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Thermoelectricity of near‑resonant 
tunnel junctions and their relation 
to Carnot efficiency
Matthias A. Popp, André Erpenbeck & Heiko B. Weber*

We present a conceptual study motivated by electrical and thermoelectrical measurements on various 
near‑resonant tunnel junctions. The squeezable nano junction technique allows the quasi‑synchronous 
measurement of conductance G, I(V) characteristics and Seebeck coefficient S. Correlations between G 
and S are uncovered, in particular boundaries for S(G). We find the simplest and consistent description 
of the observed phenomena in the framework of the single level resonant tunneling model within 
which measuring I(V) and S suffice for determining all model parameters. We can further employ 
the model for assigning thermoelectric efficiencies η without measuring the heat flow. Within the 
ensemble of thermoelectric data, junctions with assigned η close to the Carnot limit can be identified. 
These insights allow providing design rules for optimized thermoelectric efficiency in nanoscale 
junctions.

Thermoelectric transport i.e. the unified consideration of heat and charge transport bears intrinsic correlations. 
The most famous among them is the Wiedemann–Franz  law1, which connects heat conductivity and electri-
cal conductivity in linear response, not only in the ohmic regime but also in nanoscale metallic  junctions2. At 
functional interfaces with a sharp voltage and temperature drop (V,�T = TH − TC ) and nonlinear transmission 
function τ(E) , however, it looses validity. There, optimum thermoelectric power conversion of the electronic 
system is achieved for Dirac-delta like τ(E)3. This picture has been refined: in the presence of finite heat conduct-
ance by other channels (e.g. phonons, photons), boxcar functions promise maximum efficiency at finite  power4.

Here, we focus on resonant  tunneling5,6. It comprises essential electronic aspects for charge transport through 
quantum dots and, in particular, molecular junctions. A recent summary on thermoelectricity of the latter is 
given  in7,8. There, the junction conductance G ranged from 10−5 . . . 100 G0 (with the conductance quantum 
G0 = 2h2/e ) and corresponding Seebeck coefficients S = −Vth/�T (also termed thermopower, with thermo-
voltage Vth ) are typically below 30 µV/K . This is, as it will turn out in this paper, a rather low value. When in 
addition electrostatic gates are present, parameter sets could be tuned to provide higher S9,10. Experiments 
on thermoelectricity of (resonant) quantum dot devices were carried out at temperatures of a few Kelvin and 
 below11–14. We present experiments on resonant tunnel junctions/molecular junctions and theory that relate G 
and S and address the question whether correlations and/or design rules can be recognized.

The recent development of squeezable nanojunctions (SNJ)15 gives access to such phenomena. We started our 
investigation with metallic junctions at various distances. In a next series of experiments, we studied junctions 
with added near-resonant states. The latter were introduced by molecules, nanoparticles and even unspecified 
contamination states that are sporadically observed in such experiments. These near-resonant configurations 
commonly enhanced the thermoelectric effects in a broad conductance range ( 10−4 . . . 100 G0 ). The SNJ tech-
nique allows due to its extreme stability an immediate comparison of S and G, along with the additional infor-
mation provided by the full I(V) of every single configuration, i.e. for the very same atomistic  structure15. We 
identify so far obscured correlations between these quantities.

Experimental observations
We measure individual I(V) curves during stepwise opening and closing the nanojunction. During the experi-
ment, the temperature difference �T is constantly applied. Figure 2(a) displays such a sequence during a closing 
cycle of a metallic junction (tunnel distance is reduced stepwise), with normalized dI/dV represented in color 
code (divided by mean value). This representation puts emphasis on the evolution of the shape, but suppresses 
the exponential increase of conductance. From I(V) data G can be derived, yielding closing curves similar to 
previous nanojunction experiments. Immediately after each I(V) measurement, S is recorded such that each G − S 
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pair can be assigned to the same atomistic structure. This statement is supported by the continuous evolution 
of both quantities upon changing the distance. We define a data set as a pair of I(V) and S. About 20,000 of such 
data sets (20–30 opening/closing cycles) are considered as an experimental  ensemble18. Figure 2(c) shows a full 
ensemble of G − S data pairs, each of which is represented as a red dot.

The left and right column in Fig. 2 show data recorded in two independent experiments, representing the 
full range of phenomena that we observe. We first describe pure gold samples under high vacuum conditions 
(Fig. 2a,c). dI/dV curves are approximately constant, the Seebeck coefficient for G > G0 i.e. in the metallic regime 
is below 10 µVK  , the overall observations are in full agreement with previous measurements including step-wise 
reduction of conductance, pronounced plateaus at G = G0

6,19 and Seebeck coefficients as described  by20,21. Below 
G0 i.e. in the tunneling regime we find slightly enhanced thermopowers that scatter around + 1 µV

K  with a stand-
ard deviation of 6 µV

K  . This represents an upper bound for the measurement error in the considered conductance 
range. The electronic noise should be even less since structural reconfiguration noise of the metallic junction 
is included in the data. Below 10−4 G0 deviations due to experimental artifacts were observed, more precisely a 
voltage that results from finite offset-currents of the voltage amplifier, which cannot fully be compensated for. 
From the measurement we can derive ≈ 1 pA for our setup.

The right column in Fig. 2 shows data obtained with intentionally added molecules. This specific species 
was used previously for single-molecule investigations at very low  temperatures16,17 (also Fig. S1 (a), the mol-
ecule is depicted in Fig. S9). Here, the molecule was investigated in the intermediate range between stretched 
metal-molecule-metal junctions and metallic contact, i.e. the measurements cover a regime of strongly varying 
microscopic variations of the junction. Figure 1(b) shows data of a selected closing curve with resonances shift-
ing through the Fermi level. Direct evidence is given by peaks in dI/dV continously shifting their position from 
negative to positive bias voltages upon closing the junction (see Fig. 2(b), S5–S7 for near-resonant peaks  and15). 
Additionally, closing curves of both G and S are shown. Note that highly structured dI/dV coincide with high 
values for S. The corresponding G − S data of the full ensemble are displayed in (d). For this (near-) resonant 
tunneling case, a qualitatively different picture is found: the Seebeck coefficient covers a wide span of values 
up to and even beyond 200 µV/K . This is more than an order of magnitude larger than in the (flat) tunneling 
regime (and our measurement error). It should be mentioned that no further selection or filtering was applied. 
The data explore large areas of the G − S manifold like if there was no correlation. However, there are clear 
exclusion areas; their boundaries are indicated by gray solid lines as guide to the eyes, and are kept identical in 
all G − S plots throughout this manuscript. We emphasize two unexpected findings uncovered by this plot: first, 
the Seebeck coefficients in the near-resonant tunneling regime are significantly higher than reported in earlier 
ungated single-molecule  studies7,8. Second, S is limited by boundaries. It turns out that this physics, which will 
be defined more accurately by a theoretical ensemble analysis (vide infra), is not specific to the chosen mol-
ecule: Very similar findings could be obtained using  nanoparticle22 junctions and unspecified contamination 
states (Fig. S1 (b),(d)). The latter are sporadically observed in molecular electronics, where on nominally clean 
nanocontacts, in particular upon voltage pulses, I(V) characteristics occur that may easily be confused with a 
molecular junction. It turns out that this similarity holds also for the thermoelectric characterization. The gen-
erality of the observation is why we emphasize in this paper on the general concept of near-resonant tunneling 
rather than on the properties of one specific molecule.

Figure 2(c) and (d) represent two limiting cases of our observed ensembles: whereas in Fig. 2(c) (pure gold) 
the data accumulate close to the S = 0 axis, the data in (d) (with molecules providing resonant tunneling behav-
ior) show a broader spread of S values. Further experiments delivered ensembles that were bouncing in between 
both cases (in particular for nominally metallic junctions, unspecified contaminations occured only sporadically). 
Further ensembles did not fill the full accessible part of the G − S manifold, presumably because of incomplete 
sampling within the finite measurement time, or because of inherent asymmetries associated to the molecule/

Figure 1.  Scheme of the squeezable nanojunction (SNJ). Two SiC chips with electrodes are placed in a 
sandwich configuration. The ultra-stable distance between the electrodes is adjusted via a piezo-spring 
 mechanism15. Chip temperatures TH and TC are monitored via on-chip resistance thermometry.
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nanodot chosen. More data can be seen in SI. While we focus on the ensembles, a plethora of individual I(V) 
characteristics is not considered here in detail, but are available as raw data  in18

Theoretical analysis
In an effort of finding the simplest valid description of the experimental results, we discuss them in the frame-
work of the resonant tunneling model within the Landauer–Büttiker transport picture. Obviously, this is a 
simplification of the problem, as it reduces a plethora of different atomistic structures to an ensemble of only 
few parameters. It further disregards the influence of vibrational and interaction effects. As we will see, despite 

Figure 2.  Electric and thermoelectric characterization. (a, b) Show example dI/dV curves, shape evolution of 
dI/dV (color coded, every dI/dV is normalized to it’s mean value), conductances G and Seebeck coefficients 
S measured during mechanical variation of the junction’s distance (here: closing). (a) A bare gold-gold 
junction and (b) a junction with fullerene end-capped  molecules16,17 (SI) applied to the electrodes. (c, d) Show 
correlations of S and G using the data of the whole ensembles enclosing 21 (27) opening and closing cycles with 
a total of 14431 (25519) dI/dV and S measurements. Green dots correspond to the data in (a, b). Orange dots 
mark a sub-ensemble with high conversion efficiency. Gray lines are eye guides which separate G − S pairs from 
exclusion areas.
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its simplicity it provides access to understanding the interplay of thermoelectric quantities, in particular the 
findings displayed in Fig. 22,6,7. We choose a Lorentz-shaped transmission function

at energy E0 and width Ŵ . The latter reflects broadening due to coupling to the leads, which we assume to be 
symmetric for simplicity. In this picture G and S are calculated as

with the Fermi function f (T ,E) = 1/(exp( E−µ
kBT

+ 1)) . We sample the parameter space by varying E0 and Ŵ for 
fixed TH and TC . We choose a representation of S vs. log(G) , motivated by the experiment. The result is shown 
in Fig. 3, where we choose ten different trajectories of constant Ŵ (logarithmically equidistant) and vary E0 , the 
latter can be recognized by its color code. The theoretical ensemble that is sketched by the trajectories has a 
rounded arrow-head shape. We start the discussion with the case E0 = EF = 0 (resonant case, 1© in Fig. 3(b)), 
at which the fully symmetric Fermi distribution of electrons along with the symmetric transmission function 
of the level results in zero thermopower. Note that the conductance differs strongly from unity ( G  = G0 ) when 
Ŵ < kBT . When however lifting E0 above the Fermi-energy, such that the Lorentz resonance is still within the 
thermal window (near-resonant case 2© , 3© ), the Seebeck coefficient rises with E0 and reaches remarkably high 
values, fully compatible with the experimental values. Beyond position 4© , when the Lorentz resonance moves 
far out of the thermal window S decreases again (off-resonant case 5©– 7© ). In this limit the quadratic roll-off of 
the Lorentzian gives the dominant contribution in Eq. (3). This overall behavior is fully symmetric for positive 
and negative E0 . Sampling the full E0, Ŵ parameter space, the exclusion areas observed in experiments are recov-
ered without any further assumptions. The boundaries are formed by two enveloping lines which are identical 
with the gray lines in Fig. 2. A closer look reveals, however, that the envelope is slightly curved, the gray straight 
line is therefore rather a guide to the eye. Notably any G − S data pair between the envelopes can be generated. 
This finding is robust when the assumption of symmetric coupling to the left and right electrode is lifted: then 
the overall pattern is maintained but shifted towards lower conductances (the exclusion area is not violated by 
this shift). Similarly when in a simple gedanken experiment two near-resonant tunneling paths in parallel form 

(1)τ(E) =
4Ŵ2

(E − E0)2 + 4Ŵ2

(2)G =
2e2

h

∫

−
∂f

∂E

(

TH + TC

2
,E

)

τ(E)dE,

(3)S =
1

G

−2e

h

∫

[f (TH ,E)− f (TC ,E)]τ(E)dE

Figure 3.  Conductance and Seebeck coefficient in the resonant level model. (a) Seebeck coefficients and 
conductances calculated within the resonant level model. The trajectories a-j are curves of constant Ŵ , varied 
logarithmically from Ŵ = 10 kBT to Ŵ = 3 · 10−3 kBT . Within each trajectory the position of the energy level 
E0 was varied in equidistant steps indicated by the color scale. The gray lines are the very same eye guides as in 
Fig. 2 which mark the boundaries to the excluded area. (b) Transmission functions τ(E) along the trajectory 
with Ŵ = 1.1 · 10−1 kBT . The labels 1–7 correspond to the labels in (a).
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the junction, S is the same as for a single one, but the conductance G is doubled. This would then enter into the 
excluded area, which would, however, be barely visible on the logarithmic scale. We conclude that, despite its 
simplicity, the single resonant level model is suited to describe the experimental correlations between S and G. 
Although the fact that thermopower depends on level position and coupling is thus well known, the boundaries 
of the G − S manifold of Fig. 3(a) had hitherto not been shown.

The shape of the chosen trajectories in Fig. 3 is not purely artificial. As an anecdotic example we high-
lighted one trajectory in Fig. 2(d) in green color, which corresponds to the closing curves in (b). In the range 
of VPiezo = 28. 31 V the energetic position of the resonance moves towards the Fermi energy accompanied by 
G increasing from 10−3 . . . 10−1 G0 and S varying between − 200 . . . 0 µV/K . This may be explained by the 
continuous evolution of the all-important local environment of the molecule (electrostatic, strain,  shape10,23,24).

In any case high Seebeck coefficients coincide with near-resonant features in the dI/dV . Note that this detailed 
description along with an in-depth analysis of the resonant tunneling parameters (SI section 9) is accessible only 
because of the outstanding capabilities of the SNJ technique (stability and synchronous measurements of G and 
S). Otherwise fluctuations in E0 would appear as fluctuations of G and S.

Implications
By design, the SNJ technique is not suited for measuring the heat current, because the SiC chips are in thermal 
contact even when the electrical tunnel junction is open. However, having identified a suitable model of thermo-
electrical transport through near-resonant tunneling states, we further extend our studies to its properties and 
implications. The Seebeck coefficient is often considered to be proportional to temperature T (Mott formula). 
In the model under investigation this is recovered only in the off-resonant case. When however the resonance 
is closer to the Fermi level (near-resonant case), where τ(E) is strongly curved, the Mott assumptions are not 
fulfilled. S can then be strongly nonlinear in T (it remains, however, a linear response to �T  ). Further the 
Wiedemann-Franz law can be rediscovered in selected areas of the G − S pattern: It is valid in the off-resonant 
case (position 7© and beyond), where both τ(E) and ∂τ(E)/∂E are essentially constant at E = EF . Next to the 
envelope 3© , the Wiedemann-Franz ratio delivers the Lorentz number (see SI).

Notably, the G − S envelope remains untouched by variations of T. This can be understood by regarding the 
scaling behavior of the three energy scales kBT , E0 , Ŵ . Upon multiplication of all three quantities with a com-
mon constant factor, the resulting G and S values are untouched, as well as the G − S pattern, underscoring the 
generality of the concept.

Next to large Seebeck coefficients and their boundaries, the heat conversion efficiency is of fundamental 
interest. It quantifies how much electrical power Pel can be generated with respect to the invested heat flux Q̇in 
necessary to maintain TH:

in the bounds 0 < V < Vth with

Here, the voltage is assumed to drop symmetrically across the junction i.e. the electrochemical potential of 
the hot lead is assumed to be lowered by eV2  and vice versa for the cold lead. As Q̇ is not available in our experi-
ment, we choose to calculate it from the very same transmission function. A similar procedure has been used 
 by13,14 for quantum dots (energy scales 100 times smaller).

(4)η(V) =
Pel(V)

Q̇in(V)
=

−V · I(V)

Q̇in(V)

(5)I(V) =
−2e

h

∫
[
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eV

2
)− f (TC ,E −

eV

2
)

]

τ(E)dE,
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2
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2
)
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2
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2
)

]
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Figure 4.  Heat conversion efficiency η of the electronic system calculated with respect to Carnot-efficiency ηC . 
(a, b) are calculated within the resonant level model. In (a) the off-resonant regime is in the foreground whereas 
in (b) the near-resonant regime is visible. (c) rectangular transmission function for comparison. Note that here 
also the excluded area differs.
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The maximum efficiency for given τ(E) is then calculated by numerically maximizing η with respect to V. We 
normalize the efficiencies with respect to the Carnot efficiency ηC = TH−TC

TH
 that is the highest possible efficiency 

in accordance with the second law of thermodynamics. Figure 4(a) and (b) show color-coded numerical results, 
separately plotted for parameter regions corresponding to the off-resonant and the near-resonant case, respec-
tively. It becomes immediately visible that efficiencies close to the Carnot limit (red color) are only possible in 
the near-resonant case (in accordance  with25–28). There the transmission is dominated by a delta-peak like τ(E) , 
meaning that the integrands in equations (5) and (6) are evaluated only at E03,4. The envelope has again special 
features: here, the efficiency is 0.5 ηC when being sufficiently distant from the arrow head tip. Such astonishingly 
high efficiencies were reached by our experiments. Notably these values appeared without targeted design of 
the molecule, and even in unspecified contamination states. For a better classification, we compare the G − S 
plot for resonant junctions with boxcar transmission profiles that are the profiles that are expected to be best in 
 efficiencies4, cf. Fig. 4(c). Indeed high efficiencies can be found at significantly higher conductance values which 
is favorable for thermoelectric heat conversion at high power output. Remarkable is, though, the very similar 
overall pattern, even if the boundaries are shifted outwards. This underscores that the sharper the transmission 
function is, the better the efficiencies can be expected.

However, when connecting the implications of the model with realistic experiments, further contributions 
should be considered that reduce this efficiency: (i) an electronic contribution with flat τ(E)15 that provides an 
offset conduction Goff  in tunneling experiments, enclosing unspecified spectrally broad tunneling channels (elec-
tronic background transparency) and (ii) a vibrational heat conductance Gth,vib in addition to the electronic heat 
conduction. Both do not contribute to thermovoltage. But these electronic terms are accessible by analyzing the 
full data set including I(V) out of which we can determine E0 , Ŵ , α and Goff  (see SI,15,29). Evaluating a subensem-
ble (orange dots in Fig. 2(d)), we find ηres = 0.5 ηC for the resonance-only case which leads to a thermoelectric 
figure of merit ZTres ≈ 8 . When Goff  is included, it reduces to ηel = 0.3 ηC , ( ZTel ≈ 2.5 ). Beyond the electronic 
contributions that are accessible by I(V) and S measurements, an additional loss channel can be provided by 
vibrational heat transport. For an estimate we choose the only experimentally determined value of vibrational 
heat conductance (measured with stretched alkane molecular junctions): Gth,vib ≈ 20

pW
K

30,31 which finally leads 
to ηrealistic = 0.1 ηC ( ZTrealistic ≈ 0.5 ). These values are competitive compared to recent ZT record  values32–35.

On the first sight, an optimization of efficiency would reduce Gth,vib and keep the electronic system untouched. 
Our model, however, gives access to further potential optimization: for a given Gth,loss (including Gth,vib and the 
thermal loss due to Goff  ), we search for parameters E0, Ŵ such that the efficiency is optimized. The numerical 
results are displayed in Fig. 5. In (a), the optimized η is plotted both for the resonant tunneling model (blue) and a 
rectangular transmission window as a function of Gth,loss in a broad range. Along with the results for the resonant 
level model we evaluated a hypothetical system with boxcar-type τ(E) which has shown to be the theoretically 
most efficient transmission function.

Hence, improvements targeting high efficiency interfaces should first ensure near-resonant electronic condi-
tions, more explicitly E0 ≈ 2.5 kBT and Ŵ ≈ 0.5 kBT . Favorable is, of course, the design of low heat conductance. 
In case Gth,loss drops below 10−9 W

K  (at 300 K), Ŵ should be matched accordingly. Due to our numerical analysis 
this complicated design challenge becomes now better tractable: we lay down optimized parameters in a look-
up table, see table S1.

It should again be clarified that heat flow and thermoelectric efficiencies can not be determined by our experi-
ment. We nevertheless present these predictions because we found that the essence of thermoelectric correlations 

Figure 5.  Efficiencies with optimized transmission functions. (a) Optimal values of the thermoelectric 
conversion efficiency for rectangular and Lorentz shaped transmission functions, plotted as a function of Gth,loss . 
(b) The underlying optimized transmission functions.This plot is temperature invariant when choosing units 
of kBT and the (electrical) thermal conductance  quantum36 Gth,0 =

2π2k
2
B
T

3h
 (left and lower scale). The right and 

upper scale denominate values at room temperature (T = 300K).



7

Vol.:(0123456789)

Scientific Reports |         (2021) 11:2031  | https://doi.org/10.1038/s41598-021-81466-3

www.nature.com/scientificreports/

is adequately described by the near-resonant tunneling model, to the parameters of which our methods give 
access. For a critical test of heat conversion efficiencies, scanning tunneling microscopy should be  invoked30.

Conclusions
The recent development of the SNJ technique allows for quasi-synchronous measurement of I(V) characteristics and 
the Seebeck coefficient S of nanojunctions. The information of these experiments goes well beyond purely electrical 
measurements. Experimental ensemble analyses deliver boundaries of G(S) and can be described by the resonant 
level model. Within this model the boundaries are temperature independent, as opposed to the frequently used Mott 
approximation. An in-depth analysis of individual I(V) and S pairs gives access to model parameters of electronic 
snapshots during the evolution of nanojunctions in opening/closing cycles. The above sketched concept can be 
employed for predicting the electronic part of heat flow. Also the electronic part of the thermoelectric conversion 
efficiencies can be assigned. Without further ado, we find configurations that reach efficiencies remarkably close to 
the Carnot limit. The latter results demand for a critical experimental test with STM techniques.

Methods
Squeezable nano junction. The SNJ is composed of two silicon carbide (SiC) chips with gold electrodes 
and thermometers on top, placed face to face in a sandwich configuration see Fig. 1. Without external force, the 
chips are touching each other but the electrodes are not in electrical contact. By a piezo/spring mechanism this 
stack is compressed such that the minimum distance between the electrodes is controlled with extremely high 
stability and  resolution15. The closing process is carefully controlled until reaching a metallic junction indicated 
by conductance of G0 = 1/12.9 k� or higher. Subsequently the junction is reopened. The SNJ was mounted 
inside a vacuum vessel (high vacuum) on a cryostat.

Electrical measurements. A coaxial relay switch was used to switch between I(V) and thermovoltage 
mode. In I(V) mode voltage is sourced by a data acquisition (DAQ) card (National Instruments, USB 6221) (lin-
ear ramps: 0-max–min-0). Current was preamplified by an I–V converter (Stanford Research Systems, SR570) 
and measured via DAQ card. Acquisition times of I(V) curves were 0.5 s. These short measurement times were 
chosen to make sure that successive I(V) curves can describe the same structures (I(V) measurement time < 
lifetime of junctions). In thermovoltage mode the relay was opened, creating open-contact conditions. Ther-
movoltages were amplified via a pre-amplifier (FEMTO, DLPVA) and digitized via DAQ card. Offset currents 
caused by the pre-amplifier were compensated using a source measure unit (Agilent, E5287A) in current source 
mode (offset current constant throughout measurement). This increased the trusted conductance range from 
G > 10−3G0 to G > 10−4G0 (offset current decreased from ∼ 10 pA to ∼ 1 pA). A circuit diagram and more 
detailed description can be found in SI.

Temperature measurement. Temperatures of the sample holders were regulated (measured with Si-
diode thermometers) in the measurements underlying Fig. 2 to 200 K and 150 K, respectively. The excellent heat 
conductivity of SiC guarantees that both chips have a defined temperature. Temperatures of both chips were con-
stant throughout measurements and were measured via lithographically defined gold resistance thermometers 
on chip. These were calibrated during cooling down the cryostat. Low temperature measurement provides the 
advantage of increased contact stability compared to room temperature.

Junction preparation. Figure 2(a, c): Electrodes are layers of 50 nm gold on top of a 5 nm titanium adhe-
sion layer without further treatment. Figure 2(b, d): A 10−4 molar solution of fullerene end-capped  molecules16,17 
(SI) in CS2 was drop-casted on one of the gold electrodes prior to measurement and immediately blow-dried 
with nitrogen. Junctions were pre-characterized by taking several I(V) characteristics in a voltage range of 
− 0.7...0.7 V until strongly nonlinear curves were observed. This step was common to all measurements exhibit-
ing high Seebeck coefficients. Ensemble measurements were carried out in a smaller voltage range of − 0.1...0.1 
V where the junctions are stable.

Measurement protocol. Mount samples. Open/close junction in equidistant VPiezo steps. Measure I(V), 
Vth and on-chip thermometer resistances consecutively between piezo steps. Repeat during following process. 
Cool down cryostat and use on-chip thermometer resistances and Si-diode temperatures for calibration. Heat 
up one chip introducing temperature difference. Pre-characterize junction and adjust piezo step width. Wait 
until stable conditions are reached ( ∼ 0.5 h). Conduct ensemble measurement without changing parameters 
over night.

Calculation methods. dI/dV curves were derived numerically from I(V): dI/dV(Vtest) is the slope of a 
linear fit to the raw I(V) values with voltage in the interval Vtest ± 20 mV. Conductances G in Fig. 2 are obtained 
during the  measurement18 by a linear fit in the interval − 100 mV...100 mV; a re-analysis within the interval − 10 
mV...10 mV yields slightly smaller values of G. The difference is barely visible in the logarithmic representation 
of Fig. 2 and does not affect the conclusions.

Supplemental Information
See Supplemental Information for extended data, calculations on the Wiedemann-Franz law, description of fit 
routine, a look-up table as a different representation of Fig. 5.

The full raw data underlying all figures in the main manuscript and SI are availible  under18.



8

Vol:.(1234567890)

Scientific Reports |         (2021) 11:2031  | https://doi.org/10.1038/s41598-021-81466-3

www.nature.com/scientificreports/

Received: 8 September 2020; Accepted: 6 January 2021

References
 1. Franz, R. & Wiedemann, G. Ueber die Wärme-Leitungsfähigkeit der Metalle. Ann. Phys. Chem. 165, 497–531. https ://doi.

org/10.1002/andp.18531 65080 2 (1853).
 2. Cui, L. et al. Quantized thermal transport in single-atom junctions. Science 10, 1126. https ://doi.org/10.1126/scien ce.aam66 22 

(2017).
 3. Mahan, G. D. & Sofo, J. O. The best thermoelectric. Proc. Natl. Acad. Sci. USA 93, 7436–9. https ://doi.org/10.1073/PNAS.93.15.7436 

(1996).
 4. Whitney, R. S. Most efficient quantum thermoelectric at finite power output. Phys. Rev. Lett. 112, 1–5. https ://doi.org/10.1103/

PhysR evLet t.112.13060 1 (2014).
 5. Buttiker, M. Oherent and sequential tunneling in series barriers. IBM J. Res. Dev. 32, 63–75. https ://doi.org/10.1147/rd.321.0063 

(1988).
 6. Cuevas, J. C. & Scheer, E. Molecular Electronics, vol. 1 of World Scientific Series in Nanoscience and Nanotechnology (WORLD 

SCIENTIFIC, 2010).
 7. Rincón-García, L., Evangeli, C., Rubio-Bollinger, G. & Agraït, N. Thermopower measurements in molecular junctions. Chem. Soc. 

Rev. 45, 4285–4306. https ://doi.org/10.1039/C6CS0 0141F  (2016).
 8. Cui, L., Miao, R., Jiang, C., Meyhofer, E. & Reddy, P. Perspective: Thermal and thermoelectric transport in molecular junctions. J. 

Chem. Phys. 146, 092201. https ://doi.org/10.1063/1.49769 82 (2017).
 9. Gehring, P. et al. Field-effect control of graphene-fullerene thermoelectric nanodevices. Nano Lett. 17, 7055–7061. https ://doi.

org/10.1021/acs.nanol ett.7b037 36 (2017).
 10. Kim, Y., Jeong, W., Kim, K., Lee, W. & Reddy, P. Electrostatic control of thermoelectricity in molecular junctions. Nat. Nanotechnol. 

9, 881–885. https ://doi.org/10.1038/nnano .2014.209 (2014).
 11. Prance, J. R. et al. Electronic refrigeration of a two-dimensional electron gas. Phys. Rev. Lett. 102, 146602. https ://doi.org/10.1103/

PhysR evLet t.102.14660 2 (2009).
 12. Jaliel, G. et al. Experimental realization of a quantum dot energy harvester. Phys. Rev. Lett. 123, 117701, https ://doi.org/10.1103/

PhysR evLet t.123.11770 1 (2019). arxiv: 1901.10561.
 13. Josefsson, M. et al. A quantum-dot heat engine operating close to the thermodynamic efficiency limits. Nat. Nanotechnol. 13, 

920–924. https ://doi.org/10.1038/s4156 5-018-0200-5 (2018).
 14. Josefsson, M., Svilans, A., Linke, H. & Leijnse, M. Optimal power and efficiency of single quantum dot heat engines: theory and 

experiment. Phys. Rev. B 99, 235432, https ://doi.org/10.1103/PhysR evB.99.23543 2 (2019). arxiv: 1903.12618.
 15. Popp, M. A. & Weber, H. B. An ultra-stable setup for measuring electrical and thermoelectrical properties of nanojunctions. Appl. 

Phys. Lett. 115, 083108. https ://doi.org/10.1063/1.51166 73 (2019).
 16. Ullmann, K. et al. Single-molecule junctions with epitaxial graphene nanoelectrodes. Nano Lett. 15, 3512–3518. https ://doi.

org/10.1021/acs.nanol ett.5b008 77 (2015).
 17. Leitherer, S., Coto, P. B., Ullmann, K., Weber, H. B. & Thoss, M. Charge transport in C60-based single-molecule junctions with 

graphene electrodes. Nanoscale 9, 7217–7226. https ://doi.org/10.1039/c7nr0 0170c  (2017).
 18. Popp, M. A. & Weber, H. B. All data, including raw data is available in an open access repository under https ://doi.org/10.22000 

/321.
 19. Krans, J. M., van Ruitenbeek, J. M., Fisun, V. V., Yanson, I. K. & de Jongh, L. J. The signature of conductance quantization in metallic 

point contacts. Nature 375, 767–769. https ://doi.org/10.1038/37576 7a0 (1995).
 20. Ludoph, B. & van Ruitenbeek, J. M. Thermopower of atomic-size metallic contacts. Phys. Rev. B 59, 12290–12293. https ://doi.

org/10.1103/PhysR evB.59.12290  (1999).
 21. Evangeli, C. et al. Quantum thermopower of metallic atomic-size contacts at room temperature. Nano Lett. 15, 1006–1011. https 

://doi.org/10.1021/nl503 853v (2015).
 22. Schmutzler, T. et al. n-Hexanol enhances the cetyltrimethylammonium bromide stabilization of small gold nanoparticles and 

promotes the growth of gold nanorods. ACS Appl. Nano Mater. 2, 3206–3219. https ://doi.org/10.1021/acsan m.9b005 10 (2019).
 23. Perrin, M. L. et al. Large tunable image-charge effects in single-molecule junctions. Nat. Nanotechnol. 8, 282–287. https ://doi.

org/10.1038/nnano .2013.26 (2013).
 24. Gehring, P., Thijssen, J. M. & van der Zant, H. S. Single-molecule quantum-transport phenomena in break junctionshttps ://doi.

org/10.1038/s4225 4-019-0055-1 (2019).
 25. Humphrey, T. E., Newbury, R., Taylor, R. P. & Linke, H. Reversible quantum Brownian heat engines for electrons. Phys. Rev. Lett. 

89, 116801. https ://doi.org/10.1103/PhysR evLet t.89.11680 1 (2002).
 26. Jordan, A. N., Sothmann, B., Sánchez, R. & Büttiker, M. Powerful and efficient energy harvester with resonant-tunneling quantum 

dots. Phys. Rev. B Condens. Matter Mater. Phys. 87, 075312, https ://doi.org/10.1103/PhysR evB.87.07531 2 (2013). arxiv: 1302.3366.
 27. Sothmann, B., Sánchez, R., Jordan, A. N. & Büttiker, M. Powerful energy harvester based on resonant-tunneling quantum wells. 

New J. Phys. 15, 095021. https ://doi.org/10.1088/1367-2630/15/9/09502 1 (2013).
 28. Sothmann, B., Sánchez, R. & Jordan, A. N. Thermoelectric energy harvesting with quantum dots, https ://doi.org/10.1088/0957-

4484/26/3/03200 1 (2015). arxiv: 1406.5329.
 29. Newville, M., Stensitzki, T., Allen, D. B. & Ingargiola, A. LMFIT: non-linear least-square minimization and curve-fitting for Python, 

https ://doi.org/10.5281/ZENOD O.11813  (2014).
 30. Cui, L. et al. Thermal conductance of single-molecule junctions. Nature 572, 628–633. https ://doi.org/10.1038/s4158 6-019-1420-z 

(2019).
 31. Klöckner, J. C., Siebler, R., Cuevas, J. C. & Pauly, F. Thermal conductance and thermoelectric figure of merit of C60 -based single-

molecule junctions: electrons, phonons, and photons. Phys. Rev. B 95, 245404. https ://doi.org/10.1103/PhysR evB.95.24540 4 (2017).
 32. Venkatasubramanian, R., Siivola, E., Colpitts, T. & O’Quinn, B. Thin-film thermoelectric devices with high room-temperature 

figures of merit. Nature 413, 597–602. https ://doi.org/10.1038/35098 012 (2001).
 33. Zhao, L.-D. et al. Ultralow thermal conductivity and high thermoelectric figure of merit in SnSe crystals. Nature 508, 373–377. 

https ://doi.org/10.1038/natur e1318 4 (2014).
 34. Tan, G. et al. Non-equilibrium processing leads to record high thermoelectric figure of merit in PbTe-SrTe. Nat. Commun. 7, 12167. 

https ://doi.org/10.1038/ncomm s1216 7 (2016).
 35. Hinterleitner, B. et al. Thermoelectric performance of a metastable thin-film Heusler alloy. Nature 1–6, https ://doi.org/10.1038/

s4158 6-019-1751-9 (2019).
 36. Cui, L. et al. Quantized thermal transport in single-atom junctions. Science (New York, N.Y.) 355, 1192–1195, https ://doi.

org/10.1126/scien ce.aam66 22 (2017).

https://doi.org/10.1002/andp.18531650802
https://doi.org/10.1002/andp.18531650802
https://doi.org/10.1126/science.aam6622
https://doi.org/10.1073/PNAS.93.15.7436
https://doi.org/10.1103/PhysRevLett.112.130601
https://doi.org/10.1103/PhysRevLett.112.130601
https://doi.org/10.1147/rd.321.0063
https://doi.org/10.1039/C6CS00141F
https://doi.org/10.1063/1.4976982
https://doi.org/10.1021/acs.nanolett.7b03736
https://doi.org/10.1021/acs.nanolett.7b03736
https://doi.org/10.1038/nnano.2014.209
https://doi.org/10.1103/PhysRevLett.102.146602
https://doi.org/10.1103/PhysRevLett.102.146602
https://doi.org/10.1103/PhysRevLett.123.117701
https://doi.org/10.1103/PhysRevLett.123.117701
https://doi.org/10.1038/s41565-018-0200-5
https://doi.org/10.1103/PhysRevB.99.235432
https://doi.org/10.1063/1.5116673
https://doi.org/10.1021/acs.nanolett.5b00877
https://doi.org/10.1021/acs.nanolett.5b00877
https://doi.org/10.1039/c7nr00170c
https://doi.org/10.22000/321
https://doi.org/10.22000/321
https://doi.org/10.1038/375767a0
https://doi.org/10.1103/PhysRevB.59.12290
https://doi.org/10.1103/PhysRevB.59.12290
https://doi.org/10.1021/nl503853v
https://doi.org/10.1021/nl503853v
https://doi.org/10.1021/acsanm.9b00510
https://doi.org/10.1038/nnano.2013.26
https://doi.org/10.1038/nnano.2013.26
https://doi.org/10.1038/s42254-019-0055-1
https://doi.org/10.1038/s42254-019-0055-1
https://doi.org/10.1103/PhysRevLett.89.116801
https://doi.org/10.1103/PhysRevB.87.075312
https://doi.org/10.1088/1367-2630/15/9/095021
https://doi.org/10.1088/0957-4484/26/3/032001
https://doi.org/10.1088/0957-4484/26/3/032001
https://doi.org/10.5281/ZENODO.11813
https://doi.org/10.1038/s41586-019-1420-z
https://doi.org/10.1103/PhysRevB.95.245404
https://doi.org/10.1038/35098012
https://doi.org/10.1038/nature13184
https://doi.org/10.1038/ncomms12167
https://doi.org/10.1038/s41586-019-1751-9
https://doi.org/10.1038/s41586-019-1751-9
https://doi.org/10.1126/science.aam6622
https://doi.org/10.1126/science.aam6622


9

Vol.:(0123456789)

Scientific Reports |         (2021) 11:2031  | https://doi.org/10.1038/s41598-021-81466-3

www.nature.com/scientificreports/

Acknowledgements
We thank Agustin Molina-Ontoria and Nazario Martin for synthesis of the molecules and Tobias Zech, mem-
ber of the RTG1986, Erlangen for preparation of Au-nanoparticles. Further we thank Fabian Pauly for useful 
discussions.

Author contributions
M.A.P. and H.B.W. conceived the experiment. M.A.P. performed the experiment and developed the theoretical 
framework, complemented by calculations from A.E. All authors discussed the results scientifically, M.A.P. and 
H.B.W. wrote the manuscript with input from A.E.

Funding
Open Access funding enabled and organized by Projekt DEAL. This work was supported by the Deutsche 
Forschungsgemeinschaft (DFG), Projektnummer 182849149 (SFB 953).

Competing interests 
The authors declare no competing interests.

Additional information
Supplementary Information The online version contains supplementary material available at https ://doi.
org/10.1038/s4159 8-021-81466 -3.

Correspondence and requests for materials should be addressed to H.B.W.

Reprints and permissions information is available at www.nature.com/reprints.

Publisher’s note Springer Nature remains neutral with regard to jurisdictional claims in published maps and 
institutional affiliations.

Open Access This article is licensed under a Creative Commons Attribution 4.0 International 
License, which permits use, sharing, adaptation, distribution and reproduction in any medium or 

format, as long as you give appropriate credit to the original author(s) and the source, provide a link to the 
Creative Commons licence, and indicate if changes were made. The images or other third party material in this 
article are included in the article’s Creative Commons licence, unless indicated otherwise in a credit line to the 
material. If material is not included in the article’s Creative Commons licence and your intended use is not 
permitted by statutory regulation or exceeds the permitted use, you will need to obtain permission directly from 
the copyright holder. To view a copy of this licence, visit http://creat iveco mmons .org/licen ses/by/4.0/.

© The Author(s) 2021

https://doi.org/10.1038/s41598-021-81466-3
https://doi.org/10.1038/s41598-021-81466-3
www.nature.com/reprints
http://creativecommons.org/licenses/by/4.0/

	Thermoelectricity of near-resonant tunnel junctions and their relation to Carnot efficiency
	Experimental observations
	Theoretical analysis
	Implications
	Conclusions
	Methods
	Squeezable nano junction. 
	Electrical measurements. 
	Temperature measurement. 
	Junction preparation. 
	Measurement protocol. 
	Calculation methods. 

	Supplemental Information
	References
	Acknowledgements


