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Fully Reprogrammable 2D Array of Multistate Molecular
Switching Units

Anja Bauer, Tobias Birk, Fabian Paschke, Andreas Fuhrberg, Josefine Diegel,
Ann-Kathrin Becherer, Lars Vogelsang, Markus Maier, Werner M. Schosser, Fabian Pauly,
Oded Zilberberg, Rainer F. Winter, and Mikhail Fonin*

Integration of molecular switching units into complex electronic circuits is
considered to be the next step toward the realization of novel logic and
memory devices. This paper reports on an ordered 2D network of neighboring
ternary switching units represented by triazatruxene (TAT) molecules
organized in a honeycomb lattice on a Ag(111) surface. Using
low-temperature scanning tunneling microscopy, the bonding configurations
of individual TAT molecules can be controlled, realizing up to 12 distinct
states per molecule. The switching between those states shows a strong bias
dependence ranging from tens of millivolts to volts. The low-bias switching
behavior is explored in active units consisting of two and more interacting TAT
molecules that are purposefully defined (programmed) by high-bias switching
within the honeycomb lattice. Within such a unit the low-bias switching can
be triggered and accessed by single-point measurements on a single TAT
molecule, demonstrating up to 9 and 19 distinguishable states in a dyad and a
tetrad of coupled molecules, respectively. High experimental control over the
desired state, owing to bias-dependent hierarchical switching and
pronounced switching directionality, as well as full reversibility, make this
system particularly appealing, paving the way to design complex
molecule-based memory systems.

1. Introduction

Electronic devices based on functional molecular units may
outperform traditional silicon-based electronic components,
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thus providing an ultimate solution for
high-density logic and memory units.[1–6]

In this regard, molecular switches are
supposed to play a central role, owing
to the possibility of controllably toggling
the system between two or more stable
states.[7–9] To harvest the switching prop-
erty for logic or memory applications,[4–6]

molecules are usually contacted to elec-
trodes giving a possibility of electrical ma-
nipulation as well as read-out. Experimen-
tal realization on the single molecule scale
relies on two main approaches:[4] First, the
switching behavior is studied in molecu-
lar transport devices; second, the switch-
ing behavior is probed by scanning tun-
neling microscopy (STM). Implementation
of the latter technique allows to address
the molecular systems in well-controlled
geometries and has recently provided pro-
found insights into proof-of-concept build-
ing blocks based on the rotational motion of
molecules,[10–19] on their charge states,[20–24]

on intramolecular atom transfer,[25–34] on
conformational changes,[35–38] on formation

and dissociation of chemical bonds,[39–42] and on spin-state
switching.[43–48]

Although the vast majority of experimental work has
been done on bistable molecules, multistate systems[49,50] are
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particularly appealing, as they would allow to increase the sur-
face unit density and simultaneously reduce the circuit com-
plexity. However, single-molecule multistate systems are less
explored and only recently, transport-device-related examples
started to emerge.[51–53] With regard to on-surface molecular sys-
tems studied by STM, reports exist on three-state switching in a
spin–crossover complex,[48] three-level switching between equiv-
alent bonding configurations,[54,55] four-level switches based on
tautomerization,[27,33] three-,[49] five-[14] and six-step[13,17] molec-
ular rotors, as well as on hierarchical six-level switching owing
to the core rotation in Cs3N@C80

[56] and on 14-level adsorption
configuration switching of Li@C60.[57]

Here, we present a study of multistate hierarchical switching
within an ordered 2D network of N,N′,N″-triethyltriazatruxene
(TAT) molecules on Ag(111). By means of STM, we are able to re-
versibly manipulate the binding configurations of individual TAT
molecules within the dense molecular layer. The interconver-
sion between three bonding types using high-bias voltage pulses
combined with additional bonding configurations within each of
these types allows us to realize 12 distinct states per molecule.
We further explore the control over the final state by relying on
switching hierarchy and directionality. Based on these thorough
characterizations, we are able to define switching units within the
lattice consisting of two or more interacting molecules that show
low-bias switching, and investigate their switching dynamics.

2. Results and Discussion

Surface deposition of TAT was performed by the electrospray
method[58,59] (see Figure S1, Supporting Information) with the
Ag(111) substrate kept at room temperature. In Figure 1a, we
show a low-temperature STM image of a well-ordered honey-
comb lattice within an island of TAT molecules on Ag(111).
This structure is usually obtained at coverages exceeding approx-
imately half of a close-packed molecular layer (see Figure S2).
The majority of TAT molecules within the honeycomb lat-
tice exhibit a distinct shape reflecting the trigonal symme-
try of the molecular structure, giving the possibility to exactly
distinguish between different adsorption configurations and
binding types.[54]

We first focus on the different adsorption geometries of TAT
on Ag(111) as observed in STM imaging, followed by an analy-
sis of their switching behavior. Upon adsorption, two chiral con-
figurations of the TAT molecule can occur, which are labeled as
R and S. The honeycomb lattice consists of equal numbers of
the two surface enantiomers, yielding an ordered racemic mix-
ture (Figure 1a), comparable to other molecular systems.[60] For
free-standing molecules, we previously observed two adsorption
configurations – 1) atop-fcc, and 2) atop-hcp (see Figure 1b and
Figure S3, Supporting Information), meaning that the central
benzene ring of the molecule is placed above an Ag atom (atop)
and the three attached pyrrole rings are placed above fcc or hcp
hollow sites.[54] The honeycomb lattice stabilizes a third adsorp-
tion geometry (labeled as 3S and 3R′), where the central ben-
zene ring is proposed to adsorb above an atop position (3S) or an
hcp-hollow position (3R′), whereas the pyrrole rings are placed
above bridge positions (see Figure S4, Supporting Information).
All configurations can be well identified and distinguished by the
molecular rotation with respect to the [11̄0] direction of Ag(111),

as obtained in STM imaging. According to the introduced label-
ing, the honeycomb lattice shown in Figure 1a is composed of 1S
and 3R′ molecules, thus, yielding the 1S/3R′ configuration. The
3S/1R configuration was also observed (for details see Figure S4,
Supporting Information).

Within every adsorption configuration, TAT molecules can be
further classified into three types owing to their STM shape ap-
pearance, which we refer to as 𝛼, 𝛽, and 𝛾 bonding types (see
boxed areas and corresponding magnifications in Figure 1a). As
previously reported,[54,55] the most abundant TAT type is charac-
terized by three prominent circular protrusions (further also re-
ferred to as intensity maxima) that surround a three-blade pro-
peller. This appearance will be further referred to as 𝛼-type. The
three intensity maxima represent the N-bonded ethyl groups that
protrude upwards from the surface, and the propeller-shaped in-
tensity stems from the molecular backbone (see Figure 1b,c). Be-
cause of the trigonal symmetry, three equivalent bonding states 𝛼i
(𝛼1, 𝛼2, 𝛼3) exist within the same adsorption geometry shown in
Figure 1b. They can be distinguished in STM by the orientation
of the boomerang-shaped intensity distribution of the molecular
backbone (see dashed lines in Figure 1a). In free-standing 𝛼-type
TAT molecules, a switching between the three states 𝛼i can be
reliably induced upon application of bias voltages in the range
of 50–100 mV (low-bias switching).[54] This type, thus, lays the
foundation for a trit (ternary digit)-based molecular unit. 𝛽- and
𝛾-type TAT are characterized by molecular shapes with only two
and one pronounced maxima visible, respectively, contrary to the
𝛼-type, which shows three pronounced maxima. As will be shown
in the following, the molecular types differ by the number of ethyl
groups that are strongly bound to the surface – 0 for 𝛼-type, 1
for 𝛽-type, and 2 for 𝛾-type molecules. These bonding differences
lead to the lack of one (𝛽-type) or two (𝛾-type) intensity maxima in
STM images (see line profiles in Figure 1d), as compared to the 𝛼-
type. Upon application of voltage ramps up to 2.0–2.6 V over TAT
molecules, we are able to initiate reversible transitions between
the types without any notable changes in their lateral position
as shown in Figure 2. In particular, a conversion sequence 𝛼 →
𝛽 → 𝛾 of a 3S-TAT molecule is presented in Figure 2a together
with the inverse conversion sequence (𝛾 → 𝛽 → 𝛼) displayed in
Figure 2b.

In all experiments presented here, the STM tip was positioned
either above the center of the molecule for the switching of 𝛼-type
or in proximity to the missing intensity maximum in the cases of
𝛽- and 𝛾-type molecules. Interestingly, for the 𝛽-type molecule,
we were also able to switch between the three equivalent adsorp-
tion configurations (see Figure 2c). This 𝛽1 → 𝛽2 → 𝛽3 conver-
sion is subject to a pronounced switching directionality, which
allows for a high degree of control over the desired final state (see
Figure 2c and Figure S5, Supporting Information). Sorted by the
initial state of 3S-TAT, the switching probabilities are shown in
Figure 2d. Each attempt represents a voltage ramp from 2.0 to
2.6 V with a ramp rate of 0.2 V/s. The switching probability is
defined by the number of successful attempts (switching event
occurs) divided by the total number of attempts. For transitions
between 𝛼- and 𝛽-type the probability amounts to about 44%,
whereas the switching probability between the three energetically
degenerate 𝛽-type configurations is about 33%. The probability
for transitions into 𝛾-type starting from 𝛼- or 𝛽-type is about 3%.
On the other hand, the transition probability for 𝛾 → 𝛼, 𝛽 is close

Adv. Mater. 2024, 2401662 2401662 (2 of 10) © 2024 The Author(s). Advanced Materials published by Wiley-VCH GmbH

 15214095, 0, D
ow

nloaded from
 https://onlinelibrary.w

iley.com
/doi/10.1002/adm

a.202401662 by U
niversitaetsbibl A

ugsburg, W
iley O

nline L
ibrary on [02/08/2024]. See the T

erm
s and C

onditions (https://onlinelibrary.w
iley.com

/term
s-and-conditions) on W

iley O
nline L

ibrary for rules of use; O
A

 articles are governed by the applicable C
reative C

om
m

ons L
icense

http://www.advancedsciencenews.com
http://www.advmat.de


www.advancedsciencenews.com www.advmat.de

Figure 1. Honeycomb lattice of TAT on Ag(111). a) Topographic STM image of a TAT island (9.5 × 9.5 nm2; I = 100 pA; U = 20 mV). The unit cell
(white rhombus) consists of two TAT enantiomers adsorbed in different geometries – 1S and 3R′. Three molecular types (𝛼, 𝛽, and 𝛾) within the 3R′

configuration are marked by boxes. Magnifications (2 × 2 nm2) of the boxed TAT molecules are shown on the right-hand side. Pictograms for each TAT
type are introduced, which depicts the STM intensity distribution. Filled circles represent the bright circular protrusions in the STM, corresponding to the
upstanding ethyl groups. Black lines denote the height profiles. b) Upper row: top views of the adsorption configurations of two surface enantiomers (1S
- calculated geometry[54] and 1R - schematic representation) observed for free-standing 𝛼-type TAT molecules. Additionally, schematic representations
of six different adsorption configurations for the 𝛼-type TAT molecule observed in the experiments are shown. Adsorption configurations 3R′ and 3S
are not exactly mirror symmetric as discussed in the text. Bottom row: schematic representation of the three degenerate bonding states exemplarily
presented for the 1R 𝛼-type TAT (𝛼1, 𝛼2, and 𝛼3), which can be distinguished by the different orientation of the characteristic boomerang-shaped feature
indicated by the dark-shaded area within the molecular backbone (marked by dashed bows in “a”). Height differences of the three maxima of single
𝛼-type TAT molecule[54] are highlighted by light and dark green. c) Molecular structure of the TAT molecule. The ethyl groups are pointing out of the
plane. d) Height profiles along the green (𝛼-type), yellow (𝛽-type), and red (𝛾-type) arrows shown in “a”. Black triangles denote the positions of strongly
bound ethyl groups in 𝛽- and 𝛾-type TAT molecules.

to 100% (in 13 attempts). The measured values represent a lower
boundary, as the switching probability grows with increasing du-
ration of applied high-bias voltage. We note that the observed
switching makes it difficult to perform dI/dU spectroscopy on the
molecules (see Figure S6, Supporting Information). The spectra
obtained for free-standing 𝛼- and 𝛽-type molecules show a rather
flat curve with an increase of the intensity toward +2 V, indicat-
ing the proximity of the lowest unoccupied molecular orbital.[54]

However, the spectra of 𝛼- and 𝛽-type molecules are very similar,
making it difficult to rely on dI/dU spectroscopy for the identifi-
cation of molecular types.

We turn to elucidate the nature of the different TAT types,
first focusing on the free-standing 𝛽-type molecule. In Figure 3a,
we show an STM image of a 𝛽-type 1S-TAT, characterized by a
complete suppression of the STM intensity on one of the three
bright circular protrusions as compared with the 𝛼-type TAT. As
shown above, the electric field of the STM tip can be used to re-
versibly switch between different types, indicating that the molec-
ular structure remains intact upon switching. We, thus, infer that
only the adsorption configuration changes, mostly owing to an
altered conformation of the alkyl moieties. Relying on previous
reports addressing the interaction of ethyl moieties with metallic
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Figure 2. Tip-induced conformational changes of TAT. a) Topographic STM images (left) and corresponding pictograms (right) illustrating tip-induced
switching sequences between three different conformations of the central 3S-TAT molecule: 𝛼 → 𝛽 → 𝛾 . b) Inverse switching sequence for the same
molecule: 𝛾 → 𝛽 → 𝛼. c) Tip-induced changes between three degenerate ground states of the 𝛽-type TAT molecule. All images: 4 × 4 nm2; U = 20 mV; I =
100 pA. The lateral tip positions for each bias ramp are marked by blue crosses in the STM images and pictograms. Number of attempts for a successful
switching event: (a) 1, 1; (b) 1, 1; (c) 1, 1. d) Probability histogram for tip-induced switching between the types. Ramping parameters for all experiments:
voltage range: 2.0 - 2.6 V; ramp speed: 0.2 V/s; I = 500 pA.

surfaces,[18,61–63] we assume that in the 𝛼-type TAT molecules, all
ethyl groups are protruding from the surface, whereas in 𝛽-type
TAT one ethyl group resides substantially closer to the Ag(111)
surface (labeled as surface-bound ethyl, SBE).

This scenario is confirmed by density functional theory (DFT)
calculations performed upon variation of the distance between
one ethyl moiety and the Ag(111) substrate (see Experimental
Section). In addition to the 𝛼-type configuration (all ethyl moi-
eties pointing up), the calculations reveal an additional adsorp-
tion energy minimum. Here, the vertical distance z of the C2-
atom (the methyl carbon atom within the ethyl moiety) to the sur-
face plane amounts to z𝛽-type

C2 = 3.89 Å, being on the same level as
the corresponding N-atom (denoted N2 in Figure 3b,c). The dis-
tance of N2 to the surface is now slightly larger compared with
that of the 𝛼-type (z𝛼-type

N2 = 3.62 Å). The same holds for another
nitrogen atom (denoted as N1), which is slightly lifted due to the
pinning of the SBE moiety. This uplifting of N1 and N2 results

in a tilting of the whole molecule. This in turn pushes the ethyl
group at N1 further away from the surface plane compared with
the others, which explains the intensity difference of the two max-
ima observed in the 𝛽-type molecule in STM (Figure 3a). The
charge density differences shown in Figure 3e,f suggest an in-
creased charge redistribution at N2 due to the C2-Ag pinning.
As a result, the binding energy E𝛽-type

B = −ETAT/Ag + ETAT + EAg
amounts to 2.53 eV per molecule, which represents a strong
increase compared with that of 1.05 eV per molecule of the 𝛼-
type.[54]

We infer that the same holds for the observed shape of the
𝛾-type TAT molecule. In this case, two ethyl moieties are sup-
posed to be pinned to the substrate with only one circular protru-
sion visible in STM images, which results from the remaining
upstanding ethyl group (see Figure 1a). We note that no further
types, e.g., with three surface bound ethyl groups, were observed.
An increased binding energy between the molecule and the
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Figure 3. Adsorption geometry of a 𝛽-type TAT molecule. a) Topographic STM image of a free-standing 𝛽-type 1S-TAT on Ag(111) (3× 3 nm2; U= 10 mV; I
= 100 pA). One of the bright circular protrusions associated with upstanding ethyl moieties is not visible (SBE: surface-bound ethyl). The corresponding
pictogram for the 𝛽-type TAT is shown in the lower right corner. b,c) Top- and side-views of the DFT relaxed structure of 𝛽-type 1S-TAT on Ag(111).
d) Side view of the DFT relaxed structure of 𝛼-type 1S-TAT on Ag(111) is shown for comparison. The view direction for “c” and “d” is marked in “b”
by a green arrow. In the 𝛽-type TAT, the ethyl moiety attached to N2 is flipped down toward the Ag(111) surface. The remaining two ethyls are flipped
upwards compared with the 𝛼-type TAT molecule (a red arrow denotes the highest protruding one). e–f) Charge–density difference calculated as Δ𝜌(r)
= 𝜌TAT/Ag(r) − 𝜌Ag(r) − 𝜌TAT(r) and plotted for the geometry shown in “b” and “c”. Signs are chosen such that a positive charge or missing electrons
are counted as positive. The color scale ranges from −4 e/nm3 (blue) to +4 e/nm3 (red), where e = |e| is the elementary charge. Cut plane positions are
denoted by dashed lines in “e” and “f”.

surface for 𝛽- and 𝛾-type molecules is further validated by scan-
ning at elevated bias voltages (0.3–0.7 V), which reveals frequent
tip-induced displacements of the 𝛼-type molecules, whereas 𝛽-
and 𝛾-type molecules reside in their adsorption positions (see
Figure S7, Supporting Information).

The pinning of the ethyl moieties has a profound effect on the
low-bias switching behavior of TAT, as shown for free-standing
molecules in Figure 4a. A characteristic time trace of the rel-
ative tip height, Δz, clearly reflects switching between three
degenerate adsorption states in 𝛼-type TAT.[54] For 𝛽-type

Figure 4. Low-bias switching behavior of TAT molecules. a) Δz(t)-traces of the relative tip height Δz (drift-corrected) measured on three free-
standing TAT molecules (𝛼 and 𝛾 : U = 50 mV; I = 500 pA; 𝛽: U = 10 mV, I = 500 pA). The time traces are vertically shifted for clarity. 𝛼-type
TAT switches between three states owing to three degenerate bonding configurations within the same adsorption geometry. 𝛽-type shows a two-
state switching. For 𝛾-type, the low-bias switching is completely suppressed. Tunneling current images on the right show current fluctuations for
𝛼 and 𝛽. No current fluctuations are observed for the 𝛾-type. The color scale ranges from −50 to +50 pA for 𝛼, and −15 to +15 pA for 𝛽 and
𝛾 . Imaging parameters: 3 × 3 nm2; U = 200 mV; I = 500 pA. Time-dependent measurements of Δz are performed at the tip positions marked
by crosses. b) Switching rate of a free-standing 𝛼-type TAT molecule (adapted from Ref. [54]) and of one embedded in the honeycomb lattice
(I = 100 pA). Both molecules are in 1S configuration.
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molecules, we observe a two-level switching with one state be-
ing clearly preferred, as can be inferred from the dwell times.
The difference between both configurations manifests itself
as a slight variation in the heights of the two visible ethyl
groups, whereas the overall appearance remains almost un-
changed. In the following, the two configurations will be re-
ferred to as 𝛽 and 𝛽′. For 𝛾-type molecules the molecular switch-
ing is completely suppressed, supporting the idea of the pin-
ning of two ethyl moieties to the substrate. We emphasize that
low-bias switching is also possible, when the TAT is embedded
in the honeycomb lattice. In Figure 4b, we compare the switch-
ing rates for a free-standing 𝛼-type TAT with the embedded one.
The data were obtained by counting all single switching events
within a recorded Δz(t)-trace and dividing this number by the
corresponding acquisition time. The increased threshold energy
for embedded molecules might be caused by a constrained mo-
tion due to the presence of three nearest neighbors in close
proximity.

The rich switching behavior as described above suggests
TAT/Ag(111) to represent a molecular memory medium. The
system shows hierarchical switching at different tunneling bias
voltages between accurately distinguishable individual states, as
summarized in Figure 5a. The 𝛽-type shows high-bias switching
that is subject to a pronounced switching directionality, which
allows to gain considerable control over the desired end state.
Within each of the three equivalent adsorption states 𝛽1, 𝛽2, and
𝛽3, low-bias two-state switching 𝛽↔𝛽′ is observed (Figure 4a),
resulting in a total of six states for 𝛽-type TATs (Figure 5a).
Pronounced switching rates for the 𝛽↔𝛽′ transitions are ob-
served already at bias voltages above 5 mV, which helps to dis-
criminate these transitions from other switching processes. As
shown in Figure 2c, switching between the three degenerate
configurations of 𝛽-type can be controllably induced by high-
bias pulses, which provides the possibility to realize a highly
stable memory unit owing to the large binding energy of this
type. Moreover, the energy barrier is sufficiently high to stabilize
the system against spontaneous switching induced by thermal
fluctuations not only at the temperatures of about 5 K
used in our experiments, but also possibly at those exceed-
ing room temperature. Furthermore, the tip-induced switch-
ing can be reliably performed with the possibility to pre-
cisely access the desired final state due to the observed
switching directionality (Figure 2c and Figure S5, Supporting
Information).

For 𝛾-type molecules, a basic memory unit with three states
can be realized. As this type does not exhibit low-bias switch-
ing, only bias voltages starting from about +2.4 V can be used
to change the states or transform the molecule into another type.
Voltage-induced transitions between the three configurations of
the 𝛾-type are only possible via 𝛼- and 𝛽-types. However, switch-
ing probabilities for 𝛼, 𝛽 → 𝛾 are quite low (see Figure 2d), which
makes the 𝛾-type somewhat less appropiate for the realization of
a memory unit. We note that a further increase of the switch-
ing bias above 3 V usually leads to a disruption of the molecular
layer or to irreversible changes at TAT molecules, i.e., ethyl de-
tachment (see Figure S8, Supporting Information). Considering
all available adsorption configurations for the three types, we end
up with a total of 12 available states per single TAT molecule (see
Figure 5a).

The observed molecular states allow for the realization of a par-
ticularly dense memory with the read-out speed limited by the
scanning time it takes to evaluate the exact state of every sin-
gle molecule. Higher speeds could be achieved by using units
comprised of several interacting molecules, where the read-out
is implemented as point measurement on only one molecule of
a unit. We consider an elementary memory cell based solely on
the low-bias switching of 𝛼-type TAT molecules (in the follow-
ing referred to as active molecules). Here, transitions between
the three states can be triggered by inelastic tunneling electrons
(starting at about 60 mV for TAT in monolayers), whose energy is
transformed into excitations of vibrational modes, which lead to
a switch between the 𝛼i configurations.[32,54] This enables switch-
ing rates of up to 103 Hz, i.e., it is solely limited by the time
resolution of our STM electronics (0.5 ms). Moreover, at par-
ticular parameters, a pronounced switching directionality is ob-
served for 𝛼-type TAT molecules within the honeycomb lattice
(see Figure S9, Supporting Information), which allows for con-
trolled driving of the system into a particular state. For the 𝛼-type
system, we consider two possible scenarios – one active 𝛼-type
molecule embedded into an inactive matrix composed of 𝛽- and 𝛾-
type (passive) neighboring molecules, as well as a medium com-
posed of coupled 𝛼-type molecules. An STM image of the first sce-
nario can be seen in Figure 5b, where an 𝛼-type molecule is sur-
rounded by three 𝛽-type molecules. The Δz(t)-trace of the relative
tip height shows three states as discussed above. The presence
of adjacent 𝛽-type molecules imposes additional noise due to
their fast two-level 𝛽↔𝛽′ switching, which is simultaneously ex-
cited by the tunneling current; it is visible as a broadening of the
main peaks in the histogram analysis of Δz(t). A dense medium
in this case would consist of a two-molecule unit with one ac-
tive (𝛼-type) and one passive (𝛽- or 𝛾-type) spacer molecule (see
Figure S10, Supporting Information), which would yield a sur-
face density of 2.6× 1013 trit/cm2, considering the unit cell area of
3.82 nm2.

We now transform the 𝛽-type TAT at the bottom right into
an 𝛼-type molecule (Figure 5c), which noticeably modifies the
switching characteristics of the central read-out molecule. The
coupling between both molecules leads to a superposition of
switching levels on the read-out TAT molecule. Accordingly,
the corresponding Δz(t)-trace clearly reveals nine well-separated
states, whose occurrence suggests simultaneous excitation of
the adjacent 𝛼-type TAT molecule due to hot carrier generation
by the STM.[32,64] This behavior allows for the realization of a
two-molecule unit with nine distinguishable states, that can be
read out on a single molecule. Here, the medium would con-
sist of units comprised of two active and two passive (spacer)
TAT molecules (see Figure S10, Supporting Information). To ex-
pand this concept even further, we show in Figure 5d a config-
uration where all three neighboring molecules are transformed
into the 𝛼-type. Taking into account all possible configurations
of the four molecules, we expect to observe 34 = 81 states. In
our experiment, the Δz(t)-trace recorded over the central 𝛼-type
molecule reveals 19 discernible states. Here, we only count the
states which can be unambiguously identified in the dwell time
diagram. However, we infer that more states are likely present.
Particularly small jumps are difficult to assign due to the drift
of the tunneling contact over long measurement periods. For
the realized configuration, each unit cell comprises four active

Adv. Mater. 2024, 2401662 2401662 (6 of 10) © 2024 The Author(s). Advanced Materials published by Wiley-VCH GmbH
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Figure 5. Multistate switching in interconnected TAT molecules. a) Pictograms representing the 12 discernible states of a TAT molecule on Ag(111).
Upstanding ethyl groups are represented by circles. For the 𝛼-type molecules, the boomerang-shaped intensity within the molecules is highlighted by dark
green. For the 𝛽-type molecules, the height variations of two ethyl groups upon two-state switching is visualized by the color change from yellow to brown.
Arrows indicate switching processes with the corresponding threshold energies given. b–d) Topographic STM images (3.75 × 3.75 nm2; U = 10 mV; I
= 100 pA), corresponding pictograms of the molecular structures, as well as Δz(t)-traces of the low-bias switching and distribution histograms (U =
100 mV; I = 100 pA) for three configurations differing in the number of active neighbors of the central read-out 𝛼-type 3S-TAT molecule. Configurations
are highlighted by dashed lines. The lateral tip positions for each measurement are marked by crosses in STM images and in pictograms.

𝛼-type molecules and two passive spacer molecules (Figure S10,
Supporting Information). Although units with two and four ac-
tive molecules provide a slight increase of the surface density,
as can be seen from the active/passive ratio, the main advance
lies in the possibility to use only one molecule of the unit for
write/read-out operations, which reduces the access time. The av-
erage switching rates for the three studied units are very similar
(see Figure S11, Supporting Information). However, an analysis
in terms of the Allan deviation[65,66] shows that additional low-
rate contributions are present for one-active- and three-active-
neighbors configurations. Those can be assigned to the switching

of neighboring (one or three) active molecules, as the increas-
ing distance from the electron injection point results in a reduc-
tion of the observed switching rate. This separation of switching
rates in two (or more) groups is particularly appealing in terms of
separate write/read-out operations on units comprised of several
molecules. We note that the read out performance in our scheme
is limited by the time resolution of the electronics, whereas the
state separation in the sub-pm range is routinely achieved in up-
to-date instrumentation. Thus, the high switching rates at rela-
tively low bias voltages may result in fast memory operation times
without any risks of damaging the arrays.

Adv. Mater. 2024, 2401662 2401662 (7 of 10) © 2024 The Author(s). Advanced Materials published by Wiley-VCH GmbH
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3. Conclusion

We have realized an ordered 2D network of ternary switching
units represented by triazatruxene (TAT) molecules, organized
in a honeycomb lattice on a Ag(111) surface. Using STM tip-
induced high-bias pulses, applied to individual TAT molecules,
we were able to reversibly manipulate their binding types – 𝛼, 𝛽,
and 𝛾 . This allows us not only to program well-separated individ-
ual units composed of two or more interacting 𝛼-type molecules
but also to expand the number of switching states for a single
TAT molecule from three available for the low-bias switching
of the 𝛼-type to overall twelve. Owing to the bias-dependent
switching hierarchy and directionality, we achieve a high degree
of control over the switching process, which, combined with
a large number of accessible states, is unique to the best of
our knowledge. Comparable molecular switches either lack the
degree of control over the final state[57] or exhibit much fewer
states.[56] Moreover, the reversible switching in a wide bias
voltage range is demonstrated for individual molecules within
densely packed molecular arrays. Additionally we show that the
low-bias ternary switching of the most abundant 𝛼-type turns
out to be strongly affected by the nearest neighbors. Owing to
the high-bias switching, within the honeycomb lattice we are
able to separate (program) units of two and four interacting
𝛼-type (active) TAT molecules, which show low-bias switching.
For the tetrad, we observe 19 states, as measured on a read-out
molecule, with a perspective to confine up to 81 distinct states.
Based on our experiments, molecular-based memory units
can be envisaged, although the wiring and in particular, room
temperature operation would require further adaptation.

4. Experimental Section
N,N′,N″-Triethyltriazatruxene was synthesized following a previously re-
ported procedure.[67] The purity of the final material was verified by proton
nuclear magnetic resonance spectroscopy and mass spectrometry (see
Figure S12, Supporting Information). The surface of the Ag(111) single
crystal (Surface Preparation Laboratory) was cleaned by repeated cycles of
Ar+ sputtering and subsequent annealing to about 890 K. Electrospray de-
position of TAT molecules on the clean Ag(111) surface was performed as
described elsewhere.[58,59] The sample was kept at room temperature dur-
ing electrospray deposition, and then transferred into the cryogenic STM
(Omicron Nanotechnology GmbH) operated at temperatures of 5–6 K.
STM measurements were carried out in the constant-current mode using
ground and polished PtIr tips (Nanoscore GmbH). The sign of the bias
voltage corresponds to the potential at the sample.

DFT calculations were performed using the quantum chemistry code
TURBOMOLE (version 7.1),[68] employing the def-SV(P) Gaussian ba-
sis set[69] and the Perdew–Burke–Ernzerhof (PBE) exchange–correlation
functional.[70] In order to take van der Waals interactions into account, a
dispersion correction to the PBE functional was employed.[71] Total ener-
gies were converged to a precision of better than 10−6 a.u., and geometry
optimizations were carried out until the change of the maximum norm of
the Cartesian gradient was below 10−5 a.u. A slab of three Ag layers was
used as the substrate, in which the positions of the atoms in the upper two
metal layers below the molecule were allowed to relax, while the bottom
layer was held fixed at bulk lattice values.
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Supporting Information is available from the Wiley Online Library or from
the author.
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