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SYNOPSIS : A combination of spectroscopies and molecular modeling allowed to determine 

the speciation of tungstate ions in the presence of mannose and its dependence with pH and 

concentration of species. The speciation shares similarities with that of tungstate ions in 

mannose-free aqueous solutions, with dominant mononuclear species in basic solutions and 

dominant oligomeric species in neutral medium, though distinct features exist (existence 

domain, maximum nuclearity etc.). This paves the way towards mechanistic studies of sugar 

conversion by such catalytic species. 

 

 
 

 

ABSTRACT : The control of metal-sugar complexes speciation in solution is crucial in an 

energy transition context. Herein, the formation of tungstate-mannose complexes is unraveled 

in aqueous solution using a multi-technique experimental and theoretical approach. 13C nuclear 

magnetic resonance (NMR), as well as 13C-1H and 1H-1H correlation spectra, analyzed in the 

light of coordination induced shift methods and conformation analysis, were employed to 

characterize the structure of the sugar involved in the complexes. X-ray absorption near edge 
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structure (XANES) analysis were performed to provide relevant information about the metal 

electronic and coordination environment. The calculation of 13C NMR chemical shifts for a 

series of tungstate-mannose complexes using density functional theory (DFT) is key to 

distinguish between several candidate structures. Furthermore, a parametric study based on 

several relevant parameters, namely, pH and tungstate concentration was carried out to look 

over the change of the nature and concentrations of the complexes. Two series of complexes 

were detected, in which the metallic core is either in a ditungstate or a monotungstate form. 

With respect to previous proposals, we identify two new species. Dinuclear complexes involve 

both α- and β-furanose forms chelating the metallic center in a tetradentate fashion. A hydrate 

form chelating a ditungstate core is also revealed. One monotungstate complex appears at high 

pH, in which a tetrahedral tungstate center is bound to α-mannofuranose through a monodentate 

site at the second deprotonated hydroxyl group. This unequalled level of knowledge opens the 

door to structure-reactivity relationships.  

 

Introduction 

 

Rapid world’s population growth has led to increasing demand of energy and commodity 

chemicals, whose production is so far heavily reliant on fossil resources. In addition, the rising 

environmental concerns coupled to a depletion of conventional fossil fuels has made mandatory 

the exploration of non-edible alternative energy sources. Lignocellulose,1 a natural carbon 

source collected from plant biomass, is a particularly abundant renewable feedstock that has 

drawn significant attention as a sustainable raw-material for the production of renewable energy 

and high added-value products including chemicals, biofuels, and advanced materials without 

compromising food security.2–5 Lignocellulosic biomass is typically composed of a cellulose 

skeleton surrounded by hemicellulose and lignin with varying percentages depending on the 

origin of the plant. Cellulose and hemicellulose are polysaccharides that can be depolymerized 
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into various monosaccharides. Among the components of lignocellulose, upgrading the 

carbohydrate-containing parts (cellulose and hemicellulose) seems at first glance easier due to 

their chemical nature. However, despite the large body of research work dedicated to both 

fundamental and applied studies on the chemical reactivity of carbohydrates to produce 

platform chemicals,6–8 at that date only a few industrial processes have been fully developed up 

to the industrial scale. The very recent pilot plant developed by Avantium for the 

hydrogenolysis of sugars to produce ethylene glycol is one of these rare examples.9 The main 

challenges lie in the development of selective catalysts,10 and gaining fundamental insight in 

the catalytic transformation of sugars will be of importance in that respect.  

Metal ions are known to take part in many chemical reactions undergone by sugars.11–18 

More particularly, tungstate salts were found to be efficient catalysts for the cleavage of the 

carbon chain producing the proper chemical intermediates that are precursors for the synthesis 

of short chain polyols such as ethylene glycol, propylene glycol or glycerol.13–17 Metal-sugar 

interactions are expected to occur in order to achieve these reactivities.12,14 However, the 

coordination complexes of metal centers with sugars are not unambiguously identified to date.19 

Although the sugar-metal coordination chemistry has been known for a very long time, 

noticeably for its participation in biochemical processes, in particular calcium,20,21 only recent 

studies employ DFT calculations to unravel its reactivity in carbohydrate conversion chemistry 

for the production of chemicals.22–26 Sugars may be polydentate ligands of L type (through 

hydroxy groups)26–28 or X type (after deprotonation)29–31 to various metal ions. However, only 

few works address computationally their complexes with tungstate species, either 

homogeneous29 or heterogeneous.31 

In the present work, we aim at unraveling the structure of carbohydrate-metal complexes in 

the prototypical case of tungstate-mannose interaction in aqueous solution,32 as it is the required 

step for the understanding of the reactivity of those complexes. Mannose can be efficiently 
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converted into platform molecules either in aqueous or organic medium.33,34 For instance, by 

reacting with tungsten oxides, mannose is able to achieve high yields of ethylene glycol.13 This 

carbohydrate belongs to the polyhydroxy aldehydes family and can exist in aqueous solution in 

five-membered or six-membered rings named respectively furanose and pyranose, or under its 

linear form, hydrated or not (Figure S.1. in the Supporting Information).35 This complexity 

makes the structural identification of metal-sugar complexes a hard task, which is the goal of 

the present work. 

Aqueous tungstate oxyanions speciation depends on the pH and the total tungsten 

concentration.36 Monooxyanions and polyoxyanions forms are encountered. Monomeric 

species, that are known to occur in tetrahedral geometry prevail at high pH and lower tungsten 

concentration, while at lower pH, polymeric species of local octahedral geometry predominate. 

Previous studies were devoted to the characterization of tungstate carbohydrate complexes.32,37–

39 Complexes involving W6+ ditungstate cores were evidenced according to multinuclear 183W 

and 13C nuclear magnetic resonance (NMR) spectroscopies. Complexes referenced as L and M 

were reported with D-mannose (Figure 1). 
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Figure 1. Proposed structures for tungstate complexes of D-mannose. (a) L type, R= CH2OH (b) M type. Adapted 

from 32,37 

Several techniques were employed for the characterization of tungstate-carbohydrate 

complexes including mainly multinuclear NMR spectroscopies, circular dichroism, 

potentiometry and X-Ray crystallography for the few complexes that tend to crystallize.40–43 
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However, some strong missing points remain important for the structural clarification of these 

species, and in particular in the interplay between these species and their speciation in aqueous 

phase. Obtaining crystal structures is quite difficult for such species, and besides, the 

composition of the crystalline phase may not reflect that present in aqueous solutions, as is the 

case for most sugars and tungstate oxyanions species, although the latter is the most relevant to 

catalytic conditions. All of these complexes were identified in a limited pH range without 

reporting the effect of varying the metal ions concentration and the pH on the nature of theses 

organometallic species. Moreover, all the syntheses of these complexes were carried out in a 

2:1 metal/sugar stoichiometry. Although density functional theory (DFT) computational 

methods have proven being powerful tools for the investigation of molecular structures and the 

quality of the theoretically computed 13C NMR chemical shift is considered trustworthy,44,45 to 

the best of our knowledge, no computational study was reported for the structural clarification 

of these carbohydrate complexes. 

Therefore, in the present work, we show a full methodology for the characterization of 

tungstate-mannose aqueous mixtures using a combined spectroscopic and theoretical 

procedure. We combine 13C NMR and X-ray absorption Near Edge Structure (XANES) 

spectroscopies to probe the state of the carbohydrate ligand and the metal ion, respectively, and 

screen various conditions for the formation of the complexes (pH, metal ion concentration and 

metal/mannose ratio). The calculation of 13C NMR chemical shifts for a series of tungstate-

mannose complexes at the DFT level of theory is key to choose between several possible 

candidates based on experimental observations. Thanks to this approach, we reach an unequaled 

level of knowledge on the structure of these complexes as a function of operating conditions. 

On top of the two previously proposed species (Figure 1) which existence is confirmed, we 

reveal two new dimeric and monomeric species with respect to previous proposals, that are 

likely to play a key role in the further transformation of sugars. 
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Experimental section 

Preparation of tungstate-mannose complexes 

The complexes were prepared in aqueous solutions at room temperature, by mixing 

mannose with various precursors of tungsten, namely sodium tungstate dihydrate 

(Na2WO4·2H2O) and ammonium metatungstate [(NH4)6H2W12O40] (AMT). All the chemicals 

were commercial products of purest analytical grade (Sigma-Aldrich) and used as received. In 

a typical experiment, 1 mmol of the sugar and 2 mmol of the metallic precursor were dissolved 

at room temperature in 1 mL of D2O (metal/sugar stoichiometry of 2:1, concentration of 1 and 

2 mol L-1 respectively). The effect of the pH, metal/sugar ratio and initial chemical structure of 

the metallic salt on the relative nature and the proportions of the generated complexes at 

equilibrium were explored. The pH of the solutions was measured using a conventional glass 

electrode apparatus, and the pH was adjusted to the desired value by addition of a few drops of 

either HCl or NaOH solutions (concentrations of 10 and 3 mol L-1 respectively).  

Nuclear Magnetic Resonance (NMR) spectroscopy 

All NMR spectra were recorded on a Bruker Avance III spectrometer (300 MHz) equipped with 

a Broadband probe (BBFO) at 300 K. 

1D-NMR Spectra: The applied frequencies were respectively 300.13 and 75.47 MHz for 1H 

and 13C nuclei. 1H NMR chemical shifts were referenced using residual solvent peak for proton 

resonance of deuterium oxide (4.79 ppm). Proton spectra were obtained with an acquisition 

time of 3.4 s, a pulse duration of 14 µs with 6.7 W power pulse force and a sweeping range of 

4807.7Hz. The relaxation delay was of 2 s. 1D proton decoupled 13C spectra were recorded with 

the following parameters: acquisition time of 1.66 s, pulse duration of 9 µs with 38.8 W power 

pulse force, relaxation delay of 2 s and a sweeping range of 19736.8 Hz. In both experiments, 

the number of scans was adjusted according to the sample.  
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2-D NMR spectra:  The 2D 1H-1H correlation spectroscopy (COSY) spectra were acquired 

using the following acquisition parameters: 1 scan, 16 dummy scans, a 1.3 s relaxation delay, a 

spectral width of 3.7 ppm, a transmitter offset of 5 ppm, and an acquired spectral size of 512 

data points in the F1 dimension and of 2048 data points in the F2 dimension. The 2D 1H-13C 

heteronuclear single quantum correlation (HSQC) spectra were obtained with the following 

acquisition parameters: 2 scans, 16 dummy scans, a 1.5 s relaxation delay, a spectral width of 

3.7 ppm (F2) and 180 ppm (F1), a transmitter offset of 5 ppm (F2) and 90 ppm (F1), a mean 

coupling constant 1JC−H for the intensive nuclei enhanced by polarization transfer (INEPT) to 

145 Hz, an acquired spectral size of 256 data points in the F1 dimension and 1024 data points 

in the F2 dimension.  

X-ray absorption spectroscopy (XAS) 

XAS spectra at the W L3-edge (10207 eV) were acquired at the European Synchrotron 

Radiation Facility (Grenoble, France) at the CRG-FAME BM30 beamline (French Absorption 

spectroscopy beamline in Material and Environmental science). Storage ring was operated at 

150 mA with refill every hour. Spectra were recorded at the W L3-edge in transmission mode 

using Si diodes collecting photons scattered by a kapton foil. Energy of the monochromatic 

beam was tuned using a Si(220) liquid-nitrogen cooled double-crystal monochromator 

surrounded by two Rh-covered mirrors for harmonics rejection.46 Second crystal of the 

monochromator was dynamically bent in order to focus the beam on the horizontal direction. 

First mirror curvature was adjusted in order to collimate the beam on the vertical direction, and 

so to optimize the energy resolution and the photons flux on the sample, while second mirror 

was bent in order to focus the beam on the vertical direction. Thanks to these elements, the 

beam spot on the sample was 200 × 100 µm² (HxV, full width half maximum values). Energy 

calibration was ensured for each scan by measuring the XAS signal of a W metallic foil in 

double transmission, simultaneously to the studied solutions. Energies was then set to 10207 eV 
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at the maximum of the W foil spectrum first derivative. Measurements were performed at 10 K 

using a liquid helium cryostat to preserve solutions from any radiation damages. All processing 

of the spectra was carried out using the Demeter software suite.47  

Computational methods 

DFT calculations were performed by employing the B3LYP hybrid exchange-correlation 

functional48,49 with the Gaussian 09 software suite.50 Geometry optimizations were done using 

the def2-tzvp basis set for W atoms51,52 and tzvp basis sets for C, H and O atoms.51–54 All the 

calculations were carried out using an implicit solvent model (water) in the frame of the SMD 

solvation model.55 SCF calculations were performed with a 0.418 kJ.mol-1 convergence 

criterion on the total energy. For geometry optimizations we used a convergence criterion of 

the force on all atoms of 3 10-4 Ha/Bohr. In the following manuscript we only report structural 

and spectroscopic features of the complexes and not the energies as the latter were found to be 

strongly dependent on the protonation state of the complexes and other calculation parameters 

such as the applied solvent model. The energetic data for the complexes reported in the 

manuscript are given in Supporting Information (Table S1 and S2). To compare with 

experimental NMR measurements, the chemical shielding of the optimized structures has been 

calculated at the same level of theory using the Gauge-Independent Atomic Orbital (GIAO) 

method56,57 and referenced to calculated chemical shielding of DMSO for carbon and hydrogen 

atoms in order to determine 1H and 13C chemical shifts. DFT results were then compared to the 

NMR measurements of our own experiments to find out the models that fit the best with the 

experimental data. In order to benchmark the accuracy of the calculation method, 13C chemical 

shifts of a series of three well-known sugars (glucose, mannose, and fructose) in their different 

tautomeric forms were calculated. The corresponding parity plots are given in the Supporting 

Information (Figure S.2.). A mean relative error of 1.4% is obtained in the range of 60-
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120 ppm for carbon, showing the reliability of the DFT in the prediction of NMR chemical 

shifts.  

Results and discussion 

NMR spectroscopy 

The formation of tungstate-mannose complexes at neutral pH (7.5) was experimentally 

detected by the apparition of several new sets of six peaks in the 13C NMR spectrum compared 

to that of free mannose. Figure 2,a illustrates the proton-decoupled 13C NMR spectrum of a D-

mannose-sodium tungstate solution in deuterium oxide (D2O) at pH 7.5. The complexes were 

then characterized after full assignment of the carbon signals and protons bound to them by 

means of two-dimensional 1H-13C heteronuclear (HSQC) and 1H homonuclear (COSY) NMR 

experiments (Figures 2,b,c). Three different species were detected and denoted complexes A, 

B, and C. When sodium tungstate was mixed with mannose without adding any extra base or 

acid to the aqueous medium, a solution of approximatively pH 9 was obtained. In this case, a 

new set of six peaks appeared in the 13C NMR spectrum recorded for this solution. The existence 

of a complex, further referred to as complex D, was verified by the increase in intensity of the 

new peaks in the carbon spectrum of the solution obtained at pH 11 (Figure 2,d).  

Besides, adjusting the pH of AMT-mannose aqueous solutions to around 7 and 11 leads to 

the formation of the same complex. Its existence is thus essentially related to the speciation of 

tungstate ions (that depends on the pH) in the aqueous solution rather than to the nature of the 

metallic precursor. 
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Figure 2 : (a) Proton decoupled 13C NMR spectrum, (b) heteronuclear single quantum correlation 1H-13C NMR 

spectrum (row: 1H, column: 13C), (c) 1H homonuclear NMR correlation spectrum of the solution of sodium 

tungstate with D-mannose at pH 7.2, sugar and W concentrations of 1 and 2 mol L-1 respectively. The circles 

depicted in the 2D spectra correspond to the correlation between the carbon atoms and the proton(s) attached to 

them in addition to the correlation between vicinal protons respectively in the HSQC and the COSY spectra, (d) 

Proton decoupled 13C NMR spectrum of sodium tungstate-D-mannose aqueous solution at pH 11, sugar and W 

concentrations of 1 and 2 mol L-1.
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Previous works described two tungstate complexes with D-mannose denoted types L 

and M, the former being the major product and the latter the minor product. Complex L (Figure 

1,a) is characterized by mannose in its β-furanose form chelating a ditungstate ion core at the 

HO1,2,3,5 site, while complex M involves the α-furanose form of mannose chelating a 

ditungstate core as well, though by the HO2,3,5,6 site58,59 (Figure 1,b). Table 1 illustrates the 

chemical shifts recorded in the carbon spectra of the different species.  

Table 1: 13C NMR chemical shifts (in ppm) of tungstate-D-mannose complexes.  

Carbon atom C1 C2 C3 C4 C5 C6 

Complex L60 112.7 84.0 88.0 79.7  79.7  65.2 

Complex M60 103.6 89.7 79.5 77.5  82.6 74.3 

Complex A 111.7 83.2 87.1 78.8 78.7 64.3 
Complex B 93.6 92.6 80.5 79.5 71.0 63.1 
Complex C 102.6 88.6 78.5 76.6 81.9 73.4 

Complex D 103.5 83.7 76.7 78.1 73.5 63.6 

 

The carbon chemical shifts displayed for Complexes A and C in our study are in line 

with that of complexes L and M of previous studies, respectively (Table 1). However, no 

chemical structures were proposed for complexes B and D.  

Possible ligands for each complex were deduced from the deshielding of the carbon 

atoms of all the possible oxygen donor adducts by a Coordination Induced Shift (CIS) value, 

which displays a characteristic pattern for each type of complex. The CIS value is calculated as 

the difference between the chemical shift of the same carbon atom in the complexed and the 

free form of the sugar according to Equation 1. The literature did not set a threshold for the 

downfield shift exhibited by the coordinated carbon atoms. However, a minimum deshielding 

of 5 ppm was perceived while discussing tungsten and molybdenum complexes of 

carbohydrates.61,62  

 

𝐶𝐼𝑆 = 𝛿(𝑐𝑜𝑚𝑝𝑙𝑒𝑥𝑒𝑑 𝑠𝑢𝑔𝑎𝑟) −  𝛿(𝑓𝑟𝑒𝑒 𝑠𝑢𝑔𝑎𝑟) Equation 1 
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Since naturally, sugars occur in six different forms including five tautomers (four cyclic 

and one acyclic) and an acyclic hydrate species, the CIS value pattern was calculated with 

reference to all experimental chemical shift values of the six free forms of D-mannose in order 

to determine the possible ligand. Herein, the acyclic aldehyde was discarded since no signal 

was acquired at around 200 ppm which is a fingerprint of the existence of a carbonyl group. 

The CIS values are respectively shown in Tables S3-S6 in the Supporting Information. 

For the assignment of complex A (Table S3, Supporting Information) we observed by 

assuming α- and β- pyranose as ligands, four high coordination induced chemical shifts values 

at the first four carbon atoms of the two anomers, indicating the possibility of the existence of 

four chelation sites through their deprotonated hydroxyl groups. However, by considering the 

stereochemistry of the molecules (Figure S.1., Supporting Information) we found the 

chelation inconceivable since the hydroxyl groups are trans-oriented. The CIS patterns 

calculated by assuming α- and β-furanose as ligands, indicates that C1,2,3,5 are deshielded, 

subsequently O1,2,3,5 (numbered similarly as the carbon atom connected to O) should be the 

chelation sites. However, this connection is only feasible for β-furanose in which HO1,2,3 are 

cis-oriented with each other with respect to the ring while for α-furanose the anomeric hydroxyl 

group is trans-oriented. Moreover, by supposing the acyclic hydrate mannose as a ligand, four 

high CIS values appear at the first four vicinal carbon atoms C1,2,3,4. 

As for complex B (Table S4, Supporting Information), three high induced chemical 

shifts are obtained at the O2,3,4 site by proposing α- and β-mannopyranose as ligands. 

However, the hydroxyl group of the fourth carbon atom is trans-oriented to O2,3 discarding the 

possibility of forming an adduct for complex B. α- and β-furanose constitute proper candidates 

by displaying two high coordination induced shifts at their second and third carbon atoms 

raising the possibility of the presence of a bidentate complex. In addition, hydrated mannose 

displays 4 high induced chemical shift at O2,3,5,6 site, indicating the possible presence of a 
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tetradentate chelated species. By considering the hydrated mannose as a ligand, three downfield 

shifts higher than 5 ppm were detected at O2,3,4 possible coordination site. However, according 

to the DFT data that are discussed below, hydrated mannose probably chelates the metal ion 

through four deprotonated oxygen atoms displaying only a small shift for the first carbon atom.  

Regarding complex C, by considering the pyranose forms, all the carbon atoms are 

deshielded, which eliminates their possibility to be ligands since their corresponding hydroxyl 

groups are trans oriented. Under the hypothesis of an α-furanose form, four high induced 

chemicals shifts are obtained at C2,3,5,6 positions indicating the possibility of the presence of 

a tetradentate chelation mode (Table S5, Supporting Information). With β-furanose, five high 

induced chemical shifts at the C1,2,3,5,6 positions suggest the possibility of chelation through 

O1,2,3,5,6 sites. Moreover, by supposing hydrated mannose as a ligand, five high CIS values 

were obtained at the C1,2,3,5,6 positions, thus revealing one more additional complexation 

possibility.   

For complex D (Table S6, Supporting Information), following a similar reasoning, we 

find that if the sugar is complexed in its α-pyranose form, four high CIS values at C1,2,3,4 site 

are obtained, though this includes hydroxyl groups that are trans-oriented which eliminates its 

possibility to be considered as the proper ligand. Similarly in the case of β-pyranose, three high 

CIS values exist at the C1,2,4 positions, however, the corresponding hydroxyl groups are trans 

oriented, which discards this possibility. By considering α-furanose as a ligand, a single 

downfield shift (higher than 5 ppm) is detected at the second carbon atom C2, prompting the 

presence of a possible monodentate complexation. With the β-furanose hypothesis, three 

deshielded carbon atoms were detected through the tridentate C1,2,3 site. Considering the 

hydrate form, four high chemical shifts manifested at the C1,2,3,4 site, thus proposing the 

presence of a tetradentate chelation site. Thus, two ligand possibilities remain concerning the 
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form of mannose in the A complex (β-furanose and acyclic hydrate), and 3 ligands forms remain 

possible for B, C, and D complexes, based on CIS and conformation considerations.  

 

pH and tungsten concentration effect  

The tungstate concentration and the pH were changed systematically. The percentage of 

each complex was estimated from the relative areas of the carbon signals considering for each 

the signal of the anomeric carbon. Figure 3,a shows the effect of the metal ion concentration 

on the nature of the formed complexes. The study was carried out at pH around 7.5 and a 

constant sugar concentration of 1 mol L-1. With decreasing metal ion concentration, the 

concentrations of the complexes decrease without a change in the nature of the species (details 

about the estimated amounts of complexes as well as the quantity of the metal ion involved in 

the complexation are provided in Table S7 in the Supporting Information). The relative 

amount of each complex is mostly independent of the concentration of the metal ion, which 

suggests a similar nuclearity of the metal ions in the different complexes. This conclusion is 

only valid for complexes A, B and C since the study was carried out at pH around 7.5 at which 

species D was not observed.  
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Figure 3. Concentration of Complexes A, B, C and D in a series of sodium tungstate and mannose solutions as 

function of a) tungsten concentration (mol L-1) (pH 7.5 and mannose concentration of 1 mol L-1) and pH, b) 

(tungsten and mannose concentrations of 2 and 1 mol L-1 respectively) and c) (tungsten and mannose 

concentrations of 1 and 1 mol L-1 respectively).  
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The evolution of the proportion of tungstate complexes as function of pH in a series of D-

mannose and sodium tungstate aqueous solutions was also investigated and is illustrated in 

Figure 3,b,c. Generally, the maximum amount of species A and B was simultaneously observed 

at pH around 7 in both tungstate solutions independently of the tungsten/mannose ration. 

Species A remains the dominant species while B is the minor species over the pH range 2-8. 

Moreover, the amount of complex A slightly decreases by reducing tungsten concentration 

indicating that the amount of complexed tungsten ions increases while lowering the 

concentration of tungsten (see Tables S8 and S9 in the Supporting Information). Species C 

and D display a different behavior, with complex C having a maximum concentration around 

pH 8-8.5 in the highly concentrated tungstate solution ([W] = 2 mol L-1), though remaining a 

minor species. However, with decreasing tungsten concentration ([W] = 1 mol L-1) the amount 

of the current species does not exceed 3%. Complex D appears only above pH 8 and becomes 

the dominant species at higher pH values, reaching around 44% and 20% of abundance at pH 11 

with respectively 2/1 and 1/1 of tungsten/mannose ratio. The observation of a pH-dependent 

speciation of the complexes is of a high importance for the involvement of the complexes in 

catalysis. 

The results presented herein allow for an important observation regarding the nuclearity of 

the species. At the maximum amount of species A (the major species in neutral solutions) and 

B, the proportion of complexed sugar is of about 42 %. Given that the molar ratio W/sugar 

equals 2 (for the data reported on Figure 3-b), considering the maximal hypothesis under which 

100 % of W atoms are involved in the formation of these complexes (ie considering that their 

formation reaction are total) yields the maximal nuclearity of this complexes of 4.7. The same 

reasoning done on the data shown on Figure 3c (ratio W/sugar of 1 and maximum amount of 

complexed sugar of 32 % at pH 7) yields a maximum nuclearity of 3.1 for complex A. Clearly, 
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the complexes detected herein have a lower nuclearity than that of the most abundant W 

oxyanions in such concentration and pH conditions (W12O40
8- according to the Medusa 

simulations presented in Figure S3 in the Supporting Information). This is in line with early 

proposals referring to binuclear species for sugars-tungstates or molybdates complexes, and 

further demonstrates that the equilibria of tungsten oxyanions in aqueous solution are strongly 

shifted by the presence of sugars.  

XAS 

Tungstate-sugar mixtures have been analyzed by X-ray Absorption Spectroscopy at the W 

L3-edge, a technique widely used for investigation of the environment of metals for such kind 

of compounds.58,59 First, we recorded the spectra of tungstate aqueous solutions of both 

precursors used in this study, sodium tungstate and ammonium metatungstate (AMT), in order 

to reference the edge energy of W6+ since they are fully oxidized metallic salts and to distinguish 

the spectroscopic features of tetrahedral and octahedral species, respectively. Figure 4 shows 

the W L3-edge XANES spectra of sodium tungstate, AMT and mannose-tungstate aqueous 

solutions at different pH values recorded in transmittance mode, in addition to the first 

derivatives of the spectra.  

The white line appearing in the L3-edge XANES of tungsten is mainly attributed to 

electronic transitions from 2p2/3 orbitals to vacant 5d orbitals.59 According to Figure 4,a, a 

relationship between the structure of the WOx unit and the shape of the white line exist. Sodium 

tungstate provides monotungstate oxyanions in aqueous solution, (pH around 9) occurring in 

tetrahedral geometry while ammonium metatungstate (pH around 4) provides polymeric 

clusters in which the WOx moieties have six-fold coordination environment, thus occurring in 

octahedral geometry.36,59 As shown on Figure 4,a, the aqueous solution of ammonium 

metatungstate shows a broad peak with a splitted top with an energy gap of around 3.6 eV 

(second derivative in Figure S4 in the Supporting Information) between the peaks which is 
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a characteristic of distorted octahedral structures.59 This splitting can also be observed on the 

first derivative plot (Figure 4,b) by the appearance of a second maximum. Sodium tungstate 

(Na2WO4) displays one sharp asymmetrical peak due to the negligible splitting of the 5d state 

of the tetrahedral tungsten center. These findings agree with the literature, which tends to show 

that the more centrosymmetric the metallic center is, the greater is the energy gap between the 

splitted peaks. Indeed, tungsten centers in Cr2WO6, which have a quasi-perfect octahedral 

geometry, display an energy gap of 5.6 eV while the distorted tungsten centers of ammonium 

metatungstate provide an energy gap of 3.8 eV,59 which is similar to the value obtained in our 

current experiment. Another characteristic of tetrahedral coordinated sites that has not been 

previously discussed in other articles is the presence of a bump at around 15 eV beyond the 

edge energy such as in the spectrum of sodium tungstate (Na2WO4) (Figure 4,a).  

 

Figure 4. (a) W L3-edge XANES normalized spectra, (b) first derivative of (a) of reference tungstate precursors in 

aqueous solution: ammonium metatungstate AMT and sodium tungstate Na2WO4 as well as tungstate-mannose 

aqueous solution at different pH values. [W] = 0.1 mol.L-1, [Mannose] = 0.1 mol.L-1.* the experiments were 

conducted at such low tungsten concentration to prevent fluorescence phenomena. The effect of changing tungsten 

and mannose concentrations while conserving the same W/sugar ratio was almost ineffectual for the amount of 

complexed tungsten (See Table S10 in the Supporting Information).  

 

The edge energy is quantified by evaluating the maximum of the first derivative of the 

signal. The values detected for both precursors in aqueous solution are of 10210.8 eV (Figure 
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4,b). The edge energy as determined by the maximum in the first derivative spectra of 

crystalline sodium tungstate and solid ammonium metatungstate are respectively of 10210.6 

and 10209.9 eV. All the species correspond to W6+ oxidation state. Concerning tungstate-

mannose aqueous mixtures (Figure 4,a) at pH 11 and 8, the edge energy is around 10210.6 eV 

while at pH 7 and 4, the edge energies are respectively, 10210.2 and 10210.0 eV indicating that 

tungsten centers in the complexes are consistent with W6+ oxidation state.  

At pH 11 (Figure 4,a), the observed XANES spectrum is very similar to that of sodium 

tungstate aqueous solution, indicating that tungstate species of tetrahedral geometry are present 

in this pH range. A significant amount of complex D exists at such high pH values, though, and 

since it contains a minimum of one tungsten atom per sugar molecule, the amount of complexed 

tungsten is around 20% (see Table S10 in the Supporting Information). The observation of a 

spectrum very similar to that of the tetrahedral reference Na2WO4 is indicative of a similar 

coordination environment, hence that complex D involves a tetrahedral W center. As the pH of 

the aqueous solution decreases to 8, 7 and 4, at which complex D does not exist anymore, being 

replaced by complexes A, B and C, the white line broadens while showing a splitting marked 

by the presence of a second maximum in the first derivative (Figure 4,b), an evidence of the 

formation of octahedral structures. Moreover, the disappearance of the bump at 15 eV after the 

edge energy with the decreasing of pH confirms that a conversion from tetrahedral sites to 

octahedral sites occurs. However, at pH 8, the bump is slightly manifesting at 15 eV beyond 

the edge energy, pointing to the contribution of tetrahedral tungsten sites. In fact, in such 

conditions (tungsten concentration of 0.1 mol L-1, pH 8), the free tungstate exists only in 

monomeric form (Figure S3 in the Supporting Information), the addition of the sugar leads 

to a partial complexation of the metal ions indicating that the complexed metallic ions are of 

octahedral geometry while free tungstate ions remained in their monomeric form. The splitting 

of the white line of this sample is 3.0 eV, vs. 3.6 for AMT, revealing that the octahedral species 
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formed are of more distorted octahedral geometry. Nevertheless, the spectra at pH 7 and 4 

(showing no additional bump at 15 eV beyond the edge energy) are clearly distinct from the 

spectra of the precursor, for instance the splitting of the white line is only of 3.3 eV, vs 3.6 eV 

for AMT, indicating that a distinct yet also octahedral species coexist. Thus, these results are 

indicative that the tungsten centers of complexes A, B and C are rather in distorted octahedral 

symmetries. Note that these observations are made at pH 7 and 4 despite the presence of 

uncomplexed AMT (around 30 % assuming the formation of a dinuclear complexes) that 

nevertheless contribute to the XANES signal.  

Consequently, mannose generates complexes when it is mixed with tungstate precursors in 

aqueous solution. These complexes comprise W6+ centers as verified with reference to the edge 

energy of the fully oxidized tungstate salts (Na2WO4 and AMT), although we cannot exclude 

that the picture could be different under reductive atmosphere such as the one used in some 

catalysis experiments. Among all of the formed species, one complex, denoted D, corresponds 

to a mononuclear tetrahedral metallic center. The three other species revealed by NMR at lower 

pH (A, B, C) contain an oligomeric tungsten core in octahedral geometry. The attribution to the 

coordination sites is possible by analyzing the increase of the NMR chemical shift of the carbon 

atom, however several possible structures remain possible after analyzing the NMR data along 

with the conformation considerations. Hence, in order to clarify the molecular structures of the 

complexes, we performed a computational analysis at the DFT level.  

Computational study 

In this section we provide a screening of potential interactions between tungstate oxyanions 

and D-mannose in aqueous solution at the density functional theory level. In line with the 

experimental findings reported above, all the models feature W6+ species only, as no evidence 

for reduction could be provided by XAS. We then examine various models featuring mannose 

in interaction with mono- and binuclear metallic cores, as well as with a model of the AMT 
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anion. Binuclear species were selected for the following reasons: (i) this matches earlier 

proposals from the literature (ii) this also matches the observation that complex A has a 

nuclearity of at most 3 (iii) they can be considered as a model for a coordination site on a larger 

oligomer ; attempts to optimize the coordination of mannose to a W12O40
8- model on a trinuclear 

coordination site resulted systematically in a decoordination from the third nucleus and evolved 

towards a coordination to a binuclear site (see below).  

Considering the tetrahedral geometry of monotungstate oxyanions (WO4
2-), complexes of 

monodentate, bidentate and tridentate coordination were chosen in the current study for the 

mononuclear complexes (Figure 5,a,b,c). For the binuclear species, and in line with the 

experimental results obtained, we explored mainly the formation of dimeric tetradentate species 

(Figure 5,d), as well as pentadentate chelation modes (Figure 5,e) in a 6-fold coordinated 

metallic site. Inorganic tungsten species in which the metallic center occurs as an octahedron 

are only found in polymeric forms in aqueous solution (typically with nuclearities of 6 to 12 as 

in W12O40
8-, see Figure S5 in the Supporting Information). We decided to study 

metatungstate ion as a model of sugar complexes with higher nuclearity (Figure 5,f). We 

examined several geometries of the sugar in which the ligands have a similar configuration (ie 

with the same chelation sites) as in the dimeric species for which the calculated chemical shifts 

match the most with the experiments.  
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Figure 5. Geometry of mononuclear (a) monodentate, (b) bidentate, (c) tridentate, dinuclear (d) tetradentate, (e) 

pentadentate and (f) polynuclear pentadentate tungstate complexes, chosen as starting points for DFT 

calculations. All models feature W6+ cores.  
 

 

The coordination modes were chosen according to the most relevant calculated CIS pattern for 

each complex as detailed above. The corresponding models are shown in Figures S6-S9 in the 

Supporting Information. The identification of the complex was then done by comparing the 

experimental 13C NMR chemical shifts to the computed values of the complexes modelled. 

Table 3 gives the experimental 13C NMR chemical shifts of complexes A, B, C and D and the 

theoretically computed chemical shifts values of their corresponding models. To prevent the 

total dissociation of the metatungstate ion in the complex, the geometries were optimized 

without adding a solvent model while the chemical shifts were always computed in the presence 

of a solvent. The effect of optimizing the molecules in a gas phase instead of using a solvent 

model on the computed chemical shifts was verified for the dimeric complexes presenting the 

best matching chemical shifts with the experiments. It has been found that the effect is 

negligible (see Table 3).  



 

24 

 

Table 2. Experimental 13C NMR chemical shifts of complexes A, B, C and D in addition to the calculated 
13C NMR chemical shifts of the possible models of complexes suggested according to the experimental CIS 

values calculated and depicted in Tables S3-S6. in the Supporting Information.a   

Carbon atom Complex type C1 C2 C3 C4 C5 C6 

Complex A  111.7 83.2 87.1 78.8 78.7 64.3 

Complex 1 
d 

111.2* 82.0* 89.1* 80.2 77.1* 62.9 

∆𝛅𝐞𝐱𝐩,𝐭𝐡 +0.5 +1.2 -2.0 -1.4 +1.6 +1.4 

Complex 1 (gas phase) 
d 

111.2* 81.7* 86.9* 80.2 75.9* 62.0 

∆𝛅𝐞𝐱𝐩,𝐭𝐡 +0.5 +1.5 +0.2 -1.4 +2.8 +2.3 

Complex 2 
d 

106.8* 86.8* 74.0* 76.3 79.7* 64.7 

∆𝛅𝐞𝐱𝐩,𝐭𝐡 +4.9 -3.6 +13.1 +2.5 -1.0 -0.4 

Complex 3 
d 

97.2* 93.1* 82.3* 78.2* 72.6 65.2 

∆𝛅𝐞𝐱𝐩,𝐭𝐡 +14.5 -9.9 +4.8 +0.6 +6.1 -0.9 

Complex 4 
d 

101.6* 79.0* 75.5* 84.5* 76.5 65.2 

∆𝛅𝐞𝐱𝐩,𝐭𝐡 +10.1 +4.2 +11.6 -5.7 +2.2 -0.9 

Complex 13 (gas phase) 
f 

111.7* 83.1* 82.9* 79.9 81.1* 63.1 

∆𝛅𝐞𝐱𝐩,𝐭𝐡 0.0 +0.1 +4.2 -1.1 -2.4 +1.2 

Complex B  93.6 92.6 80.5 79.5 71.0 63.1 

Complex 3 
d 

97.2* 93.1* 82.3* 78.2* 72.6 65.2 

∆𝛅𝐞𝐱𝐩,𝐭𝐡 -3.6 -0.5 -1.8 +1.3 -1.6 -2.1 

Complex 3 (gas phase) 
d 

96.3* 90.6* 79.7* 76.8* 74.1 66.7 

∆𝛅𝐞𝐱𝐩,𝐭𝐡 -2.7 +2.0 -0.8 +2.7 -3.1 -3.6 

Complex 4 
d 

101.6* 79.0* 75.5* 84.5* 76.5 65.2 

∆𝛅𝐞𝐱𝐩,𝐭𝐡 -8.0 +13.6 +5.0 -5.0 -5.5 -2.1 

Complex 5 
b 

105.8 107.0* 102.5* 81.8 69.2 65.5 

∆𝛅𝐞𝐱𝐩,𝐭𝐡 -12.2 -14.4 -22.0 -2.3 +1.8 -2.4 

Complex 6 
b 

97.9 96.3* 95.3* 82.1 70.9 65.9 

∆𝛅𝐞𝐱𝐩,𝐭𝐡 4.3 3.7 14.8 2.6 0.1 2.8 

Complex 14 (gas phase) 
f 

98.4* 86.5* 90.7* 79.8* 71.9 65.3 

∆𝛅𝐞𝐱𝐩,𝐭𝐡 -4.8 +6.1 -10.2 -0.3 -0.9 -2.2 

Complex C  102.6 88.6 78.5 76.6 81.9 73.4 

Complex 7 
d 

107.4 92.2* 83.6* 81.7 86.2* 78.0* 

∆𝛅𝐞𝐱𝐩,𝐭𝐡 -4.8 -3.6 -5.1 -5.1 -4.3 -4.6 

Complex 7 (gas phase) 
d 

106.3 91.5* 83.0* 80.6 85.8* 74.9* 

∆𝛅𝐞𝐱𝐩,𝐭𝐡 -3.7 -2.9 -4.5 -4.0 -3.9 -1.5 

Complex 8 
d 

102.8 84.2* 87.1* 83.2 78.4* 69.8* 

∆𝛅𝐞𝐱𝐩,𝐭𝐡 -0.2 +4.4 -8.6 -6.6 +3.5 +3.6 

Complex 9 
e 

104.7 87.2 76.6 83.4 81.2 70.7 

∆𝛅𝐞𝐱𝐩,𝐭𝐡 -2.1 +1.4 +1.9 -6.8 +0.7 +2.7 

Complex 10 
e 

104.5 89.4 78.8 87.5 83.5 70.4 

∆𝛅𝐞𝐱𝐩,𝐭𝐡 -1.9 -0.8 -0.3 -10.9 -1.6 +3.0 

Complex 15 (gas phase) 
f 

104.2 82.1* 87.3* 75.8 88.1* 69.8* 

∆𝛅𝐞𝐱𝐩,𝐭𝐡 -1.6 +6.5 -8.8 +0.8 -6.2 +3.6 

Complex D  103.5 83.7 76.7 78.1 73.5 63.6 

Complex 3 
d 

97.2* 93.1* 82.3* 78.2* 72.6 65.2 

∆𝛅𝐞𝐱𝐩,𝐭𝐡 +6.3 -9.4 -5.6 -0.1 +0.9 -1.6 

Complex 4 
d 

101.6* 79.0* 75.5* 84.5* 76.5 65.2 

∆𝛅𝐞𝐱𝐩,𝐭𝐡 +2.0 +4.7 +1.2 -6.4 -3.0 -1.6 

Complex 11 
a 

103.5 81.3* 74.2 76.7 73.2 65.2 

∆𝛅𝐞𝐱𝐩,𝐭𝐡 0.0 +2.4 +2.5 +1.4 +0.3 -1.6 

Complex 12 
c 

118.7* 98.0* 103.3* 91.8 70.2 65.0 

∆𝛅𝐞𝐱𝐩,𝐭𝐡 -15.2 -14.3 -26.6 -13.7 +3.3 -1.4 
aThe structures of the proposed complexes are illustrated in Figures S4-S7 in the Supporting Information. 

*Asterisk indicates a chelation site through the corresponding oxygen atom. ∆δexp,th =  δexp −  δth. a, b, c, d, 

e, and f are respectively the aligning of complex models of Figure 5. 
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A good correlation is observed between the performed calculation of 13C NMR chemical 

shifts for complex 1 and the experimental values observed for complex A. This model features 

a ditungstate ion chelated to mannose in its β-furanose form involving a tetradentate O1,2,3,5 

binding site in which O2,5 are the bridging oxygen atoms (complex 1, Figure S6 in the 

Supporting Information). Both tungsten WO6 octahedra share a face. This species was already 

discussed in the literature for which the carbon chemical shifts agree with the so-called complex 

L (Table 1, Figure 1,a).  

The values computed for complex 3 match best with species B. Complex B thus involves 

a ditungstate center coordinated to the hydrated acyclic form of mannose in a tetradentate 

fashion through O1,2,3,4 oxygen donor site in a sickle arrangement, where O1,3 are bridging 

atoms with the two WO6 octahedra sharing a face (complex 3, Figure S7 in the Supporting 

Information). The current species was already discussed in the literature but only for 

molybdate complexes. Bilik and co-workers proposed dimolybdate complexes for mannose 

epimerization comprising the hydrated sugar chelating the metallic ion by its O1,2,3,4 

deprotonated hydroxyl groups in a sickle arrangement.12,32 Such observation reveals the 

possibility of tungsten to catalyze the epimerization of sugars the same way molybdenum does. 

As for complex C, the comparison is more ambiguous since all the calculated chemical 

shifts of the proposed models differ more strongly than for the other complexes from the 

experimental values. However, the chemical shifts detected for complex C match with the 

species denoted M in the literature (Table 1). This complex forms a ditungstate center chelated 

to α-mannofuranose in which four donor non vicinal hydroxyl groups (ring O2,3 and side chain 

O5,6) constitute the site of chelation. Among all the proposed models complex 7 shows the best 

correlation with species C. This complex involves a chelation site identical to the M type 

complex from previous work, consisting of four oxygen  coordinated (O2,3,5,6) in which O3,5 

are the bridging atoms (complex 7, Figure S8 in the Supporting Information).  
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The 13C NMR chemical shifts displayed for complex 11 match the most with the 

experimental chemical shifts reported for complex D. Complex D includes a monomeric 

tungstate ion chelated to α-mannofuranose through a monodentate site by deprotonation of 

second hydroxyl group (Figure S9 in the Supporting Information).  

Focusing on the models built on the basis of an AMT structure, complex 13 involving 

β-mannofuranose as a ligand approximately correlates with the experimental chemical shifts 

displayed by complex A and the values calculated for the dimeric model (complex 3). 

Complexes 14 and 15, proposed respectively as models for complexes B and C, showed a large 

deviation from the experiments, thus, they were not retained as proper candidates. However, 

our analysis of the speciation as presented on Figure 3 clearly indicates that Complexes A and 

B may not have a nuclearity higher than 3, thus AMT itself might not be suited for the formation 

of complexes. However, this does not fully exclude the presence of a species of nuclearity 

higher than two.  

Hence the final structures of the four species are illustrated in Figure 6, obtained from 

the multi-technique method combining 13C, 13C-1H, 1H-1H NMR, XANES and DFT. Out of 

these species, two correspond to previous proposals (Figure 1), but the two other ones have 

never been observed for tungsten-sugar systems. 
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Finally, we represent on Figure 7 the comparison between the aqueous phase speciation 

of tungstate ions in the absence of mannose as simulated by the Medusa software with the 

speciation of mannose-tungsten complexes determined by this study, for a similar total 

concentration of tungsten ions of 1.0 mol L-1. We find that the two types of speciation share 

some similarities, with species of low nuclearity only existing at high pH values and multi-

nuclear species existing at medium pH. However, some features are clearly distinct, among 

which (i) the limit of the multi-nuclear/mononuclear domains is shifted to somewhat higher pH 

values in the presence of mannose (from around 7.5 to around 9) (ii) no complex whatsoever 

of mannose could be detected at pH values lower than around 3.5, despite the existence of 

polynuclear species of W in aqueous solutions at such concentrations and pH. These 

observations clearly show that the formation of the complexes between mannose and tungsten 
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does not involves a simple ligand-metal bond formation only, but a full redistribution of the 

tungsten nuclei and displacement of the equilibria at stake, and thus the speciation of mannose-

tungsten (and likely more generally sugars-tungsten) cannot be merely inferred from that of the 

tungsten oxyanions in aqueous solution.   

 

 
Figure 7. Comparison of the aqueous-phase speciation of tungsten oxyanions in the absence of mannose, as 

simulated by the Medusa software for a total concentration of tungsten of 1.0 mol L-1 (solid lines, left axis) and 

of the speciation of the complexes between mannose and tungsten as determined in this study (experimental 

datapoints with dashed lines, right axis).   

 
  

Conclusion  

In the present work, we examined the complexation of mannose with tungstate oxyanions 

potentially involved in important sugar conversion reactions, such as epimerization and retro-

aldolization. We used a combination of spectroscopic (13C, 13C-1H, 1H-1H NMR and XAS 

spectroscopy) and computational methodologies (DFT calculations) to propose molecular 

models of these complexes. We find a series of 4 distinct complexes, all of which were found 

of W6+ oxidation state (XANES). We showed that the existence of species involving the 
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aldehyde form of mannose are very unlikely. The complexes are characterized by different 

chemical structures of both the sugar and the metal core. In particular, we could distinguish two 

species dominant at neutral pH likely featuring a dinuclear tungsten core (even if our results do 

not fully exclude higher nuclearity, although not higher than 3 W atoms) with mannose in either 

a furanose form (major species) or linear hydrate form (minor species). As the pH increases, 

two additional complexes are observed as the two other ones vanish: a species essentially 

observed at pH 8-9, still involving a polynuclear metallic core, and finally at pH higher than 

10, one mononuclear complex featuring a tungstate core in a tetrahedral environment and the 

α-furanose form of mannose. Note that all of these species involve the coordination of the 

hydroxyl in second position, which is reminiscent of a recent finding that the coordination of 

the β-hydroxyl group is mandatory for the promotion of C-C cleavage reactions by tungsten 

trioxide surface in a recent study31 – although only complexes involving the carbonyl group 

were modelled where we could not observe any.  

Overall, our result show that the speciation of W-mannose complexes qualitatively parallels 

the speciation of W oxyanions in aqueous solutions, with mononuclear, tetrahedral species at 

high pH (> 9) and polynuclear octahedral species in neutral solutions (3 < pH < 8). However, 

the maximum nuclearity is significantly different, with W12 oligomers in the absence of sugar 

and at most 3 in the presence of mannose). The boundaries in terms of pH also slightly vary, 

although not that much. Hence, the presence of sugars not only leads to the formation of 

complexes, but also strongly displaces the equilibria between the tungsten species in solution. 

Thus, our results shed new light on the speciation of complexes between sugars and tungsten 

and will be helpful to decipher the relationships between reaction conditions and catalytic 

activity in future works. 
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Supporting Information 

Additional information concerning D-mannose conformation are present. Computational 

details regarding the choice of the proper functional/basis set combination for 13C NMR are 

available along with the structures of all the proposed complexes in this manuscript. Additional 

NMR data (CIS value calculation) are provided.  
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