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Understanding charge transfer (CT) dynamics is important for controlling the tunneling mechanism in
molecular junctions. (CHQC)
femtosecond-scale CT time tct across the metal-molecule interface, which affects the current density (J)

Synchrotron-based core-hole clock spectroscopy can quantify the
produced with applied bias (V) in the junctions. However, directly determining the tunneling behavior from
a comparison of the CHC 1t and the J(V) measurement of a junction requires prior knowledge of the
molecular orbitals involved. To solve this problem, we examined CT dynamics across self-assembled
monolayers (SAMs) based on oligophenylene ethynylene (OPE) wires with ferrocene (Fc) terminal groups
with Au, Ag and Pt bottom electrodes. Density functional theory (DFT) helped identify the donor and
acceptor levels, which are typically the highest occupied molecular orbital (HOMO) and lowest unoccu-
pied molecular orbital (LUMO). The measured J(V) response of the SAM junctions with gallium-indium
(EGaln) alloy as the top electrode demonstrates that the tunneling decay coefficient § provides an inten-
sive parameter to assess CT efficiency. We find that more delocalized molecular wavefunctions (in this
case, LUMO+2, with contributions from Fc and OPE) facilitate faster and more efficient CT than more
localized acceptor levels (here, the more iron-centered LUMO+1). These orbital-specific effects explain
why we measure comparable f values for CT via LUMO+1 and J via HOMO and LUMO at —1 V bias. Our
study highlights the utility of 1ot measured by CHC in experimentally confirming the orbitals participating
in charge transport measurements and shows that higher-lying delocalized orbitals can in some instances
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rsc.li/materials-c dominate over frontier orbitals despite larger energy offset (or increase in tunneling barrier height).

Introduction

Synchrotron-based core-hole clock (CHC) spectroscopy has
been applied to probe the charge transfer (CT) dynamics across
metal-molecule interfaces." The results provide essential
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Specifically, understanding ultrafast interfacial CT dynamics
and the interfacial energetic losses is crucial for determining
the photoelectronic conversion efficiency devices, including of
organic solar cells.*” The unique capability of CHC to quantify
the femtosecond CT time scale from different orbitals within a
single molecule makes it particularly valuable to study systems
with multiple orbitals close to the Fermi level (Ex) of the metal
substrate.®”® However, it is important to clarify that the orbitals
involved with CT during CHC spectroscopy are not necessarily
the same as those orbitals involved with charge transport in
molecular junctions under static direct-current conditions, as
observed in J(V) measurements of current density (/) vs. voltage
(V). For instance, CHC exclusively explores dynamic CT from
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unoccupied molecular orbitals to the continuum states of the
metal substrates, while occupied molecular orbitals are acces-
sible in the J(V) measurements depending on the polarity of the
applied bias voltage. Moreover, although both CHC CT time 7t
and J(V) current evaluate how fast the electrons tunnel through
a molecule, the underlying mechanisms provided by the two
methods diverge significantly. The ability to distinguish charge
transport related to specific orbitals in J(V) experiments
remains speculative. Therefore, it is still an open question
whether trends in CT rates from CHC spectroscopy studies
can be related to trends in tunneling rates measured by J(V)
measurements and whether, by comparing these two methods,
it is possible to determine which orbitals are involved in
measurements of tunneling rates across molecular junctions.

J(V) measurements of molecular junctions can be performed
using a variety of techniques.”'! These techniques differ in
terms of their junction formation methods, yielding varying
contact resistances and, consequently, different currents for a
given molecule. In large-area junctions, the effective contact
area could be 10™* to 10 °® times smaller than the geometrical
contact area,">** and the presence of defects may further affect
the measured currents.””™'® However, the observed length-
dependent behavior of the current or conductance for a
molecular series remains consistent across various platforms.
The tunneling decay coefficient (ff) can be obtained from the
general tunneling equation

Bd - 20
J = Joe P with p = W 2me (1)

where J is the current density, J, is the pre-exponential factor, d
is the tunneling distance, m is effective mass of the charge
carrier, ¢ denotes the tunneling barrier height, 7 stands for the
reduced Planck constant (#/2n), and « is a parameter used to
modify the rectangular barrier model. J and J, are extensive
parameters that depend on the junction area, and f is an
intensive parameter that is consistent for a molecule or a series
of molecules with similar structure. Therefore, § is often used
as an indication of how efficiently molecular wires conduct
currents. For instance, oligophenylene ethynylene (OPE) wires,
with f = 0.2-0.4 A~*,*> are regarded as better conductors than
free and cyano-capped alkanethiolates with f = 0.7-1.0 A=*,>1:2

In CHC studies, CT time 7cr also follows an exponential
decay with tunneling distance®

Tcr = ‘Coeﬂd (2)

where 1, is the pre-exponential factor for CT time. CHC studies
on oligophenyl, acene and alkyl backbones give f values of
0.55 A", 0.25 A~ and 0.72 A~*,>”>* respectively, close to the 8
of 0.44 A™*, 0.20 A~ and 0.76 A~ observed in J(V) measure-
ments for their corresponding molecular junctions.**** These
findings suggest that there are common physical principles
underlying both the static and dynamic aspects of the charge
transport, despite the contrasting methodologies employed in
CHC and J(V) to assess tunneling. However, the above CHC
studies employed only two molecular lengths to determine
B,”** potentially introducing substantial statistical uncertainty.
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For example, the 8 values for the acene wires” are derived from
only two molecular lengths because the 71 for longer wires are
beyond the upper detection limit (150 fs) of the resonant Auger
electron spectroscopy (RAES) at N K—edge.26 Therefore, more
comprehensive studies encompassing a broader range of tun-
neling distances and diverse electrode substrates are required
to precisely determine f values from CT times in CHC studies.

Here, we report the tunneling decay behavior for conjugated
molecular wires using both the CHC technique and j(V) mea-
surements. We designed a series of OPE wires functionalized
with a ferrocene (Fc) head group, denoted as S-CH,-OPE,Fc
where OPE is Ph-C=C and n = 1-3. The self-assembled
monolayers (SAMs) of these molecules were formed on
template-stripped Au, Ag and Pt surfaces following earlier
reported methods.”” In the CHC scheme as illustrated in
Fig. 1a, CT from molecular orbitals to the metal can in principle
be explored via the promotion of excited electrons into low-
lying unoccupied molecular orbitals (LUMOs) above the Er of
the metal electrodes, in this case specifically the LUMO+1 level
with strong Fc contribution and the more delocalized
LUMO+2.”® In J(V) measurements (¢f Fig. 1b), the Fc-centered
highest occupied molecular orbital (HOMO) located just below
Ep participates in the charge transport in the molecular junc-
tions under negative bias, yielding well-performing molecular
diodes.”® Charging of the Fc unit leads to molecular orbital
gating and lowering of the LUMO level (dashed arrow Fig. 1b;
this level is more delocalized over the molecule, as shown
below in density functional theory, DFT, calculations, Fig. 2),
which allows it to participate in the mechanism of charge
transport.”” The shared elements of the charge transfer/trans-
port mechanism in the CHC experiment and at negative bias in
the J(V) measurements both involving the LUMO(s) are illu-
strated in Fig. 1. Both processes involve electron injection into a
molecular orbital close to the Ep of the bottom electrode,
followed by tunneling along the molecular backbone involving
the LUMO.

In this work, we quantified tcr from LUMO+1 and LUMO+2
across a series of S-CH,-OPE, Fc monolayers with various mole-
cular lengths (n = 1-3), which allows us to extract their  values
on Au, Ag and Pt metal substrates. In addition, we fabricated
junctions using EGaln (Fig. 1b) as the top electrode and
obtained f values for J at +1 V and —1 V, respectively. We draw
the following conclusions from the results: (1) in the CHC
study, CT from the LUMO+2 level, which is strongly delocalized
over the molecule results in shorter CT times and smaller f
values than CT from the more Fc-localized LUMO+1 orbital. (2)
In the J(V) measurements, f§ values consistently exhibit higher
values at +1 V than those at —1 V. We attribute this difference to
the distinct tunneling mechanisms: coherent tunneling at +1 V
(lacking molecular orbital involvement) and incoherent tunnel-
ing at —1 V (where charge injection in the LUMO is mediated by
the HOMO dominated charge transport®’). (3) The B values
associated with CT time derived from LUMO+1 closely mirror
the p values corresponding to J at —1 V. We believe this
correspondence arises from the similarity in the spatial dis-
tribution revealed by DFT calculations of the LUMO+1

This journal is © The Royal Society of Chemistry 2024
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Fig. 1 Schematic illustration of charge transport in SAMs of M/S-CH,-OPE,Fc (M = Ag, Au, Pt, n = 1-3) in (a) CHC spectroscopy and (b) J(V)

measurement at negative bias using EGaln as the top electrode. In panel (a),

the photon hv excites C 1s core electrons into low-lying empty levels (dashed

red arrow) within the molecules. The excited electrons can transfer to the metal electrode (solid red arrow). In panel (b), upon the application of a
negative bias to the junctions, the HOMO level moves into the bias window, facilitating charge transport between the electrodes (red arrows). The
intramolecular gating effect can shift the LUMO into the bias window (blue arrow in panel b%’). The horizontal positions of the molecular orbitals are
drawn based on their locations along the molecular wires. EGaln stands for eutectic gallium-indium alloy.*®

(regulating CHC CT) and HOMO and LUMO (regulating J(V) at
—1 V). Both the LUMO and LUMO+1 show some delocalization
over the molecular backbone, which reaffirms the intra-
molecular orbital gating effect induced by the HOMO which
is localized on the Fe 3d orbitals. Our results indicate the
potential to relate behaviors in j(V) measurements to insights
gained from CHC studies, and vice versa, despite the distinct
experimental conditions governing CHC and J(V) measure-
ments. This holds particularly true when the CT centers in
the molecule are well defined.

Results and discussion

Energy level alignment at the metal-SAM interfaces

We fabricated SAMs of M/S-CH,-OPE,Fc (M = Au, Pt, Ag; n = 1-3)
and characterized their structure by photoemission spectroscopy
(PES) (ESIt Fig. $1-S4) using protocols reported before.>”*! For
M = Pt, the S 2p signals are dominated by the S; doublet
(dominant peak at ~162.2 eV) associated with chemisorbed
sulfur, with minor contributions from S, doublet (~163.4 eV)
associated with physisorbed S. For M = Ag and Au, an additional
signal S, doublet (~161.1 eV) is present. This S, feature has been
assigned to chemisorbed sulfur for disordered phases or to
atomic sulfur (or other impurities) resulting from decomposition
of the precursor.’>*> We attribute the S, feature to the disor-
dered phase of the alkanethiolate SAMs because we have not
found evidence for decomposition of the precursors. In prior
work we could link the disordered phase to the S, feature
through a detailed monolayer characterization study.*® The
significant disordered phase in the Ag/S-CH,-OPE,Fc SAMs is
likely responsible for a reduced tunneling distance d (thin-area
defects'>?”) in the J(V) measurements, resulting in high leakage
current and thus low rectification ratio (RR) values®® (Fig. S9,

This journal is © The Royal Society of Chemistry 2024

ESIt). The CHC results are, in principle, not affected by disorder
in the same way because d is defined by the molecular length for
the through-bond CT from the molecule to the substrate.*®

To examine the energy level alignment at the metal-mole-
cule interfaces, we recorded the valence band (VB) and near
edge X-ray absorption fine structure (NEXAFS) spectra of each
SAM. Fig. 2(a—c) maps the relative energy level positions at the
measured interfaces, aligned with respect to Er of the metals.
The NEXAFS spectra here were aligned by subtracting their
photon energy from the binding energy (BE) of the C 1s peak
corresponding to the Cp rings in the PES spectra (Fig. S2, ESIY)
following previously reported procedure.® In the VB spectra,
peak A marks the HOMO of the molecule, centered on the Fe 3d
level of the Fc terminal group. This is supported by the
calculated projected density of states (PDOS) distributions for
the frontier orbitals of Au/S-CH,-OPE;Fc shown in Fig. S5 (ESIY)
and electron density surfaces shown in Fig. 2(d-f) (calculated
with DFT methods given in ESIt S3). Peak A shifts by ~0.1 eV
towards higher BE from n = 1 to n = 3 on all substrates, reflecting
the weaker photo-hole screening effects when Fc is located
further away from the substrate.’** Peak B represents the
HOMO-1 level of the molecules which involves the n orbitals
of OPE backbones and the Cp rings, along with minor contribu-
tions from the Fe 3d orbitals (Fig. S5 and Fig. 2d-f, ESI¥).

In the NEXAFS spectra, peak I corresponds to the transition
from C 1s to the LUMO orbitals on the OPE backbones. The
PDOS calculations in Fig. S6 (ESIT) shows also some contribu-
tion to the LUMO from the Fe, as opposed to none in the
previously studied S-CH,-DPA-C,-Fc series (further details of
PDOS are in ESIt Section $3).%” Peak II (LUMO+1) represents a
mix of transitions to the Fe 3d,,/3d,, orbitals and the n* of the
phenyl rings. In contrast to our earlier studies on S-CH,-DPA-
C,-Fc,® the Cp rings and the OPE backbone in the S-CH,-

J. Mater. Chem. C, 2024, 12,1701-1709 | 1703
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Fig. 2 VB (solid lines) and re-scaled NEXAFS spectra (dashed lines) of SAMs (a) Au/S-CH,-OPE,Fc, (b) Pt/S-CH,-OPE, Fc, and (c) Ag/S-CH,-OPE, Fc (n =
1-3). The NEXAFS spectra were aligned to Fermi level (set at O eV, above the top of the valence band), as marked by vertical dashed lines, through
subtracting their photon energy from the binding energy of the C 1s peak corresponding to the Cp rings in the PES spectra (Fig. S2, ESIt), following
previously reported procedures.>®28 Computed region B (HOMO—1), A (HOMO), | (LUMO), Il (LUMO+1), and Il (LUMO+2) electron density surfaces for
S-CH,-OPE,Fc on Au(111) with (d) n = 1, (€) n = 2, and (f) n = 3. All surfaces are visualized at the common isovalue of 0.1 atomic units and colored mauve.
The HOMO is dominated by Fc iron-centered Fe 3d,? density with minor contribution from S, while the LUMO is delocalized over the OPE chain with

contributions from Fe 3d,,/3d,..

OPE,Fc series are conjugated, and the LUMO+1 orbitals have
more contributions from OPE units. Peak III corresponds to the
transition to the delocalized LUMO+2 orbitals extending along
the OPE wires and Cp rings, with minor contributions from the

1704 | J Mater. Chem. C, 2024,12,1701-1709

Fe 3d,, orbitals. Peak IV marks the transition to the c* of the C-
H/C-S bonds, as discussed in our earlier study of Au/S(CH,);,Fc
SAMs.** All the unoccupied orbitals (peaks I-IV) shift by
~0.4 eV to lower BE from n = 1 to n = 3. This shift arises from

This journal is © The Royal Society of Chemistry 2024
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the decreasing HOMO-LUMO gap with the increasing number
of OPE units with a reduction of 0.3 £ 0.1 eV per OPE unit
calculated from the calculated DFT band structures, averaged
over the Au/S-CH,-OPE, Fc (n = 1-3) series. As shown in Fig. 2(a—c),
both LUMO+1 and LUMO+2 orbitals are located above Ep, which
facilitates their participation in the transfer of excited electrons to
the metal substrates. The weak peak feature IV is not always
visible in the NEXAFS spectra, therefore we do not discuss its CT
behavior in this study. In addition, the LUMO of molecules lies
below the Ep when n = 2 and n = 3 due to core-hole excitonic effect.
Consequently, the CT from LUMO is not always applicable and
not considered further in this work.?

The resonant PES (RPES) contour plots of M/S-CH,-OPE,Fc
(M = Au, Pt, Ag; n = 1-3) in the photon energy range of 284 eV to
289 eV are summarized in Fig. 3. For clarity, we omitted the
features at >8 eV BE consisting of normal Auger decay signals
from lower-lying levels. In RPES, resonance occurs when the
energy of the incident photon aligns with the energy gap
between the core level and the low-lying empty acceptor
levels.*® The associated VB features are resonantly enhanced,
leading to the high-intensity regions in the contour plots. The
strength of enhancement is determined by the degree of spatial
overlap between the corresponding occupied and unoccupied
orbitals. This phenomenon is related to the photon energy
dependent enhancement of valence states. Specifically, reso-
nant enhancement of a feature derived from a valence-orbital
becomes most pronounced when the photon energies corre-
spond to electrons excitations to the unoccupied orbitals that
spatially overlap with specific valence orbitals.*® For instance,

(@)

—
O
~

Photon energy (eV)

(c)

8 6 4 2 0 8
Binding energy (eV)

bottom showingn =1ton = 3.
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Fig. 3 The RPES contour plots for SAMs of M/S-CH,-OPE,Fc with (a)-(c) M = Au, (d)-(f) M =
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the resonant enhancement for peak A (HOMO at ~2 eV)
predominantly associated with Fe is dependent on the contri-
bution of Fe 3d character in the unoccupied orbitals. As a
result, peak A is strongly enhanced in the energy range of
LUMO+1 (285.2-286.0 eV guided by II) with a significant con-
tribution form Fe 3d,,/3d,, and weakly enhanced in the energy
range of LUMO (284.8-285.1 eV guided by I), which is localized
over the OPE chains. On the contrary, peak B (HOMO—1 at
~4 eV, more delocalized across the molecule), exhibits more
uniform enhancement across all the absorption features
(guided by I, IT and III).

On the Ag substrate, the resonance enhancement of HOMO
and HOMO-1 is overlapped with emission originating from
the Ag 4d orbitals within the 4-8 eV.** The resonance enhance-
ment becomes dominant for n = 3. This phenomenon is due to
the taller monolayer height of S-CH,-OPE;Fc (~23 A in Table
S1, ESIt), attenuating the signals from Ag and facilitating the
visibility of the molecular VB features.*® A similar effect is seen
on Pt but around BE range of 1.5-2 eV, where Pt 5d levels have
the maximal signals.*®

Core-hole clock spectroscopy.

We integrated the resonant photoemission signals from each
SAM in the BE range of 0-7 eV and plotted them as a function of
photon energy. The integrated RPES spectra and corresponding
least-squares fitting are shown in Fig. 4 (the detailed procedure
for the fitting is described in ESIt S4). The intensity of each
resonance represents the population of electrons undergoing
participator decay. Integrating the signals in a broader binding

Ag

(9)

4 2 0 8 6 4 2 0
Binding energy (eV)

Pt, (g)—(i) M = Ag. Subpanels are arranged from top to
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Fig. 4 Integrated RPES spectra for SAMs of (a) Au/S-CH,-OPE,Fc, (b) Pt/S-CH,-OPE,Fc and (c) Ag/S-CH,-OPE,Fc. The intensity at each photon energy

is a result of the integration of VB spectra in the binding energy range of 0—7 eV. The fitted peak denotes resonance | (purple), Il (green), Ill (navy blue) and
IV (cyan). The signals were all normalized by the NEXAFS spectra of the corresponding clean non-functionalized metal surfaces to resolve the molecular

signals.

energy range of 0-20 eV includes all the decay pathways of
excited electrons (Fig. S7, ESIT). The ratio of the RPES and the
NEXAFS signals was used to calculate the tcr for resonances II
and III (details in ESIt S4). It is noted that Au/S-OPE;Fc,
exhibiting the longest, most extensive CT time (Fig. S8, ESIT),
serves as a reference higher bound estimate of CT time in a
truly isolated system in which no CT from Fc can occur. While
this calibration, which has been adopted previously,® might
give tcr values slightly higher than the actual values, the
conclusions drawn from the comparisons of 7cr values with a
consistent reference remain valid. The results are summarized
in Table 1. We plotted the ¢ in logarithmic scale as a function
of molecular length d,,. in Fig. 5 and determined the f values
for the CT using eqn (2).

It is found that t¢r associated with resonance III is effec-
tively length-independent on all three metal substrates. We
attribute this characteristic and consequently ultra-low f values
to two factors: (1) the orbital responsible for resonance III
(LUMO+2) is highly delocalized over the Cp rings in Fc and

Table 1 Charge transfer times tct from the resonance Il (LUMO+1) and
resonance Il (LUMO+2) to the metal surfaces?

tcr (fs)
S-CH,-OPE, Fc
Metal Resonance n=1 n=2 n=3
Ag 11 11+ 3 24 + 4 151 £+ 60
111 10 + 5 1 +6 10£5
Au II 29 + 11 28 + 10 27 £ 8
111 17 + 12 17 £ 11 17 £ 11
Pt I 21+8 34 + 16 74 + 67
111 17 £ 15 17 £ 14 19 £ 17

“ The error represents the standard deviation of the fitting residual for
each resonance.

1706 | J Mater. Chem. C, 2024,12,1701-1709

the OPE backbone (cf: Fig. 2d-f). (2) The reduction in tunneling
barrier height ¢ is evident by the reduction of the energy gap
between LUMO+2 and the Ex by ~0.5 eV fromn =1 ton = 3.
Conversely, resonance II does show length dependency with
SAMs on Pt (Fig. 5b) and Ag (Fig. 5¢). This can be attributed to
the stronger localization of the LUMO+1 on Fc, specifically Fe
3d (see also DFT data in Fig. S6, ESIT).

When n = 1, the short tunneling distance does not differ-
entiate the two orbitals of resonance II and III, leading to
similar t¢r values. However, for n = 2 and 3, resonance III gives
lower values of 7¢r, subsequently yielding reduced f values,
despite having a larger energy gap (larger ¢). This observation
underscores the significant impact of orbital delocalization on
the overall mechanism.

J(V) response in molecular junctions.

To investigate the implications of the CHC results in the static
current measurements, we fabricated molecular junctions with
the structure of M/S-CH,-OPE, Fc¢//GaO,/EGaln (M = Au, Ag, Pt)
following previously reported methods.”” The data for junc-
tions on Au have been reported before in ref. 27, the J(V)
responses obtained from junctions with Ag and Pt electrodes
are summarized in Fig. S9 (ESIT). The corresponding f values at
+1 V and —1 V are given in Fig. 5.

As shown in Fig. 2a-c, the energy level alignment of the
molecule on Au, Ag and Pt surfaces does not differ significantly,
because of Fermi-level pining.*>*” As shown in Fig. 5, the
rectification ratios (RR = |J(—1V)|/|J(+1V)|) for junctions with
Pt bottom electrodes are comparable with the junctions with Au
as the bottom electrode (see also Fig. S9 and Table S2, ESIT).
However, this diode behavior is absent for junctions with Ag
bottom electrodes (Fig. 5¢ and Fig. S9c, ESIf). It has been
reported before that the disordered regions in the SAM

This journal is © The Royal Society of Chemistry 2024
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Fig. 5 The zct from resonance Il (red) and Il (blue) to the metal surfaces, along with current densities at —1 V (purple) and +1 V (green) for (a) Au, (b) Pt
and (c) Ag as a function of dmel, Which is the distance between the metal surface and the furthest Cp carbon atom in the molecule. The lines represent the

best linear fits for tct (in log-scale) and loglJ|. The g values are calculated

increases the leakage current of a diode,*® which is the current
at positive bias (“off”’ state) in this study. The lack of rectifica-
tion for Ag is attributed to the presence of the disordered phase
(with a percentage of 25-50%) in the SAM structure, as indi-
cated by the S, peak in the S 2p spectra (Fig. S1, ESIt) as
discussed above. At +1 V bias, no molecular orbitals are inside
the conduction window and so the charge transport is domi-
nated by coherent tunneling. Similar values for f§ (+1 V, Au) =
0.285 & 0.077 A™* and § (+1 V, Pt) = 0.314 + 0.104 A" are
identified, which agree well with the f values for OPE wires
reported by others.>®*®%° On the other hand, § (+1 V, Ag) =
0.121 + 0.008 A" is markedly lower than those for Au and Pt
electrodes, which can be explained by the earlier mentioned
disordered phase leading to high leakage current offsetting the
effect of increasing dp,. The f (—1 V) values on Pt (0.075 +
0.004 A™") and Au (0.043 + 0.013 A™") surfaces are lower than
the f§ (+1 V) values, suggesting that incoherent tunneling is the
primary mechanism by which one or more molecular orbitals
participate in the charge transport. Among the three metal
surfaces with different work function (WFa; ~ 4.3 eV, WF,, ~
5.2 €V, WFp, ~ 5.7 eV),’® J at a certain bias follows the trend
J(Ag) > J(Au) > J(Pt), indicating that a lower electrode work
function leads to higher currents in the junctions.”" This result
agrees with measurements on perylene diimide molecular
junctions.” The opposite trend, however, has also been docu-
mented in other systems,”»** and the underlying reason for
this difference remains unclear, likely depending on the posi-
tioning of the MOs relative to the electrode Fermi level.

Fig. 5 reveals a notable agreement between the f (—1 V)
values in the J(V) measurements and the f; of CT for resonance
II in the CHC study for all three metals. As illustrated in Fig. 1b,
at negative bias in the J(V) measurements, the charge transport
is predominantly mediated by the HOMO, which has strong
Fe 3d character, and involves charge injection into the
LUMO, which is delocalized over the molecular backbone. This
process engages both frontier orbitals.>” In the CHC scheme as

This journal is © The Royal Society of Chemistry 2024

from the slopes of the fitted lines.

illustrated in Fig. 1a, resonance II represents the CT from
LUMO+1 which is also delocalized over the backbone but with
substantial Fe 3d character (for DFT MO surface, see Fig. 2d-f).
As a result, the CT process from LUMO+1 in the CHC technique
mirrors the charge transport mechanism at the negative bias of
the J (—1 V) measurement, in particular for Ag and Pt electrodes.
In comparison, at positive bias in the j(V) measurements, no
molecular orbitals participate in the charge transport. The result-
ing off resonant coherent tunneling gives high f (+1 V) values.

Turning our attention to resonance III in CHC, the CT
occurs from delocalized LUMO+2 that has major contributions
from C=C n* orbitals of the OPE backbone. This characteristic
accounts for the near-zero values of i values, indicating
electron transfer from OPE to metal electrode with near-
constant tunneling distance. Given the similarity in spatial
distribution between LUMO, LUMO+1 and LUMO+2, a length-
independent charge transfer from LUMO is thus expected. This
behavior mirrors the near-zero f§ (—1 V) associated with inco-
herent transport at negative bias for the Au electrode, which
supports our earlier finding that intramolecular orbital gating
lowers the LUMO level into the bias window to participate in
charge transport (Fig. 1b). Given the localized nature of the
HOMO, length dependent charge transport would otherwise
been expected.”’

Experimental

A detailed description of the synthesis of the monolayer pre-
cursors is given in ref. 27. All other experimental procedures
follow previously reported methods and are described in the
ESIT: fabrication of the metal surfaces and formation of SAMs
(Section S1, ESIf), photoemission spectroscopy (Section S2,
ESIY), all details regarding DFT calculation (Section S3, ESIT),
core-hole clock analysis (Section S4, ESIT), and Junction fabri-
cation and statistics (Section S5, ESIt).
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Conclusions

In this work, we studied the dynamics of CT across molecular
wires with OPE backbones and investigated the electrical
characteristics of their electrode-contacted molecular junc-
tions. Our data shows that CHC spectroscopy can give valuable
insights into the tunneling mechanism in the molecular junc-
tions despite the difference in the working conditions of CHC
and junction J(V) measurements, namely, excited vs. ground
state orbitals, unbiased vs. biased SAMs, one vs. two electrodes,
measured time vs. current density, and dynamic vs. static. By
comparing the tunneling decay coefficient f value derived from
orbital selective core-hole-clock charge transfer time tor with
the f value derived from charge transport measurements in
molecular tunneling junctions, we were able to identify from
DFT electron density surfaces the most likely orbital involved
in charge transport measurements. Although usually only the
HOMO and LUMO levels are considered, our findings give new
insights into how neighboring non-frontier MOs further from
the Fermi level may play an important role, with CT occurring
preferentially via more delocalized orbitals.>®™>” The findings of
this work can expand the scope of applications for the CHC
technique, making it an important tool to resolve the fine
details of CT mechanisms and aid the design of molecular
electronic devices.
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