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interest for their integration into nano-devices, such as high-density data storage non-volatile memories. In this work, we investigated the electrostatic deposition of the negatively charged [H 7 P 8 W 48 O 184 ] [START_REF] Hu | Wiring" redox-active polyoxometalates to carbon nanotubes using a sonication-driven periodic functionalization strategy[END_REF]-POM onto positively charged 8-amino-1-octanethiol self-assembled monolayers (SAMs) preformed onto gold substrates or onto an array of gold nanodots. The ring-shaped [H 7 P 8 W 48 O 184 ] 33-POM was selected as an example of large POMs with high charge storage capacity.

To avoid the formation of POM aggregates onto the substrates, which would introduce variability in the local electrical properties, special attention has to be paid to the preformed SAM seeding layer, which should itself be deprived of aggregates. Where necessary, rinsing steps were found to be crucial to eliminate these aggregates and to provide uniformly covered substrates for subsequent POM deposition and electrical characterizations. This especially holds for commercially available gold/glass substrates while these rinsing steps were not essential in the case of template stripped gold of very low roughness. Charge transport through the related molecular junctions and nanodot molecule junctions (NMJs) has been probed by conducting-AFM. We analyzed the current-voltage curves with different models: electron tunneling though the SAMs (Simmons model), transition voltage spectroscopy (TVS) method or molecular single energy level mediated transport (Landauer equation) and we discussed the energetics of the molecular junctions. We concluded to an energy level alignment of the alkyl spacer and POM lowest occupied molecular orbitals (LUMOs), probably due to dipolar effects.

Introduction.

Redox active molecules, which can be switched from one redox state to another, have been considered as promising for the development of molecular memory devices. 1 2-4 5 6 7 Often viewed as the missing link between conventional molecules and extended oxides, which are ubiquitous in electronics, polyoxometalates (POMs) should thus draw more attention. These molecular oxides obeying to the general formula [X x M p O y ] n-(X= P, Si …; M = Mo VI , W VI , V V …) display an outstanding chemical versatility and remarkable redox properties. [START_REF] Pope | Heteropoly and Isopoly Oxometalates[END_REF][START_REF] Sadakane | Electrochemical properties of polyoxometalates as electrocatalysts[END_REF][START_REF] Maestre | Electronic and magnetic properties of alpha-keggin anions: A DFT study of [XM12O40](n-) (M = W, Mo; X = Al-III, Si-IV,P-V, Fe-III, Co-II, Co-III) and [SiM11VO40[END_REF][START_REF] Lopez | Electronic properties of polyoxometalates: Electron and proton affinity of mixed-addenda Keggin and Wells-Dawson anions[END_REF][START_REF] Poblet | Ab initio and DFT modelling of complex materials: towards the understanding of electronic and magnetic properties of polyoxometalates[END_REF][START_REF] Pope | Polyoxometalate Molecular Science[END_REF] There are still very few reports on single POM devices. [START_REF] Hong | Rectification direction inversion in a phosphododecamolybdic acid/single-walled carbon nanotube junction[END_REF][START_REF] Sherif | Current rectification in a single molecule diode: the role of electrode coupling[END_REF] Charge transport through large POM-based molecular junctions prepared by layerby-layer deposition or dip-coating on various electrodes has been studied [START_REF] Douvas | Polyoxometalate-based layered structures for charge transport control in molecular devices[END_REF] and a metalinsulator/POM-semiconductor capacitor cell has been reported. [START_REF] Balliou | Tungsten polyoxometalate molecules as active nodes for dynamic carrier exchange in hybrid molecular/semiconductor capacitors[END_REF] As a major milestone, a flash-type memory cell comprising POMs drop-cast at the Si-nanowire channel has been recently described. [START_REF] Busche | Design and fabrication of memory devices based on nanoscale polyoxometalate clusters[END_REF] However, in all the above POM-based devices the molecular organization and the POM packing density are not controlled and this was found to confine the performances. Therefore special attention should be paid to the processing of POMs to get uniformly structured thus reproducible layered materials and to reduce device-to-device variability of the ultimate electrical properties which is a main issue in nanoelectronics.

Yet POM processing is still a sticking point. Direct deposition of POMs onto electrodes has been probed by microscopy imaging 19-22 23-25 and largely exploited for electrocatalysis, [START_REF] Keita | Electrochemical Quartz-Crystal Microbalance -Evidence for the Adsorption of Heteropoly and Isopoly Anions on Gold Electrodes[END_REF][START_REF] Kuhn | Adsorption of monolayers of P2Mo18O626-and deposition of multiple layers of Os(bpy)(3)(2+)-P2Mo18O626-on electrode surfaces[END_REF][START_REF] Keita | Polyoxometalate-based homogeneous catalysis of electrode reactions: Recent achievements[END_REF] sensing purposes, [START_REF] Ammam | Polyoxometalates: formation, structures, principal properties, main deposition methods and application in sensing[END_REF] solar-energy conversion [START_REF] Luo | Enhanced photovoltaic response of the first polyoxometalate-modified zinc oxide photoanode for solar cell application[END_REF] and in composite materials for molecular batteries or supercapacitors. 31 32-34 35-37 Drop-casting [START_REF] Busche | Design and fabrication of memory devices based on nanoscale polyoxometalate clusters[END_REF][START_REF] Musumeci | Programmable Surface Architectures Derived from Hybrid Polyoxometalate-Based Clusters[END_REF][START_REF] Hutin | Programming the assembly of carboxylic acid-functionalised hybrid polyoxometalates[END_REF] and spin-coating of POM solutions are easy to carry out and have supplied, among others, interfacial layers for solar cells or light-emitting devices. 40-41 42 43-45 In those cases no special order in the POM arrangement was sought. As POMs are negatively charged species their immobilization onto electrodes has also commonly relied on their entrapment into positively charged polymers [START_REF] Liu | Polyoxometalate-based functional nanostructured films: Current progress and future prospects[END_REF][START_REF] Yang | Polyaniline/Polyoxometalate Hybrid Nanofibers as Cathode for Lithium Ion Batteries with Improved Lithium Storage Capacity[END_REF][START_REF] Anwar | Surface Immobilization of a Tetra-Ruthenium Substituted Polyoxometalate Water Oxidation Catalyst Through the Employment of Conducting Polypyrrole and the Layer-by-Layer (LBL) Technique[END_REF] or on the dip-coating exchange of their counter cations: by positively charged electrolyte through the Layer-by-Layer method to build photo-or electro-chromic materials, 49- 50 photo-electrodes, 51 interfacial layers for solar cells [START_REF] Yang | Enhanced photovoltaic response by incorporating polyoxometalate into a phthalocyanine-sensitized electrode[END_REF][START_REF] Ahmed | A molecular photovoltaic system based on Dawson type polyoxometalate and porphyrin formed by layer-by-layer self assembly[END_REF][START_REF] Li | Enhanced Visible Photovoltaic Response of TiO2 Thin Film with an All-Inorganic Donor-Acceptor Type Polyoxometalate[END_REF] or multilayer films for electrocatalysis; [START_REF] Cheng | Nanocomposite multilayer film of a ruthenium metallodendrimer and a Dawsontype polyoxometalate as a bifunctional electrocatalyst[END_REF][START_REF] Bi | Preparation of multilayer films containing a crown heteropolyanion and an osmium functionalised pyrrole monomer[END_REF][START_REF] Yaqub | Investigations into the Electrochemical, Surface, and Electrocatalytic Properties of the Surface-Immobilized Polyoxometalate, TBA(3)K[SiW10O36[END_REF] by amphiphilic cations to form Langmuir Blodgett films; [START_REF] Clemente-Leon | Polyoxometalate monolayers in Langmuir-Blodgett films[END_REF][START_REF] Rosnes | Assembly of Modular Asymmetric Organic-Inorganic Polyoxometalate Hybrids into Anisotropic Nanostructures[END_REF][START_REF] Musumeci | Smart Highkappa Nanodielectrics Using Solid Supported Polyoxometalate-Rich Nanostructures[END_REF][START_REF] De Viguerie | Surface pressure induced 2D-crystallization of POM-based surfactants: preparation of nanostructured thin films[END_REF][START_REF] Rosnes | Exploring the Interplay Between Ligand Derivatisation and Cation Type in the Assembly of Hybrid Polyoxometalate Mn-Andersons[END_REF] by positively charged groups directly decorating the electrode, [START_REF] Ji | Polyoxometalate-functionalized nanocarbon materials for energy conversion, energy storage and sensor systems[END_REF] for application in water splitting, [START_REF] Toma | Efficient water oxidation at carbon nanotube-polyoxometalate electrocatalytic interfaces[END_REF][START_REF] Quintana | Knitting the Catalytic Pattern of Artificial Photosynthesis to a Hybrid Graphene Nanotexture[END_REF][START_REF] Hadad | Positive graphene by chemical design: tuning supramolecular strategies for functional surfaces[END_REF][START_REF] Lauinger | High Stability of Immobilized Polyoxometalates on TiO2 Nanoparticles and Nanoporous Films for Robust, Light-Induced Water Oxidation[END_REF][START_REF] Lauinger | Stabilization of Polyoxometalate Water Oxidation Catalysts on Hematite by Atomic Layer Deposition[END_REF] molecular cluster batteries [START_REF] Xie | High-Capacity Molecular Scale Conversion Anode Enabled by Hybridizing Cluster-Type Framework of High Loading with Amino-Functionalized Graphene[END_REF] or molecular electronics. [START_REF] Balliou | Tungsten polyoxometalate molecules as active nodes for dynamic carrier exchange in hybrid molecular/semiconductor capacitors[END_REF][START_REF] Zhong | Electrostatically Self-Assembled Polyoxometalates on Molecular-Dye-Functionalized Diamond[END_REF][START_REF] Fleury | Electrostatic immobilization of polyoxometallates on silicon: X-ray Photoelectron Spectroscopy and electrochemical studies[END_REF] Finally but to a lesser extent, covalent grafting of POMs onto electrodes, directly or in two steps, has been investigated by some of us and others. [START_REF] Errington | Covalent immobilization of a TiW5 polyoxometalate on derivatized silicon surfaces[END_REF][START_REF] He | Controlled modulation of conductance in silicon devices by molecular monolayers[END_REF][START_REF] Lu | Direct Covalent Grafting of Polyoxometalates onto Si Surfaces[END_REF][START_REF] Song | Micropatterned Surfaces with Covalently Grafted Unsymmetrical Polyoxometalate-Hybrid Clusters Lead to Selective Cell Adhesion[END_REF][START_REF] Rinfray | Electrografting of Diazonium-Functionalized Polyoxometalates: Synthesis, Immobilisation and Electron-Transfer Characterisation from Glassy Carbon[END_REF] This allowed us to describe the electron transfer kinetics from the electrode to a compact POM monolayer, assembled onto carbonaceous materials, [START_REF] Rinfray | Electrografting of Diazonium-Functionalized Polyoxometalates: Synthesis, Immobilisation and Electron-Transfer Characterisation from Glassy Carbon[END_REF][START_REF] Huder | Evidence for Charge Transfer at the Interface between Hybrid Phosphomolybdate and Epitaxial Graphene[END_REF][START_REF] Rinfray | Electron Transfer to a Phosphomolybdate Monolayer on Glassy Carbon: Ambivalent Effect of Protonation[END_REF] gold [START_REF] Derouich | Control of the Grafting of Hybrid Polyoxometalates on Metal and Carbon Surfaces: Toward Submonolayers[END_REF][START_REF] Yaqub | Electron Transfer to Covalently Immobilized Keggin Polyoxotungstates on Gold[END_REF] or silicon wafers [START_REF] Volatron | Electron transfer properties of a monolayer of hybrid polyoxometalates on silicon[END_REF] and electron transport through silicon-POMs-metal junctions, [START_REF] Laurans | Molecular signature of polyoxometalates in electron transport of silicon-based molecular junctions[END_REF] as a first step towards integration into nanoelectronic devices.

Although a covalent route provides a better control of the POMs/electrode interface, it is highly demanding in terms of synthetic efforts since it requires prior POM functionalization to obtain organic-inorganic POM hybrids with suitable remote anchor. For this reason, it has been restricted to the immobilization of POMs of the Anderson-, Lindqvist-and Keggin-types, since functionalization of larger POMs remains to be rationalized. On the other hand, an electrostatic route is easier to implement and allows drawing into the whole POM library, including larger POMs with higher charge storage capacity, for a rapid benchmarking. In this contribution, we thus investigated the immobilization of [H 7 P 8 W 48 O 184 ] 33-by dip-coating onto 8-amino-1-octanethiol self-assembled monolayers (SAMs) preformed onto Au-substrates or onto an array of Au-nanodots and we have characterized the charge transport through the resulting molecular junctions by C-AFM. Our choice of the [H 7 P 8 W 48 O 184 ] 33-POM is motivated by its high stability and also by its remarkable redox properties since, in solution and at an appropriate pH, its electrochemistry proceeds through up to three successive, 8-electron reduction waves. O 40 ] onto a Si/SiO 2 substrate covered by APTES by dip-coating resulted in the formation of nano-islands of POM aggregates, with a mean diameter of 17 nm and a height of 5-14 nm. [START_REF] Balliou | Tungsten polyoxometalate molecules as active nodes for dynamic carrier exchange in hybrid molecular/semiconductor capacitors[END_REF] Hydrosilylation of undecylenic acid on hydrogenated silicon, followed by coupling to N,N-dimethylethylenediamine supplied amino-functionalized SAMs for subsequent deposition of H 4 [SiW 12 O 40 ]: mean surface coverage densities deduced from XPS experiments suggested the formation of monolayers but no details were given about the POM organization in the layers. [START_REF] Fleury | Electrostatic immobilization of polyoxometallates on silicon: X-ray Photoelectron Spectroscopy and electrochemical studies[END_REF] The electrochemically-driven deposition of H 4 [SiW 12 O 40 ] on glassy-carbon electrode or HOPG modified by a 4-aminophenyl SAM gave close-packed ordered arrays according to STM images. [START_REF] Liu | Electrochemical preparation and characterization of silicotungstic heteropolyanion monolayer electrostatically linked aminophenyl on carbon electrode surface[END_REF] These previously published results point out that special attention should be paid to the experimental conditions for the solution processing of POMs. The POM concentration in the dipping solution and the incubation time are obviously key parameters but we have also particularly taken care of the quality of the seeding SAM. These parameters were probed by ellipsometry, PM-RAIRS and AFM for POMs deposited onto Au/Si (ellipsometry, PM-RAIRS) or Au/glass (AFM) respectively.

Once the best conditions have been determined on commercially available substrates, POM layers have been prepared onto template-stripped Au surfaces ( TS Au) [START_REF] Weiss | Influence of defects on the electrical characteristics of mercury-drop junctions: self-assembled monolayers of nalkanethiolates on rough and smooth silver[END_REF] and Au nanodots [START_REF] Clement | Large Array of Sub-10-nm Single-Grain Au Nanodots for use in Nanotechnology[END_REF][START_REF] Smaali | Conductance Statistics from a Large Array of Sub-10 nm Molecular Junctions[END_REF] for electrical characterization. 

Preparation of the seeding 8-amino-1-octanethiol SAM.

The 8-amino-1-octanethiol (AOT) was chosen with an alkyl chain long enough to ensure a good organization of the SAM on gold but not too long to limit the decrease of the tunneling current through the layer. [START_REF] Bedford | An Experimental and Theoretical Approach to Investigate the Effect of Chain Length on Aminothiol Adsorption and Assembly on Gold[END_REF][START_REF] Vericat | Self-assembled monolayers of thiols and dithiols on gold: new challenges for a well-known system[END_REF][START_REF] Love | Self-assembled monolayers of thiolates on metals as a form of nanotechnology[END_REF][START_REF] Salomon | Comparison of Electronic Transport Measurements on Organic Molecules[END_REF] The Au substrates were incubated in a 10 -4 M solution of AOT hydrochloride in absolute ethanol for 24 h in the dark. Subsequent rinsing steps were found to be crucial to eliminate aggregates and to provide uniformly covered substrates for subsequent POM deposition. According to AFM monitoring (figure 1), our best conditions consisted in a five-step procedure: immersion in ethanol for 5 minutes, followed by ultra-sonication in ethanol for 5 minutes; immersion in 0.01 M Phosphate Buffer Saline (PBS pH = 7.4) for 3h, followed by ultra-sonication in distilled water for 5 minutes. The substrates were finally washed with ethanol and dried under nitrogen. The numerous ca.

2 nm sized aggregates observed on the AFM image (see Experimental Section) before PBS treatment (figure 1-a) disappeared after the 3h immersion in PBS (figure 1-b). The AOT SAMs were also characterized by PM-RAIRS (see Experimental Section). The spectra (figure 2) displayed the characteristic bands corresponding to the vibrations of the alkyl chains (around 2920 and 2850 cm -1 for the asymmetric and symmetric  C-H stretching modes and a broad band around 1400 cm -1 for the  C-H cissor vibration) together with the bands assigned to the  N-H deformations at about 1650 and 1550 cm -1 for the unprotonated and protonated amino groups, respectively (see Figure 2). 

POM immobilization.

The AOT functionalized Au substrates were then incubated in solutions of K 28 ] in water is poor but increased in the presence of LiCl. The deposition of the POM layer was monitored by ellipsometry, PM-RAIRS and AFM to select the optimal conditions, which were found to correspond to an incubation time of around 1 hour for the AOT functionalized gold substrate into a 10 -3 M POM solution, followed by washing with distilled water and ethanol and drying under nitrogen. Longer immersion times (until 24 h) led to exactly the same layer features and significantly more concentrated solutions were not possible to obtain because of the low solubility of the K 28 Li 5 [H 7 P 8 W 48 O 184 ] in water, even at higher LiCl concentrations (see supporting information).

Besides the peaks attributed above to AOT SAM, the PM-RAIRS spectra now displayed the fingerprint of the POM at 1131 cm -1 , assigned to the P-O vibrations (Figure 2). [START_REF] Contant | A New Crown Heteropolyanion, K28li5h7p8w48o184.92h2o -Synthesis, Structure, and Properties[END_REF] The vibration at 932 The mean thickness of the layer was assessed by ellipsometry (see Experimental Section) with several measurements on each substrate to check for the homogeneity: the thickness was found to increase from 1.2 nm for the AOT SAM to 2 nm after the deposition of the POMs. This 0.8 nm increase was obtained in a very reproducible way, whatever the time of immersion. Moreover, the AFM image of the POM layer showed a homogeneous film (figure 1-c). This proves that the POMs were uniformly deposited. Theoretically, a 2.0 nm increase is expected if the POMs have a vertical orientation and a sub-1 nm increase is expected in the case of a horizontal orientation (see scheme 1), because of the porous aspect of a compact monolayer in this case. We thus assume that the [H 7 P 8 W 48 O 184 ] 33-adopt a horizontal configuration during the electrostatic deposition and rapidly saturate the surface, thus stopping further growing of the thickness. Note that if the rinsing of the AOT SAM was not done properly, the POMs clinged to small aggregates and an inhomogeneous layer was obtained (figure S1 in supporting information), which demonstrates how the PBS rinsing step is crucial. The quality of the seeding layer is thus essential to get a uniformly structured POM layer.

Once optimized with common Au/Si and Au/glass substrates, the procedure was generalized to the deposition of [H 7 P 8 W 48 O 184 ] 33-onto TS Au and Au nanodots to perform electrical measurements.

As TS Au was very flat (the roughness is around 0.4 nm and there is no grain boundaries), the thickness of the AOT SAM determined by ellipsometry was quite lower (0.7 nm) and the POM layer was measured slightly thinner (0.6 nm). This decrease of the AOT monolayer thickness observed on the TS Au could be related to the lower roughness of this SAM (0.60 nm, figure 1-d) compared to the one on Au/glass substrates (roughness around 1.27 nm, figure 1-b). We also note that in the case of SAMs on TS Au substrates the PBS rinsing step was not essential, probably because of the higher quality/lower roughness of the bare gold surface (figures 1-d and e). The SAMs on TS Au substrates were characterized by XPS, see Experimental Section (Figure 3). The presence of the POMs was inferred from the W4f doublet at 35.7 and 37.9 eV corresponding to the 4f 7/2 and 4f 5/2 levels respectively for W(VI) atoms. The P2p peak was also observed at 133.9 eV, in agreement with fully oxidized phosphorous atoms. [START_REF] Khattak | Structure of molybdenum-phosphate glasses by X-ray photoelectron spectroscopy (XPS)[END_REF] A S2p doublet was observed at 162.1 ± 0.1 and 163.3 ± 0.1 eV, for the S2p 3/2 and the S2p 1/2 signals respectively, corresponding to S bound to Au (75.5 %). An additional contribution was observed at 163.7 ± 0.1 (S2p 3/2 ) and 164.8 ± 0.1 eV (S2p 1/2 ) attributed to non Aubonded thiol molecules (24.5%). Finally the protonation of the amino-groups which had driven the electrostatic POM deposition was assessed from the N1s peak, which was decomposed in two almost equal contributions at 400.1 ± 0.1 and 402.1 ± 0.1 eV for the unprotonated (37.7%) and protonated (62.3 %) amino-groups respectively (figure 3). 

Electrical characterizations.

Electronic transport properties through molecular junctions are impacted by numerous parameters such as contact geometry, molecule orientation, molecular organization, and number of molecules in large junction, for example. Conductance histograms thus become essential to describe electron transport properties in single molecule junctions [START_REF] Hybertsen | Structure-Property Relationships in Atomic-Scale Junctions: Histograms and Beyond[END_REF] as well as larger molecular junctions. [START_REF] Vilan | Large-Area, Ensemble Molecular Electronics: Motivation and Challenges[END_REF] One way to obtain statistics is to repeat measurements on various single molecule junctions or on various points on the same larger molecular junction. In an alternative way, some of us have recently reported on the use of an array of sub-10 nm Au nanodots to record the conductance of up to a million of alkyl-thiol junctions in a single C-AFM image. [START_REF] Clement | Large Array of Sub-10-nm Single-Grain Au Nanodots for use in Nanotechnology[END_REF][START_REF] Smaali | Conductance Statistics from a Large Array of Sub-10 nm Molecular Junctions[END_REF] Analysis of the collected data is used to determine the electronic structure of the molecular junctions.

POMs on Au-TS electrodes.

Electronic transport properties of the [H 7 P 8 W 48 O 184 ] 33-electrostatically deposited onto the AOT SAMs were investigated at the nanoscale by C-AFM. The SAMs grafted on TS Au substrate were measured under a nitrogen flow using a platinum tip and at a loading force of 6 nN (see Experimental Section). This conducting tip was placed at a stationary point contact to form TS Au-S-C8- The higher bar at log I = -8.4 is due to the saturation of the amperemeter and corresponds to the number of counts of current higher than 4x10 -9 A (i.e. the hidden higher tail of the distribution). [START_REF] Smaali | Conductance Statistics from a Large Array of Sub-10 nm Molecular Junctions[END_REF] However, this feature was not systematically observed for the present samples (see other histograms in the supporting information, figure S3 ). We have mainly observed a tail at low current in the histograms deviating from the log-normal distribution, a feature previously attributed to intermolecular interactions between adjacent molecules in the NMJs. [START_REF] Trasobares | Estimation of π-π Electronic Couplings from Current Measurements[END_REF][START_REF] Reuter | Signatures of Cooperative Effects and Transport Mechanisms in Conductance Histograms[END_REF] This confirms a close packing of the [H 7 P 8 W 48 O 184 ] 33-molecules in the NMJs. We note that, albeit using the same loading force (6 nN), the currents are higher in the NMJs compared to the SAM on TS Au substrates. This has been rationalized in a previous study combining mechanical and electrical characterizations of the molecule/nanodot structure: it was found that the applied pressure is increased in the NMJs due to the smaller contact area (compared to C-AFM on SAM on large metal surface), leading to higher currents. [START_REF] Smaali | On the mechanical and electronic properties of thiolated gold nanocrystals[END_REF] By successive acquisition of the current images at various voltages, a reconstructed I-V curve is obtained for the molecular junction (figure 5-c). The current histograms at the different voltages are given in the supporting information (figure S3). The I-V curves were analyzed with three methods to determine the electronic structure of the molecular junctions, i.e. the energy position of the molecular orbital involved in the electron transport process. The first one consists to fit the I-V curves with the Simmons tunnel equation [START_REF] Simmons | Electrical tunnel effect between disimilar electrodes separated by a thin insulating film[END_REF] (see supporting information), the second one is the TVS (transition voltage spectroscopy) method, 100-104 and the third consists to fit the I-Vs with a molecular single energy level model based on the Landauer equation and considering that the electron transfer is dominated by one molecular orbital in the junction ("molecular model", see SI). [105][106][107] In the first case, the fit gives the effective tunnel energy barrier, Φ T , seen by electrons to tunnel from one electrode to the other. In the TVS method, a threshold voltage V T is extracted from the minimum of (LnI/V 2 ) versus 1/V plot. This voltage is related to the energy position of the molecular orbital, ε, relative to the electrode Fermi energy, by ε = 0.86eV T with e the electron charge (see supporting information). This energy level is also determined by fitting the "molecular model" and noted as ε 0 in the following. In the present case, since the POMs are strongly accepting molecules, we infer that the molecular orbital involved in the electron transport though the molecular junction is the POM LUMO. Typical examples of these three methods applied on the data shown in figures 4-b and 5-c for the SAM and NMJs respectively are given in figure S4 (supporting information). Figure 6 gives the histograms of the energy levels determined by the three methods for the POMs junctions on TS Au substrates. 6 for SAMs and in the supporting information(figure S7) for NMJs. Due to the small numbers of voltages used for the IV measurements, the TVS method is not applicable for NMJs. These values are now discussed in term of energetics of the molecular junctions. The first observation is that the ε values given by the TVS method or by fitting the molecular level are in good agreement as expected since the relation ε = 0.86eV T is also based on the single molecular energy model (see SI). 103,108 The measured molecular junctions are constituted of 2 parts: the alkyl spacer and the POM (Scheme 1). The alkyl spacer is electrically insulating with a high HOMO-LUMO gap (7-9 eV), [109][110] while the POM has a smaller gap (4.7 eV from optical absorption). We can consider a staircase

(a) (b) (c)

diagram for the energetics of the junction as depicted in figure 7 where the LUMO of the alkyl chains (C8) is supposed higher in energy than the LUMO of the POMs. In such a case, the Simmons model considers only a simple rectangular energy tunnel barrier with an effective tunnel barrier Φ T between the LUMOs of the alkyl chain and the POM, ε POM < Φ T < ε C8 . When a voltage is applied, the Simmons model considers a linear variation of the electric field between the electrodes (figure 7-c). On the contrary, the TVS method used here (with the relationship ε = 0.86eV T ) and the molecular model give the energy of the molecular orbital, considering that the potential drops are mainly located at the molecule (i.e. POM unit)/electrode interface (i.e. through the alkyl spacer and the mechanical contact between the POM and the C-AFM tip) -figure 7-e (for a more detailed discussion of the Simmons model and TVS method, see Refs. 111,112 ). We can consider that the measured ε and ε 0 (Table I) are reasonable estimate of ε POM . In the WKB (Wentzel-Kramers-Brilloin) approximation, the effective tunnel barrier Φ T for such a staircase tunnel barrier (Figure 7) is given by:

F T (d C 8 + d POM )= e C 8 d C 8 + e POM d POM (1) 
where d C8 and d POM are the thicknesses of the C8 alkyl chain and POM, respectively, d C8 =0.7 nm and d POM =0.6 nm (as measured by ellipsometry on the TS Au substrates). Since the values for ε POM (i.e. ε or ε 0 ) and Φ T are quite similar (Table I), we conclude that the LUMO of the alkyl spacer, ε C8 , and the POM, ε POM , are roughly similar (alkyl spacer and POM LUMOs energetically aligned). This feature is consistent with the value ε C8 of ca. 1 eV previously determined for the LUMO of C8 (pure alkyl chain, no amine) SAM on Au by TVS 104 and IPES. 113 We hypothesis that the dipole at the AOT/POM interface (positive charge at the AOT amine end-group, negative charge on the POM side) can induced this alignment by shifting downstairs (upstairs, respectively) the energetics of C8 and POM, respectively.

The second observation is that the values for NMJs are smaller than for SAMs on TS Au. Again this is consistent with the higher currents measured on NMJs and with previous report on the mechanical behaviors on NMJs (higher pressure at the same loading force induces a reduction of ε). [START_REF] Smaali | On the mechanical and electronic properties of thiolated gold nanocrystals[END_REF] We previously reported a reduction by a factor about 2 of the TVS value (ε) for a C8 monolayer on NMJs [START_REF] Smaali | On the mechanical and electronic properties of thiolated gold nanocrystals[END_REF] compared to a C8 SAM on golf surface, 104 both measured by C-AFM at the same loading force. The fact that, for NMJs, we still have Φ T ≈ ε 0 means that the same conclusion (energy level alignment of the alkyl spacer and POM LUMOs) holds for NMJs. 

Conclusion.

In this contribution, we have described a reliable procedure for the electrostatic immobilization of POMs onto positively charged SAMs of amino-alkylthiols onto Au. Uniformly structured monolayers of POMs have been directly obtained onto TS Au, while a rinsing methodology at the SAM formation step had to be optimized in the case of usual Au/glass or Au/Si substrates of higher roughness.

Controlling the morphology/organization of the POM layers is essential to ensure reproducible properties. This procedure is easy to extend to other POMs, especially those with high electron-storage abilities. We have thus recorded the first electrical data on molecular junctions involving the large [H 7 P 8 W 48 O 184 ] 33-POM, analyzed these data by various methods and experimentally determined the energy position of the lowest unoccupied molecular orbital of the POM (with respect of the metal electrode Fermi energy), which governs electron transport through these molecular devices.

Experimental section.

Materials

Chemicals and solvents were purchased from Sigma-Alrich and used as received.

K 28 Li 5 [H 7 P 8 W 48 O 184 ] was prepared as described in the literature [START_REF] Contant | A New Crown Heteropolyanion, K28li5h7p8w48o184.92h2o -Synthesis, Structure, and Properties[END_REF] and its purity checked by [START_REF] Kawasaki | Nanohybridization of Polyoxometalate Clusters and Single-Wall Carbon Nanotubes: Applications in Molecular Cluster Batteries[END_REF] P NMR and electrochemistry (figures S8-S10).

The Au/Si substrates, purchased from Sigma-Aldrich, consisted of a 100 nm gold layer adhered to the silicon wafer by means of a titanium adhesion layer. The substrates were treated 2 min in pure sulfuric acid and rinsed abundantly with water and isopropanol and dried under N 2 . Before immersion in the thiol solution, the substrates were exposed to UV-ozone during 20 minutes and rinsed with ethanol.

Au/glass substrates, coated successively with a 50 Å thick layer of chromium and a 200 nm thick layer of gold, were purchased from Arrandee (Werther, Germany). To ensure a good crystallinity of the gold top layer, the substrates were annealed in a butane flame, afterwards exposed to UV-ozone during 20 minutes and rinsed with ethanol prior to immersion in the thiol solution.

Template-stripped Au substrates. Very flat TS Au surfaces were prepared according to the method reported by the Whiteside group. [START_REF] Weiss | Influence of defects on the electrical characteristics of mercury-drop junctions: self-assembled monolayers of nalkanethiolates on rough and smooth silver[END_REF] In brief, a 300-500 nm thick Au film is evaporated on a very flat silicon wafer covered by its native SiO 2 (RMS roughness of 0.4 nm), which was previously carefully Gold nanodots fabrication. The fabrication and detailed characterization of these nanodot arrays have been reported elsewhere. [START_REF] Clement | Large Array of Sub-10-nm Single-Grain Au Nanodots for use in Nanotechnology[END_REF] For e-beam lithography, an EBPG 5000 Plus from Vistec Lithography was used. The (100) Si substrate (resistivity = 10 -3 Ω.cm) was cleaned with UV-ozone and native oxide etched before resist deposition. The e-beam lithography has been optimized by using a 45 nm thick diluted (3:5 with anisole) PMMA (950 K). For the writing, an acceleration voltage of 100 keV was used, which reduces proximity effects around the dots, compared to lower voltages. The beam current to expose the nanodots was 1 nA. The conventional resist development / e-beam Au evaporation (8 nm) / lift-off processes were used. Immediately before evaporation, native oxide is removed with dilute HF solution to allow good electrical contact with the substrate. At the end of the process, these nanodots were covered with a thin layer of SiO 2 that was removed by HF at 1% for 1 mn prior to SAM deposition. Spacing between Au nanodots was set to 100 nm (see images in the supporting information, figure S2).

Characterization techniques.

Ellipsometry Ellipsometry measurements were performed on the Au/Si substrates with a monowavelength ellipsometer SENTECH SE 400 equipped with a He-Ne laser at λ = 632.8 nm. The incident angle was 70°. As the optical indices of the bare gold substrate change from one sample to another, the ns and ks values of the sample with bare Au were systematically measured just before immersion in thiol solution. The ns and ks values were around 0.2 and 3.5 respectively. For the 8amino-1-octanethiol SAM, typical optical indices of an organic monolayer were used (n s = 1.5, k s = 0). Finally, n s = 1.48 and k s = 0 were used for the layer of POMs. [START_REF] Derouich | Control of the Grafting of Hybrid Polyoxometalates on Metal and Carbon Surfaces: Toward Submonolayers[END_REF] At least 6 measurements were performed on a same sample in different zones, to check the homogeneity of the layer. A mean value for the thickness was calculated when the standard deviation was equal or lower than 0.2 nm.

X-ray photoelectron spectroscopy XPS analyses were performed on using an Omicron Argus X-ray photoelectron spectrometer. The monochromated AlK α radiation source (hν = 1486.6 eV) had a 300 W electron beam power. The emission of photoelectrons from the sample was analyzed at a takeoff angle of 90° under ultra-high vacuum conditions (≤ 10 -10 Torr). Spectra were carried out with a 100 eV pass energy for the survey scan and 20 eV pass energy for the P2p, W4f, C1s, O1s, N1s, S2p regions.

Binding energies were calibrated against the Au4f 7/2 binding energy at 84.0 eV and element peak intensities were corrected by Scofield factors. 114 The peak areas were determined after subtraction of a linear background. The spectra were fitted using Casa XPS v.2.3.15 software (Casa Software Ltd., U.K.) and applying a Gaussian/Lorentzian ratio G/L equal to 70/30.

Polarized modulated reflexion absorption infrared spectroscopy (PM-RAIRS)

PM-RAIRS measurements were performed on Au/Si or Au/glass substrates using a Nicolet Nexus 5700 FT-IR spectrometer equipped with a nitrogen-cooled HgCdTe wide band detector. Infrared spectra were recorded at 8 cm -1 resolution, by co-addition of 128 scans. A ZnSe grid polarizer and a ZnSe photoelastic modulator were placed prior to the sample in order to modulate the incident beam between p and s polarizations (HINDS Instruments, PM90, modulation frequency = 36 kHz). The sum and difference interferograms were processed and underwent Fourier-transformation to yield the PM-RAIRS signal which is the differential reflectivity (ΔR/R°) = (Rp-Rs)/(Rp+Rs), where Rp is the signal parallel to the incident plane while Rs is the perpendicular contribution. The measurements were done at two different voltages applied to the modulator ZnSe crystal to optimize the sensitivity.

Atomic force microscopy.

AFM images were recorded on Au/glass substrates using a commercial AFM (NanoScope VIII MultiMode AFM, Bruker Nano Inc., Nano Surfaces Division, Santa Barbara, CA) equipped with a 150 × 150 × 5 μm scanner (J-scanner). The substrates were fixed on a steel sample puck using a small piece of adhesive tape. Images were recorded in peak force tapping mode in air at room temperature (22-24 °C) using oxide-sharpened microfabricated Si 3 N 4 cantilevers (Bruker Nano Inc., Nano Surfaces Division, Santa Barbara, CA). The spring constants of the cantilevers were measured using the thermal noise method, yielding values ranging from 0. 4 to 0.5 N/m. The curvature radius of silicon nitride tips was about 10 nm (manufacturer specifications). The raw data were processed using the imaging processing software NanoScope Analysis, mainly to correct the background slope between the tip and the surfaces. We also questioned the stability of such electrostatically assembled POM layer in solution. The modified gold substrate (Au/glass) was placed in a 1 M solution of (NBu 4 ) 4 NPF 6 in acetonitrile and sonicated for a few hours, then rinsed with acetonitrile. Despite these quite harsh conditions, ellipsometry did not reveal any significant modification of the thickness, which led us to conclude that

Scheme 1 .

 1 Scheme 1. Polyhedral representation [H 7 P 8 W 48 O 184 ] 33-(color code: WO 6 octahedra blue, PO 4 tetrahedra green) and schematization (not at scale) of its electrostatic deposition onto a 8-amino-1octanethiol (AOT) SAM. The POM has a wheel-shaped structure with a diameter of ~2.0 nm and a thickness of ~1.0 nm.

Au ] 33 -Figure 1 .

 331 Figure 1. AFM images, zoom of the images (dashed line areas) and histograms of heights (from top to bottom) of the AOT SAMs on Au/glass substrates: (a) before and (b) after PBS immersion and (c) with the POM layer. AFM images (1x1 m 2 ) and histograms of heights of the AOT SAMs on TS Au substrates (d) without PBS rinsing and (e) with the POM layer. The histograms of heights clearly show the improvement of the surface topography for SAMs on the TS Au electrodes, with a less

Figure 2 .

 2 Figure 2. PM-RAIRS spectra of the AOT functionalized Au substrate before (left) and after (right) POM deposition.

  tentatively by assigned to the terminal WO bonds. However it lies at the border of the optical window of the experimental set-up of the PM-RAIRS instrument (KBr and ZnSe optics and MCT detector).

Figure 3 .

 3 Figure 3. XPS characterization of the [H 7 P 8 W 48 O 184 ] 33-layer onto AOT SAM prepared onto TS Au: (a) N1s, (b) S2p, (c) W4f and (d) P2p peaks.

NH 3 +

 3 //[H 7 P 8 W48 O 184 ][START_REF] Hu | Wiring" redox-active polyoxometalates to carbon nanotubes using a sonication-driven periodic functionalization strategy[END_REF]-//Pt nanojunctions (here // denotes a non-covalent interface anda covalent interface). A square grid of 10 × 10 m is defined with a lateral step of 100 nm. At each point, one I-V curve is acquired (back and forth), leading to the measurements of 100 I-V traces on a given location on the sample. This procedure was repeated at 3 different locations on the sample. The bias was applied on the Au-TS substrate, and the tip was grounded through the input of the current amplifier (figure4-a). The voltage sweeps (back and forth) were applied from -1.5 to 1.5 V and then from 1.5 to -1.5 V.

Figure 4 .

 4 Figure 4. (a) Scheme of the electronic transport characterization by C-AFM of the [H 7 P 8 W 48 O 184 ] 33- electrostatically deposited onto AOT SAM. (b) 2D current histogram of 300 I-V curves measured at several locations on the SAM. (c) Current histogram at + 0.3 V adjusted by a log-normal distribution.

Figure 4 - 5 .

 45 Figure 4-b shows the 2D histogram of the 300 I-V traces measured on the SAM nanojunctions. The I-V curves are quite symmetric with respect to the voltage polarity. The current histograms at a given bias (for example at +0.3 V in figure4-c) were fitted by a log-normal distribution, leading to a mean value of log I = -10.5 (i.e. a mean current of 3.2 x 10 -11 A) with a standard variations log-σ ≃ 2.5.

Figure 5 .

 5 Figure 5. (a) Current image of 8 x 8 µm at + 0.3 V for a loading force fixed at 6 nN (white spot = positive current) of Au nanodots capped with [H 7 P 8 W 48 O 184 ] 33-electrostatically deposited onto AOT SAM. (b) Corresponding histograms of the current with 197 junctions fitted with a log-normal distribution : average current of log I = -7.29 (i.e. a mean current of 5.1 x 10 -8 A) and a standard deviation log-σ≃1.5. (c) Reconstructed I-V curve from the current image at different voltages: the current value and the incertitude in the curve correspond to the mean current value and standard deviation respectively deduced from the log-normal distribution fitting. The reconstructed I-V curve (black line) is superimposed on the 2D histogram of the current measured at the different voltages onthe NMJs. Only a fraction (around 3 %) of the junctions are electrically active (bright spots in figure5-a) compared to the total number of nanodots on the scanned area (8 x 8 µm, with a nanodot every 100 nm, Experimental Section and images in the supporting information, figureS2). This feature may have several origins (see the supporting information).

Figure 6 .

 6 Figure 6. Statistical distributions of the energy levels deduced by applying the 3 methods on 21 I-V curves arbitrarily taken from data shown in figure 4: (a) Simmons model, (b) TVS method, (c) molecular model. The error bars in Table I are taken form the FWHM of these distributions. Examples of the I-V curve adjustments with the three models and distributions for the other fitting parameters (electron effective mass and electrical surface contact area for the Simmons model) are presented in the supporting information (figures S4, S5 and S6).

Figure 7 .

 7 Figure 7. (a) Scheme of the staircase energetic diagram of the Au-AOT//POM//C-AFM tip junction. (b-c) Effective tunnel barrier Φ T determined with the Simmons model at 0 V (b) and at a voltage V (c).(d-e) Determination of the energy position of the POM LUMO,ε POM , by the TVS method and molecular model at 0 V (d) and at a voltage V (e).

  cleaned by piranha solution (30 min in 2:1 H 2 SO 4 /H 2 O 2 (v/v); Caution: Piranha solution is exothermic and strongly reacts with organics), rinsed with deionized (DI) water, and dried under a stream of nitrogen. A clean glass piece (ultrasonicated in acetone for 5 min, ultrasonicated in 2-propanol for 5 min, and UVirradiated in ozone for 10 min) is glued (UV polymerizable glue) on the evaporated Au film and mechanically stripped with the Au film attached on the glass piece (Au film is cut with a razor blade around the glass piece). This very flat (RMS roughness of 0.4 nm, the same as the SiO 2 surface used as template) and clean template-stripped AuTS surface is immediately used for the formation of the SAM.

C

  -AFM measurements. Conducting atomic force microscopy (C-AFM) was performed under a flux of N 2 gas (ICON, Bruker), using a solid metal probe in platinum (tip radius of curvature less than 20 nm, force constant 0.3 N/m, reference: RMN-12Pt400B from Bruker). The tip loading force on the surface was fixed at 6 nN thanks to force-distance curves with the controlling software of the ICON. The choice of the loading force of 6 nN is a tradeoff between too low or unstable currents and too high deformation or damage of the organic monolayer.115 Previous works both on SAMs on large electrodes116 and NMJs[START_REF] Smaali | On the mechanical and electronic properties of thiolated gold nanocrystals[END_REF] have estimated a deformation below 0.1 nm at 6 nN for C8 alkyl chains (as used here). These values remain smaller than the accuracy of the ellipsometry measurements (see above) used to determine the monolayer thickness, which is further used as a parameter in our model to analyze the current-voltage curves. Images were acquired with a sweep frequency of 0.5 Hz and the voltage was applied on the substrate.Preparation of the seeding 8-amino-1-octanethiol SAMThe gold substrate was immersed in a solution of 8-amino-1-octanethiolhydrochloride in absolute ethanol AE (1mg in 50 mL, 10 -4 mol.L -1 ) during 24h, protected from light. Then the surface was rinsed with AE, plunged into an AE bath during 5 min, sonicated 5 min in a new AE bath, rinsed with AE and dried with a N 2 flow. The dried substrate was treated by immersion in a PBS solution during 3h (0.01M, pH=7.4), then submitted to several successive rinsing steps: (i) distilled water flow, (ii) sonication 5 min in distilled water, (iii) distilled water then AE flow, before being dried under N 2 .Immobilization of K 28 Li 5 [H 7 P 8 W 48 O 184 ]A 2 mol.L -1 LiCl solution in water was prepared (0.8 g in 10 mL) then 136.1 mg of K28 Li 5 [H 7 P 8 W 48 O 184 ] were added (10 -3 mol.L -1 ). The thiol modified gold substrate was immersed in the clear solution during 1 hour. Finally, the substrate was rinsed with a distilled water flow, AE flow and dried under N 2 . Decreasing (20 min) or increasing (24 h) the incubation time was shown (see supporting information) to have little effect on the layer thickness according to ellipsometry measurements. The films are at least stable in the course of the electrical and physical characterizations (i.e. days to weeks). All the measurements have been carried out at the solid state and at variance with electrochemical studies carried out in solution, no leaching of the POMs is feared.

  

  

  [START_REF] Keita | Salient electrochemical and electrocatalytic behaviour of the crown heteropolyanion K28Li5H7P8W48O184 center dot 92H(2)[END_REF] 

2. Deposition of [H 7 P 8 W 48 O 184 ] 33-onto 8-amino-1-octanethiol SAMs.

  The immobilization of negatively charged POMs onto electrodes coated with SAMs terminated by positively charged groups is easy to implement but getting a uniformly structured layer not guaranteed. Deposition of H 3[PW 12 

  Li 5 [H 7 P 8 W 48 O 184 ] in LiCl 2M and for various times. The solubility of K 28 Li 5 [H 7 P 8 W 48 O 184

Table I .

 I Table I summarizes the values obtained with these three methods on the SAMs and NMJs. Summary

		POM SAMs on TS Au	NMJs
		(eV)	(eV)
	Φ T (Simmons model)	0.83 ± 0.16	0.26 ± 0.33
	ε (TVS method)	0.72 ± 0.07	not applicable
	ε 0 (molecular model)	0.93 ± 0.15	0.24 ± 0.02

for the values obtained by the three methods on the POM SAMs grafted on Au-TS and NMJs. These values are obtained from the normal distribution of the fitting values presented in Fig.
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POMs were not significantly released from the substrate. This is tentatively ascribed to the high total charge of the POMs. 
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