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1. Time-elapsed STM images of PBM2/COR system

The time-elapsed STM images are shown in Figure S1. The observed early-stage networks of

the host-guest organic systems are the same asthe final fully self-assembled molecular
architecture.
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Figure S1. After depositing a droplet of solution of PBM2/COR under concentration of C2, the time-
elapsed images (110 nm % 110 nm) recorded at (a) 1min, (b) 2mins, (¢) 3mins, I = 299.1pA, Vis =
596.1 mV, scan rate = 4.7 Hz, scan angle = 60°.



2. Split STM images

These Split STM images (Figure S2) are recorded by changing the tunneling parameters from
adsorbate conditions (high voltage, low current) to graphite conditions (low voltage,high
current) during the scan of the image frame. Since the unit cell parameters of graphite are
known very precisely (a = 2.46 A, b = 2.46 A, o = 120°), the STM image can be calibrated

with these values and the unit cell of the adsorbate layer can be determined.

Figure S2. Split image (20 nm x 20 nm) : the upper part shows the adsorbate layer (a) PBM1, (b) PBM2, (c)
PBM2/COR(I), (d) PMM2/COR(II) and PBM2/COR(III), the lower part shows the underlying substrate
(graphite). I = 299.1pA, Viias= 596.1 mV, scan rate = 4.7 Hz, scan angle = 60°.

3. STM investigation of PBM2 and PBM2/COR on Graphene

The STM images of the self-assemblies of PBM2 and PBM2/COR on single layer graphene
grown on a polycrystalline Cu foil are shown in Figure S3. It shows that the self-assemblies
of PBM2 and PBM2/COR on graphene are similar to those on HOPG, while the resolutions of
the STM images on graphene are not high.



Figure S3. (a) Large-scale STM image (83 nm x 83 nm) of PBM2 molecular self-assembly at
graphene/l-phenyloctane interface, Iyi = 299.1pA, Vpi,s = 660.1 mV, scan rate = 4.7 Hz, scan
angle = 60°. (b) Large-scale STM image (88 nm X 88 nm) of PBM2/COR molecular under
concentration of C2 self-assembly at graphene/l-phenyloctane interface, Iys = 273.1pA, Vpiss =
635.1 mV, scan rate = 4.7 Hz, scan angle = 60°.



