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A B S T R A C T

The electrochemical behaviour of methylene blue in solution of non-aqueous solvents with different
supporting electrolytes was studied by cyclic voltammetry. Dye electro-reduction presents two well-
defined processes of monoelectronic charge transfer yielding a free radical in the first process and an
anion in the second electron transfer. Free radical and anion are long living species in some of the studied
media. Effects of supporting electrolyte and solvent on the peak potentials, the peak current functions
and the reversibility of the charge transfer processes are reported. A dissociation equilibrium of the dye in
solution of non-aqueous solvents and the acid or base added determine markedly the electrochemical
responses. In the particular cases of KOH/DMF or EDA basic media the chemical formation of the stable
methylene blue radical was detected and it was characterized by EPR spectroscopy. A general reaction
scheme is proposed.
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1. INTRODUCTION

Methylene blue (3,7-bis(dimethylamino) phenothiazin-5-ium
chloride, 1+Cl� in Fig. 1) is a cationic dye, widely used in various
fields related to chemistry and biology [1–3]. Main uses of 1+Cl� are
associated with the determination of glucose, oxygen and ascorbic
acid [4,5]. Also, 1+Cl� is one of the materials of high consumption in
the dye industry, being used for cotton and silk painting [6].

The electrochemical behaviour of 1+Cl� has been the subject of
numerous investigations performed in aqueous solutions [7–17],
but the behaviour in non-aqueous solvents has been insufficiently
studied, and the published results are very scarce [18].

The electrode process of 1+Cl� in aqueous media is illustrated in
Scheme 1. It has been shown that 1+Cl� undergoes a fast two-
electron transfer process without an evident separate electron
transfer step, with only one cathodic wave and only one anodic
wave being observed by cyclic voltammetry [7]. However, in situ
ESR results provide evidence for the formation of a radical
intermediate (Scheme 1, 1�) [19]. The intermediate is a short-
lifetime radical, which combines with a proton and suffers an
* Corresponding author. Tel.: +54 221 425 7430/7291.
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electron reduction, yielding the non-paramagnetic leucomethy-
lene blue (1H).

In special cases, two electron transfer processes are detected in
the growth of 1H films and their electro-dissolution on bare gold
(Au) and sulphur modified gold (Au-S) electrodes in methylene
blue solutions. These processes are attributed to 1H�+ and 1H
formation in acid aqueous medium. The first cathodic process, at
more positive potentials, is assigned to the reduction of 1+Cl� from
solution with the formation of 1H. The second redox process, at
more negative potentials, is due to the reduction of the dye
adsorbed on the electrode surface with the formation of 1H [20].

It is well known that ionic dyes tend to aggregate in aqueous
solutions, leading to the formation of dimers, and occasionally
even higher order aggregates [21–23]. The aggregation of 1+Cl� in
aqueous solution affects its colouristic and photo-physical
properties, being therefore of special interest. However, is not
possible to carry out a complete analysis of the results from studies
on aggregation, since the influence of the medium, of the nature of
the counter-ion, etc. has been sporadically investigated, and
ambiguous interpretations are given.

We hypothesise that due to the particular structure of 1+Cl�

(salt nature and aggregation possibilities) its electrochemical
behaviour should be notably influenced by the composition of the
medium in which the electrochemical reaction occurs. The
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Fig. 1. Structure of methylene blue (1+Cl�).

Table 1
Effect of the supporting electrolyte on the current function for 1+Cl� first electro-
reduction step (cfcp1). Solvent: ACN; [1+Cl�]o: 11 mM; scan rate: 0.2 V s�1.

Supporting electrolyte (conc.) cfcp1a

(AV�1/2 s1/2M�110�3)
DE = Ecp1� Ecp2

(mV)

TBAP (0.34 M) 12 780
TEAI (0.10 M) 13 840
TEAP (0.10 M) 14 820
NaI (0.10 M) 14 550
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understanding of the electrochemical behaviour of 1+Cl� in
solution of non-aqueous solvents is interesting because it offers
the possibility of transforming the molecule by particular ways of
synthesis, that often are very complicated by traditional thermal
routes [24]. It is known that the use of organic solvents has several
advantages over water. The most accessible potential range in
organic solvents allows easy detection of the processes of electro-
reduction/oxidation in non-aqueous media that are hardly
achievable in aqueous solutions.

This work focuses on the electrochemical reactivity of 1+Cl� in
solution of non-aqueous solvents with a variety of supporting
electrolytes, and in the presence of an anhydrous acid or a base
added in order to ascertain if our proposed hypothesis is fulfilled.

2. EXPERIMENTAL

The investigation was performed on 1+Cl� in solution of six
dipolar non-aqueous solvents, without and with H-bond ability,
and with different strength as Lewis acids or bases [25], in presence
of two supporting electrolytes (tetraethylamonium perchlorate
(TEAP) and LiClO4) in the absence and in the presence of an
anhydrous acid (trifluoracetic acid, TFA) or a base (KOH) added.
Further, the studies were extended to other supporting electrolytes
for acetonitrile (ACN), and ethanol (EtOH) solvents.

Solutions preparation and electrochemical experiments were
carried out inside a glove box under dry nitrogen atmosphere. Non-
aqueous solvents and inorganic compounds were purified by
standard methods [26]. Solvents ACN, N,N-dimethylformamide
(DMF), tetramethylurea (TMU), formamide (FM), EtOH and ethyl-
enediamine (EDA) were dried with freshly activated 4 A molecular
sieves and stored in the dry glove box on freshly activated
molecular sieve. 1+Cl� (Rhone Poulenc, Buenos Aires, Argentina)
was successively re-crystallized from water and ethanol and its
purity was thoroughly tested by thin layer chromatography.

Cyclic voltammetry (CV) experiments were performed in a
conventional undivided gas-tight glass cell with dry nitrogen gas
inlet and outlet. The working electrode (WE) was a 3 mm diameter
vitreous carbon disk encapsulated in Teflon, and the counter-
electrode (CE) was a 2 cm2 Pt foil. An Ag+ (0.1 M, ACN)/Ag reference
electrode (to which all reported potentials are referred) was used.
Prior to each electrochemical measurement the WE was polished
with alumina up to 1 mm, and then thoroughly ultrasonically
rinsed with water; final drying was performed with dry nitrogen
gas.

Peak current intensities for the first electro-reduction process
(Icp1) increased linearly with the square root of the potential sweep
rate (v) in the range 0.050–0.300 V/s.

ESR spectra were obtained at room temperature with a Bruker
EMX-Plus spectrometer, using the 9.7 GHz frequency (X band).
Scheme 1. Electrode process of 1+Cl� in aqueous media.
Uv–vis absorption spectrophotometric measurements were
recorded using a Shimadzu UV – 1800 spectrophotometer.

3. RESULTS

The CV behaviour, mainly the reduction process, of 1+Cl� in
solution of the different solvents and supporting electrolytes
investigated without and with acid or base added is qualitatively
described below. Quantitative results are shown in Tables 1–4.
Rationalization of the results is under the subtitle: 4. Discussion.

3.1. Cathodic behaviour

3.1.1. 1+Cl� in ACN solution
1+Cl� in ACN solution with TEAP as supporting electrolyte was

electro-reduced in CV experiments in two separated quasi-
reversible one electron transfer steps (cathodic peak 1/anodic
peak 1, cp1/ap1, and cathodic peak 2/anodic peak 2, cp2/ap2) with
cathodic peak potentials Ecp1 = �0.73 V and Ecp2 = �1.54 V (Fig. 2,
dotted line). CV experiments performed with different supporting
electrolytes show that there is an effect of the supporting
electrolyte on the separation between cathodic peaks (DE = Ecp1
� Ecp2) and on the peak current intensities measured for the first
charge transfer (Fig. 2, full line and Table 1). The effect of the initial
concentration of 1+Cl� ([1+Cl�]o) in ACN solution with TEAP or
NaClO4 as supporting electrolyte on the current function (cf = Ip/v1/
2 [1+Cl�]o) for the first electro-reduction step (cfcp1) of 1+Cl� is
shown in Fig. 3.

When the electro-reduction of 1+Cl� was measured in solution
of ACN with TEAP in the presence of TFA or KOH, a changed CV
behaviour was observed. Some examples of such behaviours are
shown in Fig. 4. In presence of added TFA (Fig. 4 dotted line, e.g.
molar ratio = Racid = [TFA]/[1+Cl�]o� 67) only one electro-reduction
peak at Ecp1,acid = + 0.030 V was observed. Racid ratio value had effect
on Ecp1,acid and on the peak current intensity (Icp1,acid) (results not
shown). Icp1,acid increased up to reach a maximum value and Epc1,acid
shifted toward more positive potentials with increasing Racid. In
presence of added KOH only one electro-reduction peak with a
greater Icp1,base was observed at more cathodic potential than in the
absence of base. Ecp1,base shifted towards more cathodic values and
Icp1,base increased with the increase of the molar ratio Rbase = [KOH]/
[1+Cl�]o. A typical example of this behaviour is shown in Fig. 4
(dashed line), for Rbase� 91 (Ecp1,base = �1.24 V). The addition of KOH
to the initial blue solution of 1+Cl� in ACN/TEAP electrolytic
solution caused a colour change of the solution. For Rbase > ca 2, the
initial blue solution acquired an intense purple colour.

Measured CV for a solution of 1+Cl� in ACN with LiClO4 instead
of TEAP as supporting electrolyte is shown in Fig. 5. 1+Cl� electro-
reduction (Fig. 5, full line) occurs at Ecp1 = �0.73 V (quasi-
reversible) and Ecp2 = �0.99 V (irreversible), being the more
TEAP (0.10 M) + LiNO3 (25 mM) 21 –

KSCN (0.10 M) 21 660
Mg(ClO4)2 (0.10 M) 36 0
LiClO4 (0.10 M) 43 270
NaClO4 (0.10 M) 52 580

TEAP: tetraethylamonium perchlorate; TBAP: tetrabutylamonium perchlorate.
a Current function (cf= Ip/(v1/2 [1+Cl�]o).



Table 2
Current function for 1+Cl� first step electro-reduction in several solvents for two supporting electrolytes. [1+Cl�]o: 5 mM.

Solvent (h) e DN AN TEAP (0.1 M) LiClO4 (0.1 M)

cfcp1a nb DEc

(mV)
cf � hsolv

hACN

� �1=2 cfcp1a nb DEc

(mV) cf � hsolv

hACN

� �1=2

FM (3.302) 109.5 24 40 63.0 1 0 187 52.0 1 0 154
DMF (0.796) 36.7 26 16 52.0 2 780 76 48.0 2 670 70
TMU (2.31) 23.6 31 9 9.0 2 780 22 11.0 2 800 27
ACN (0.375) 37.4 14 19 19.0 2 790 19 43.0 2 250 43
EtOH (1.08) 24.3 19 37 8.5 2 230 14 8.2 2 120 14

h: viscosity (cP). The current functions were normalized for the correction the viscosities relative to ACN viscosity (8th and 12th columns).
a cfpc1: current function (AV�1/2 s1/2M�110�3) in solvent.
b Observed number of processes of electro-reduction.
c DE = Ecp1� Ecp2.

Table 3
Ratios of current functions measured for 1+Cl� electro-reduction in several solvents,
in the presence of acid or base, for two supporting electrolytes. [1+Cl�]o: 5 mM.
Concentrations of added acid or base are between parentheses.

Solvent TEAP (0.1 M) LiClO4 (0.1 M)

cf acid/cfcp1
([TFA]/mM)

cf base/cfcp1
([KOH]/mM)

cf acid/cfcp1
([TFA]/mM)

cf base/cfcp1
([KOH]/mM)

FM 0.8 (44) 0.9 (133) 1.2 (63) 0.9 (170)
EtOH 1.7 (200) 2.5 (19) 1.8 (28) 4.6 (74)
DMF 1.8 (320) 0.7 (38) 1.7 (76) 1.0 (42)
TMU 2.2 (110) 2.6 (31) 2.1 (170) 1.8 (51)
ACN 4.4 (340) 2.3 (93) 1.8 (110) 1.4 (160)
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cathodic process the most affected for the change of the cation of
the supporting electrolyte. The addition of KOH to the system 1+Cl�

in solution of ACN with LiClO4 caused several changes in the CV
according to the concentration of the base added that were similar
to the changes observed with TEAP. At the lower molar ratios Rbase

(e.g. Rbase ca 4) the solution turned violet-coloured and only a
cathodic peak was observed at Ecp1,base = �0.93 V (Fig. 5, dotted
line). With the increase of Rbase this peak shifted to more cathodic
potentials. For higher ratios Rbase (e.g. Rbase ca 32) a peak of great
intensity at Ecp1,base = �1.29 V was developed (Fig. 5, dash dotted
line) with a simultaneous change of the solution colour from the
initial blue to purplish red. The CV electro-reduction behaviour of
1+Cl� in ACN solution with LiClO4 in the presence of added TFA was
similar to that measured with TEAP as supporting electrolyte.

To learn more about the effect of the supporting electrolyte on
1+Cl� in solution of non-aqueous organic solvents, Uv–vis spectra
were measured for the dye in ACN solution without and with TEAP
or NaClO4. The spectra (Fig. 6) show that the position of the
Table 4
Current functions, peak potential for the 1+Cl� first electro-reduction process, and gap 

ethanol; [supporting electrolyte] = 0.1 M; sweep rate: 0.2 V s�1.

Supporting electrolyte cfcp1
(AV�1/2 seg1/2M�1 10�3)

number of elec

TEAP 8 

TEACl 67 

LiClO4 9 

NaClO4 11 

LiSCN 16 

KSCN 22 

KI 25 

NaI 27 

LiI 28 

LiBr 40 

LiCl 41 

LiNO3 42 

TEABr 42 
maxima of the absorption bands (lmax = 290 and 650 nm) are not
modified by the presence of the supporting electrolytes, but the
absorbances are increased, being the change more pronounced in
presence of NaClO4 than with TEAP.

3.1.2. 1+Cl� in DMF solution
The electro-reduction behaviour of 1+Cl� in DMF solution with

TEAP as supporting electrolyte was in some aspects similar to that
observed for the dye in solution of ACN. The voltammogram of
1+Cl� in DMF/TEAP electrolytic solution showed two quasi-
reversible processes at Ecp1 = �0.74 and Ecp2 = �1.51 V (Fig. 7, full
line). In presence of added KOH (Rbase ca 4) the blue coloured
solution of 1+Cl�/DMF/TEAP turned greenish brown and the CV
showed two nearby electro-reduction peaks at �1.45 and �1.60 V
(Fig. 7, dotted line).

The effect of the supporting electrolyte on the electrochemical
behaviour of 1+Cl� in DMF is shown in Fig. 8 (full line) for LiClO4

used instead of TEAP. The CV in presence of LiClO4 shows two peaks
at Ecp1 = �0.73 (reversible) and Ecp2 = �1.41 V (irreversible). In
presence of KOH (Rbase ca 8) the blue solution of 1+Cl�/DMF/LiClO4

turned of an intense violet colour, and the two cathodic peaks
cp1 and cp2 observed in DMF-LiClO4 system were replaced for a
single irreversible peak at �1.41 V with a current intensity
approximately twice that the measured in absence of base
(Fig. 8, dotted line). The anodic sweep (inset in Fig. 8) shows a
reversible couple centred at �0.70 V. A stable paramagnetic radical
species was detected by ESR of the 1+Cl�/LiClO4/DMF solution in
presence of KOH (Rbase ca 8). The spectrum is shown in Fig. 9,
together with the fit. The hyperfine couplings (hfc) obtained from
the fit are listed in the figure caption. A similar spectrum, with
similar hfcs, was obtained for 1+Cl�/TEAP/DMA solution
between Ecp2 and Ecp1 in several supporting electrolytes. [1+Cl�]o: 5 mM; solvent:

tro- reduction processes observed (n). Ecp1

(V)
DE = Ecp1� Ecp2

(mV)

2 �0.76 230
2 �0.76 260
2 �0.66 120
2 �0.66 140
2 �0.68 130
2 �0.67 190
2 �0.68 170
2 �0.76 190
2 �0.70 180
2 �0.74 210
2 �0.75 220
2 �0.68 190
2 �0.67 220
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Fig. 2. CV of 1+Cl� in ACN solution. (* * *): 0.1 M TEAP; (—): 0.39 M NaClO4 as
supporting electrolyte. [1+Cl�]o: 11 mM; sweep rate: 0.2 V s�1.

Fig. 3. Dependence of the current function for the first step of electro-reduction
(cfpc1) on the initial concentration [1+Cl�]o, for 1+Cl� in ACN solution in the presence
of 0.1 M NaClO4 (curve a) or 0.1 M TEAP (curve b). The solutions were prepared by
dilution of a more concentrated solution with ACN. Sweep rate: 0.2 V s�1.
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Fig. 4. CV for 1+Cl� in ACN solution. (—): 0.1 M TEAP as supporting electrolyte; (* *

* *): with added 0.34 M TFA; (– – –): with added 0.46 M KOH. [1+Cl�]o: 5.1 mM;
sweep rate: 0.2 V s�1. The base was added from dilution of a 3.4 M KOH in ethanol
stock solution.
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(not shown). Neither the change of colour nor a stable radical
species could be observed for 1+Cl� in ACN solution in a similar
experiment.

3.1.3. 1+Cl� in solution of other solvents
CV responses in the different solvent-supporting electrolyte

systems (solvents: EtOH, ACN, TMU, DMF and FM; supporting
electrolytes: TEAP and LiClO4) are shown in Table 2. The peak
current intensities are expressed as peak current functions for the
first step of electro-reduction of 1+Cl� at ca �0.70 V, and were
arbitrarily ordered for TEAP. The current functions were normal-
ized for viscosity correction relative to ACN viscosity (cf � (hsolv/
hACN)1/2). As a particular behaviour in Fig. 10 is shown the CV
behaviour of 1+Cl� in FM.

Peak current function ratio values in each solvent with TEAP or
LiClO4 with added TFA or KOH (cfacid or cfbase, respectively) related
to the current functions measured without acid or base (cfcp1) are
listed in Table 3.

3.1.4. 1+Cl� in EtOH solution
The electro-reduction behaviour of 1+Cl� in solution of EtOH

solvents was also studied for other supporting electrolytes in
addition to TEAP and LiClO4. cfcp1 values for several electrolytes in
EtOH solvent are shown in Table 4. Ecp1 did not significantly
change, while Ecp2 was mainly sensitive to the anion of the
electrolyte.

3.1.5. 1+Cl� in EDA solution
Interesting changes with time were observed in the voltammo-

gram of 1+Cl� dissolved in EDA solvent (0.1 M LiClO4) (Supplemen-
tary Material). The initial single electro-reduction peak at �1.02 V
gradually disappeared over time, and the appearance of an
increasing anodic peak was observed in the anodic sweeps from
the rest potential of the solution. These CV changes were
completed in about one day. After the reaction was completed,
if the first anodic sweep was continued to the cathodic zone (not
shown in Supplementary Material), the initial electro-reduction CV
was regenerated. The ESR spectrum of 1+Cl� in EDA solution,
registered 25 min after the solution preparation, is shown in Fig. 11.

3.2. Anodic behaviour

1+Cl� was also anodically electroactive. Solvent and supporting
electrolyte effects on the CV response of 1+Cl�was also studied but
not in such detail as the electro-reduction behaviour. An example,
the anodic behaviour of 1+Cl� in ACN solvent with TEAP or TEACl as
supporting electrolyte is shown in Supplementary Material.

4. DISCUSSION

4.1. Cathodic behaviour

Analysis of the CV (Figs. 2, 4, 5, 7, 8, 10) and Uv–vis (Fig. 6)
results shows that the ions of the supporting electrolyte, the
solvent, and the addition of acid or base to the electrolytic medium
have pronounced effect on the electrochemical behaviour of 1+Cl�

in solution.
More frequently, 1+Cl� in solution of neutral non-aqueous

media (Figs. 2, 4, 5, 7, 8) undergoes two successive one-electron
reduction steps to produce a radical and an anion (1� and 1�,
respectively; see E1 and E2; Scheme 2) generating two separate
cathodic waves in which the first step is reversible and the second
step is quasi-reversible or irreversible at customary scan rates. An
unchanged peak potential (Ecp1) and a quasi-constant peak
potential separation (Ecp1/Eap1) ca. 60 mV observed at the different
scan rates indicate the one-electron reversible process. The peak
current of the first reduction wave is proportional to square root of
the scan rate, indicating a diffusion controlled process. The current
function for the first cathodic peak (cfcp1) is considerably
influenced (Tables 1, 2, 4) by the supporting electrolyte and the
solvent. An ionic association in 1+Cl� in non-aqueous solvents, that
is to say, a homogeneous equilibrium reaction preceding the step
E1 (see Ceq, Scheme 2) accounts for the observed behaviour. If the
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Fig. 7. Cyclic voltammograms of 1+Cl� (5.02 mM) in DMF solution (—); with added
KOH (0.019 M): (* * *). Sweep rate: 0.2 V s�1. Supporting electrolyte: 0.1 M TEAP.
The base was added from dilution of a 3.4 M KOH in ethanol stock solution.
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rate constant for the dissociation of 1+Cl� is lower than the scan
rate [27], the extension of the dissociation of 1+Cl� provides an
effective concentration of 1+ that determines the peak current
intensity for the first and consequently for the second electro-
reduction process. A greater degree of association decreases the
amount of 1+ susceptible to be reduced.

The reversibility of the first step of charge transfer implies
stability of the radical 1� (see Scheme 3). The radical stability is
associated with its structure and with the reactivity of the reaction
medium. The delocalization of the unpaired electron in 1� onto the
aromatic rings and the presence of the electronegative N
heteroatom in benzilic position justify the radical stability. The
absence of a strong proton donor contributes to the radical stability
in solution unlike what is observed in aqueous media (see
Scheme 1) [7,19].

The initial concentration of 1+Cl� has also an effect on the cfcp1
(Fig. 3). cfcp1 decreases with the increase of the initial concentra-
tion of the dye, and seems to reach a constant value for the higher
concentrations of 1+Cl�. For low concentrations of substrate, the
dissociation equilibrium of 1+Cl� (Ceq in Scheme 2) is shifted to the
right, thus increasing the relative concentration of free 1+ to be
electro-reduced.

4.1.1. Supporting electrolyte effect
The effect of the supporting electrolyte on the electrochemical

behaviour of 1+Cl� has been studied in more detail in two solvents:
ACN and EtOH.

4.1.1.1. 1+Cl� in ACN solution. The results in Table 1 show that there
is a dependence of the cfcp1 with the nature of the cation and the
anion of the supporting electrolyte. Na+ or Li+ cations produce a
substantial increase in cfcp1 with respect to TEA+ or TBA+ cations
(e.g.: cfcp1,NaClO4/cfcp1,TEAP = 3.7, see Table 1). An increase in cfcp1was
also observed when LiNO3 was added to a solution of 1+Cl� in ACN
with TEAP (cfcp1,LiNO3-TEAP/cfcp1,TEAP = 1.5, see Table 1). The effect of
the anion of the supporting electrolyte on cfcp1 is seen for example
by comparing the values for cfcp1 corresponding to experiments
performed with NaClO4 or NaI (cfcp1,NaClO4/cfcp1,NaI = 3.7, see
Table 1).

The current function changes are explained by the shift of the
equilibrium Ceq in Scheme 2. When TEAP supporting electrolyte is
changed by NaClO4, the replacement of chloride (Cl�) in 1+Cl� by
perchlorate (ClO4

�) (probably by NaCl precipitation in the non-
aqueous solvent) produces the less associate species 1+ClO4

� and
the effective concentration of 1+ to be reduced is increased.
However, when the anion of the supporting electrolyte is iodide
ion (NaI or TEAI), cfcp1 has a value similar to that obtained with
TEAP (see Table 1) and the anion effect seems does not to exist. This
apparently negligible anion effect on cfcp1 is explained as a result of
the formation of 1+ I� a more associated species which leads to a
decreased effective concentration of 1+ and compensates the change
produced by the Na+ cation. At diference of iodide, perchlorate ion
is regarded to have almost no complex formation ability because of
its excellent three-dimensional symmetry. Also, tetraalkylammo-
nium ions (such as Et4N+) in solution may cause no chemical
interactions through coordination or hydrogen bonding since the
coordination numbers of the central elements in the species (ions)
are fully satisfied, apart from their excellent three-dimensional
symmetries.

Uv–vis spectra of 1+Cl� in ACN solution without and with added
TEAP or NaClO4 are shown in Fig. 6. The shape of the spectrum did
not change with the addition of the inorganic salts, but absorbance
values were markedly increased in the presence of NaClO4. Uv–vis
results are in agreement with CV results, provided the absorbance
is caused principally or totally by 1+ and not by (1+Cl�).

There is not a significant effect of cations and anions of
supporting electrolytes on the peak potential for the first electro-
reduction process (Ecp1 ca �0.7 V, reversible in all cases). However,
for the second process the effect of the cation is important (e.g.:
Ecp2 = �1.30 V (irreversible) for NaClO4 (Fig. 2, full line) and �1.60 V



Fig. 8. CV of 1+Cl� (5.02 mM) in DMF solution (—); with added KOH (42 mM): (– –

–). Sweep rate: 0.2 Vs�1; supporting electrolyte: 0.1 M LiClO4. The base was added
from dilution of a 0.34 M KOH in ethanol stock solution. The offset shows an anodic
sweep carried out from the rest potential of solution with 42 mM KOH.
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Fig. 9. (—): experimental ESR spectrum of 1+Cl� (5.02 mM) in DMF, 32 mM KOH,
and 0.1 M NaClO4; ( ): simulated spectrum. The hyperfine coupling
parameters giving the best fit are 0.70 mT (1 N, heterocycle), 0.15 mT (2 N,
dimethylamine groups), 0.26 mT (2H), 0.15 mT (12H, methyl groups), and
0.06 mT (2H).
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(reversible) for TEAP (Fig. 2, dotted line), in ACN solvent. The
supporting electrolyte anion has an almost insignificant effect on
Ecp2 as may be seen in Table 1 by comparing DE values for NaI and
NaClO4 (DE: 550 and 580 mV, respectively), and for TEAP and TEAI
(DE: 820 and 840 mV, respectively).

Ecp1 remains practically unchanged with the supporting
electrolyte. This behaviour is explained considering the species
(1+ and 1�) involved in the first electron transfer reaction. The
absence of negative charges in these species makes their
interactions with acid metal cations less likely.

The shift of Ecp2 is higher the stronger as a Lewis-acid is the
cation of the supporting electrolyte. The observed effect implies a
stabilization of the electrogenerated base 1� though the formation
of complexes with acid metal cations. The localization and
availability of the negative charge in 1� contributes favourably
to an increased interaction. The presence of the electronegative
heterocyclic N atom in 1�mainly confines the negative charge on it
and the charge density is greater than if the negative charge would
be dispersed in the aromatic rings and the interaction with cations
would be less effective. Moreover, the localization of the charge on
the N atom allows simultaneous aromaticity of both phenyl
(Scheme 3). The extent of the association of 1� with the cation
increases with increasing positive charge density on the cation and
establishes the increasing order of association and the anodic
potential shift as (Et)4N+< K+< Na+< Li+< Mg2+. This process of
association and stabilization also affect the reversibility of the
second electron transfer. For the weakest Lewis acid and barely
complexing cations (R4N+) this process is reversible (e.g. Fig. 2,
dotted line), while for the stronger Lewis acid cations the formed
complexes should be so strongly bonded that the second
electrochemical reaction becomes irreversible (e.g. Fig. 2, full line).

4.1.1.2. 1+Cl� in EtOH solution. Table 4 shows cfcp1, Ecp1 and peak
potential separation (DE = Ecp1� Ecp2) values for the electro-
reduction of 1+Cl� in ethanol solvent in the presence of a
variety of supporting electrolytes. There is an effect of the
supporting electrolyte on Ecp1 and Ecp2, but the shift of Ecp2 is
higher than the corresponding to Ecp1 (ca. 100 mV for all studied
electrolytes). Electrolyte cations have not an important effect on
the potential peaks as for example is seen in iodide and perchlorate
series (see Table 4 iodide series, LiI: DE = 180 mV; NaI: DE = 190 mV;
KI: DE = 170 mV; perchlorate series, TEAP (DE = 230 mV) > NaClO4

(DE = 140 mV) > LiClO4 (DE = 120 mV)). The strong solvation of 1�

species by EtOH (solvent with high Gutmann acceptor number, AN:
37, and H-bond donor ability) diminishes the interaction of 1�with
the electrolyte cation, hence the shift of Ecp2s are, in general,
smaller than in ACN. The anion effect on DE can be seen in the
lithium series: LiClO4 (DE = 120 mV) < LiSCN (DE = 130 mV) < LiI
(DE = 180 mV) < LiNO3 (DE = 190 mV) < LiBr (DE = 210 mV) < LiCl
(DE = 220 mV). Small anions form more strong bounds with Li+

cations. This behaviour has an effect on the proportion of free Li+

that is complexing with 1� species. Supporting electrolyte effect on
the electrochemical behaviour of 1+Cl� in EtOH solution is different
to that measured in ACN solvent. The first electro-reduction peak of
the dye in ACN solution is not shifted by changing the supporting
electrolyte, but it is shifted in EtOH solvent. Ecp2 is affected by the
supporting electrolyte anion in EtOH but is unchanged in ACN. The
supporting electrolyte effect on Ecp1 in EtOH is due to the different
solvation of anions combined with the positive charge involved in
stage E1 (Scheme 2). The cfcp1s ranged from 8 with TEAP up to
67 with TEACl (Table 4). These different values are attributed to the
same causes that for ACN solutions. However, 1+Cl� in EtOH
solution showed a clearly different electrochemical behaviour for
some electrolytes. cfcp1s measured with LiClO4 or NaClO4 in
ethanol solutions are relativelly smaller (vs. TEAP) than in ACN
solvent (cfcp1,LiClO4,EtOH/cfcp1,TEAP,EtOH< cfcp1,LiClO4,ACN/cfcp1,TEAP,ACN). It
seems that there is a greater effect of the anions in ethanol than in
ACN solution. Due to the strong solvation of anions, especially for
the smaller ones as Cl�, in ethanol (very poor solvation in ACN), the
reaction Ceq (Scheme 2) is displaced to the right side with respect
to a large anion (ClO4

�), which is less solvated.

4.1.2. Solvent effect
Experiments performed with the same supporting electrolyte

are taken into account to analyse the solvent effect. CV results in
Table 2 show a solvent effect on the number of peaks and/or on
cfcp1. With TEAP or LiClO4 as supporting electrolyte (see Table 2, n,
6th and 10th columns, respectively) two reduction processes were
detected for EtOH, ACN, TMU and DMF, and only one process for
FM. Solvent effect on the potential separation DE = Ecp1� Ecp2 is
explained by considering the strength of the solvents as Lewis
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Fig. 11. (—), experimental ESR spectrum of 1+Cl� (5.0 mM) in EDA solution and
0.10 M LiClO4 measured 25 min after the preparation of the solution; ( ),
simulated spectrum. The hyperfine coupling parameters giving the best fit are
0.70 mT (1 N, heterocycle), 0.11 mT (2 N, dimethylamine groups), 0.18 mT (2H),
0.075 mT (12H, methyl groups), and 0.04 mT (2H).

Scheme 2. General electrochemical scheme proposed for the electro-reduction of
1+Cl� in non-aqueous solvent solution in the absence and presence of a proton
donor.
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acids or bases. Empirical parameters such as the Gutmann acceptor
number (AN) are used as a quantitative measure of the Lewis
acidity of the solvents [28]. The effect of the AN on DE for the
studied solvents with TEAP is also shown in Fig. 12. Solvents with
small AN value (TMU, DMF, ACN) have little influence on the
stabilization of 1� anion. Therefore, the experimentally measured
Ecp2 is in the zone of more cathodic values. Conversely, as
consequence of the stabilization of 1� for the solvent with high AN
(EtOH) a less DE is observed, while for FM with the higher AN only
one electro-reduction peak is observed. The Li+ cation effect must
be considered with LiClO4 as supporting electrolyte (Table 2), and
therefore in general, DEs are lower than with TEAP. TMU solvent
has a low AN but a high donor number (DN: quantitative measure
of Lewis basicity), then TMU has ability to solvate Li+ cation and
thus the stabilization of 1� anion for this metal cation is affected
and similar values for DE result for both supporting electrolytes.

As discussed above, the supporting electrolyte effect (see
subsection 4.1.1.) on Ecp1 (E1, Scheme 2) is not very significant. The
solvent effect on Ecp1 is also not important. This behaviour is
understood assuming a dispersion of the positive charge on the dye
molecule by resonance. Therefore, the interaction of the anions
and/or solvents with 1+ species will be negligible. Spectroscopic
and electrochemical results support this assumption (see below in
this subsection). Although Ecp1 (step E1, Scheme 2) is not affected by
the investigated supporting electrolytes and solvents, cfcp1 and also
cfcp2 (step E2, Scheme 2) are considerably influenced (Tables 1, 2,
4). The above mentioned ionic association in the molecule of the
dye (1+Cl�) in non-aqueous solvents, that is to say, the homoge-
neous equilibrium reaction preceding the step E1 (see Ceq,
Scheme 2) accounts for the observed behaviour.

The hypothesis of 1+Cl� association in non aqueous solvents is
supported by the results obtained in CV anodic potential sweeps
(Supplementary Material). 1+Cl� electro-oxidation is mainly due to
chloride oxidation. Chloride oxidation in the absence of 1+Cl� is
less anodic than in presence of the dye. The free non-associated Cl�

ion is more easy to be electro-oxidized than chloride anion
associated with 1+. The (1+anion�) association was reported for 1-
tetraphenylborate system (1+TPB�) in aqueous solution [29],
therefore, and with more reason, (1+anion�) ionic association will
operate between anions and cations in non-aqueous solvents of
lower solvation ability.

In aqueous solution, the two bands in the visible region are
mainly assigned to monomer (644 nm) and dimer (shoulder at
605 nm) equilibrium. As the shape of the spectrum measured in
our work is the same that in aqueous solution, an alternative
explanation would in principle seem possible but we consider it
less likely. Many works [23,30–33] analyse the structure of 1+Cl� in
aqueous solution, where 1+Cl� would be totally dissociated into 1+

and Cl� (Scheme 2, Ceq completely displaced to the right side). The
general hypothesis that emerges from those works is the existence
of various states of aggregation whose presence is predominantly
inferred from spectroscopic data. The Uv–vis behaviour (increased
absorbance and the not altered shape of the spectrum) measured
in our work in the presence of the electrolytes could be
rationalized by considering that the possible formation of
aggregates is not altered by the presence of the electrolytes. That
the electrolytes do not modify the aggregates formation in solution
would be a rare behaviour. Therefore, we consider that a change in
the aggregates formation equilibrium position is an unreasonable
explanation for our Uv–vis results.

The solvent effect on the cfcp1 (E1, Scheme 2) is also evident
(Table 2). However the relationship of the observed cfcp1with some
characteristic parameters of the solvents is complicated. Never-
theless, there is a rough dependence of the cfcp1s for 1+Cl�/solvent/
LiClO4 and 1+Cl�/solvent/TEAP systems with the dielectric
constant (e) of the solvent: cfcp1 increases with the increase in
e, because Ceq (Scheme 2) is shifted to the right side.

Certainly, solvent and supporting electrolyte effects occur
simultaneously on the electrochemical behaviour of 1+Cl� in non
aqueous solvent solutions, and as a result a quantification of these
effects on the base of characteristic parameters of the solvent is
difficult. Moreover the situation becomes more complicated by the
presence of two simultaneous electro-reduction stages for the
solvent FM. Another difficulty lies in the fact that for electrochem-
ical measures is only possible to use solvents of medium and high



Scheme 3. Formal structures for the species, 1�,1�, 1H�+ and 1H in Scheme 2.
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polarity. A more complete study should include solvents with low
polarity. However it is important to observe that if 1� must be
electro-generated to be used as a reagent in other reaction, FM
solvent must not been employed.

4.1.3. CV electro-reduction of 1+Cl� in non-aqueous solvent in the
presence of added acid or base

The addition of an anhydrous acid or a base drastically changed
the voltammetric behaviour of 1+Cl� in solution of the non aqueous
solvents (Figs. 4, 5, 7, 8, 10 and Table 3).

4.1.3.1. In presence of acid. CVs for 1+Cl� in ACN solution measured
in the presence of an excess of TFA, to ensure pseudo first order for
protonation reactions (see Scheme 2), did not change upon further
additions of acid (typical examples are shown in Fig. 4). When the
excess of acid was added to a solution of 1+Cl� in a solvent/
supporting electrolyte particular system, only one new electro-
reduction peak was observed, shifted to a more anodic potential
than Ecp1 measured in the absence of acid. This peak should
correspond to a two-electron global electro-reduction process
(more about this subject will be discussed below in this subsection).
The voltammetric behaviour of 1+Cl�/TFA system should therefore
take into account the general Scheme 2. We discard previous
protonation of 1+ because TFA in non-aqueous solvent is not so
strong acid as in water (e.g. pKa,ACN,25 �C = 12.65, [34]; pKa,

water,25 �C = 0.50 [35]. Protonation of 1+ with HCl in aqueous
solution was reported [36].

The formal structures for the species, 1�, 1�, 1H�+ and 1H,
involved in Scheme 2 are the following (see Scheme 3, all structures
shown are resonance hybrids, as 1H�+; more stable resonance
structures are shown) by
AN
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Fig. 12. Plot of the peak potential separation for the two electro-reduction of 1+Cl�

versus acceptor number of solvent. Supporting electrolyte: 0.1 M LiClO4. Sweep
rate: 0.2 V s�1.
The greater stability of the anionic species 1� with respect to
the radical-cation 1H�+, and the charges involved in step C2 would
justify the steps E1,rev– E2,rev– C2 as the most probably for electro-
reduction of 1+Cl� in non aqueous solution in the presence of acid.

The magnitude of the anodic potential shift for the new electro-
reduction peak observed in the presence of added TFA is
rationalized taking into account the following several factors:

(a) The typical shift due to Erev� C (Scheme 2: E1rev– E2rev– C2

mechanism). In ref [37] (Figs. 12.3.10 and 12.3.11) it is shown
that the anodic shift increases with the increase of the
homogeneous rate constant (at a given potential sweep scan
rate, v). The magnitude of the acidity constant (Ka) of TFA in
non-aqueous solvent will determine the degree of reversibility
of C2 chemical reaction. For solvents with high dielectric
constant (e.g. FM, e = 109), C2 will be reversible (Supplementary
Material) because Ka has a high value, while in solvents with
lower dielectric constant (e.g. ACN, e = 37), Ka has a lower value,
and a less reversible CV was observed (Fig. 4).

(b) There is a solvent effect on the potential for the electro-
reduction peaks (principally on Ecp2), as it was explained (see
subsection 4.1.2) for experiments performed in absence of
added acid. This effect also appears on the potential of the
electro-reduction peak in the presence of acid. A direct
relationship of DEacid = Ecp1,acid� Ecp1 with the Gutmann donor
number DN [27] is observed: the higher DN, the smaller DEacid.
For example DEacid = 760 mV for ACN (DN: 14) and 465 mV for
FM (DN: 24), with TEAP. Because the solvent effect on E1/E2
electrochemical steps was already considered in absence of
added acid, the solvent effect now taken in account should be
exclusively on C2 (see Scheme 2). Strong solvation of protons by
solvents with high DN produces a decrease in the protonation
(and on equilibrium, C2) rate constant, and therefore a small
shift of the electro-reduction peak potentials in the presence of
acid is observed. In this case the global reaction trends to be
reversible (Fig. 10), while for solvents with lower DN the global
electrochemical reaction is less reversible (Fig. 4).

(c) The supporting electrolyte also influences the anodic potential
shifts, but the effect is less predictable due to the involvement
of negative and positive charges.

The peak current intensity is also affected by the presence of
added TFA. In solvents for which the two electro-reduction
processes E1/E2 are separately observed (EtOH, DMF, TMU, ACN)
the current intensity measured in the presence of acid (two
electrons) should be twice that measured in the absence of added
acid (one electron). Table 3 shows that the value for the ratio cfacid/
cfcp1 varies between 0.8 and 4.4 with TEAP as supporting
electrolyte. Here, the same considerations with respect to the
equilibrium of association (Ceq, Scheme 2) described above should
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be taken into account. For FM solvent in which in absence of acid
both electro-reduction processes occurs at the same potential, the
current measured without or with added acid should be similar
(Table 3). For this solvent with high dielectric constant, the ionic
association is limited, so that higher current intensity is measured.
For the other solvents (EtOH, DMF, TMU, ACN) in which the
association (Ceq, Scheme 2) is more important, the added acid also
causes the shift of this equilibrium to the right side, and the
measured ratio cfacid/cfcp1 is higher.

4.1.3.2. In presence of base. The main reaction of 1+Cl� in the
presence of KOH is the formation of the adduct 1 –OH (Scheme 4)
with a typical purple colour. This species, soluble in most common
organic solvents, was reported in aqueous NaOH [32].

The neutralization of the positive charge of 1+ hinders the
electro-reduction processes of the dye, and therefore the
voltammetric reduction peak was observed at potentials more
cathodic than in absence of base in all studied systems (Figs. 4, 5, 7,
8, 10). CV electro-reduction was quasi-reversible (e.g. FM, Fig. 10).

The formation of the stable 1� radical by chemical reduction of
1+Cl� in homogeneous phase in presence of KOH was observed as a
secondary reaction in DMF (Fig. 8). The formation of the 1� radical
was evidenced by an anodic sweep carried out from the rest
potential of the solution (inset Fig. 8). The presence of the radical in
solution was confirmed by ESR measurements in similar con-
ditions (e.g. see Fig. 9 for 1+Cl�/DMF/KOH). The spectrum was
simulated using hyperfine parameters similar to those reported by
Stanoeva [38], where a similar ESR spectrum was obtained for
1+Cl� reduction with potassium in dimethoxyethane solvent.

A reaction mechanism to explain the observed 1+Cl� electro-
reduction behaviour in the presence of KOH is postulated in
Scheme 5.

Both electro-reduction processes (E4 and E2) occur at the only
voltammetric peak observed. The 1� radical produced at stage E4
readily accepts another electron at E2 (E2� E4) [39]. In the anodic
sweep the species 1� and 1� are re-oxidized irreversibly and
reversibly, respectively (not shown).

Solvent and supporting electrolyte have an effect on the cfbase/
cfcp1 ratio (Table 3) and on the peak potentials, although the
dissociation equilibrium (Ceq, Scheme 2) does not exist in the
presence of base due to the 1 –OH adduct formation (Scheme 4).

To compare the values of the cfbase/cfcp1 ratio it should be
considered that besides the absence of the homogeneous
equilibrium Ceq in the presence of the base, the diffusion
coefficients of the involved species (1 –OH and 1+Cl�) could be
different.

Other authors have proposed the formation of species resulting
from the lost of one -N(CH3)2 and one methyl group in aqueous
Scheme 5. General electrochemical scheme proposed for electro-reduction of
1+Cl� in non-aqueous solvent solution in the presence of KOH.
solution in the presence of NaOH [40]. However, our results
obtained in experiments performed with 1+Cl� in solution of EtOH
and ACN solvents in the presence of KOH, indicate that 1+Cl�

produces reversibly only the species 1 –OH, because the
neutralization (or acidification) of a solution of 1+Cl� in the
presence of base (we proposed 1 –OH) with TFA leds to the original
colour and CV, that it to say, CV measured in absence of acid (or in
acid media).

4.1.4. EDA solutions
The basic and reductor solvent EDA [41] reacts with 1+Cl� in

homogeneous phase to yield 1� (Scheme 6). This radical was stable
at room temperature for about a week, and then its decomposition
started to be significant. The formation of 1� was observed by CV
(Supplementary Material) in cathodic and anodic sweeps measured
from the rest potential of the solution, at different reaction times.

The ESR spectrum of a solution of 1+Cl� in EDA measured 25 min
after the preparation of the solution is shown in Fig. 11, together
with the fit. The resulting values of the hyperfine parameters are
included in the figure caption. Hyperfine interactions are seen with
all magnetic nuclei, indicating that the unpaired spin is delocalized
within the entire system, with the highest hyperfine coupling
constant (hfc) corresponding to the 14N nucleus in the heterocycle.

4.2. Anodic behaviour

The supporting electrolyte effect on the anodic peak potentials
and cfs for 1+Cl� in ACN solution is shown in Supplementary
Material. The increase in cf when the CVs were registered in the
presence of NaClO4 followed the same trend as the cathodic
response. This behaviour confirms the hypothesis of the change of
current intensities due to the homogeneous equilibrium Ceq

(Scheme 2). The anodic process observed has been attributed to
chloride oxidation in aqueous solution [18]. The products of this
oxidation react with 1+Cl� molecule because in the subsequent
cathodic sweep new peaks at �0.07 and �0.44 V are observed. Also
in this cathodic sweep a decrease in the current intensity for the
first step of electro-reduction of 1+Cl� (compared with Icp1 in an
initial cathodic sweep), and the almost disappearance of the peak
corresponding to the second stage is observed. The incorporation
of one or two chlorine atoms to the molecule is the most probable
reaction, as observed in aqueous solution [14].

5. CONCLUSIONS

The knowledge of the effect of the experimental conditions on
the electrochemical behaviour of 1+Cl� in solution of non-aqueous
solvents is particularly important if the best conditions to perform
large scale electrolysis to transform the 1+Cl� molecule must be
chosen. In this way it will be possible to produce neutral or charged
intermediates which can react in homogeneous phase to produce
new molecules. The fact that commonly the successive stages of
electron transfer are separated in non-aqueous solvents would
make possible to design and perform different ways of reaction
(e.g. to use 1� as reagent for other electrochemical or chemical
reaction), and hence to obtain derivatives of the parent molecule
which synthesis in aqueous media will be difficult.
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While this paper discusses mainly the cathodic behaviour of
1+Cl�, it is possible to carry out a more detailed study of the anodic
response of this dye.

a 1+Cl� in neutral non-aqueous media is electro-reduced and
electro-oxidised. Electro-reduction of 1+Cl� takes place by two
successive one-electron charge transfer processes. The anodic
process has been attributed to chloride oxidation. The revers-
ibility, the current function and the potential peak separation of
the electrochemical processes depend on the solvent/support-
ing electrolyte system and the concentration of the dye. In the
first step, the dye becomes a paramagnetic and stable radical
and in the second step the radical becomes an anion. This
electrochemical behaviour is different from that observed in
aqueous medium.

b Effects of the experimental variables on the peak potentials and
the peak current functions for the two reduction steps are
reported, but quantitative relationships are not established
because various effects occur simultaneously.

c Acid or base added to the electrolytic medium originates a
drastic change in the electrochemical response. In both cases it
was established the mecanistical origin of the observed changes.

d In some basic medium (KOH/DMF or EDA solutions), the
chemical formation of the same stable radical generated by
electro-reduction of the dye was detected and it was character-
ized by EPR spectroscopy. In other solvents (KOH/EtOH or ACN) a
new species is reversibly formed.

e Dye dissociation equilibrium preceding the first charge transfer
step in non-aqueous solvent solution is proposed. The shift of
this equilibrium markedly influences the electrochemical
behaviour of the dye.

Acknowledgements

This work was financially supported by Consejo Nacional de
Investigaciones Científicas y Técnicas (CONICET, CCT LP) and
Universidad Nacional de La Plata (UNLP), Facultad de Ciencias
Exactas, Departamento de Química and Facultad de Ingeniería,
Departamento de Ingeniería Química. M.V.M. and J.A.C. are
researchers of CONICET and UNLP, A.M.G. is a researcher of
CONICET and UNL. J.F.M.S. is doctoral fellow of CONICET.

Appendix A. Supplementary data

Supplementary data associated with this article can be found, in
the online version, at http://dx.doi.org/10.1016/j.
electacta.2015.01.196.

References

[1] Industrial Dyes, in: K. Hunger (Ed.), Chemistry, Properties, Applications,
WILEY-VCH Verlag GmbH & Co. KGaA, Weinheim, 2003.

[2] Colorants for non-textile applications, in: H.S. Freeman, A.T. Peters (Eds.),
Elsevier Science B.V., Amsterdam, The Netherlands, 2000.

[3] Dyes and pigments: new research, in: A.R. Lang (Ed.), Nova Science Publishers,
Inc., New York, 2009.

[4] Y. Dilgin, G. Nisli, Fluorimetric Determination of Ascorbic Acid in Vitamin C
Tablets Using Methylene Blue, Chem Pharm Bull 53 (2005) 1251–1254.

[5] L. Adam9ciková, K. Pavlíková, P. Šev9cik, The methylene blue-D-glucose-O2

system: Oxidation of D-glucose by methylene blue in the presence and the
absence of oxygen, Int J Chem Kinet 31 (1999) 463–468.

[6] J. Yang, K. Qiu, Preparation of activated carbons from walnut shells via vacuum
chemical activation and their application for methylene blue removal, Chem
Eng J 165 (2010) 209–217.

[7] S.H. de Araujo Nicolai, P.R.P. Rodrigues, S.M.L. Agostinho, J.C. Rubim,
Electrochemical and spectroelectrochemical (SERS) studies of the reduction
of methylene blue on a silver electrode, J Electroanal Chem 527 (2002)
103–111.
[8] C.A. Pessôa, Y. Gushikem, L.T. Kubota, Electrochemical study of methylene blue
immobilized in zirconium phosphate, Electroanalysis 9 (1997) 800–803.

[9] M. Arvand, Sh Sohrabnezhad, M.F. Mousavi, M. Shamsipur, M.A. Zanjanchi,
Electrochemical study of methylene blue incorporated into mordenite type
zeolite and its application for amperometric determination of ascorbic acid in
real samples, Anal Chim Acta 491 (2003) 193–201.

[10] T. Sagara, H. Kawamura, N. Nakashima, Electroreflectance Study of the Redox
Reaction of Methylene Blue Adsorbed on a Pyrolytic Graphite Electrode,
Langmuir 12 (1996) 4253–4259.

[11] P. Chen, M.A. Fryling, R.L. McCreery, Electron Transfer Kinetics at Modified
Carbon Electrode Surfaces: The Role of Specific Surface Sites, Anal Chem 67
(1995) 3115–3122.

[12] M. Panizza, A. Barbucci, R. Ricotti, G. Cerisola, Electrochemical degradation of
methylene blue, Sep Purif Technol 54 (2007) 382–387.

[13] N.M. Abu Ghalwa, F.R. Zaggout, Electrodegradation of Methylene Blue Dye in
Water and Wastewater using Lead Oxide/Titanium Modified Electrode, J
Environ Sci Health, Part A 41 (2006) 2271–2282.

[14] J.D. Donaldson, S.M. Grimes, N.G. Yasri, B. Wheals, J. Parrick, W.E. Errington,
Anodic oxidation of the dye materials methylene blue, acid blue 25, reactive
blue 2 and reactive blue 15 and the characterisation of novel intermediate
compounds in the anodic oxidation of methylene blue, J Chem Technol
Biotechnol 77 (2002) 756–760.

[15] E.I. Sáez, R.M. Corn, In situ polarization modulation – Fourier transform
infrared spectroelectrochemistry of phenazine and phenothiazine dye films at
polycrystalline gold electrodes, Electrochim Acta 38 (1993) 1619–1625.

[16] M.M. Barsan, E.M. Pinto, C.M.A. Brett, Electrosynthesis and electrochemical
characterisation of phenazine polymers for application in biosensors,
Electrochim Acta 53 (2008) 3973–3982.

[17] H. Ju, J. Zhou, C. Cai, H. Chen, The electrochemical behavior of methylene blue
at a microcylinder carbon fiber electrode, Electroanalysis 7 (1995) 1165–1170.

[18] R.H. Wopschall, I. Shain, Effects of adsorption of electroactive species in
stationary electrode polarography, Anal Chem 39 (1967) 1514–1534.

[19] R. Zhan, S. Song, L. Dong, Y. Shaojun, Mechanisms of methylene blue electrode
processes studied by in situ electron paramagnetic resonance and ultraviolet–
visible spectroelectrochemistry, J Chem Soc Faraday Trans 86 (1990)
3125–3127.

[20] M. Hepel, W. Janusz, Study of leuco-methylene blue film growth and its
reoxidation on sulphur-modified Au-EQCN electrode, Electrochim Acta 45
(2000) 3785–3789.

[21] O. Yazdani, M. Irandoust, J.B. Ghasemi, Sh Hooshmand, Thermodynamic study
of the dimerization equilibrium of methylene blue, methylene green and
thiazole orange at various surfactant concentrations and different ionic
strengths and in mixed solvents by spectral titration and chemometric
analysis, Dyes and Pigments 92 (2012) 1031–1041.

[22] T. Taguchi, S. Hirayama, M. Okamoto, New spectroscopic evidence for
molecular aggregates of rhodamine 6G in aqueous solution at high
pressure, Chem Phys Lett 231 (1994) 561–568.

[23] K. Patil, R. Pawar, P. Talap, Self-aggregation of Methylene Blue in aqueous
medium and aqueous solutions of Bu4NBr and urea, Phys Chem Chem Phys 2
(2000) 4313–4317.

[24] D.E. Danly, J.H. King, Industrial Electrorganic Chemistry, in: H. Lund, M.M.
Baizer (Eds.), Organic Electrochemistry. An introduction and a guide, 3rd ed.,
Marcel Dekker Inc., New York, Basel, Hong Kong, 1991, pp. 1285–1336 chap. 31.

[25] K. Sarmini, E. Kenndler, Ionization constants of weak acids and bases in organic
solvents, J Biochem Biophys Methods 38 (1999) 123–137.

[26] D.D. Perrin, W.L.F. Armarego, Purification of Laboratory Chemicals, 3rd ed.,
Pergamon Press, Oxford, 1988.

[27] A.J. Bard, L.R. Faulkner, Electrochemical methods: fundamentals and
applications, 2nd ed., John Wiley & Sons, Inc, 2001, pp. 489.

[28] R. Schmid, Effect of Solvent on Chemical Reactions and Reactivity, in: G.
Wypych (Ed.), Handbook of Solvent, ChemTec Publishing, Toronto, Ontario
M1E 1C6, Canada, 2001, pp. 738–739.

[29] K.J. Yoon, K.-J. Kim, Double Ion-Pair Formation in Aqueous Solutions of
Methylene Blue and Tetraphenylborate, Bull Korean Chem Soc 6 (1985)
149–152.

[30] K. Fujita, K. Taniguchi, H. Ohno, Dynamic analysis of aggregation of methylene
blue with polarized optical waveguide spectroscopy, Talanta 65 (2005) 1066–
1070.

[31] V.I. Yuzhakov, Aggregation of dye molecules and its influence on the spectral
luminescent properties of solutions, Russ Chem Rev 61 (1992) 613–628.

[32] L. Antonov, G. Gergov, V. Petrov, M. Kubista, J. Nygren, UV–Vis spectroscopic
and chemometric study on the aggregation of ionic dyes in water, Talanta 49
(1999) 99–106.

[33] Z. Zhao, E.R. Malinowski, Determination of the Hydration of Methylene Blue
Aggregates and Their Dissociation Constants Using Visible Spectroscopy, Appl
Spectrosc 53 (1999) 1567–1574.

[34] F. Eckert, I. Leito, I. Kaljurand, A. Kütt, A. Klamt, M. Diedenhofen, Prediction of
acidity in acetonitrile solution with COSMO-RS, J Comp Chem 30 (2009)
799–810.

[35] J.A. Dean, Lange's Handbook of Chemistry, Fifteenth ed., McGRAW-HILL INC,
New York, 1999, pp. 8.70.

[36] A.K. Ghosh, Study of the self-association of methylene blue from protonation
equilibriums, J Am Chem Soc 92 (1970) 6415–6418.

[37] A.J. Bard, L.R. Faulkner, Electrochemical methods: fundamentals and
applications, 2nd ed., John Wiley & Sons, Inc, 2001, pp. 514.

http://dx.doi.org/http://dx.doi.org/10.1016/j.electacta.2015.01.196
http://dx.doi.org/http://dx.doi.org/10.1016/j.electacta.2015.01.196
http://refhub.elsevier.com/S0013-4686(15)00255-8/sbref0005
http://refhub.elsevier.com/S0013-4686(15)00255-8/sbref0005
http://refhub.elsevier.com/S0013-4686(15)00255-8/sbref0010
http://refhub.elsevier.com/S0013-4686(15)00255-8/sbref0010
http://refhub.elsevier.com/S0013-4686(15)00255-8/sbref0015
http://refhub.elsevier.com/S0013-4686(15)00255-8/sbref0015
http://refhub.elsevier.com/S0013-4686(15)00255-8/sbref0020
http://refhub.elsevier.com/S0013-4686(15)00255-8/sbref0020
http://refhub.elsevier.com/S0013-4686(15)00255-8/sbref0025
http://refhub.elsevier.com/S0013-4686(15)00255-8/sbref0025
http://refhub.elsevier.com/S0013-4686(15)00255-8/sbref0025
http://refhub.elsevier.com/S0013-4686(15)00255-8/sbref0030
http://refhub.elsevier.com/S0013-4686(15)00255-8/sbref0030
http://refhub.elsevier.com/S0013-4686(15)00255-8/sbref0030
http://refhub.elsevier.com/S0013-4686(15)00255-8/sbref0035
http://refhub.elsevier.com/S0013-4686(15)00255-8/sbref0035
http://refhub.elsevier.com/S0013-4686(15)00255-8/sbref0035
http://refhub.elsevier.com/S0013-4686(15)00255-8/sbref0035
http://refhub.elsevier.com/S0013-4686(15)00255-8/sbref0040
http://refhub.elsevier.com/S0013-4686(15)00255-8/sbref0040
http://refhub.elsevier.com/S0013-4686(15)00255-8/sbref0045
http://refhub.elsevier.com/S0013-4686(15)00255-8/sbref0045
http://refhub.elsevier.com/S0013-4686(15)00255-8/sbref0045
http://refhub.elsevier.com/S0013-4686(15)00255-8/sbref0045
http://refhub.elsevier.com/S0013-4686(15)00255-8/sbref0050
http://refhub.elsevier.com/S0013-4686(15)00255-8/sbref0050
http://refhub.elsevier.com/S0013-4686(15)00255-8/sbref0050
http://refhub.elsevier.com/S0013-4686(15)00255-8/sbref0055
http://refhub.elsevier.com/S0013-4686(15)00255-8/sbref0055
http://refhub.elsevier.com/S0013-4686(15)00255-8/sbref0055
http://refhub.elsevier.com/S0013-4686(15)00255-8/sbref0060
http://refhub.elsevier.com/S0013-4686(15)00255-8/sbref0060
http://refhub.elsevier.com/S0013-4686(15)00255-8/sbref0065
http://refhub.elsevier.com/S0013-4686(15)00255-8/sbref0065
http://refhub.elsevier.com/S0013-4686(15)00255-8/sbref0065
http://refhub.elsevier.com/S0013-4686(15)00255-8/sbref0070
http://refhub.elsevier.com/S0013-4686(15)00255-8/sbref0070
http://refhub.elsevier.com/S0013-4686(15)00255-8/sbref0070
http://refhub.elsevier.com/S0013-4686(15)00255-8/sbref0070
http://refhub.elsevier.com/S0013-4686(15)00255-8/sbref0070
http://refhub.elsevier.com/S0013-4686(15)00255-8/sbref0075
http://refhub.elsevier.com/S0013-4686(15)00255-8/sbref0075
http://refhub.elsevier.com/S0013-4686(15)00255-8/sbref0075
http://refhub.elsevier.com/S0013-4686(15)00255-8/sbref0080
http://refhub.elsevier.com/S0013-4686(15)00255-8/sbref0080
http://refhub.elsevier.com/S0013-4686(15)00255-8/sbref0080
http://refhub.elsevier.com/S0013-4686(15)00255-8/sbref0085
http://refhub.elsevier.com/S0013-4686(15)00255-8/sbref0085
http://refhub.elsevier.com/S0013-4686(15)00255-8/sbref0090
http://refhub.elsevier.com/S0013-4686(15)00255-8/sbref0090
http://refhub.elsevier.com/S0013-4686(15)00255-8/sbref0095
http://refhub.elsevier.com/S0013-4686(15)00255-8/sbref0095
http://refhub.elsevier.com/S0013-4686(15)00255-8/sbref0095
http://refhub.elsevier.com/S0013-4686(15)00255-8/sbref0095
http://refhub.elsevier.com/S0013-4686(15)00255-8/sbref0100
http://refhub.elsevier.com/S0013-4686(15)00255-8/sbref0100
http://refhub.elsevier.com/S0013-4686(15)00255-8/sbref0100
http://refhub.elsevier.com/S0013-4686(15)00255-8/sbref0105
http://refhub.elsevier.com/S0013-4686(15)00255-8/sbref0105
http://refhub.elsevier.com/S0013-4686(15)00255-8/sbref0105
http://refhub.elsevier.com/S0013-4686(15)00255-8/sbref0105
http://refhub.elsevier.com/S0013-4686(15)00255-8/sbref0105
http://refhub.elsevier.com/S0013-4686(15)00255-8/sbref0110
http://refhub.elsevier.com/S0013-4686(15)00255-8/sbref0110
http://refhub.elsevier.com/S0013-4686(15)00255-8/sbref0110
http://refhub.elsevier.com/S0013-4686(15)00255-8/sbref0115
http://refhub.elsevier.com/S0013-4686(15)00255-8/sbref0115
http://refhub.elsevier.com/S0013-4686(15)00255-8/sbref0115
http://refhub.elsevier.com/S0013-4686(15)00255-8/sbref0120
http://refhub.elsevier.com/S0013-4686(15)00255-8/sbref0120
http://refhub.elsevier.com/S0013-4686(15)00255-8/sbref0120
http://refhub.elsevier.com/S0013-4686(15)00255-8/sbref0125
http://refhub.elsevier.com/S0013-4686(15)00255-8/sbref0125
http://refhub.elsevier.com/S0013-4686(15)00255-8/sbref0130
http://refhub.elsevier.com/S0013-4686(15)00255-8/sbref0130
http://refhub.elsevier.com/S0013-4686(15)00255-8/sbref0135
http://refhub.elsevier.com/S0013-4686(15)00255-8/sbref0135
http://refhub.elsevier.com/S0013-4686(15)00255-8/sbref0140
http://refhub.elsevier.com/S0013-4686(15)00255-8/sbref0140
http://refhub.elsevier.com/S0013-4686(15)00255-8/sbref0140
http://refhub.elsevier.com/S0013-4686(15)00255-8/sbref0145
http://refhub.elsevier.com/S0013-4686(15)00255-8/sbref0145
http://refhub.elsevier.com/S0013-4686(15)00255-8/sbref0145
http://refhub.elsevier.com/S0013-4686(15)00255-8/sbref0150
http://refhub.elsevier.com/S0013-4686(15)00255-8/sbref0150
http://refhub.elsevier.com/S0013-4686(15)00255-8/sbref0150
http://refhub.elsevier.com/S0013-4686(15)00255-8/sbref0155
http://refhub.elsevier.com/S0013-4686(15)00255-8/sbref0155
http://refhub.elsevier.com/S0013-4686(15)00255-8/sbref0160
http://refhub.elsevier.com/S0013-4686(15)00255-8/sbref0160
http://refhub.elsevier.com/S0013-4686(15)00255-8/sbref0160
http://refhub.elsevier.com/S0013-4686(15)00255-8/sbref0165
http://refhub.elsevier.com/S0013-4686(15)00255-8/sbref0165
http://refhub.elsevier.com/S0013-4686(15)00255-8/sbref0165
http://refhub.elsevier.com/S0013-4686(15)00255-8/sbref0170
http://refhub.elsevier.com/S0013-4686(15)00255-8/sbref0170
http://refhub.elsevier.com/S0013-4686(15)00255-8/sbref0170
http://refhub.elsevier.com/S0013-4686(15)00255-8/sbref0175
http://refhub.elsevier.com/S0013-4686(15)00255-8/sbref0175
http://refhub.elsevier.com/S0013-4686(15)00255-8/sbref0180
http://refhub.elsevier.com/S0013-4686(15)00255-8/sbref0180
http://refhub.elsevier.com/S0013-4686(15)00255-8/sbref0185
http://refhub.elsevier.com/S0013-4686(15)00255-8/sbref0185


J.A. Caram et al. / Electrochimica Acta 164 (2015) 353–363 363
[38] T. Stanoeva, D. Neshchadin, G. Gescheidt, J. Ludvik, B. Lajoie, S.N. Batchelor, An
Investigation into the Initial Degradation Steps of Four Major Dye
Chromophores: Study of Their One-Electron Oxidation and Reduction by
EPR, ENDOR, Cyclic Voltammetry, and Theoretical Calculations, J Phys Chem A
109 (2005) 11103–11109.

[39] J. Heinze, Cathodic reactions of Hydrocarbons, in: H. Lund, O. Hammerich
(Eds.), Organic Electrochemistry, 4th edition, Marcel Dekker Inc., New York,
Basel, 2001, pp. 308 chap. 6.
[40] A. Mills, D. Hazafy, J. Parkinson, T. Tuttle, M.G. Hutchings, Effect of alkali on
methylene blue (CI Basic Blue 9) and other thiazine dyes, Dyes and Pigments
88 (2011) 149–155.

[41] M.V. Mirífico, J.A. Caram, A.M. Gennaro, C.J. Cobos, E.J. Vasini, Radical anions
containing the dioxidated 1,2,5-thiadiazole heterocycle, J Phys Org Chem 22
(2009) 964–970.

http://refhub.elsevier.com/S0013-4686(15)00255-8/sbref0190
http://refhub.elsevier.com/S0013-4686(15)00255-8/sbref0190
http://refhub.elsevier.com/S0013-4686(15)00255-8/sbref0190
http://refhub.elsevier.com/S0013-4686(15)00255-8/sbref0190
http://refhub.elsevier.com/S0013-4686(15)00255-8/sbref0190
http://refhub.elsevier.com/S0013-4686(15)00255-8/sbref0195
http://refhub.elsevier.com/S0013-4686(15)00255-8/sbref0195
http://refhub.elsevier.com/S0013-4686(15)00255-8/sbref0195
http://refhub.elsevier.com/S0013-4686(15)00255-8/sbref0200
http://refhub.elsevier.com/S0013-4686(15)00255-8/sbref0200
http://refhub.elsevier.com/S0013-4686(15)00255-8/sbref0200
http://refhub.elsevier.com/S0013-4686(15)00255-8/sbref0205
http://refhub.elsevier.com/S0013-4686(15)00255-8/sbref0205
http://refhub.elsevier.com/S0013-4686(15)00255-8/sbref0205

	ELECTROCHEMICAL BEHAVIOUR OF METHYLENE BLUE IN NON-AQUEOUS SOLVENTS
	1 INTRODUCTION
	2 EXPERIMENTAL
	3 RESULTS
	3.1 Cathodic behaviour
	3.1.1 1+Cl− in ACN solution
	3.1.2 1+Cl− in DMF solution
	3.1.3 1+Cl− in solution of other solvents
	3.1.4 1+Cl− in EtOH solution
	3.1.5 1+Cl− in EDA solution

	3.2 Anodic behaviour

	4 DISCUSSION
	4.1 Cathodic behaviour
	4.1.1 Supporting electrolyte effect
	4.1.1.1 1+Cl− in ACN solution
	4.1.1.2 1+Cl− in EtOH solution

	4.1.2 Solvent effect
	4.1.3 CV electro-reduction of 1+Cl− in non-aqueous solvent in the presence of added acid or base
	4.1.3.1 In presence of acid
	4.1.3.2 In presence of base

	4.1.4 EDA solutions

	4.2 Anodic behaviour

	5 CONCLUSIONS
	Acknowledgements
	Appendix A Supplementary data
	Appendix A Supplementary data


