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Over the past decades, electronic components are made smaller and smaller. Further minimization is difficult due to physical
limitation of materials and manufacturing process. On the other hand, organic molecules can be designed and synthesized at
atomic-precision. The establishment of break junction (BJ) methods made measurement of electronic properties of single

molecule possible. Under this background, organic molecules are expected to become alternatives of conventional electronics.

Among the electronic components, rectifiers, i.e. diodes, are one of the most basic and important components that conducts
in only one direction. The first theoretical molecular rectifiers were proposed by Aviram and Ratner in 1974, which contains an
electron rich part (donor) and an electron poor part (acceptor). Since then, many molecular rectifiers are proposed, including
perpendicularly connected porphyrin-imide molecule which has localized molecular orbitals due to its spatial structure. Although
the single molecule rectifying behavior of porphyrin-imide was confirmed by mechanically controllable break junction (MCBJ),

the experimental rectifying direction of electrons kept unknown due to the limitation of molecular structure
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Figure 1 (a) Porphyrin-imide molecule researched in this thesis (Por-Im-SH). (b) Ball-stick model of porphyrin-imide. (c)
Dihedral angle between porphyrin plane and naphthalenediimide plane.

This thesis focuses on determining the rectifying direction of perpendicularly connected porphyrin-imide molecule (Figure
1). Determination of the rectifying direction of porphyrin-imide is a key step to resolve the rectifying mechanism of porphyrin-
imide.
Chapter 2 introduces experimental details of
Porim-SH in Mesitylene 0.100V

the thesis. In addition to synthesis and theoretical Total: 1985 Traces. . Cluster 0202 Traces. 14% Cluster 1 - 350 Traces. 17%
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in detail. In order to keep the molecular orientation

of porphyrin-imide during measurement, the
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blinking method was used to detect molecular
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junctions. A measurement system was set up on .

base of a scanning tunneling microscope (STM).
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The system is capable of automatic single

molecular junction detection and /-V curve
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measurement.  Moreover, an  unsupervised

clustering program using K-means algorithm was  pigyre 2 Histograms of raw break junction data showing no clear

developed to help analyze the data from break conductance peak (top left) and result clusters that showing clear

Jjunction measurements and /-V measurement. This ., quctance peaks.

program helps to reduce workload of processing




and selecting the huge amount of data produced from single molecular measurements as well as cognitive bias introduced in
manual selection. The clustering program is found to be useful in multiple cases including break junction data and /- data
(Figure 2).

Chapter 3 introduces molecular design and synthetic schemes of porphyrin-imide molecules. To accomplish the target to
control molecular orientation during measurement, porphyrin-imide with asymmetrically protected thiol anchoring groups and
porphyrin-imide with asymmetric anchoring groups were designed and synthesized. Porphyrin-imide utilizing porphyrin ring

and thiol group as anchoring groups was chosen for theoretical study and measurement (Figure 1a).

Chapter 4 introduces theoretical studies of porphyrin-imide include density function theory (DFT) to study the possible
anchoring conformations of porphyrin-imide between gold electrodes. The conductance of porphyrin-imide at zero bias was
calculated by Non-Equilibrium Green Function (NEGF).

Porlm-SH on Substrate

Chapter 5 introduces measurement of Por-Im-SH using oo Total:09 Traces. . . Cluster 0- 35 Traces. 36%
STM break junction (STM-BJ) and blinking methods. Collected ' ; V
data were processed with unsupervised clustering to help
analysis. Both STM-BJ and blinking method showed Por-Im-SH
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show different /-V shapes (Figure 3). When Por-Im-SH is z:s :‘:

attached to STM substrate, the current is higher at negative bias, o o

and when Por-Im-SH is attached to STM tip, the current is R N

higher at itive bias. Thi that th tifying direction i . .
igher at positive bias. This proves that the rectifying direction is Figure 3 2D histograms of raw IV curves (top left)

0 the directi £ from imi hri

in the direction of from imide part (acceptor) to porphyrin part and clustered result (rest). The clustered results show
d Fi 4), which is th directi th tical NEGF . T . .

(donor) ( 1gur.e ) which is the same direction as theoretica different /-V shapes, indicating multiple possible

calculation (Figure 5).

junction conformation.
The result of this results provided important information on
rectifying behavior of porphyrin-imide molecules to reveal the rectifying mechanism. These results cannot be obtained without

help of the new set up measuring system and unsupervised clustering. Further study about rectifying mechanism is under

nvestigation.
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Figure 4 2D histograms of rectifying ratio of Por-Im-SH show opposite shape when Por-Im-SH is attached to
either substrate or tip.

£ 05 Figure 5 Calculated /-V of Por-Im-SH curve by
gz: NEGF. Bias voltage is defined as the voltage on
-0 imide side of the molecule.
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