties in ethynyl-terminated
ferrocene molecular junctions Micromachines 9 95

[6] Mathew P T, Fang F Z, Nadal L V, Cronin L and Georgiev V
2019 First principle simulations of current flow in inorganic
molecules: polyoxometalates (POMs) 5th Joint EUROSOI -
ULIS 2019 Conf. (Grenoble: IEEE)

[7] Raupach M and Tonner R 2015 A periodic energy
decomposition analysis method for the investigation of
chemical bonding in extended systems J. Chem. Phys. 142
194105

[8] Niu T and Li A 2013 Exploring single molecules by scanning
probe microscopy: porphyrin and phthalocyanine J. Phys.
Chem. Lett. 4 4095–102

[9] Sun L, Diaz-Fernandez Y A, Gschneidtner T A, Westerlund F,
Lara-Avila S and Moth-Poulsen K 2014 Single-molecule
electronics: from chemical design to functional devices
Chem. Soc. Rev. 43 7378–411

[10] Linstead R P 1934 212 phthalocyanines: I. A new type of
synthetic colouring matters J. Chem. Soc. Resumed. 0 1016

[11] Simic-Glavaski B 1989 Phthalocyanines in molecular
electronic devices Images 21st Century Proc. Annu. Int.
Eng. Med. Biol. Soc. (Seattle, WA) (Piscataway, NJ: IEEE)
pp 1325–6

[12] van Staden J (Koos) F 2015 Application of phthalocyanines in
flow- and sequential-injection analysis and microfluidics
systems: a review Talanta 139 75–88

[13] Thudichum J L W 1867 On cruentine Rep. Med. Off. Privy
Counc., X Appendix 7:227

[14] Zhang X, Zhang Y and Jiang J 2004 Geometry and electronic
structure of metal free porphyrazine, phthalocyanine and
naphthalocyanine as well as their magnesium complexes
J. Mol. Struct. Theochem 673 103–8

[15] Frenking G and Shaik S 2014 The chemical bond-
fundamentals and models Chem. Bond- Period. Table (New
York: Wiley) p 566

[16] Selzer Y, Salomon A and Cahen D 2002 The importance of
chemical bonding to the contact for tunneling through alkyl
chains J. Phys. Chem. B 106 10432–9

[17] Kitaura K and Morokuma K 1976 A new energy
decomposition scheme for molecular interactions within the
Hartree–Fock approximation Int. J. Quantum Chem. 10
325–40

[18] Ziegler T and Rauk A 1977 On the calculation of bonding
energies by the Hartree–Fock Slater method: I. The
transition state method Theor. Chim. Acta 46 1–10

[19] Ziegler T and Rauk A 1979 A theoretical study of the ethylene-
metal bond in complexes between copper(1+), silver(1+),
gold(1+), platinum(0) or platinum(2+) and ethylene, based
on the Hartree–Fock–Slater transition-state method Inorg.
Chem. 18 1558–65

[20] Pecher L and Tonner R 2018 Deriving bonding concepts for
molecules, surfaces, and solids with energy decomposition
analysis for extended systems Wiley Interdiscip. Rev.
Comput. Mol. Sci. 9 e1401

[21] Grimme S, Antony J, Ehrlich S and Krieg H 2010 A consistent
and accurate ab initio parametrization of density functional
dispersion correction (DFT-D) for the 94 elements H-Pu
J. Chem. Phys. 132 154104

[22] Datta S 2002 The non-equilibrium Green’s function (NEGF)
formalism: an elementary introduction Dig. Int. Electron
Devices Meet (San Francisco, CA: IEEE) pp 703–6

[23] AMS DFTB 2018 Theoretical Chemistry (Amsterdam: Vrije
Universiteit)

[24] Datta S 2005 Quantum Transport: Atom to Transistor
(Cambridge: Cambridge University Press)

[25] BAND 2018 Theoretical Chemistry (Amsterdam: Vrije
Universiteit)

[26] Vilà-Nadal L, Mitchell S G, Markov S, Busche C, Georgiev V,
Asenov A and Cronin L 2013 Towards polyoxometalate-
cluster-based nano-electronics Chem.—Eur. J. 19 16502–11

[27] Perdew J P 1986 Density-functional approximation for the
correlation energy of the inhomogeneous electron gas Phys.
Rev. B 33 8822–4

[28] Perdew J P 1986 Erratum: density-functional approximation
for the correlation energy of the inhomogeneous electron gas
Phys. Rev. B 34 7406–7406

[29] Becke A D 1986 Density functional calculations of molecular
bond energies J. Chem. Phys. 84 4524–9

[30] Becke A D 1988 Density-functional exchange-energy
approximation with correct asymptotic behavior Phys. Rev.
A 38 3098–100

[31] Liu W, Ruiz V G, Zhang G-X, Santra B, Ren X,
Scheffler M and Tkatchenko A 2013 Structure and
energetics of benzene adsorbed on transition-metal surfaces:
density-functional theory with van der Waals interactions
including collective substrate response New J. Phys. 15
053046

[32] Fihey A, Hettich C, Touzeau J, Maurel F, Perrier A, Köhler C,
Aradi B and Frauenheim T 2015 SCC-DFTB parameters for
simulating hybrid gold-thiolates compounds J. Comput.
Chem. 36 2075–87

[33] Schäfer A, Horn H and Ahlrichs R 1992 Fully optimized
contracted Gaussian basis sets for atoms Li to Kr J. Chem.
Phys. 97 2571–7

[34] Zhao L, von Hopffgarten M, Andrada D M and Frenking G
2018 Energy decomposition analysis: energy decomposition
analysis, Wiley interdiscip Rev. Comput. Mol. Sci. 8 e1345

[35] Levine D S and Head-Gordon M 2017 Energy decomposition
analysis of single bonds within Kohn–Sham density
functional theory Proc. Natl Acad. Sci. 114 12649–56

[36] Tivanski A V, He Y, Borguet E, Liu H, Walker G C and
Waldeck D H 2005 Conjugated Thiol linker for enhanced
electrical conduction of gold−molecule contacts J. Phys.
Chem. B 109 5398–402

[37] Oliveira A F, Philipsen P and Heine T 2015 DFTB parameters
for the periodic table: II. Energies and energy gradients from
hydrogen to calcium J. Chem. Theory Comput. 11 5209–18

[38] Sayed S Y, Fereiro J A, Yan H, McCreery R L and Bergren A J
2012 Charge transport in molecular electronic junctions:
compression of the molecular tunnel barrier in the strong
coupling regime Proc. Natl Acad. Sci. 109 11498–503

[39] Fang F Z, Zhang N, Guo D, Ehmann K, Cheung B, Liu K and
Yamamura K 2019 Towards atomic and close-to-atomic
scale manufacturing Int. J. Extreme Manuf. 1 012001

[40] Zhao Y, Ding J and Huang X-B 2014 Synthesis and self-
assembly of phthalocyanines bearing sulfur-containing
substituents Chin. Chem. Lett. 25 46–50

[41] Medforth C J, Wang Z, Martin K E, Song Y, Jacobsen J L and
Shelnutt J A 2009 Self-assembled porphyrin nanostructures
Chem. Commun. 0 7261

[42] Hakola H, Sariola-Leikas E, Jäntti P, Mokus T, Stranius K,
Efimov A and Tkachenko N V 2016 Formation and stability
of porphyrin and phthalocyanine self-assembled monolayers
on ZnO surfaces J. Porphyr. Phthalocyanines. 20 1264–71

9

Int. J. Extrem. Manuf. 2 (2020) 015401 P T Mathew and F Fang

https://doi.org/10.3390/mi9030095
https://doi.org/10.1063/1.4919943
https://doi.org/10.1063/1.4919943
https://doi.org/10.1021/jz402080f
https://doi.org/10.1021/jz402080f
https://doi.org/10.1021/jz402080f
https://doi.org/10.1039/C4CS00143E
https://doi.org/10.1039/C4CS00143E
https://doi.org/10.1039/C4CS00143E
https://doi.org/10.1039/jr9340001016
https://doi.org/10.1109/IEMBS.1989.96219
https://doi.org/10.1109/IEMBS.1989.96219
https://doi.org/10.1109/IEMBS.1989.96219
https://doi.org/10.1016/j.talanta.2015.02.026
https://doi.org/10.1016/j.talanta.2015.02.026
https://doi.org/10.1016/j.talanta.2015.02.026
https://doi.org/10.1016/j.theochem.2003.12.004
https://doi.org/10.1016/j.theochem.2003.12.004
https://doi.org/10.1016/j.theochem.2003.12.004
https://doi.org/10.1021/jp026324m
https://doi.org/10.1021/jp026324m
https://doi.org/10.1021/jp026324m
https://doi.org/10.1002/qua.560100211
https://doi.org/10.1002/qua.560100211
https://doi.org/10.1002/qua.560100211
https://doi.org/10.1002/qua.560100211
https://doi.org/10.1007/BF02401406
https://doi.org/10.1007/BF02401406
https://doi.org/10.1007/BF02401406
https://doi.org/10.1021/ic50196a034
https://doi.org/10.1021/ic50196a034
https://doi.org/10.1021/ic50196a034
https://doi.org/10.1002/wcms.1401
https://doi.org/10.1063/1.3382344
https://doi.org/10.1109/IEDM.2002.1175935
https://doi.org/10.1109/IEDM.2002.1175935
https://doi.org/10.1109/IEDM.2002.1175935
https://doi.org/10.1002/chem.201301631
https://doi.org/10.1002/chem.201301631
https://doi.org/10.1002/chem.201301631
https://doi.org/10.1103/PhysRevB.33.8822
https://doi.org/10.1103/PhysRevB.33.8822
https://doi.org/10.1103/PhysRevB.33.8822
https://doi.org/10.1103/PhysRevB.34.7406
https://doi.org/10.1103/PhysRevB.34.7406
https://doi.org/10.1103/PhysRevB.34.7406
https://doi.org/10.1063/1.450025
https://doi.org/10.1063/1.450025
https://doi.org/10.1063/1.450025
https://doi.org/10.1103/PhysRevA.38.3098
https://doi.org/10.1103/PhysRevA.38.3098
https://doi.org/10.1103/PhysRevA.38.3098
https://doi.org/10.1088/1367-2630/15/5/053046
https://doi.org/10.1088/1367-2630/15/5/053046
https://doi.org/10.1002/jcc.24046
https://doi.org/10.1002/jcc.24046
https://doi.org/10.1002/jcc.24046
https://doi.org/10.1063/1.463096
https://doi.org/10.1063/1.463096
https://doi.org/10.1063/1.463096
https://doi.org/10.1002/wcms.1345
https://doi.org/10.1073/pnas.1715763114
https://doi.org/10.1073/pnas.1715763114
https://doi.org/10.1073/pnas.1715763114
https://doi.org/10.1021/jp050022d
https://doi.org/10.1021/jp050022d
https://doi.org/10.1021/jp050022d
https://doi.org/10.1021/acs.jctc.5b00702
https://doi.org/10.1021/acs.jctc.5b00702
https://doi.org/10.1021/acs.jctc.5b00702
https://doi.org/10.1073/pnas.1201557109
https://doi.org/10.1073/pnas.1201557109
https://doi.org/10.1073/pnas.1201557109
https://doi.org/10.1088/2631-7990/ab0dfc
https://doi.org/10.1016/j.cclet.2013.10.034
https://doi.org/10.1016/j.cclet.2013.10.034
https://doi.org/10.1016/j.cclet.2013.10.034
https://doi.org/10.1039/b914432c
https://doi.org/10.1142/S1088424616501029
https://doi.org/10.1142/S1088424616501029
https://doi.org/10.1142/S1088424616501029

	1. Introduction
	2. Theoretical background
	2.1. Periodic energy decomposition analysis
	2.2. Non-equilibrium Green’s function (NEGF)

	3. Materials and methods
	4. Results and discussion
	5. Conclusions
	Acknowledgments
	Compliance with ethics guidelines
	Declaration of interest
	References



