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Moiré pattern induced by the electronic coupling between 1-Octanol self-assembled monolayer and graphite surface

Two-dimensional self-assembly of 1-Octanol molecules on graphite surface is investigated using scanning tunneling microscopy (STM) at the solid/liquid interface. STM images reveal that this molecule self-assembles into a compact hydrogen-bonded herringbone nanoarchitecture. Molecules are preferentially arranged in a head-to-head and tail-to-tail fashion. A Moiré pattern appears in the STM images when the 1-Octanol layer is covering the graphite surface. The large Moiré stripes are perpendicular to the 1-Octanol lamellae. Interpretation of the STM images suggests that the Moiré periodicity is governed by the electronic properties of the graphite surface and the 1-Octanol layer periodicity.

Introduction

Engineering sophisticated organic nanostructures on surfaces is the focus of recent research interest [START_REF] Liang | Two-Dimensional molecular porous networks formed by trimesic acid and 4,4'Bis(4-pyridyl)biphenyl on au(111) through hierarchical hydrogen bonds: Structural systematics and control of nanopore size and shape[END_REF][START_REF] Yang | Hierarchical construction of self-assembled low-dimensional molecular architectures observed by using scanning tunneling microscopy[END_REF][START_REF] Stepanow | Surface-Assisted assembly of 2D MetalOrganic networks that exhibit unusual threefold coordination symmetry[END_REF]. Controlling molecular self-assembly offers unique directions for the fabrication of two-dimensional (2D) supramolecular nanoarchitectures. The resulting structures can be tailored at the nanometer scale by exploiting molecule-substrate [START_REF] Deak | Controlled surface ordering of endohedral fullerenes with a SrTiO3 template[END_REF][START_REF] Lu | C60 on nanostructured Nb-Doped SrTiO3(001) surfaces[END_REF] or intermolecular interactions [START_REF] Liang | Two-Dimensional molecular porous networks formed by trimesic acid and 4,4'Bis(4-pyridyl)biphenyl on au(111) through hierarchical hydrogen bonds: Structural systematics and control of nanopore size and shape[END_REF][START_REF] Yang | Hierarchical construction of self-assembled low-dimensional molecular architectures observed by using scanning tunneling microscopy[END_REF]. Molecular shape, size, structure and substituents are key parameters driving the structure of self-assembled nanoarchitectures. Alkane molecule is a particularly attractive building block because its extremity can easily be functionnalized to interact with other molecules or with the surface [START_REF] Liu | Adsorption characteristics of OH-terminated alkanethiol and arenethiol on au(111) surfaces[END_REF]. Numerous organic patterns resulting from modified-alkane self-assembled structures have been reported or predicted on graphite, graphene and other surfaces [START_REF] Yang | Self-assembly of long chain alkanes and their derivatives on graphite[END_REF][START_REF] Marchenko | Molecule length-induced reentrant self-organization of alkanes in monolayers adsorbed on au (111)[END_REF][START_REF] Müller | Ultra-high vacuum scanning tunneling microscopy and theoretical studies of 1-halohexane monolayers on graphite[END_REF][START_REF] Jrgen | Commensurability and mobility in Two-Dimensional molecular patterns on graphite[END_REF].

Different lamellar structures have been experimentally observed depending of the molecule arrangement and configuration. The axis of the molecule forming the lamellae can be aligned [START_REF] Müller | Ultra-High vacuum scanning tunneling microscopy and theoretical studies of 1-Halohexane monolayers on graphite[END_REF][START_REF] Li | Time-Dependent organization and wettability of decanethiol Self-Assembled monolayer on au(111) investigated with STM[END_REF] or rotated by an angle [START_REF] Endo | Orientation of n-alkane in thin films on graphite (0 0 0 1) studied using c K-NEXAFS[END_REF] that is usually governed by substrate geometry. It has also been observed that molecules can lay flat or perpendicular to the surface [START_REF] Jrgen | Commensurability and mobility in Two-Dimensional molecular patterns on graphite[END_REF][START_REF] Yang | Self-assembly of long chain alkanes and their derivatives on graphite[END_REF]. Molecules can also adopt a straight or twisted configuration (cis or trans conformation) [START_REF] Tao | Self-Assembly and Odd-Even effects of cis-Unsaturated carboxylic acids on highly oriented pyrolytic graphite[END_REF]. Racemic and enantiomer nanoarchitectures can be formed.

These structures can be exploited in nanotechnology as nanotemplate or active layer. For example substituted alkane derivative monolayer on graphene/SiO 2 has been successfully used to build a graphene field effect transistors dedicated to mercury detection [START_REF] Zhang | Self-Assembled 1-Octadecanethiol monolayers on graphene for mercury detection[END_REF]. Exploiting the formation of hydrogen bonds (H-bonds) between alkane derivative building blocks to create novel 2D structures is particularly appealing because of the strength [START_REF] Barth | Molecular architectonic on metal surfaces[END_REF] and the high selectivity and directionality of these bindings [START_REF] Singh | G-quartet type self-assembly of guanine functionalized single-walled carbon nanotubes[END_REF][START_REF] Mura | H-Bonding supramolecular assemblies of PTCDI molecules on the au(111) surface[END_REF]. It has been shown that single [START_REF] Baris | Robust and open tailored supramolecular networks controlled by the template effect of a silicon surface[END_REF][START_REF] Mura | Experimental and theoretical analysis of h-bonded supramolecular assemblies of PTCDA molecules[END_REF][START_REF] Uemura | Two-Dimensional Self-Assembled structures of melamine and melem at the aqueous SolutionAu(111) interface[END_REF][START_REF] Qing | Room-temperature molecular-resolution characterization of selfassembled organic monolayers on epitaxial graphene[END_REF][START_REF] Mura | H-Bonding supramolecular assemblies of PTCDI molecules on the au(111) surface[END_REF] and multicomponent [START_REF] Silly | Epitaxial ordering of a perylenetetracarboxylic diimide-melamine supramolecular network driven by the au(111)-(223) reconstruction[END_REF][START_REF] Mao | Molecular level studies on binding modes of labeling molecules with polyalanine peptides[END_REF][START_REF] Xu | Interfacial self-assembly of amino acids and peptides: Scanning tunneling microscopy investigation[END_REF][START_REF] Sun | Fabrication of a complex Two-Dimensional Adenine-Perylene-3,4,9,10-tetracarboxylic dianhydride chiral nanoarchitecture through molecular Self-Assembly[END_REF][START_REF] Jensen | STM investigation on the formation of oligoamides on au111 by Surface-Confined reactions of melamine with trimesoyl chloride[END_REF][START_REF] Li | Functionalization of two-component molecular networks: recognition of fe 3+[END_REF][START_REF] Sun | Tailoring two-dimensional PTCDA-melamine self-assembled architectures at room temperature by tuning molecular ratio[END_REF][START_REF] Gardener | Intricate Hydrogen-Bonded networks: Binary and ternary combinations of uracil, PTCDI, and melamine[END_REF][START_REF] Wang | Observation of molecular inhibition and binding structures of amyloid peptides[END_REF] self-assembled organic nanoarchitectures can be achieved through hydrogen bonding.

Thomas et al. observed using scanning tunneling microscopy at the solid/liquid interface that the self-assembled arachidic acid layer on graphite was creating a Moiré pattern in the STM image [START_REF] Loji | Monolayer structure of arachidic acid on graphite[END_REF]. Nath et al. also observed Moiré pattern when a 1-heptadecanol-trimesic acid layer was formed on graphite [START_REF] Nath | Crystal engineering in two dimensions: an approach to molecular nanopatterning[END_REF]. In these two cases the Moiré pattern appears like a superstructure of hexagonally ordered bright spots that are ∼2 nm large. Graphitic Moiré pattern phenomena have recently been the focus of intensive research interest because of their specific electronic properties [START_REF] Pletikosi | Dirac cones and for graphene on ir(111)[END_REF][START_REF] Zhang | Assembly of iron phthalocyanine and pentacene molecules on a graphene monolayer grown on ru[END_REF][START_REF] Luican | Single-Layer behavior and its breakdown in twisted graphene layers[END_REF][START_REF] Shallcross | Electronic structure of turbostratic graphene[END_REF]. This type of Moiré has been exploited as twodimensional templates for creating ordered, large-scale assembly of molecules [START_REF] Zhang | Assembly of iron phthalocyanine and pentacene molecules on a graphene monolayer grown on ru[END_REF][START_REF] Mao | Tunability of supramolecular kagome lattices of magnetic phthalocyanines using Graphene-Based moire patterns as templates[END_REF][START_REF] Balog | Bandgap opening in graphene induced by patterned hydrogen adsorption[END_REF] and metal clusters [START_REF] Pan | Directed self-assembly of monodispersed platinum nanoclusters on graphene moire template[END_REF]. In addition it has been observed that patterned adsorption of atomic hydrogen onto graphitic Moiré superlattice positions could modify honeycomb carbon layer electronic properties [START_REF] Balog | Bandgap opening in graphene induced by patterned hydrogen adsorption[END_REF]. The ability to tailor the extremely sensitive carbon layer electronic properties through the formation of specific Moiré patterns is expected to lead to major developments in various applications, as ultra-sensitive strain gauges, pressure sensors or ultra-thin capacitors.

In this paper we investigate the self-assembly of 1-Octanol molecules (CH 3 (CH 2 ) 7 OH) on graphite at the solid/liquid interface. Scanning tunneling microscopy (STM) shows that the molecules form a two-dimensional close-packed hydrogen-bonded chevron arrangement on the surface. STM images also reveal that a Moiré pattern appears when the 1-Octanol layer is covering the graphite surface. 

Experimental

A droplet of 1-Octanol solution (98%, Acros) was deposited on a freshly cleaved graphite substrate. The droplet spread and formed a thin liquid film on the surface. The STM imaging of the samples was performed at the liquid/solid interface 1h after droplet deposition using a Pico-SPM (Molecular Imaging, Agilent Technology) scanning tunneling microscope. The surface appeared to be wet during STM acquisition. Cut Pt/Ir tips were used to obtain constant current images at room temperature with a bias voltage applied to the sample. STM images were processed and analyzed using the application FabViewer [START_REF] Silly | A robust method for processing scanning probe microscopy images and determining nanoobject position and dimensions[END_REF].

Results and Discussion

The chemical structure of 1-Octanol molecule (CH 3 (CH 2 ) 7 OH) is presented in Figure 1. This molecule is a straight chain fatty alcohol with eight carbon atoms. This linear molecule has a hydroxyl functional group (-OH) as head and an alkyl chain as tail. The (-OH) group is expected to give a notable polar effect to the molecule.

The large scale STM image in Figure 2a reveals 1-Octanol forms large 2D nanoarchitectures at the liquid/graphite interface. STM images show that molecules selfassemble into a close-packed network. This structure is composed of organic lamellae, which are ∼2.1 nm large, Figure 2b. These lamellae are aligned in the <1000> graphite crystallographic direction. Large periodic bright stripes are visible in the STM images, Figure 2. These stripes are almost perpendicular to the molecular lamellae, i.e. they are aligned in the <2100> graphite crystallographic direction. The stripe periodicity is ∼3.9 nm. This domain is coexisting on the surface with similar domains rotated by an angle of 60 • .

A high resolution STM image of the 1-Octanol network is presented in Figure 3. Molecules appear flat-lying on the surface and densely packed. The image shows that the molecules are forming a herringbone structure. The angle between the molecules in the lamella and at the lamella boundary is 120 • . Blue arrows in Figure 3a indicate a tip change during STM image recording, revealing that STM tip apex has been modified during the scan. STM tip apex modification is a powerful method used to enhance electronic contrast in STM images of nanostructured surfaces [START_REF] Castell | Scanning tunneling microscopy of reconstructions on the srtio 3 (001) surface[END_REF][START_REF] Xu | Effect of chemically modified tips on STM imaging of 1-Octadecanethiol molecule[END_REF][START_REF] Temirov | A novel method achieving ultra-high geometrical resolution in scanning tunnelling microscopy[END_REF][START_REF] Wong | Channel selective tunnelling through a nanographene assembly[END_REF][START_REF] Russell | Surface of sputtered and annealed polar SrTiO3(111): TiOx-Rich (n n) reconstructions[END_REF]. It is usually used to distinguish electronic contribution from surface morphology contribution in the STM image contrast. In Figure 3a STM tip modification reveals that the integrated density of in the center of the lamella is different from the lamella boundary, i.e. lamella center appears bright whereas lamella boundary appears dark.

We attribute this enhanced brightness in lamella center to result from hydrogen bonding between molecular hydroxyl functional group. This shows that molecules are preferentially arranged in head-to-head and tail-to-tail sequence in the <2100> direction because a headto-tail arrangement would lead to similar density of state in the center and at the border of the lamella. The model representing the herringbone arrangement is shown in Figure 3b. In this model the 1-Octanol arrangement is stabilized by double O• • •H-O hydrogen bonds between molecules; i.e. each molecule is connected to two neighbor ones through hydrogen bonds. These bonds are represented by dotted red lines in Figure 3b. The network unit cell is rectangular with ∼5.6 Å and ∼20.0 Å unit cell parameters. The molecular zigzag arrangement is the result of a flat orientation of the molecules caused by a series of CH-π interactions between the CH group of the alkyl chain and the π electron system of the graphite carbon surface [START_REF] Pérez | Spontaneous resolution under supramolecular control[END_REF].

Figure 4 shows an large scale STM image of 1-Octanol organic layer on graphite. In the right and bottom side of the Figure, green and red rectangles have been superimposed to the STM image as a guide for the eyes indicating the orientation of molecules in each network row. This image reveals that the angle between molecules of neighboring rows is generally 120 • , except at the row boundary indicted by the black arrow in Figure 4. At this boundary molecules are aligned in the same direction. This means that molecules are only locally arranged in a head-to-tail configuration.

STM images are showing that 1-Octanol molecules are self-assembly at the solid/liquid interface into a well-ordered organic monolayer, with molecules lying flat on the graphite surface. The organic monolayer consists in rows that are stabilized via side-by-side van der Waals interactions between the alkyl chains. STM images are showing that the image contrast in the 1-Octanol lamella center and at the lamella boundary is different. This therefore reveals that the molecules are not arranged in a head-to-tail fashion, which would lead to similar contrast. They are instead preferentially arranged alternatively in a 120 • head-to-head and 120 • tail-to-tail fashion as represented in the model Figure 3b. The head-to-tail arrangement was only locally observed at 1-Octanol domain boundary when molecule of neighboring rows are aligned in the same direction (Figure 4). The head-to-head structure is stabilized by double hydrogen-bonds (2 × O• • •H-O) between molecular hydroxyl functional groups. ab initio calculations showed that this 120 • binding leads to the formation of the most stable hydrogen-bonded arrangement in the case of long chain alcohols adsorbed on graphite or graphene surface [START_REF] Yang | Self-assembly of long chain alkanes and their derivatives on graphite[END_REF]. However this structure differs from the self-assembled lamellar chevron network of 1-Octadecanethiol [START_REF] Xu | Effect of chemically modified tips on STM imaging of 1-Octadecanethiol molecule[END_REF], where molecules of neighboring lamellae are aligned at the lamellar boundary (aligned tail-to-tail binding) whereas the angle is preferentially 120 • in the case of 1-Octanol, as observed in Figure 3 and Figure 4.

STM images also reveal that a Moiré pattern appears when the 1-Octanol herringbone network is formed on the graphite surface. In the case of 1-Octanol on graphite, the Moiré pattern consists in stripes aligned in the <2100> direction, perpendicular to the lamella direction. The Moiré pattern periodicity in the <1000> direction is ∼3.9 nm. STM images show that this distance corresponds to 7 1-Octanol unit cell parameter in the <1000> direction. Graphite unit cell periodicity in the <1000> direction is 2.46 Å. We will now discuss how the superposition of two layers having different periodicities can affect STM image contrast. Moiré pattern formation results from the superposition of two lattices having different unit cell parameters. An algebraic approach can be used to calculate the points of coincidence for these two lattices. The aim is to find a structural model for the 1-Octanol adlayer and the graphite surface which is consistent with the distances and the translational symmetry seen in the STM images. The condition of coincidence of the two superposed lattices is governed by (n × λ ad ) = (n ± 1) × λ sub = λ M oire , where λ sub , λ ad and λ M oire denote the periodicity of the substrate surface, the 1-Octanol adsorbed layer and the Moiré pattern in the <1000> direction. STM images show that λ M oire ≃ 3.9 nm, λ ad ≃ 5.6 Å and n = 7. This leads to λ sub ≃ 6.5 Å (considering n -1 = 6) or λ sub ≃ 4.88 Å (considering n + 1 = 8). These distances are not in agreement with the graphite unit cell periodicity in the <1000> direction is 2.461 Å. However it should be noticed that the Moiré periodicity would fit a substrate periodicity that verifies 39 Å / 8 = 4.88 Å. This value is very close to the double periodicity graphite in the <1000> direction that is 4.92 Å.

Graphite surface has been widely investigated using STM. It is well known that so-called atomically resolved STM images of graphite do not match the expected honeycomb structure of the material. There is still controversy about interpretation of the STM image of this surface [START_REF] Atamny | On the STM imaging contrast of graphite: towards a true atomic resolution[END_REF]. It is generally admitted that STM images of graphite at the atomic scale display a hexagonal lattice where only half of the atoms are resolved. This is attributed to electronic effects [START_REF] Atamny | On the STM imaging contrast of graphite: towards a true atomic resolution[END_REF][START_REF] Tomnek | Theory and observation of highly asymmetric atomic structure in scanningtunneling-microscopy images of graphite[END_REF][START_REF] Inder | A study of graphite surface with stm and electronic structure calculations[END_REF][START_REF] Hag Lee | Ab initio periodic HartreeFock calculations for interpretation of the scanning tunneling microscope (STM) images of graphite[END_REF] because surface neighboring carbon atoms are siting in non-equivalent sites. One type of atom is sitting directly above carbon atom of the underlying layer, whereas the second type of atom is located above the center of carbon hexagon of the underlying layer. This results in the variation of the density of state of the graphite top layer due to interlayer electronic coupling. The structure observed using STM corresponds to a hexagonal network, whose periodicity is twice the one of graphite (4.92 Å). It therefore appears that the Moiré pattern observed in the STM images presented in Figure 2 and Figure 3 corresponds to the point coincidence between the 1-Octanol layer and the electronic periodicity of the graphite surface in the <1000> direction. This suggest that the contrast in the STM image corresponding to the Moiré pattern has an electronic origin resulting from the coupling of the 1-Octanol layer with the graphite surface. This effect has been mentioned by Ilan et al., who calculated that electronic coupling between alkane and graphite surface could drastically affect the appearance of individual alkane molecules in STM images [START_REF] Boaz Ilan | Scanning tunneling microscopy images of alkane derivatives on graphite: Role of electronic effects[END_REF]. Our experimental observations show that STM tip modification can drastically enhance the amplitude of the Moiré structure in the STM image, as seen in Figure 3. This is also supporting that this Moiré structure results from electronic coupling between the organic layer and the graphite surface. New theoretical development and calculations are required to assess the interface interaction and the electronic coupling between the 1-Octanol layer and the graphite surface.

Conclusion

In conclusion, scanning tunneling microscopy showed that 1-Octanol molecules selfassembled into a herringbone structure on graphite at the liquid/solid interface. This organic architecture is stabilized by hydrogen bonds. STM images also reveal that a Moiré pattern appears when the 1-Octanol herringbone network is formed onto the graphite surface. The Moiré periodicity corresponds to the point coincidence between the organic layer adlayer and twice the periodicity of the graphite surface, which corresponds to the electronic periodicity of the graphite surface. This suggests that the Moiré pattern has an electronic origin. This technique opens new opportunities to tailor the structure of graphite and graphene surfaces using layers of functionalized alkane chains having different length in order to modify surface electronic properties for new developments in applications, as ultra-sensitive strain gauges, pressure sensors or ultra-thin capacitors.
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 1 Figure 1. Scheme of 1-Octanol molecule (CH 3 (CH 2 ) 7 OH). Carbon atoms are gray, hydrogen atoms white and oxygen atom is red, respectively.
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 2 Figure 2. STM image of 1-Octanol self-assembled structures on graphite (a) 35×22 nm 2 ; V s = 0.8 V, I t = 14 pA, (b) 17×17 nm 2 ; V s = 0.8 V, I t = 14 pA. The [1000] graphite crystallographic direction is indicated by a white arrow.

Figure 3 .

 3 Figure 3. (a) High resolution STM image of 1-octanol structure, 10×8 nm 2 ; V s = 0.78 V, I t = 14 pA, (b) Model of the 1-Octanol network. The network unit cell is represented by the dashed blue rectangle. Red dotted lines represent molecular hydrogen bond, the blue dotted rectangle represents the organic layer unit cell and the purple dotted rectangle represents the Moiré unit cell.
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 4 STM image of 1-Octanol herringbone network boundary, 15×15 nm 2 ; V s = 0.78 V, I t = 14 pA. Green (red) blocks are indicating the orientation of the molecule in each organic rows, respectively. The black arrow indicated the boundary separating two organic rows where molecules are oriented in the same direction.
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