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T
he toxic compound nitric oxide (NO)
is involved in a variety of biological
functions such as nerve-signal trans-

duction, dilation of blood vessel, and im-
mune response.1�3 An essential part of its
activation process is axial coordination
(dissociation) of NO to (from) the metal
center of metalloporphyrin. NO coordina-
tion weakens themolecular ligand opposite
to NO in six coordinated metal structures to
trigger subsequent structural transforma-
tions and reactions. The coordination and
dissociation between small molecules (NO,
O2, and CO) and metallo-porphyrins are
also useful to control spin-configurations of
metalloporphyrin systems with potential
applications in molecular sensing and spin-
tronic devices.4�8 Physical kinetics of NO
coordination and dissociation has been
widely studied for the last two decades,
and its reaction rate constants and activa-
tion parameters were revealed with various
techniques including laser flash photoly-
sis.9 In such a method, NO is dissociated

from NO�metalloporphyrin in solution
phases through photoinduced dissociations.
In analogy with photoinducedmechanisms,
electron-induced dissociation of NO from
NO�metalloporphyrin complexes can also
take place and be used to study its reac-
tion kinetics in a vacuum environment. This
method can be implemented with scanning
tunneling microscopy (STM) that allows
studies at the single molecule level, in con-
trast to laser photolysis that probes ensem-
bles of molecules. However, the study that
quantitatively correlates the single mole-
cule dissociation experiments of NO with
its reaction mechanisms has been rare in
the literature.10�12

In this paper, we present experimental
results of single molecule dissociations of
NO fromNO�Co-tetraphenylporphyrin (NO�
CoTPP) complexes, and propose its disso-
ciation mechanisms. Under tunneling junc-
tion of STM, we observed that the disso-
ciations of NO took place with voltage
pulses higher (lower) than þ0.68 (�0.74) V
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ABSTRACT Axial coordinations of diatomic NO molecules to metalloporphyrins play

key roles in dynamic processes of biological functions such as blood pressure control and

immune response. Probing such reactions at the single molecule level is essential to

understand their physical mechanisms but has been rarely performed. Here we report on

our single molecule dissociation experiments of diatomic NO from NO�Co-porphyrin

complexes describing its dissociation mechanisms. Under tunneling junctions of scanning

tunneling microscope, both positive and negative energy pulses gave rise to dissociations

of NO with threshold voltages, þ0.68 and �0.74 V at 0.1 nA tunneling current on

Au(111). From the observed power law relations between dissociation rate and tunneling

current, we argue that the dissociations were inelastically induced with molecular orbital

resonances by stochastically tunneling electrons, which is supported with our density

functional theory calculations. Our study shows that single molecule dissociation experiments can be used to probe reaction mechanisms in a variety of

axial coordinations between small molecules and metalloporphyrins.
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at 0.1 nA tunneling current on Au(111). The observed
dissociations were explained with inelastically induced
molecular orbital resonances and Arrhenius equations
with Gibbs free energy, basedon our density functional
theory (DFT) calculations.

RESULTS AND DISCUSSION

We deposited a mixture of CoTPP and H2TPP on
Au(111) at 150 K. Two different molecules formed
square grid islands with random occupation and could
be distinguished in STM images by the shapes of their
central bodies, macrocycles with Co or H2. CoTPP has a
three-lobed structure with a bright center due to Co in
STM images, whereas H2TPP has a dark ringwith center
depression due to an absent electronic state.12�19

These molecular islands were exposed to NO gas at
80 K with the STM tip retracted. Figure 1 panels a and b
show the STM images obtained from the same area
before and after 300 L exposure of NO gas, respec-
tively. The shapes of H2TPPs were not affected by NO
exposure, whereas about 40% of CoTPPs were chan-
ged from the three-lobed structures to bright ring
shapes as shown in Figure 1c. We assigned the bright
rings as the structures of NO�CoTPP nitrosyl complex.
The STM images shown in Figure 1b were obtained

at sample voltage VS = �0.6 V and tunneling current

IT = 0.1 nA. When the sample voltage was changed
to �1.0 V, we often observed that the molecules of
bright ring shapes were changed back to three-lobed
structures as shown in Figure 1d. This means that NO
wasdissociated fromNO�CoTPPwithelectron-tunneling
induced mechanisms. Dissociated NO molecules
seemed to desorb to vacuum and were not found
near CoTPP on the surface. We also observed similar
dissociation behaviors at þ1.0 V. We quantified these
observations by measuring dissociation rates and
probabilities at different voltages and tunneling cur-
rents. To do that, we used a voltage pulsemanipulation
for each dissociation experiment; we located the STM
tip at the center of NO�CoTPP, turned off the feedback
loop, applied a voltage pulse for 10 s duration, and
monitored tunneling current. Figure 2 panels a and b
show two STM images obtained before and after a
voltage pulsemanipulation, respectively, which show a
clear shape change in a molecule. Figure 2c shows a
tunneling current monitored during two different ma-
nipulations with positive (þ0.8 V, red) and negative
(�0.8 V, blue) voltage pulses. In both cases, the tunnel-
ing current jumped three times. The first and the third
jumps are the results of applied voltage pulses, and the
second jump is the indicative of NO dissociation. The
duration time between the first and second is an
electron exposure time or a reaction time, which can
be converted to the reaction rate for eachmanipulation.

Figure 1. STM images of mixed CoTPP and H2TPP on
Au(111) (a) before and (b, c) after exposure to 300 L of NO
gas. The tunneling conditions are IT = 0.1 nA and VS =
�0.6 eV. Two CoTPP molecules which are not affected by
NO-exposure were marked with red arrow in panel b. A
molecular unit cell is depicted as a yellow square with a
lattice constant a = 1.40 ( 0.01 nm in panel c. (d) STM
images showing NO dissociations (top) during scaning with
VS = �1.0 eV. (bottom) Five NO�CoTPPs become CoTPPs
after scanning the area. The scanning direction is depicted
as an arrow in the upper STM image. The dotted line
indicates a sudden transition from NO�CoTPP to CoTPP.
For clarity, the three representative molecules of CoTPP,
H2TPP, and NO�CoTPP are denoted by red, blue, and green
marks, respectively, in all STM images. Size of images: (a, b)
14.0 � 14.0 nm2, (c) 6.5 � 7.0 nm2.

Figure 2. STM images obtained (a) before and (b) after a
voltage pulse manipulation. (c) Two examples of tunneling
currents measured during voltage pulse manipulations. In
both cases, tunneling current jumped three times. The first
and the third jumps are the results of applied voltage
pulses, and the second jump is indicative of NOdissociation.
The duration time between the first and second is a reaction
time, which is used for obtaining the dissociation rate as a
function of tunneling current in Figure 3b.
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We repeated the voltage pulse manipulations on ten
different NO�CoTPPs for each tunneling condition.
The average dissociation probability (P) for 10 s pulse

durations is measured at different sample voltages
with the tunneling current of 0.1 nA, as shown in
Figure 3a. We were able to determine threshold vol-
tages for dissociations at both polarities, þ0.68 and
�0.74 V, from dP/dV analysis. We also measured dis-
sociation rates at different tunneling currents for (0.8
and(1.0 V voltage pulses as shown in Figure 3b. There
have been reports that described small molecule dis-
sociation from metalloporphyrins and phthalocyanins
with either electric field induced mechanisms or in-
elastic tunneling mechanisms.10�12,20 In fact, we tried
to perform the same experiments at even higher
voltages such as at VS g |1.5| V. However, the dissocia-
tion of NO took place in a group of complexes rather
than a single NO�CoTPP complex at such high vol-
tages. This might be caused by electric field-induced
chemical reaction. In our experiments, the bond-
breaking yields were independent of electric field at
VS e |1.0| V, therefore we tend to consider the NO dis-
sociation mechanism as bond breaking by inelastic
electron tunneling through molecular orbital reso-
nances.21�29 A signature of such mechanisms is the
power law dependency of the reaction rate (R) on the

tunneling current (I), that is, R� IN, where N is the order
of reaction. We fit our data to the power law depen-
dency as in Figure 3b, and obtained the reaction rate
proportional to I1.0(0.2, I2.3(0.1, I2.1(0.1 and I1.0(0.2 at the
sample voltages þ1.0, þ0.8, �0.8, and �1.0 V, respec-
tively. This could be interpreted that one (two) electron
is involved in the dissociation processes at |V| = 1.0 V
(|V |= 0.8 V) with a dissociation rate of 0.1�1000 Hz
for tunneling currents of 0.01�1 nA. Note that the reac-
tion rates are lower (by a factor of 10) at negative bias
voltages than those at positive.
To microscopically understand the NO dissocia-

tion mechanics, we performed first-principles density-
functional theory (DFT) calculations for NO�CoTPP on
Au(111) using the Vienna ab initio simulation package
(VASP).30 To evaluate first-principles thermodynamics
of the NO dissociation, we considered not only ad-
sorption�desorption energetics, zero-point energy,
and vibrational free energy at experimental tempera-
ture from first-principles, but also the chemical potential
of NO gas from experiment at the cryogenic ultra-
high vacuum condition.31 In DFT calculations, a kinetic
energy cutoff of 400 eV for the plane-wave expansion,
projected augmented wave (PAW) potentials,32 and
Perdew�Burke�Ernzerhof (PBE)33 exchange-correlation
functional with and without van der Waals correction34

were used. For the Au(111) surface, we used a p(6 � 6)
surface slab model with three atomic layers. The stan-
dard NO chemical potential was obtained from the
thermochemical table35,36 and fitted with polynomials
[see Supporting Information].
The NO dissociation takes place both at positive and

negative bias voltages (Vbias) in experiment. Therefore,
an excessvie energy, e|Vbias|, of hot tunneling electrons
may be transferred to the vibrational energy of NO
molecules by inelastic electron tunneling through
molecular orbitals of NO in occupied and unoccupied
states. To see the presence of such molecular orbitals,
we analyzed the electronic structure, particularly
the local density of states, of NO-adsorbed CoTPP on
Au(111), as shown in Figure 4b. When we do not
consider the van der Waals (vdW) correction in DFT-
PBE calculations, the highest occupied molecular orbi-
tal (HOMO) of NO�CoTPP locates at 0.1 eV below the
Fermi energy (EF), and the lowest unoccupied molec-
ular orbital (LUMO) of NO�CoTPP/Au(111) locates
at 1.4 eV above EF. When we include the vdW correc-
tion in calculations, the whole molecular orbitals of
NO�CoTPP are down-shifted, and EF locates almost in
the middle of the HOMO-LUMO gap. The rigid shift of
molecular orbitals is due to electron transfer from
NO�CoTPP to Au(111), as shown in Figure 4c.37 If we
compress down the NO�CoTPP molecule more to the
Co�Au distance of 3.16 Å, the HOMO (LUMO) locates
0.8 eV (0.7 eV) below (above) EF, roughly agreeing with
experimental on-set voltages of NO dissociation. This
supports that the dissociations of NO both at positive

Figure 3. (a) Average dissociation probability (P) and dP/dV
for 10 s pulse duration measured at different sample
voltages with the tunneling current 0.1 nA for 520 different
NO�CoTPPs. Two dotted lines guide the eyes for two peaks
which are related to the threshold voltages of NO dissocia-
tions in the dP/dV plot. (b) Time durations for dissociations
measured at sample voltagesþ1.0,þ0.8,�0.8, and�1.0 V,
and plotted with tunneling currents.
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and negative bias voltages are caused by molecular
orbital resonances. In our previous work, we used the
voltage ramp method to induce dissociation of NO
from CoTPP.18 During the voltage ramp, we monitored
tunneling current and observed sudden change near
|V| = 0.7 V. We obtained similar threshold voltages in
the two methods, voltage ramp and pulse methods, at
similar tunneling currents. The observed consistency
implies that the dissociation mechanisms in twometh-
ods are the same, the orbital-resonance tunneling.
To find the reaction energy barrier, we considered

nonmagnetic and ferromagnetic spin configurations
between NO and CoTPP/Au(111) in vdW-corrected
DFT-PBE calculations and obtained potential energy
surfaces as a function of NO dissociation reaction
coordinate, as shown in Figure 4d. We could see that,
for NO dissociation, spin flip (and thus charge transfer
from NO to CoTPP) should occur at the NO�Co dis-
placement of about 1.9 Å. Also, it appears that there is
no additional energy barrier to overcome for NO
dissociation other than the NO adsorption energy,
which was calculated to be 1.50 eV. Still, the 0.8 or
1.0 eV energies carried by tunneling electrons in experi-
ments may not be enough to overcome the calculated
barrier. Thus, we believe the free energy change ΔG
should bemore relevant for NO adsorption-dissociation

mechanics than the adsorption energy change ΔE for
these vacuum experiments, as represented,31

ΔG(T, P) ¼ ΔEþΔZPEþΔF(T)þ μ0NO(T )þ kBT ln(P=P0)

(1)

where the variation ΔG was taken as G(desorbed) �
G(adsorbed) in view of the NO dissociation, ΔE =
1.50 eV. The zero-point energy correction ΔZPE and
vibrational free-energy correction ΔF were calculated
to be �0.08 and 0.003 eV, respectively, from DFT-PBE
vibrational spectra; the NO chemical potential μNO

0 at
80 K and 1 atm was estimated as �0.12 eV, and the
logarithmic term with kBT for a NO partial pressure of
10�10 Torr is �0.20 eV. Therefore, ΔG = 1.10 eV, which
is the first-principles reaction energy barrier for the NO
dissociation at 80 K and 10�10 Torr.
At the tunneling currents of 0.01�1 nA, 108�1010

electrons per second tunnel through the vacuum
barrier between the tip and NO�CoTPP/Au(111), and
the tunneling electrons dissociate NO molecules to
vacuum at a frequency of 0.1�1000 Hz when an
enough bias voltage is applied. As the energies of
vibrational modes of coordinated NO in this dissocia-
tion are several tens of meV (see Supporting Infor-
mation), a tunneling electron induces excitations of

Figure 4. (a) Schematic of NO dissociation from NO�CoTPP/Au(111) due to an electric pulse from STM tip.Δz represents the
separation between the Co atom and the top Au atomic layer. (b) Site-projected local density of states (LDOS) for NO�CoTPP/
Au(111) from DFT-PBE calculations (top) without dispersion correction, (middle) with dispersion correction, and (bottom)
with a compressed configuration. (c) Contour and line plots of integrated charge transfer from NO�CoTPP to Au(111),
representing a development of the surface dipole field. (d) Potential energy surface of NO dissociation from NO�CoTPP/
Au(111). Nonmagnetic (NM) and ferromagnetic (FM) spin configurations between NO and CoTPP were considered.
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multiple modes.21�23,27 Because the reaction energy
barrier for the NO dissociation is ΔG = 1.10 eV, the
dissociation rate can be determined by the Arrhenius
equation. To quantitatively understand the NO disso-
ciation rate, we classified several time-scales that are
involved in the tunneling-induced NO dissociation. In a
resonant tunneling of hot electron through molecular
orbitals (HOMO/LUMO), an electron occupies an ex-
cited state of the NO�CoTPP complex with a residence
time of a femtosecond. During this time, the energy of
electron is transferred to all the available vibrational
modes (multivibration mode excitations below the Vs)
of the complex. Then, the energy of excited vibration
modes dissipates to the vibrational relaxation (or cool-
ing down), which is on the order of pico-seconds (τ0).
Also, tunneling electrons arrive at every nanosecond
(τ1) on average. Figure 5 shows schematics describing
dissociation mechanisms and vibrational energy pro-
files as a function of time, compared with the reaction
energy barrier ΔG, involving (a) one- and (b) two-
tunneling electron process. If the VS is greater than
the reaction energy barrier, the dissociation can take
place by a single electron excitation (n = 1). If the VS is
smaller than the barrier, single excitation is not enough
to overcome the barrier, as a result the second electron
is necessary within a lifetime of the first excitation
(n = 2). In any cases, the energy required for dissocia-
tion can be estimated by fitting the experimental
reaction rate versus current to the Arrhenius equations.
A probability of multielectron-vibration mode scat-
tering could be represented as (τ0/τ1)

n�1 assuming

stochastically tunnelling electrons. Then, the Arrhenius
equation for the NO dissociation by n-electrons can be
expressed as

R(n) ¼ 1=(nτ1)(τ0=τ1)
n � 1 exp[ �(ΔG � γejVbiasj)=kBT]

(2)

where γe|Vbias| represents an amount of energy trans-
ferred by n-electron scattering at Vbias. For instance, the
second electron should arrive before the first excited
vibrational mode is cooled down for two-electron-
vibration mode scattering, of which the probability
would be τ0/τ1, as shown in Figure 5b. Then, the
maximum of the excited vibrational energy would be
e|Vbias|(1 þ 1/e) = 1.37 e|Vbias|. We fitted the experi-
mental data to eq 2 using τ0 = 10 ps and γ as a fitting
parameter, and obtained γ = 1.0 for one-electron
scattering (100% energy transfer) and γ = 1.26 for
two-electron scattering [see Supporting Information],
which means that for two-electron scattering, 26%
energy of first electron is used to NO dissociation in
addition to the energy of the second electron. The
energy transfer at the high bias voltages of(1.0 Vmay
be less effective because of a poorer scattering cross-
section with molecular orbitals at around(0.8 eV. Our
theoretical analysis suggested that the stochasticity of
correlations in energy transfer between the injected
electrons give rise to the observed power-law depen-
dency in two different processes in the dissociative
reactions. Therefore, wepropose that eq 2quantitatively
represents the microscopic dissociation mechanics of

Figure 5. Mechanisms of resonant dissociation by tunneling electrons for (a) one- and (b) two-electron processes. The thick
solid line (thick dotted) is corrected (not corrected) potential energy profile based on calculations with a dissociation barrier.
The resonant absorption of the tunneling electron with e|Vbias| generates the vibrational modes associated with Co-NO (red,
(a and b)). The kinetic energy of the hot electrons is transferred into intramolecular vibrational thermal energy and results in
NO dissociation. A relaxation of excited vibration modes is denoted as dotted arrow (blue) in panel b. (bottom) Schematic of
vibrational energy profiles as a function of time, showing an energy transfer by inelastic scattering with tunneling electrons
and a rapid coolingprocess, comparedwith the dissociation energy barrier,ΔG: (a) one-electron scattering process by regular
tunneling electrons and (b) two-electron process by irregular tunneling electrons with an excessive energy, e|Vbias|. τ1 is the
average arrival time (e/I) of tunneling electrons at a tunneling current I.
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NO molecules from NO�CoTPP/Au(111) by stochasti-
cally tunneling electrons.

CONCLUSION

In summary, we studied singlemolecule dissociations
of diatomic NO from NO�CoTPP complexes using STM
on Au(111). Under tunneling junctions, dissociations of
NO were induced by both positive and negative
voltage pulses with threshold voltages, þ0.68 and
�0.74 V, respectively, at 0.1 nA tunneling current.
Tunneling-current dependent yield revealed that a
dissociation event required two electrons at |V| = 0.8 V
and one electron at |V| = 1.0 V. Using first-principles

thermodynamics for the NO dissociation, the dissocia-
tions were induced with inelastic electron tunneling
through molecular orbital resonances. Our study can
be extended to a variety of coordination complexes
between small molecules (NO, O2, CO, H2O, NH3, etc.)
and metalloporphyrins (FeTPP, NiTPP, etc.) being used
to extract kinetic parameters through single molecule
level experiments. The binding configurations of small
molecules to the other metalloporphyrins are quite
different from NO�CoTPP. Different occupation of
valence electrons at the transition metal center may
lead to different binding structures and dissociation
mechanisms.

EXPERIMENTAL SECTION
All STM experiments were performed in our home-built

ultrahigh vacuum (UHV) system operating at 80 K with a base
pressure of 1 � 10�10 Torr. The Au(111) surface was prepared
from a commercially available thin film (200 nm thick, PHASIS,
Switzerland) of Au onmica that was cleaned by several cycles of
Ne-ion sputtering followed by annealing at 800 K. Commercially
available CoTPP (Porphyrin Systems, Germany) and H2TPP
(Sigma-Aldrich, USA) were degassed in vacuum for several
hours prior to all deposition experiments and then deposited
on the Au(111) at submonolayer coverage by thermal evapora-
tion using an alumina-coated evaporator. After deposition of
CoTPP and H2TPP onto the Au(111) surface at 150 K, the sample
was transferred into STM and cooled down to 80 K. The sample
cleanliness was checked by imaging the surface using a Pt�Rh
STM tip before exposing the NO gas onto the sample. The NO
gas was introduced using a stainless steel tube (3mmdiameter)
which is aligned directly onto the sample holder through a
precision leak valve.
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