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Application of alkyl imidazole derivatives for separation and recovery  

of chosen heavy metal ions from model and real environmental solutions 

 

Introduction 

Industrial waste have been a burden to the environment for many years. Huge amounts of waste are 

generated by the metallurgic, chemical, paper making industries, power engineering based on coal and 

lignite combustion, transportation, municipal services, waste dumping sites, ore mining and by 

agriculture (fertilizers and plant protection agents). More often than not, such waste in the form of 

dust, sludge or liquids is introduced – directly or indirectly – into the environment, especially in 

developing countries. The waste is a serious threat to the environment because it frequently has a 

content of heavy metals (Cu, Co, Cr, Cd, Fe, Zn, Pb, Sn, Hg, Mn, Ni, Mo). In contrast to organic 

contaminants heavy metals, such as Hg, Pb, Cd, Tl, Ba, are not biodegradable and they tend to 

bioaccumulate. Some of the heavy metals (Fe, Zn, Cu, Mn, Co, Cr) are regular, indispensable 

components of living organisms, other ones are harmful, toxic or cancerogenic, depending on their 

form  (speciation) [1-3]. Their effect on organisms depends on their concentrations. The phenomenon 

is illustrated by Bertrand curves [4]. Those heavy metals which function as microelements in the body 

are usually present in trace amounts which are specific to a given species. Both a deficiency and 

excess of the microelements have a harmful effect on the organisms. On the other hand, metals such as 

Hg, Cd, Pb, Cr, Ni, Zn, Cu are considered to be toxic and are commonly present pollutants of the 

ecosystem. The most strongly-toxic properties characterize water-soluble, strongly-dissociating 

inorganic metal compounds because they easily pass through the cell membranes and get into the 

organs [5], most often as metal aqua complexes ([M(H2O)6]
2+

, [M(H2O)6]
3+

). 

On the other hand, heavy metals are of high importance in practice, being indispensable in the life and 

functioning of man. Some of their uses include the production of machine components, sheet metal 

plates, structures and buildings, batteries, pigments, they are also used as additives to alloys as well as 

in electroplating and jewelry. Under the circumstances, efforts to recover the metals from solid and 

liquid waste are encouraged. Therefore, waste with a content of heavy metals becomes a starting 

material for the production of metals of economic value [6, 7]. The process is beneficial for the 

environment, enabling reclassification of waste to less hazardous categories after the recovery of 

heavy metals from it. The best developed countries have amended their national environmental 

protection laws and implemented more stringent standards, establishing the minimum permissible 

amounts of pollution relating to the air, water, and soil. Poland is also compelled to carry out new, 

specific analyses to efficiently use natural resources and recover raw materials from waste [8]. This 

encourages the development of new research techniques and change of attitude to heavy metals 

recovery from industrial waste [8, 9]. The recovery of valuable metals from solid and liquid waste 

saves considerable amounts of natural resources. The demand on metals, especially non-ferrous 

metals, has been growing regularly, as indicated by their high sale prices. The recent sale prices of 

selected metals are shown in Table 1. 

 
Table 1. The price of 1 Mg of selected metals in USD as at 31.10.2016 according to [10] 

 

copper lead zinc tin nickel 

4862.50 2052.00 2444.00 20990.00 10445.00 

 

Methods to obtain metals 

Favorable conditions for investigating new ways to obtain metals are accounted for by high prices of 

pure metals [11-14]. There are two categories of methods to obtain methods: 

o pyrometallurgic methods – based on high-temperature processing of metal-bearing starting 

materials [12, 13], 

o hydrometallurgic methods – based on the use of physicochemical techniques for the separation 

of metals from aqueous solutions [14-20]. 

The choice of technology depends on the content of useful metals in the feedstock. 



Most of gold, palladium, platinum metals and lanthanides are obtained by means of hydrometallurgic 

methods. Since recently, copper, zinc, nickel, and cobalt have also belonged in that group.  

The largest volume of metals are now obtained directly from metal ores by means of pyrometallurgic 

methods (iron, copper, lead, zinc, nickel). 

In hydrometallurgy, the most important methods for ion separation from aqueous solutions include: 

• solvent extraction [13, 14, 17-20, H-1−H-7], 

• ion exchange [21-23], 

• ion floatation [24, 25], 

• transport through various membranes [26, 27, H-8−H-10]. 

Such methods are an effective supplement to metallurgic processes in the pretreatment of raw 

materials or in the treatment of production waste. More than that, they are also better for the 

environment, not being sources of emission of  harmful gas and dust. In such processes, the separation 

of metal ions in aqueous solutions is especially worth attention because it is essential for the purity of 

the resulting products. It is usually carried out by solvent extraction [13, 14, 17-20, H-1−H-7], ion 

exchange, and transport across membranes. 

My choice of the appropriate technique for the selective separation of metals from aqueous model 

solutions and waste solutions was the solvent extraction method and the method of transport across 

liquid polymer membranes. 

My work was dedicated mainly to the recovery of valuable though noxious metals from metal-bearing 

waste, such as slag, dust, sludge and liquid waste. 

My studies on the subject were intended to find effective methods and optimum conditions for the 

separation of metal ions by means of model solutions [H-1−H-7, 28-40]. My experience was employed 

in metal recovery from liquid waste by deliberately selecting leaching solutions and effectively 

matching them with the appropriate extractants [41-43, H-11, H-12]. This enabled the recovery of 

more than 90% of the metal content of dumped metallurgic waste [41, 42, H-11, H-12]. 

 

Solvent extraction 

In a number of scientific papers, solvent extraction is demonstrated to be a suitable method for the 

separation or elimination of metal ions from various aqueous solutions, especially from industrial 

liquid waste or from spent leaching solutions, applied to ores or waste [43, 44, H-11]. 

The development of extraction methods for the separation of metals results in the need to search for 

new, specific extractants, characterized by favorable properties such as  selectivity, rate of extraction 

and re-extraction, low solubility in the aqueous phase, and low cost of synthesis. These requirements 

are satisfied by carboxylic acids, derivatives of phosphoric acid, derivatives of acid amides, 

trioctylamine, alkylphenylamines, complex oximes, amides, crown ethers, derivatives of ketones, 

derivatives of pyridine, as well as alkyl derivatives of imidazole [13, 14, 44-57, H-1−H-7]. Extraction 

is a solvent-based process. The solvent is compulsorily hydrophobic and has an ability to dissolve the 

specific extractant [44, 58]. Its availability is also very important from the economic point of view, 

therefore, hydrocarbon-based solvents (such as kerosene, gasoline) are predominant. In the 

environmental aspect, a solvent must be biodegradable (such as long-chain alkyl alcohols). 

For my own studies on the properties of complexes of metal cations with alkylimidazoles, I chose 

extraction – the method of partition in a liquid-liquid system – since the availability of research 

techniques applicable to not-readily water soluble compounds  is very limited. The partition method, 

described by Rydberg [59], allows to establish how many complexes are formed in the aqueous 

solution and to find their corresponding stability constants. Moreover, it allows to establish the number 

and composition of complexes passing into the organic phase and to find their corresponding partition 

constants for partition between the aqueous and the organic phases. 

The method to find the equilibrium constants based on extraction studies is a scientific novelty in the 

literature globally. It is particularly useful for not-readily water soluble ligands. for which the typically 

used potentiometric method to determine stability constants for their complexes with metals is not 

applicable. The use of a new partition method in a liquid-liquid system for the establishing of 

equilibrium constants has been verified many times and the obtained stability constants for the 

complexes were similar to those found earlier by the potentiometric method, used for water-soluble 

ligands [29-39, 60-66, H-1−H-7]. 



The issue of speciation of metals in the solutions of interest was not considered because the methods 

used in the study did not enable the precise establishing of the speciation forms, even though the forms 

did have an effect on the extraction process. The problem is complex enough and the explanation of 

the effect well deserves to be the subject of another habilitation dissertation. 

Conventional methods, such as solvent extraction or ion exchange, are not suitable for the treatment of 

large volumes of water with low heavy metal contents (liquid waste, pickling solutions and products of 

leaching of metal-bearing materials). Membrane-based techniques are more effective in such cases. 

 

Membrane techniques 

The use of membrane techniques in the separation of metal ions from aqueous solutions is becoming 

more and more popular. Membrane techniques, such as reverse osmosis, nanofiltration, ultrafiltration, 

electrodialysis are increasingly being used for purification and desalination of water on an industrial 

scale [67-70]. Liquid membranes, in which extraction and re-extraction take place at the same time, 

are an interesting group. In comparison with conventional methods for the separation of metal ions 

from aqueous solutions, ionic transport through liquid membranes has several advantages. A liquid 

membrane is a separate, organic phase that separates two different aqueous phases. Membrane 

processes are characterized by a better use of the ion carrier (extractant) in the organic phase 

(membrane) in comparison with conventional extraction systems [71-73]. Furthermore avoid 

environmental risks of solubility in water and toxic solvents. This type of membrane used with other 

studies of selective separation of Zn, Cu, Co and Ni with model solutions. 

Polymer inclusion membranes (PIMs) show the highest stability among all types of liquid membranes. 

In addition, the use of transport through PIMs has the advantage over extraction processes because 

they do not use non-water miscible, often volatile, toxic solvents (toluene, benzene, halogen 

derivatives of methane, higher alcohols, ketones, and esters). Inclusion membranes are obtained by 

casting the solution of a suitable polymer, plasticizer, and ion carrier over a neutral substrate. 

Selectivity and stability of the performance of liquid membranes largely depend on the 

physicochemical properties of the plasticizer and the ion carrier [72, 73]. A majority of commercial 

extractants, which were previously used as non-ferrous metal ion carriers during the transport through 

liquid membranes do not have the sufficient selectivity to a number of metals. Therefore, it is 

necessary to find new, selective carriers, enabling the separation of metal ions from aqueous solutions. 

The experience I gained in the investigation and analysis of the processes taking place in solvent 

extraction processes by means of alkyl derivatives of imidazole has enabled me to establish the 

optimum conditions for conducting the membrane transport process as well as to select a suitable 

carrier (alkylimidazole) for the selective recovery of the desired metal from mixtures. 

A membrane process based on polymer inclusion membranes (PIMs) enables two objectives to be 

gained: to purify metal cation solutions and to separate their mixtures [74-88, H-8−H-10]. Whether the 

two objectives are gained depends on the correct choice of the metal ion carrier and on the 

experimental conditions. 

As extractants of solvent extraction and as carriers for membrane processes, I have chosen sparingly 

soluble in water alkyl derivatives of imidazoles. 

 

The properties of alkyl derivatives of imidazole 

For my own studies, I chose a ligand group in the form of alkyl derivatives of imidazole, of which the 

molecular formula is shown in Fig. 1. 

 

N

N

H

  pyridynic nitrogen atom

  pyrrolic nitrogen atom

1 2

34

5

 
 

Fig. 1. Chemical formula of imidazole 

 



That group of stable, heterocyclic organic bases for the solvent extraction of cations, such as Cu(II), 

Hg(II), Co(II), Pb(II) and Zn(II) were recommended in patents [55, 56]. Specifically, the compounds 

proposed therein were complex imidazole derivatives containing in their substituents in position 1,2 or 

1,2,4,5 large alkyl groups having 6 to 40 carbon atoms or cycloalkyl groups composed of 5-12 carbon 

atoms. 

For my model studies, I chose extractants in the form of compounds belonging to the homologous 

series of 1-alkylimidazoles, 2-alkylimidazoles, 1,2-dialkylimidazoles and 1,4-dialkylimidazoles, with 

rather small alkyl substituents containing 4 to 16 carbon atoms [28-40, 63,74-81, 84, 85, 87−89, H-1 

−H-12]. Starting from alkyl derivatives containing five carbon atoms in their substituent, the 

compounds are not readily water soluble, which is of practical value, enabling them to be used in the 

solvent extraction of metals (as extractants) or in other separation methods, for instance as carriers in 

PIMs. 

The basicity of the electron pair of the pyridine nitrogen atom can be modified [28-40, 60-66, 90, H-1 

−H-6] by introducing appropriate substituents in the imidazole ring (Table 2). 

 
Table 2. Change in the basicity of alkylimidazoles vs. the position of alkyl groups according to [91], 

     at a temperature of 25
o
C, ionic strength of aqueous solution I=0.5 mol/dm

3
 (KNO3) 

 

 
linear equation describing the basicity 

pKa=an+b 

1-alkylimidazole pKa = 0.0222 n + 7.165 

1,2-dialkylimidazole pKa = 0.0432 n + 8.01 

1,2,4-trialkylimidazole pKa = 0.0503 n + 8.46 

1,4-dialkylimidazole pKa = 0.0279 n + 7.79 

2-alkylimidazole pKa = 0.0349 n + 7.87 

n-means the sum of carbon atoms in the alkyl substituents 

 
The value of the absolute term (constant “b”) in the linear equations in Table 2 (pKa= an +b) may be 

used for comparing the two series with respect to their basicity. The basicity of imidazole molecule at 

25
o
C is 7.14 [92]. 

The alkyl group’s location in position 1 in the imidazole molecule accounts for its reduced water 

solubility (hydrophobic effect) and just slightly improves its basicity and complex-forming properties, 

without affecting the participation of component πM→L in complex combinations with metal cations. 

The introduction of even a small alkyl group in positions 2 or 4 of the imidazole ring results in the 

molecule having a much higher basicity (Table 2). 2-alkylimidazole and 4-alkylimidazole are harder 

bases in comparison with imidazole and 1-alkylimidazoles. In harder bases, the participation of 

component πM→L in the formation of complex compounds is reduced. The group in position α with 

respect to the donor (pyridine) nitrogen atom (positions 2 or 4) in alkylimidazoles is a steric hindrance 

in the formation of complexes with metal cations, leading eventually to their lower stability constants 

(so-called “steric effect”). The effect of steric hindrance also depends on the properties of metal ions 

because it hinders the formation of octahedral or nearly-octahedral complexes. However, the steric 

effect does not hinder the formation of tetrahedral or nearly-tetrahedral complexes and, which is more, 

it may even increase the summary stability constants of certain consequent complexes MLn. The 

phenomenon may be observed for those steps of complexation in which, tetrahedral or nearly-

tetrahedral combinations [M(H2O)4-nLn]
2+

 are formed in the solution, in addition to octahedral 

complexes of the type [M(H2O)6-nLn]
2+

: 

[M(H2O)6]
2+

 + nL ↔ [M(H2O)4-nLn]
2+

 + (n+2)H2O (1) 

In that case, the summary stability constant βn is the sum of stability constants of the 6-coordination 

complex (βn(o)) and the 4-coordination complex (βn(t)) (βn = βn(o) + βn(t)) [61, 63, 65, 66, H-2 −H-6]. 

 



Subject of my own studies 

My interest as a scientist was:  

 metalliferous waste - sludge from the production of zinc and copper. Practical use of an alkyl 

derivative of imidazole as extractant for recovering zinc from metallurgic waste by solvent 

extraction. These wastes can be found in heaps at the premises of the producing zinc and 

copper. The one consists of As, Cd, Pb, Cu, Ni, Zn, Cr. 

 aqueous solutions (nitrate, sulfate and chloride) of Cu
2+

, Zn
2+

, Co
2+

 and Ni
2+

 cations. The 

metals are in the first series of transition metals have different numbers of electrons in the 3d 

subshell. 

 not-readily water soluble alkyl derivatives of imidazole, both those on extraction processes 

and on transport through membranes, were used as the ligands. Alkylimidazole are 

heterocyclic aromatic bases of which the complex-forming and extraction properties, as shown 

above, can be modified by changing the size and location of the substituents in the imidazole 

ring. Such modification has an effect both on the basic properties (donor properties) and 

solubility of the molecule but it may as well cause steric hindrance in the complexing process. 

These effects lead to changes in the stability and structure of the complexes formed by 

alkylimidazoles with metal cations. 

 

Aim of work 

It was the main objective of my studies to search for optimum methods and conditions for the recovery 

of heavy metals from metal-bearing waste by means of solvent extraction and membrane techniques. 

To achieve the objective, I searched for differences in formation processes, stabilities, structures and 

extractive properties of metal cation complexes in the model solutions. I assumed that the differences 

could be due to the choice of a suitable extractant (alkyl derivative of imidazole) accompanying a 

correctly matched solvent. The experience I gained in my studies of the model solutions was helpful in 

selecting the appropriate extractant, providing the effective, selective recovery of the desirable metals 

from industrial waste. 

 

The research objectives were achieved by: 

 

1. performing extraction studies in an aqueous phase-organic phase system; in order to obtain 

information on optimal conditions relevant for the recovery of metals 

2. recording visible-range absorption spectra of the aqueous-organic phases in order to obtain 

information on the amount and structure of forming complexes; 

3. examine the possibility of separation and recovery of palladium from a mixture of Cu
2+

-Pd
2+

-

Co
2+

-Ni
2+

 using alkyl imidazole derivatives as extractants 

4. investigating the possibilities of separation and recovery zinc and copper of Cu
2+

-Zn
2+

-Cd
2+

-

Co
2+

-Ni
2+

 mixtures by means of alkyl derivatives of imidazole as metal carriers in polymer 

inclusion membranes to recover copper or zinc; 

5. practical use of an alkyl derivative of imidazole as extractant for recovering zinc from 

metallurgic waste by solvent extraction. 

 

Results and discussion of my own studies 

 

My habilitation dissertation is based on 12 papers [H-1–H-12], most of which have been published in 

the journal Separation Science and Technology and four patent applications [92-95]. Six of them relate 

to studies on the composition, stability, structure and extraction properties of Cu(II) complexes [H-1 

−H-5] and Co(II) complexes (H-6) with various alkylimidazoles. All my extraction studies were 

carried out at a temperature of 25
o
C at a constant aqueous-solution ionic strength I = 0.5 M, 

maintained by addition of nitric(V) acid and potassium nitrate(V). The problem of speciation of the 

metals in the solutions was not considered because of its vastness and complexity. It can be tackled 

later on in my continued studies on the subject, e.g., using X-radiation in solution. In [H-7], I 

discussed the separation of palladium from a mixture of Co
2+

-Ni
2+

-Cu
2+

-Pd
2+

 ions by means of solvent  



extraction, using 1-hexyl-2-methylimidazole as the extractant. My experience in the extraction studies 

enabled me to identify environmentally optimum conditions for membrane separation processes.  

Papers which followed were dedicated to the recovery of zinc from spent metallurgical sludge arising 

in the production of zinc [H-11] and copper [H-12] using solvent extraction, which is essential in the 

aspect of environmental protection. Having examined the qualitative composition of waste, owing to 

my experience in the subject of model solutions, I was able to correctly match the extractants with the 

pH of the spent leaching solution. The processes were conducted at ambient temperature, which also is 

environmentally friendly. Patents were applied for in the Polish Patent Office and the European Patent 

Office for the methods of selective separation of metals from waste, as discussed in [H-11, H-12, 93-

96]. 

 

Studies on extraction 

 

• 1-alkylimidazoles as extractants of Cu(II) ions 

In paper [H-1], I focused on the complexation of 1–alkylimidazoles with Cu(II). The selected group of 

1-alkylimidazoles comprised 10 compounds of which the formulas are shown in Fig. 2. 
 

N

N

R  

         R = C4H9 - C10H21, C12H25, C14H29, C16H33 

 

Fig. 2. The 1-alkylimidazoles used in the studies in work [H-1] 

 
The length of the carbon chain in the alkyl substituent varied from n-butyl to n-hexadecyl. The tests 

were carried out by the trial-and-error, using 8 effective, non-water miscible solvents: benzene, 

toluene, p-xylene, tetrahydronaphthalene, methylene chloride, chloroform, 2-ethylhexanol and 

cyclohexanol. The 54 extraction systems tested were composed of an aqueous phase (solution of Cu
2+

 

ions) and an organic phase, comprising the extractant (1-alkylimidazole), dissolved in the organic 

solvent. 

According to Bjerrum [97], metal ions (M
z+

) with complex forming properties gradually fix anions or 

neutral molecules (L) which may form a coordination bond with the metal ions (Equation (2)): 

[M (H2O)N-n+1Ln-1]
z+

 + L ↔ [M(H2O)N-nLn]
z+

 + H2O (2) 

in which N−is the ion’s maximum coordination number. 

This leads to established equilibria of the gradual formation of single-core complexes (ML, 

ML2…MLN). 

The process of Cu
2+

 complex formation in both phases was investigated by measuring the pH of the 

aqueous phase and the concentration of the metal residue in it. The results are reported in the form of 

graphs illustrating the relationship logDM=f(pH) (extraction curves) individually for each solvent used 

in the tests. Representative graphs of this type for toluene and methylene chloride are shown in 

Figures 1 and 2 in the paper [H-1]. In my own studies, it was shown that, for all the solvents tested, the 

extraction curves tend to shift toward lower pH values as the length of the alkyl group in position 1 of 

the ligand molecule increases. This means that intensified hydrophobic properties of the extractant 

molecule lead to an intensified extraction of Cu
2+

. In other words, increasing the length of the alkyl 

group results in that the passage of copper into the organic phase takes place at lower pH values; this 

means that the process requires lower concentrations of the extractant (ligand) in both phases. It is 

very useful from the practical point of view.  

The extraction process runs at pH < 7 for the aqueous phase. For the toluene solvent, the pH is 

between 4.25 and 5.5; for methylene chloride the extraction curves cover a very wide range of pH – 

from 1.9 to 6.45. For Cu
2+

 complexes [with] 1-butylimidazole and 1-hexadecylimidazole, differences 

in the values of parameter pH1/2, denoting a 50% metal extraction from the solution, are around 1 pH 

unit for toluene and around 2 pH units for methylene chloride; this can be made use of in practice. 

Moreover, it was shown that the cation [Cu(H2O)6]
2+

 forms only two complexes (ML and ML2), 

having the following compositions [Cu(H2O)5L]
2+

 and [Cu(H2O)4L2]
2+

, with the 1-alkylimidazoles of 



N

N

R

CH3

interest. Both complexes have a chance to pass into the organic phase, as indicated by their high 

partition constants (Table 1 in the paper H-1). Their stability constants, as found by the method of 

partition in the liquid-liquid system, do not depend on the length of the alkyl group. This is rather 

surprising because stability constants for the complexes Co
2+

 [60], Ni
2+

 [62] and Zn
2+

 [64] with the 

ligands increase linearly with the length of the alkyl group, as indicated by the data in Table 3. This is 

in contradiction to the known theory that increasing ligand basicities lead to improved stabilities of 

complexes [98]. 

 
Table 3. Stability constants of transition metal complexes with 1-alkylimidazoles in aqueous solutions, 

at a temperature of 25
o
C, ionic strength of solution I= 0.5 M (KNO3) 

log βn Co
2+

 [60] Ni
2+

 [62] Cu
2+

 [H-1] Zn
2+

 [64] 

log β1 y  =  0.302x+1.653 y = 0.161x+2.631 4.15 y = 0.229x+1.986 

log β2 y = 0.342x+3.592 y = 0.164x+5.290 7.57 y = 0.229x+4.500 

log β3 y = 0.377x+4.881 y = 0.164x+7.233  y = 0.229x+6.700 

log β4 y = 0.434x+5.780 y = 0.166x+8.653   

x -  number of carbon atoms in alkyl substituent 
 

Cu
2+

 complexes with 1-alkylimidazoles fix each two nitrate anions; this enables them to pass into the 

organic phase as electrically neutral combinations [M(H2O)3L(NO3)2] and [M(H2O)2L2(NO3)2] because 

– as shown in paper [99] – nitrate ions are able to form coordination bonds. Possibly, water molecules 

are replaced by the organic solvent molecules when passing into the organic phase. Chances of 

passage into the organic phase are illustrated by the partition constants P1 and P2, found for the Cu
2+

 

complexes being formed. Their values are high and increasing with the length of the alkyl group in 

position 1 of the extractant (ligand) (Figures 3 and 4 in H-1) and they depend on the organic solvent 

type. The lowest partition constants were obtained for p-xylene (log P1 ≈ 2, log P2 ≈ 2 - 3). The 

findings are a significant contribution to studies on Cu
2+

 complexes being formed in aqueous and 

organic solutions. 

 

• 1-alkyl-2-methylimidazoles as extractants of Cu(II) ions 

 

Paper [H-2] describes findings of studies on the complexation of 1-alkyl-2-methylimidazoles (Fig. 3) 

with Cu
2+

 cations. 

 

. 

 

 

R = -C4H9, iso-C4H9, -C5H11, iso-C5H11, -C6H13, -C8H17, -C10H21, -C12H25 

 

 

Fig. 3. The 1-alkyl-2-methylimidazoles used in the studies in work [H-2] 
 

Their objective was to establish the effect of the length of alkyl group in position 1 (that is, the 

increase in the ligand hydrophobicity) and the steric effect (resulting from the presence of a substituent 

in position 2) on the stability and structure of the Cu
2+

 complexes being formed as well as their 

passage into the organic phase. 

The solvents, selected for use in the tests, included: 2-ethylhexanol, methylene chloride, chloroform 

and toluene (only for 1-dodecyl-2-methylimidazole). The results of partition of the Cu(II) complexes 

with the ligands are shown in the form of extraction curves (logDM = f(pH)). It was shown that the 

curves tend to shift toward lower pH values with increasing ligand hydrophobicity. A similar 

phenomenon was observed in the previous work [H-1]. However, for the most hydrophobic ligands in 

the 1-alkyl-2-methylimidazoles series, the extraction curves are very close, some of them overlap each 

other (Fig. 1-3 in work H-2). The Cu
2+

 complexes with 1-isobutyl- and 1-isopentyl-2-methylimidazole 

are worst extracted. Their corresponding extraction curves are located at the highest pH values for all 



of the solvents tested. The lowest values of partition ratio of the metal (DM) between the aqueous and 

organic phases were obtained for them. The highest values logDM (approx. 1.5) for such combinations 

were obtained for extraction with methylene chloride (Fig. 2 in work H-2). For chloroform and 2-

ethylhexanol, the values of logDM are approx. 0.1 and 0.4, respectively (Fig. 1 and 3 in work H-2).  

Moreover, it was shown that, owing to the steric effect (methyl group in position 2) the stability of 

complexes of 1-alkyl-2-methylimidazoles with Cu
2+

 was lower by, roughly, one order of magnitude in 

comparison with 1-alkylimidazoles [H-1], although the former ligands are stronger bases. The values 

of stability constants (βn) of the complexes of interest do not depend on the length of the alkyl group in 

position 1, like for the 1-alkylimidazoles series. This proves that the participation of the πM→L bond for 

complexes of 1-alkyl-2-methylimidazoles with Cu
2+

 continues to be quite remarkable. 1-Alkyl-2-

methylimidazoles with Cu
2+

 ions form three consequent complexes ML, ML2 and ML3, of which the 

partition constants for partition between the aqueous and organic phase (Pn) increase in the order P1 < 

P2 < P3 and they depend on hydrophobicity and the specific solvent (Fig. 4 in work H-2). The highest 

values of partition constants P1, P2 and P3 were obtained for the system Cu
2+

–1-dodecyl-2-

methylimidazole – methylene chloride and they are: 48, 432 and 980, respectively. 

In order to verify the values of stability constants and partition constants for the system Cu
2+

-1-hexyl-

2-methylimidazole-toluene, the values of partition coefficients for copper (DM), as found from 

experimental data, were compared with theoretical ones, calculated from Formula (5) (Fig. 5 in work 

H-2). They were found to be in good agreement. 

The d-d absorption spectra (Fig. 6-8 in work H-2), recorded for all the test solvents have, in the visible 

range, one absorption maximum (λmax ab. 600 nm) which shifts slightly toward the shorter 

wavelengths with increasing pH values for the aqueous phase. The spectra indicate that, in the 

complexation process, the shape of the Cu
2+

 ion coordination polyhedron does not change. It is safe to 

assume that complexes with the following composition: [CuL(NO3)2S3], [CuL2(NO3)2S2], 

[CuL3(NO3)2S], where S denotes a solvent molecule, pass into the organic phase. 

The objective of the studies was achieved by finding stability constants for the Cu
2+

 complexes being 

formed in the aqueous solution and defining their structure. 

 

• 1-alkyl-2-ethylimidazoles as extractants of Cu(II) ions 

 

The objective of the third work (H-3) was to investigate the effect of the effect of the alkyl group in 

position 1 of the extractant and the effect of the solvent type on the extraction of Cu(II) complexes 

with 1-alkyl-2-ethylimidazoles (Fig. 4). 
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R = C3H7 ―  C6H13, C8H17 

 

 

Fig. 4. The 1-alkyl-2-ethylimidazoles used in the studies in work [H-3] 

 
Five bases representing the above homologue series were used in the tests. They are stronger bases, 

compared with 1-alkyl- and 1-alkyl-2-methylimidazoles, moreover, the presence of the ethyl group in 

position 2 creates a stronger steric hindrance in the complexation process, in comparison with the 

methyl group in 1-alkyl-2-methylimidazoles. 2-Butanol, isoamyl alcohol, 2-ethylhexanol, methylene 

chloride, chloroform and toluene were used as non-water miscible solvents. 

In comparison with the previous works, more attention was paid to analyses of the electron spectra of 

the complexes being formed in both phases. Moreover, the effect of the solvent on the course of both 

the complexation process and the extraction of the complexes being formed was defined, considering 

Gutmann donor numbers (DN) [44, 100] for the solvents used in the tests. The complex formation and 

partition processes were characterized quantitatively, and logDM = f(pH) curves were plotted for each 

extractant (Fig. 2-6 in work H-3) and for each solvent (Fig. 7-11 in work H-3). The extraction curves 

indicate that the extraction process depends on the solvent. This is illustrated by the graph (Fig. 12 in 

work H-3) showing the dependence of the parameter pH1/2 for each extractant vs. the donor numbers 

for the solvents pH1/2=f(DN). The graph shows that the values of pH1/2 decrease with increasing values 

of the donor numbers for the solvent. This is of practical importance because the solvent can be 



selected to match the pH values of the solutions from which the Cu
2+

 ions are to be removed, for 

instance, a 50% recovery of copper from solution by extraction by means of 1-octylimidazole can be 

achieved at a pH= 4.75 using 2-ethylhexanol (DN=48 [100]) or at a pH=6.4 using toluene (DN=0.1 

[100]) as solvent. 

The extraction data were used for determination of stability constants for the Cu
2+

 complexes being 

formed in the aqueous solution, the number of complexes passing into the organic phase and their 

corresponding partition constants. It was demonstrated that the presence of the ethyl group in position 

2 of the imidazole ring reduces the stability of the Cu
2+

 complexes being formed in comparison with 1-

alkylimidazoles, by analogy with 1-alkyl-2-methylimidazoles [H-2]. The stability of Cu
2+

 complexes 

with 1-alkyl-2-ethylimidazoles increases slightly with an increasing length of the alkyl group in 

position 1. The increasing length of the alkyl group does not only improve the stability of the 

complexes but also their chance of passing into the organic phase in the extraction process, as shown 

by the fact that the extraction curves tend to shift toward lower pH values (Fig. 2-6 in work H-3). A 

similar effect on the location of the curves is exerted by an increase in the value of the donor number 

for the solvent (Fig. 7-11 in work H-3). The solvent’s strong steric effect and donor properties lead to 

the coordination number for Cu
2+ 

being changed from 6 to 4, as indicated by the electron spectra 

recorded for the organic phase (Fig. 16-19 in work H-3). The structure of the Cu
2+

 coordination 

polyhedron changes mainly for the second and third degree of complexation (for ML2 and ML3), but 

also the solvent contributes to the change, for instance in 2-butanol, spectra for 4-coordination bonds 

of Cu
2+

 are observed as early as in the first stage of complexation (ML). 4-Coordination complexes of 

Cu
2+

 are most probably in the form of a strongly distorted tetrahedron. Reduction of the coordination 

number for copper and its accompanying change of the coordination polyhedron is desirable for 

practical reasons because it improves the extraction properties of the complexes. The 4-coordination 

complexes are less hydrogenated so they pass into the organic phase more readily than do the 6-

coordination ones. The process takes place at lower extractant (ligand) concentration and accounts for 

better copper recovery, which is in agreement with data reported in the literature [14, 18, 19, 44]. 

 

• 1,2-dialkylimidazoles as extractants of Cu(II) ions 

 

I was encouraged by my observations from [H-3] to investigate the formation and extraction of Cu(II) 

complexes with extractants showing an even stronger steric effect. Therefore, in my next work (H-4) I 

tested 1,2-dialkylimidazoles, of which the general formula is shown in Figure 5. In position 2, the 

compounds have increasingly larger substituents, which are an increasingly stronger obstacle to the 

formation of combinations with the Cu
2+

 ions. 
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Fig. 5. The 1,2-dialkylimidazoles used in the studies in work [H-4] 

 
A total of 9 chemical compounds in the 1,2-dialkylimidazoles homologue series (Fig. 5) were 

investigated in [H-4]. The solvents were 2-ethylhexanol and chloroform, which have definitely 

different donor numbers (DN): 4 and 48, respectively [100]. The extraction process is affected by the 

length of the alkyl groups both in position 1 and in position 2 of the extractants. The extraction curves 

(logDM =f(pH)) shift toward lower pH values with an increasing length of the substituent both in 

position 1 and in position 2 (Fig. 1-6 in work H-4). Stability constants for the Cu
2+

 complexes increase 

with the length of the substituent in position 1. Their values are comparable with those obtained for the 

Cu
2+

 complexes with 1-alkyl-2-ethylimidazoles [H-3] but lower than stability constants for Cu
2+

 

complexes with 1-alkylimidazoles [H-1]. The length of the substituent in position 2 changes partition 

constants for the complexes and affects the values of pH1/2. The values of the partition constants P1 

(Table 1 in work H-4) for all of the tested combinations are low and they practically do not depend on 

the increase in  molecule’s hydrophobicity due to an increased length of the alkyl substituent in 

position 1, moreover, they are slightly higher for chloroform, compared with the alcohol solvent. The 



partition constants P2 and P3 are high (Table 1 in work H-4) – higher than in the extraction with 2-

ethylhexanol using chloroform. Moreover, the values of the partition constants P2 and P3 clearly 

increase with the increasing length of the alkyl group in position 1. In absorption spectra for the 

system Cu
2+

-1,2-dibutylimidazol-2-ethylhexanol, the absorption maximum is at the wave length of ab. 

620 nm and then, as the extractant’s concentration in the aqueous and organic phases increases, there 

is a second absorption maximum at λ = 540 nm (Fig. 14 in work H-4).  

The higher values of the partition constants P2 and P3 and the electron absorption spectra indicate that, 

starting from the second step of complexation of Cu
2+

 with the 1,2-dialkylimidazoles of interest, the 

central-ion coordination number decreases, probably from 6 to 4. The phenomenon is clearly favored 

by the presence of strongly-donor molecules of 2-ethylhexanol. The reactions can be described by the 

following equations: 
[Cu(NO3)2(H2O)2L2]  + S  ↔  [Cu(NO3)L2S]NO3   +  2 H2O 

[Cu(NO3)(H2O)2L3]NO3  + S   ↔  [CuL3S](NO3)2   +  2 H2O 

(3) 

(4) 

wherein S denotes the solvent molecule. 

This structural change in the coordination polyhedron leads to complexes which do not contain any 

water molecules in the Cu
2+

 coordination sphere; this facilitates their passage into the organic phase. 

The phenomenon may be of practical importance in the separation of Cu
2+

 from solutions which 

contain a mixture of cations such as Zn
2+

, Co
2+

, Ni
2+

 or Cd
2+

. These metals are often found in solid and 

liquid industrial waste [6, 7]. 

In [H-4] it was demonstrated that the process of solvent extraction of Cu
2+

 by means of 1,2-

dialkylimidazoles is considerably influenced by two phenomena: hydrophobic effect (depending on 

the length of the alkyl group (R1) connected with the nitrogen atom) and steric effect (caused by the 

presence of the alkyl substituent (R2) in position 2 of the imidazole ring. Moreover, it was 

demonstrated that the two effects can be intensified by selecting a solvent with a sufficiently high 

Gutmann donor number (DN) [H-4].  

The three effects may act additively, thus increasing the chances of passage of Cu
2+

 from the aqueous 

into the organic phase [H-4]. This is shown, first of all, by the decrease in the value of parameter pH1/2, 

which is of considerable practical importance, improving the percentage of metal extraction at lower 

extractant concentrations in both phases [H-4]. Moreover, the effect is indispensable in various 

environmental protection projects. 

 

• 1-alkyl-4-methylimidazoles as extractants of Cu(II) ions 

 
The objective of the next work [H-5] is well described by its title. My intention was to fully describe 

the process of formation and extraction of complexes by means of parameters which determine the 

phenomena. In these tests, extractants from another homologue series of alkyl derivatives of 

imidazoles: 1-alkyl-4-methylimidazoles (Fig. 6) were tested. The methyl substituent in position 4 

causes a clear steric effect in the formation of complexes with metal ions, so does the substituent in 

position 2 [H-2−H-5]. The phenomenon affects the values of stability constants (βn). 
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Fig. 6. The 1-alkyl-4-methylimidazoles used in the studies in work [H-5] 
 

The values for the Cu
2+

 complexes with 1-alkyl-4-methylimidazoles [H-5], are comparable with those 

obtained for 1-alkyl-2-methylimidazoles [H-3]. Owing to the hydrophobic effect resulting from the 

extension of the alkyl chain of the substituent in position 1, the steric effect of the substituent in 

position 4 as well as the solvent’s donor properties cause the Cu
2+

 complexes having the coordination 

number 4 and the shape of a distorted tetrahedron to pass into the organic phase in the extraction 

process. The phenomenon takes place especially in the complexation stages 2 and 3 for the complexes 

ML2 and ML3. The complexes are more readily extracted, as indicated by their high partition constants 



P2 and P3, in comparison with ML complexes, especially for longer alkyl groups in position 1 (the 

compound is more hydrophobic) and the solvent has a high donor number. For instance, in the case of 

p-xylene and 2-ethylhexanol having donor numbers of 1 and 48, respectively [100], for Cu
2+ 

complexes with 1-decyl-4-methylimidazole, the partition constants P2 are 160 and 700, respectively, 
whereas P3 is 430 and 1300, respectively. All the three phenomena described above facilitate the 

extraction of Cu
2+ 

and lead to lower values of pH1/2. This is of practical importance: the process is 

feasible at low concentrations of this new extractant (ligand) both in the organic and in the aqueous 

phase, which is desirable for the separation of Cu
2+ 

from mixtures with other cations. 

 

• 1-alkyl-2-methylimidazoles as extractants of Co(II) ions 

 

The testing methods and interpretation of the test results, mastered in the testing of Cu
2+

complexes 

with alkyl derivatives of imidazole, were used for testing Co
2+

 complexes with 1-alkyl-2-

methylimidazoles [H-7]; the formula of that type of molecules is shown in Fig. 3. The extractants used 

in this work [H-7] were compounds which, in position 1, had the following alkyl groups: n-C4H9, n-

C5H11, n-C6H13, n-C7H15, n-C8H17, n-C9H19, n-C10H21, and n-C12H25. The organic solvents were: 

methylene chloride, chloroform and 2-ethylhexanol. The testing conditions were the same as in the 

previous works. The extraction curves for Co
2+ 

complexes tended to shift very strongly toward lower 

pH values with the increase in the hydrophobicity of the extractant molecules (Fig. 1-3, in work H-7). 

The electron absorption spectra of the Co
2+

 complexes with 1-decylo-2-methylimidazole for both 

phases show that the absorption bands tended to shift toward higher wave lengths with the increase in 

pH of the aqueous phase (Fig. 7 and Fig. 8 in work H-7). There are two definite absorption maxima – 

for the wave lengths 520 and 570 nm – corresponding to the formation of 6- and 4-coordination 

complexes, respectively. The complexes have different colorations. The phenomenon is attributed to 

the steric effect of the methyl group in position 2 of the imidazole ring and takes place mainly in the 

complexation stages 2, 3 and 4. An increase in the summary stability constants is observed (Fig. 5 in 

work H-7) for their corresponding complexes of the type ML2, ML3, ML4 being formed in accordance 

with the equations below (6-8): 

 
[CoL2(H2O)4]

2+
 ↔ [CoL2(H2O)2]

2+
 + 2H2O 

[CoL3(H2O)3]
2+

 ↔ [CoL3(H2O)]
2+

 + 2H2O 

[CoL4(H2O)2]
2+

 ↔ [CoL4]
2+

 + 2H2O 

(5) 

(6) 

(7) 

 
Reaction equilibria for (6), (7) and (8) are definitely shifted to the right for higher ligand 

concentrations. Stability constants for the complexes being formed increase in the order: β1 < β2 < β3 < 

β4, and each calculated stability constant tends to increase slightly with an increase in the 

hydrophobicity of the ligand molecules. The extraction of Co
2+

 is favored by the formation of 

tetrahedron ↔ octahedron configuration equilibria, as suggested by high partition constants for the 

complexes, particularly P3 and P4 (Tab. 2 in work H-7). This provides favorable conditions for the 

extraction of Co
2+

, especially for its selective separation from cation mixture, for instance, from 

solutions with a content of Ni
2+

. This work provides substantial new information to descriptions of the 

process of formation of new complexes under excess ligand conditions and indicates the possibility of 

its application for the selective separation of the cobalt [89], in particular from nickel. 

 

• separation of Co
2+

, Ni
2+

, Cu
2+

 and Pd
2+

 ions by extraction 

 

Solvent extraction was shown in [H-7] to be an efficient method for the separation of Co
2+

, Ni
2+

, Cu
2+

 

and Pd
2+

 ions from chloride solutions. My experience, which I gained in studies on the extraction of 

Cu
2+

 and Cu
2+

 ions, enabled me to correctly choose the extractant (1-hexyl-2-methylimidazole), 

organic solvent (chloroform) and process conditions (temperature 25
o
C, ionic strength of the aqueous 

solution I = 0.5 mol/dm
3
, maintained with potassium chloride). The molecular structure and complex-

forming properties of 1-hexyl-2-methylimidazole enabled the selective separation of Pd
2+

 ions. In 

aqueous solution, the metal ions concerned are present in the form of octahedral aqua complexes 

[M(H2O)6]
2+

 [97]. However, after addition of chloride ions according to Equation (2), some of the ions 

changed the structure of the coordination zone so that the resulting zone was either flat or tetrahedral, 



depending on the structure of their 3d electronic subshell [97]. The effect was additionally intensified 

by the deliberately selected extractant (1-hexyl-2-methylimidazole) of which the structure, as 

described above, hindered the formation of octahedral complexes. The molecular-symmetry changes 

lead to higher total stability constants for the complexes (Tab. 1 in paper H-7). In practice, higher 
susceptibility to extraction is observed in the liquid-liquid system of complexes with a coordination 

number of 4 because, being less hydrated, they are more likely to pass into the organic phase; this is 

indicated by the partition constants of the complexes concerned, as shown in Table 2 in paper H-7. 

The highest partition constants are observed for the square planar complexes of Pd
2+

 with 1-hexyl-2-

methylimidazole (L) having the formula [PdL2S2] (S-solvent molecule), which I expected to occur 

when working on my study plan. The formation of this type of complexes during extraction was 

described by Ma and Dreiser in [101]. 

The percentage of metal extraction depends on the pH of the aqueous phase. The highest extraction 

percentages were obtained for pH=7.3 (Fig. 3 in H-7); the value poses no hazard to surface waters. 

The extraction percentage is 70% for Pd
2+

 and 40% for Cu
2+

. Only a small percentage of the Co
2+

 and 

Ni
2+

 ions tend to pass into the organic phase (not more than 10% and 5%, respectively). The highest 

separation coefficients (Table 3 in H-7] were obtained for the systems: Pd/Ni, Pd/Co, Cu/Ni, Cu/Co; 

they are 13.3 (for pH 5.4), 7.65 (for pH 5.4), 5.63 (for pH 7.0), 3.2 (for pH 7.33), respectively.  

The method of selective separation of palladium from the above mixtures was developed using model 

solutions in order to verify the feasibility of its recovery from waste arising in the processing of copper 

ore. 

 

Studies on transport across membranes doped with imidazole derivatives 

 

The above-mentioned extraction tests enabled me to optimum selection of carriers metals (alkyl 

imidazole derivatives) and conditions of the transport process using the methodology of the 

membrane. In his work imidazole derivatives I have applied to a selective isolation of ions of Cu
2+

 and 

Zn
2+

 with a mixture of Cu-Zn-Co-Ni [84−88,H-8−H-10] with a solution of chloride and nitrate in the 

transport through the membrane. On the imidazole derivatives as carriers also stressed by other 

authors [87]. They used 1-vinylimidazole for separating ions of Cu
2+

 and Fe
3+

 in the membrane 

transport of polyvinyl acetate [86]. 

In diluted aqueous solutions Zn
2+

, Co
2+

, Ni
2+

, Cu
2+

 ions form of stable aquacomplexes [M(H2O)6]
2+

, 

have either octahedral (Zn
2+

, Co
2+

, Ni
2+

) or pseudooctahedral structure (Cu
2+

) [97]. Their ionic radii 

and hydration energy are very similar (for Zn
2+

, Cu
2+

, Co
2+

 and Ni
2+

, the ionic radiuses are 74, 73, 

74.4, 69 pm [102], and hydration energy is 2940, 3000, 2920, 3000 kJ/mol [102]), respectively, so the 

separation and extraction of these cations from aqueous solutions is difficult. However, by rendering 

the metal ions in the form of complexes with ligands, other than water, it is possible to diversify their 

properties for use in their separation. 

 

• 1-alkylimidazoles as carriers in polymer inclusion membranes 

 

The possibility of using 1-alkylimidazoles (with the alkyl ranging from hexyl to decyl) as ion carrier 

for Zn
2+

, Cu
2+

, Co
2+

, and Ni
2+

 ions in the process of transport through polymer inclusion membranes 

(PIM) was investigated in [H-8]. The carrier’s general formula is shown in Fig. 2 [H-8]. The effect of 

carrier’s concentration in the membrane on the values of separation coefficients for the metal ions of 

interest was defined. The tests were intended to define the kinetic parameters and separation properties 

of 1-alkylimidazoles in the process of transport of non-ferrous metal ions. It was found that the Cu
2+

 

ions were best transported whereas nickel and cobalt ions were transported to a minor extent. At a 

temperature of 20
o
C and a pH of 6.0 for the donor phase, regardless of the alkyl chain length in the R 

carrier molecule, the ions were transported from nitrate solutions in the order: Cu
2+

 > Zn
2+

 > Co
2+

 > 

Ni
2+

. The highest values of the initial flux in the transport of Cu
2+

 were observed for 1-decylimidazole 

(7.03 μmol/m
2

•s). After a 24-hour transport process, that carrier also provided the highest metal 

recovery factors (RF) which, for the carrier’s concentration in the membrane of 1 mol/dm
3
, were as 

follows: 99.4% for Cu, 62.4% for Zn, 13.8% for Co and 10.7% for Ni, and for the carrier’s 

concentration in the membrane of 1.5 mol/dm
3
 they were: 99.8% for Cu, 93.1% for Zn, 56.4%, for Co 

and 50.0% for Ni. The higher the carrier’s concentration, the lower the selectivity of transport, 



therefore, its optimum concentration in the membrane was assumed to be 1 mol/dm
3
. The selectivity of 

transport of Cu
2+

 ions, as compared with the other metals decreases with an increase in the length of 

the alkyl substituent in akylimidazoles because the rate of ion transport for Zn
2+

, Co
2+

 and Ni
2+

 

increases. The highest values of selectivity coefficients for Cu
2+

/Zn
2+

, Cu
2+

/Co
2+

 and Cu
2+

/Ni
2+

 were 
obtained in the case of 1-hexylimidazole as carrier (for its 1 mol/dm

3
 concentration in the membrane): 

they are 4.3, 39.7 and 46.9, respectively (H-8). Ion selectivity coefficients are higher in the case of the 

nitrate than the chloride solutions [84], for which they are 3.7, 17.8 and 35.7, respectively, for a same 

carrier. The values of permeability coefficient (P) increase linearly with an increase in the carrier’s 

basicity. A similar linear correlation for 1-alkylimidazoles was obtained in the case of the chloride 

solutions [84]; this is in agreement with literature reports. 

 

• 1-hexyl-2-methylimidazole as carrier in polymer inclusion membranes 

 

In the previous work, 1-hexylimidazole was shown to be the best carrier, therefore, in my next work 

(H-9) I chose to investigate the steric effect, caused by the introduction of a methyl group in position 2 

of the carrier’s molecule (1-hexyl-2-methylimidazole), on the transport of Zn
2+

, Cu
2+

, Co
2+

, Ni
2+

 ions 

by polymer inclusion membranes (PIM) and by supported liquid membranes (SLM). The transport of 

binary mixtures (Cu
2+

-Zn
2+

, Cu
2+

-Co
2+

 and Cu
2+

-Ni
2+

) and of a quaternary mixture Zn
2+

-Cu
2+

-Co
2+

-

Ni
2+

 in nitrate solutions was tested at a temperature of 20
o
C, at a pH = 6.0 of the donor phase. The 

transport of the investigated ions through SLM decreases in the order: Cu
2+

 > Zn
2+

 > Co
2+

 > Ni
2+

, 

whereas that through PIM does in the order Cu
2+

 > Zn
2+

 > Co
2+

,Ni
2+

. The Cu
2+

 ions are best 

transported through both membrane types. 

The transport process consists in carrying a neutral ion pair resulting from the reaction of carrier (L) 

with the metal ion (M
2+

):  

[M(H2O)6]
2+

 + L + 2 NO3⁻  ↔  [M(H2O)6-nLn](NO3)2 (8) 

This provides a hydrophobic complex which diffuses through the membrane. The metal ion is released 

into the acceptor phase and the carrier diffuses further through the membrane into the donor phase. 

The transfer mechanism is in agreement with the mechanism reported in the literature [56-58]. The 

values of selectivity coefficients for Cu
2+

/Zn
2+

, Cu
2+

/Co
2+

 and Cu
2+

/Ni
2+

 in binary mixtures are 1.9, 6.6 

and 8.7, respectively, for SLM and 3.0, 12.9 and 13.6, respectively, for PIM. For the quaternary 

mixture Zn
2+

-Cu
2+

-Co
2+

-Ni
2+

, the initial fluxes of the Ni
2+

 and Co
2+

 ions in the transport through PIM 

are small and equal to each other. The phenomenon is caused by the carrier’s properties. The steric 

effect of the methyl group hinders the formation of Co
2+

 and Ni
2+

 complexes and shifts the reaction 

equilibrium for (8) to the left. Selectivity coefficients for Cu
2+

/Zn
2+

, Cu
2+

/Co
2+

,Ni
2+

 are 3.1 and 15.1, 

respectively, in the case of PIM and those for Cu
2+

/Zn
2+

, Cu
2+

/Co
2+

 and Cu
2+

/Ni
2+

 in the case of SLM 

are lower: 1.7, 9.6 and 10.4, respectively. 

The recovery factor (RF) in the case of copper after a 24-hour transport through PIM is 95.1%, and its 

value for SLM is 78%. For zinc, RF is ab. 53% – comparable for both membrane types. Cobalt and 

nickel ions practically stay in the donor phase. This is not undesirable: after separating copper and 

nickel, their solution can be subjected to separation by means of membrane transport using 1-

hexylimidazole as carrier. 

 

• 1-decyl-4-methylimidazole as carrier in polymer inclusion membranes 

 

In [H-10], the transport of Zn
2+

, Cd
2+

, Co
2+

, Ni
2+

 through polymer inclusion membranes (PIM) and 

supported liquid membranes (SLM) with 1-decyl-4-methylimidazole as carrier [H-10] was 

investigated. The transport of binary mixtures (Zn
2+

-Co
2+

, Zn
2+

-Cd
2+

 and Zn
2+

-Ni
2+

) and the quaternary 

mixture Zn
2+

-Cd
2+

-Co
2+

-Ni
2+

 in chloride solutions was investigated at a temperature of 20
o
C, at a 

pH=6.0 for the donor phase. The ions transport through SLM decreases in the order: 

Zn
2+

>Cd
2+

>Co
2+

,Ni
2+

; for PIM the order is slightly different: Zn
2+

>Cd
2+

>Ni
2+

>Co
2+

. The calculated 

selectivity coefficients for Zn
2+

/Co
2+

, Zn
2+

/Cd
2+

 and Zn
2+

/Ni
2+

 for the transport through PIM are higher 

than those through SLM under same conditions: 27.3, 7.9 and 22.4, respectively. 

For the quaternary mixture, the recovery factor (RF) for zinc after a 24-hour transport process was 

96.9% whereas from the binary mixtures, zinc was recovered with a nearly 99% efficiency. So high a 



recovery of zinc results from the structure of the carrier molecule (1-decyl-4-methylimidazole). Zinc 

readily forms 4-coordination complexes with carriers having a steric hindrance in their molecules 

according to the equation:  

[Zn(H2O)6]
2+

 + nL ↔  [Zn(H2O)4-nLn]
2+

 + (2+n)H2O (9) 

in which L denotes a 1-decyl-4-methylimidazole molecule. 

In addition to the 6-coordionation complexes, Co
2+

 and Cd
2+

 ions form also 4-coordination ones. The 

latter are formed at higher (third and fourth) complexation stages [62], therefore, higher carrier’s 

concentrations are required for their formation. 

The Ni
2+

 have a rigid coordination sphere, they form 6-coordination complexes and are virtually not 

carried through this type of membranes at all. This is advantageous in the aspect of separation of 

metals because the ions practically stay in the donor phase. 

This work is a development and novelty in studies on the separation of metals in the process of 

transport through membranes. 

 

Recovery of zinc from waste: practical aspects in environmental protection 

 

The zinc-and-lead industry in Poland has for centuries had a history of one based on mining and 

metallurgy. However, the imminent depletion of the mining resources indicates that the future of the 

industry belongs either to the import of ores or to the recovery of zinc from zinc-bearing materials. 

The demand on metals has been growing irregularly since 2004, occasionally being higher than the 

supply, causing price increases on markets (the current prices of metals are shown in Table 1). The use 

of zinc in various industries has also been increasing, including those in the manufacture of alloy-

based, anti-corrosive protective coatings for use in the motor industry [103,104]. At present, zinc 

metallurgy is based on the recirculation of materials with a high content of zinc, including waste 

materials arising in copper metallurgy. However, the zinc industry needs materials with a Zn content 

of 20% or higher [7, 105], therefore, the valuable metal must be recovered from materials having a 

lower Zn content. 

 

• recovery of zinc from industrial waste 

 

In [H-11], the possibility of the recovery of zinc from metallurgical waste arising in zinc production, 

which is disposed of by landfilling. The content of zinc in the sludge was 10-13%. Given the quantity 

of such waste and the market prices of pure metals, zinc recovery is cost-effective and desirable from 

the point of view of environmental protection. 

The method of leaching by means of acids and basic solutions was tested [105,107,H-11,H-12]. 

Considering their effectiveness, the leaching solutions are ranked as follows: concentrated NH3(aq) 

solution (10.5% Zn), 2 mol/dm
3
 HNO3 solution (10% Zn), 30% NaOH solution (10% Zn), 2 mol/dm

3
 

H2SO4 solution (9,5%), 2 mol/dm
3
 HCl solution (9%) and 80% lactic acid solution (8%). However, the 

selectivity of the process of leaching by means of strong acids (HCl, HNO3, H2SO4), was not high 

enough because the acids leached out Cd, As, Cr, Cu, Fe, Ni and Pb in addition to zinc. Thus, the best 

leaching agents were: concentrated ammonia solution, 30% NaOH solution, and 80% lactic acid 

solution. 

Treating the sludge with ammonia is described by the following reaction:  

[M(H2O)6]
2+

 + 4NH3(aq) ↔ [M(NH3)4]
2+

 + 6 H2O (10) 

which results in metal ammine complexes passing into the aqueous solution. In addition to zinc 

(10.5%), about 1% copper is leached out of the sludge. 

Leaching by means of soda lye solution is described by the equation below: 

ZnO + H2O + 2OH‾ ↔ [Zn(OH)4]
2

¯
 

(11) 

Small amounts of As, Cu, Cr and Pb are leached out as well. 

Zinc was separated electrolytically from spent leaching solutions (92-99% of the metal was deposited 

on the cathode) and by solvent extraction in a liquid-liquid system, using tributylphosphate (TBP) for 



acidic solutions and 1-decyl-2-methylimidazole for basic solutions. The two extractants were each 

dissolved in toluene. 

In the extraction process, zinc is carried into the toluene solution by means of the extractant (RH). The 

process is described by the equation below: 

 

4(L)org + [Zn(H2O)6]
2+

 + 2A⁻ ↔ (ZnL4A2)org  + 6 H2O
 

(12) 

The extractant can be recovered from the organic phase during re-extraction or extraction by means of 

sulfuric acid (equation (14)) or ammonia whereas the zinc ions stay in the aqueous phase. 

 

(ZnL4A2)org + 2H
+
 ↔ 4L + 2(HA)org + Zn

2+ 
(13) 

When TBP was used as the extractant at a pH of ab. 2.7, zinc recovery was 99%, while using 1-decyl-

2-methylimidazole at a pH in the range 7.5-8.0 resulted in zinc recoveries in the range 96-99%. 

The very high recovery of zinc indicates that the above studies are prospective and potentially highly 

successful in the practice of metal recovery. 

 

• zinc recovery from copper production waste 

 

[H-12] is a report on the possibility of zinc recovery from spent neutralization sludge from a waste 

treatment plant at a copper production facility (80 Mg/day). The material was found to have had a 

considerable content of zinc (11-13%), iron (ab. 6%) and a low content of non-ferrous metals (ab. 22% 

Ca, ab. 1.5% Cu, ab.1.3% As, ab. 1% Pb, ab. 0.5% Cd and Cr, as well as ab. 0.1% Al, Co and Ni). The 

sludge has been kept in several waste storage tanks for several years. At the end of the year 2007, its 

amount was 8881.1 tons [108]. Interest in recovering the metals which accompany copper ores is 

mainly due to the necessity to minimize production waste. 

The method used was similar to that reported in [H-11]: leaching by means of acids (HCl, HNO3), 

alkaline solutions (NaOH, NH3(aq)) and salt solutions (NH4Cl, NH4SCN, KI) [105,106, H-11,H-12]. 

The leaching agents are classified by efficiency in zinc recovery as follows: 2 mol/dm
3
 HCl solution 

(12.71% Zn), 2 mol/dm
3
 HNO3 solution (12.54% Zn), ammonium buffer (9.74% Zn), 30% NaOH 

solution (9.38% Zn), concentrated NH3(aq) solution (5.49% Zn). On the other hand, leaching by means 

of strong acids (HCl, HNO3), was not sufficiently selective, therefore, the optimum leaching agents 

appeared to be: ammonium buffer, 30% NaOH solution, and concentrated ammonia solution. 

However, in addition to zinc, they resulted in the leaching out of ab. 1% calcium which has to be 

separated from the solution by precipitation, for instance, by means of calcium sulfate which, being 

characterized by low solubility, will pass into waste almost entirely. The efficiency of NH4Cl, 

NH4SCN solutions is very low: they leach out ab. 1.5% zinc, whereas that of KI solution is negligent. 

Zinc can be recovered electrolytically from the solutions, except that the following is removed 

beforehand: 

a) Fe(III) ions, for instance, by precipitation in the form of jarosite: 

 

3Fe2(SO4)3 + Na2SO4 + 12H2O ↔ 2NaFe3(SO4)2(OH)6 + 6H2SO4 
 

(14) 

b) ions of more-eletropositive cations (Me= Cu, Pb, Ni, Cd....), for instance, in cementation by 

means of zinc dust: 

 

M
n+

 + n/2 Zn
0
 ↔ M

0
 + n/2 Zn

2+
 
 

(15) 

The rate of chemical dilution of zinc is so low that it does not compete with the cementation process. 

Moreover, zinc can be recovered by selective extraction by means of an industrial extractant, such as 

diethylhexaphosphoric acid (D2EHPA) [109] after dissolving it in kerosene: 

 

2(RH)kerosene + Zn
2+

 ↔ (R2Zn)kerosene + 2H
+
 
 

(16) 

or by means of alkyl derivatives of imidazole [H-11]. The extraction process takes place in accordance 

with the equation (12).  



The studies reported in [H-12] were conducted as part of the Innovative Economy Operational 

Program 2007-2013, Measure 1.4, Project UDA-POIG.01.04.00-30-012-/10-00. 

 
Summary and conclusions 

 

Summing up, metal complexes with imidazole derivatives have extremely interesting properties 

whereby they are distinguished from complexes with other ligands (for instance, with pyridine and its 

derivatives). It was shown that the complex-forming properties of alkyl imidazoles can easily be 

diversified. Differences with respect to the formation process, structure, and stability of their 

complexes with metal cations can be used for their effective separation. An innovative aspect of the 

studies was to use those properties for the selective separation of Cu, Zn and Co from other metals by 

solvent extraction and membrane techniques, using a variety of separation methods. 

It was shown that the complex-forming properties of alkyl derivatives of imidazole are diversified by 

the following effects:  

o steric effect (substituents in position 2 or 4), 

o hydrophobic effect caused by the length of the substituent in position 1, 

o the presence or absence of the πM→L component in the coordination bond. 

Moreover, it was shown that the phenomena are able to affect the stability and structure of the 

coordination sphere of certain d-electron metals, thus facilitating their separation, both by means of 

solvent extraction and membrane techniques. It was also demonstrated that the organic solvent having 

a high donor number is able to participate in the establishing of configurational equilibria, thereby 

improving the extraction efficiency. The complex-forming properties of alkyl imidazoles particularly 

facilitate the separation of copper from other transition metals, both by solvent extraction and with the 

use of membrane techniques. Moreover, I demonstrated that selectivity of transport across polymer 

inclusion membranes does not only depend on the composition of the donor phase (pH, concentration 

of metals) and composition of the acceptor phase (distilled water or acid solution), but also on the 

membrane composition and morphology. 

In particular, my studies relate to the possibility of separation of non-ferrous metals from model 

solutions and from waste solutions having a low metal content, such as those arising in waste 

treatment processes, regeneration of pickling solutions  and spent electrolysis solutions, and by 

leaching the starting materials with a low metal content (such as metallurgic and industrial waste), 

which is essential for the removal of toxic contaminants in environmental protection. 

Using the steric effect of the extractant (carrier) and donor properties of the solvent, it is possible, 

specifically, to provide conditions for the selective separation of cations of those metals which change 

the structure of the coordination polyhedron from octahedral to tetrahedral. The group comprises 

cobalt, zinc and cadmium, in addition to copper and palladium. In particular, cadmium is highly 

undesirable in the solutions and has to be removed because of the environmental hazard it poses. 

Therefore, my studies, which are described in my habilitation dissertation and which concern both the 

extraction systems based on alkyl imidazole extractants and the process of transport through polymer 

inclusion membranes containing alkyl derivatives of imidazole as carriers, are in agreement with the 

predominant global trends of searching for effective and selective methods for the separation of 

mixtures containing heavy metal compounds. Patent applications have been applied for in the Polish 

Patent Office and the European Patent Office for my innovative studies [93-95]. 

 
References 

1. (red.) Siepak J.: Problemy analityczne oznaczania rtęci i jej form specjacyjnych w próbkach 

środowiskowych. Wyd. Naukowe UAM, Poznań 2003 

2. Siepak J.: Analiza specjacyjna metali w próbkach wód i osadów dennych. Wyd. Naukowe UAM, Poznań 

1998 

3. Frankowski M., Zioła-Frankowska A.: Analiza specjacyjna i frakcjonowanie glinu w próbkach 

środowiskowych. Wyd. Naukowe UAM, Poznań 2010 

4. Świeczko-Żurek B.: Biomateriały. Wydawnictwo Politechniki Gdańskiej, Gdańsk 2009 



5. Duffus J.H.: "Heavy metals" a meaningless term? (IUPAC Technical Report). Pure Applied Chemistry, 

2002, 74 (5), 793-807. 

6. Kucharski M.: Recykling metali nieżelaznych. Wydawnictwa AGH, Kraków, 2010 

7. Ulewicz M., Siwka J.: Procesy odzysku i recyklingu wybranych materiałów. Wydawnictwo Wydziału 

Inżynierii Procesowej, Materiałowej i Fizyki Stosowanej Politechniki Częstochowskiej, Częstochowa, 

2010 

8. Szyczewski P., Siepak J., Niedzielski P., Sobczyński T.: Research on heavy metals in Poland. Polish 

Journal of Environmental Studies, 2009, 18, 755-768. 

9. Jha M.K., Kumar V., Jeong J., Lee J.: Review on solvent extraction of cadmium from various solutions. 

Hydrometallurgy, 2012, 111-112, 1-9. 

10. http://hutnictwo.wnp.pl/notowania/metale/ 

11. Kopacz S., Wis S.: Metody otrzymywania metali. Oficyna Wydawnicza Politechniki Rzeszowskiej, 

Rzeszów, 1996 

12. Jeżowska-Trzebiatowska B., Kopacz S., Mikulski T.: Pierwiastki rzadkie. Wydawnictwo Politechniki 

Wrocławskiej, Wrocław, 1976 

13. Cote G.: Hydrometallurgy of Strategic Metals. Solvent Extraction and Ion Exchange, 2000, 18(4), 703-

727 

14. Szymanowski J.: Ekstrakcja miedzi hydroksyoksymami. PWN, Warszawa, 1990 

15. Sohn H.Y., Wadsworth M.E.: Rate Processes of Extractive Metallurgy. Plenum Press, London, 1979 

16. Rousseau R.W., Handbook of separation process technology. Jon Wiley & Sons, 1987 

17. Murthy T.K.S., Koppiker K.S., Gupta C.K.: Solvent Extraction in Extractive Metallurgy, w: Li N.N., 

Navratil J.D. (ed.): Recent Developments in Separation Science. CRS Press, Florida 1986 

18. Habashi F.: Handbook of extractive metallurgy. Weinheim Wiley-VCH, 1997 

19. Habashi F.: Textbook of Hydrometallurgy. Metallurgie Extractive Quebec, Quebec, 1999 

20. Anthony M.T., Flett D.S.: Hydrometallurgy — an environmentally sustainable technology? 

Hydrometallurgy`94, Chapman &Hall, 1994, str. 13–26 

21. Murakami H., Nishihama S., Yoshizuka K.: Separation and recovery of gold from waste LED using ion 

exchange method. Hydrometallurgy, 2015, 157, 194-198 

22. Zainol Z., Nicol M.J.: Comparative study of chelating ion exchange resins for the recovery of nickel and 

cobalt from laterite leach tailings. Hydrometallurgy, 2009, 96, 283-287 

23. Mendes F.D., Martins A.H.: Recovery of nickel and cobalt from acid leach pulp by ion exchange using 

chelating resin. Minerals Engineering, 2005, 18, 945-954 

24. Murayev M., Fomchenko N.V., Usoltsev E.A., Vasilyev E.A., Kondrat’eva T.F.: Leaching of copper and 

zinc from copper converter slag flotation tailings using H2SO4 and biologically generated Fe2(SO4)3. 

Hydrometallurgy, 2012, 119-120, 40-46 

25. Polat H., Erdogan D.: Heavy metal removal from waste waters by ion flotation. Journal of Hazardous 

Materials, 2007, 148, 267-273 

26. Baczyńska M., Regel-Rosocka M., Wiśniewski M.: Zastosowanie polimerowych membran inkluzyjnych 

w procesie transportu jonów metali. Przemysł Chemiczny, 2013, 92, 928-935  

27. Wieczorek P.P., Liquid membranes as a useful method for separation and purification of mixtures. 

Przemysł Chemiczny, 2007, 86, 996-1000 

28. Lenarcik B., Radzymińska E.: Studies on extraction of Cd(II) complexes with some alkylimidazoles in 

liquid-liquid system. X International Symposium on Physico-chemical Methods of the Mixtures 

Separation “ARS SEPARATORIA”, Pieczyska k/Koronowa 1995 

29. Radzymińska-Lenarcik E.: Alkilopochodne imidazolu jako ligandy kompleksotwórcze i reagenty 

ekstrakcyjne dla jonów Cu(II) i Cd(II). Sprawozdawcze Seminarium Naukowe SSN – WTiICh, ATR, 

Bydgoszcz 1997 



30. Lenarcik B., Radzymińska-Lenarcik E., Żytelewska E.: The distribution of Cu(II) complexes with some 

purely soluble in water 1-alkylimidazoles between water and organic phases. XIIIth International 

Symposium on Physico-chemical Methods of the Mixtures Separation ”Ars Separatoria 98”, Gniew 15-18 

lipiec 1998 

31. Lenarcik B., Radzymińska-Lenarcik E., Młodzik A.: Investigations of distribution of Cu(II) complexes 

with some 2-alkylimidazoles in two-phase systems. XIIIth International Symposium on Physico-chemical 

Methods of the Mixtures Separation ”Ars Separatoria 98”, Gniew 15-18 lipiec 1998 

32. Radzymińska-Lenarcik E., Lenarcik B.: The effect of solvent on composition of extractable Cu(II) 

complexes with sparingly soluble alkylimidazoles. XIVth International Symposium on Physico-chemical 

Methods of the Mixtures Separation ”Ars Separatoria 99”, Gniew 5-8 lipiec 1999 

33. Radzymińska-Lenarcik E., Lenarcik B.: The influence of the steric effect and alkyl chain length on the 

extraction of Cu(II) complexes with 1-alkyl-2-ethylimidazoles. XVIth International Symposium on 

Physico-chemical Methods of the Mixtures Separation ”Ars Separatoria 2001”, Borówno k/Bydgoszczy 

20-23 czerwiec 2001 

34. Radzymińska-Lenarcik E.: Complexing and extracting properties of 1-alkyl-2-methylimidazole. XVIIth 

International Symposium on Physico-chemical Methods of the Mixtures Separation ”Ars Separatoria 

2002”, Borówno k/Bydgoszczy 17-20 czerwiec 2002 

35. Lenarcik B., Ojczenasz P., Kierzkowska A., Radzymińska-Lenarcik E., Rauckyte T.: Comparison of 

parametres determining extraction process of the complexes of Co(II), Ni(II), Cu(II) and Zn(II) with 

homologous series 1-alkylimidazole. XVIIIth International Symposium on Physico-chemical Methods of 

the Mixtures Separation ”Ars Separatoria 2003”, Złoty Potok k/Częstochowy 10-13 czerwiec 2003 

36. Radzyminska-Lenarcik E.: Differentiation of extraction properties of sparingly soluble alkylimidazoles 

towards metal ions. XIX Ogólnopolska Konferencja Inżynierii Chemicznej i Procesowej, Rzeszów 2007 

37. Radzyminska-Lenarcik E., Lenarcik B.: The influence of organic solvents on extraction of Cd(II) 

complexes with 1,2-dialkylimidazole. XXIII-th International Symposium on Physicochemical Methods of 

Separation “Ars Separatoria 2008”, Toruń 6-9 lipiec 2008 

38. Radzyminska-Lenarcik E., Lenarcik B.: Search for conditions of selective extraction of the Co(II), 

Ni(II), Zn(II) and Cu(II) 1-alkylimidazole complexes. XXV-th International Symposium on 

Physicochemical Methods of Separations “Ars Separatoria 2010”, Toruń 4-7 lipiec 2010 

39. Radzyminska-Lenarcik E.: Influence of the solvent donor number on the O/W partition ratio of Cu(II) 

complexes of 1,2-dialkylimidazoles. Chemical Papers, 2011, 65, 226-232 

40. Radzyminska-Lenarcik E., Witt K.: 1-Hexyl-2-methylimidazole as a selective extractant of some 

transition metals. Young Scientists Towards the Challenges of Modern Technology, Warszawa, 22–24 

wrzesień 2014 

41. Radzyminska-Lenarcik E., Ulewicz M.: Application of polymer membranes with 1-alkyl-4-methyl-

imidazole for recovery of zinc from waste. III-rd International Conference on Methods and Materials for 

Separation Processes “Separation Science – Theory and Practice 2015”, Karpacz 6-10 wrzesień 2015 

42. Sulewski M., Radzyminska-Lenarcik E.: Recovery of heavy metals from waste sludges. In: Proceedings 

of the 41-st International Conference of Slovak Society of Chemical Engineering 2014, Tatranské 

Matliare, Slovakia, p. 282-291 

43. Stepnowski P., Synak E., Szafranek B., Kaczyński Z.: Techniki separacyjne. Wydawnictwo Uniwersytetu 

Gdańskiego, Gdańsk 2010 

44. Rydberg J., Musakis C.K., Chopin G.R.: Principles and Practices of Solvent Extraction. M. Dekker Inc., 

New York, 1992 

45. Apostoluk W.: Równowagi ekstrakcji metali kwasami karboksylowymi. Wydawnictwo Politechniki 

Wrocławskiej, Wrocław, 1993 

46. Borowiak-Resterna, A.. Pirydynokarboksyamidy jako ekstrahenty miedzi(II) z roztworów chlorkowych. 

Przemysł Chemiczny, 2006, (8-9), 569-573 

47. Erna M.: Use of Solvent Extraction for the Removal of Heavy Metals from Liquid Wastes. Environmental 

Monitoring and Assessment, 1995, 34(2), 151-162 



48. Pośpiech B., Walkowiak W.: Zastosowanie tlenku trioktylofosfiny do separacji jonów metali z roztworów 

wodnych. Przemysł Chemiczny, 2009, (2), 168-171 

49. Dakshinamoorthya A., Dhamia P.S., Naika P.W., Dudwadkara N.L., Munshia S.K. Deya P.K., 

Venugopalb V.: Separation of palladium from high level liquid waste of PUREX origin by solvent 

extraction and precipitation methods using oximes. Desalination, 2008, 232(1-3), 26–36 

50. du Preez J.G.H.: Recent Advances In Amines As Separating Agents For Metal Ions. Solvent Extraction 

and Ion Exchange, 2000, 18, 679-701 

51. Ruhela R., Sharma J. N., Tomar B. S., Murali M. S., Hubli R. C., Suri A. K.: Dithiodiglycolamide: novel 

ligand with highest selectivity and extractability for palladium. Tetrahedron Letters, 2011, 52(30), 3929–

3932 

52. Chun S., Dzyuba S.V, Bartsch R.A: Influence of Structural Variation in Room-Temperature Ionic Liquids 

on the Selectivity and Efficiency of Competitive Alkali Metal Salt Extraction by a Crown Ether. 

Analytical Chemistry, 2001, 73(15), 3737–3741 

53. Hung N.T., Watanabe M., Kimura T.: Solvent Extraction of Palladium(II) with Various Ketones from 

Nitric Acid Medium. Solvent Extraction and Ion Exchange, 2007, 25(3), 407-416 

54.  Borowiak-Resterna A., Chlebowska H., Giezek M.: Zinc extraction from chloride solutions with N-alkyl- 

and N,N-dialkylpyridinecarboxamides. Hydrometallurgy, 2010, 103, 158-166 

55. Cupery M.E.: N-Imidazole Compounds and Their Complex Metal Derivatives. US Patent, 3843667, 

October 22, 1974 

56. Schakers J.M., du Preez J.G.H.: Solvent Extraction Mixture Comprising Substituted Imidazole or 

Benzimidazole for the Purification of Groups of Base Metals. US Patent, US 20040208808 A1, October 

21, 2004 

57. Jha M.K., Kumar V., Singh R.J.: Solvent extraction of zinc from chloride solutions. Solvent Extraction 

and Ion Exchange, 2002, 20, 389-405 

58. Wang L.K., Hung Y.T., Shammas N.K.: Handbook of Enviromental Engineering. vol.4: Advanced 

Physicochemical Treatment Processes. The Homana Press Inc., Totowa, NJ, 2006 

59. Rydberg J.: On the complex formation between thorium and acetylacetone. Acta Chemica Scandinavica, 

1950, 4, 1503-1522 

60. Lenarcik B., Ojczenasz P.: Investigation of the Stability Constants of Co(II) Complexes with a 

Homologous Series of 1-Alkylimidazoles in Aqueous Solution by Using a Partition Method with Several 

Solvents. Separation Science and Technology, 2004, 39, 199-226 

61. Lenarcik B., Ojczenasz P., Kopkowski A.: The Influence of the Alkyl Chain Length and Steric Effect on 

Stability Constants and Extractability of Co(II) Complexes with 1-Alkyl-4(5)-methylimidazoles. 

Separation Science and Technology, 2006, 41, 1697-1724 

 

62. Lenarcik B., Rauckyte T.: The Influence of Alkyl Length on Extraction Equilibria of Ni(II) Complexes 

with 1-Alkylimidazoles in Aqueous Solution/Organic Solvent Systems. Separation Science and 

Technology, 2004, 39, 3353-3372 

63. Radzyminska-Lenarcik E.: Search for the possibility of utilizing the differences in complex-forming 

capacities of alkylimidazoles for selective extraction of some metal ions from aqueous solutions. Polish 

Journal of Chemical Technology, 2008, 10, 73-78. 

64. Lenarcik B., Kierzkowska A.: The Influence of Alkyl Length on Stability Constants of Zn(II) Complexes 

with 1-Alkylimidazoles in Aqueous Solutions and Their Partition Between Aqueous Phase and Organic 

Solvent. Solvent Extraction and Ion Exchange, 2004, 22, 449-471. 

65. Lenarcik B., Kierzkowska A.: The Influence of Alkyl Chain Length and Steric Effect on Extraction of 

Zinc(II) Complexes with 1-Alkyl-2-methylimidazoles. Solvent Extraction and Ion Exchange, 2006, 24, 

433-445 

66. Lenarcik B., Kierzkowska A.: The Influence of Alkyl Chain Length and Steric Effect on Stability 

Constants and Extractability of Zn(II) Complexes with 1-Alkyl-4(5)-methylimidazoles. Separation 

Science and Technology, 2004, 39, 3485-3508 



67. Kołtuniewicz A.B., Drioli E.: Membranes in clean technologies. Wiley-VchVerlag GmBH, Weinheim 

2008 

68. Bodzek M., Konieczny K.: Usuwanie zanieczyszczeń nieorganicznych ze środowiska wodnego metodami 

membranowymi. Wydawnictwo Seidel-Przywecki, Warszawa 2011 

69. Bakalár T., Búgel M., Gajdošová L.: Heavy metal removal using reverse osmosis. Acta Montanistica 

Slovaca, 2009, 14, 250-253 

70. Korus I.: Wykorzystanie ultrafiltracji wspomaganej polimerami do separacji jonów metali ciężkich. 

Wydawnictwo Politechniki Śląskiej, Gliwice 2012 

71. Ceynowa J.: Membrany selektywne i procesy membranowe. w: Membrany: Teoria i Praktyka. Zeszyt 1. 

pod red. R. Wódzki, Fundacja Rozwoju Wydziału Chemii, Uniwersytet Mikołaja Kopernika, Toruń, 2003 

72. Walkowiak W., Kozłowski C., Pellowski W.: Zastosowanie polimerowych membran inkluzyjnych do 

wydzielania i separacji jonów metali. w: Membrany: Teoria i Praktyka. Zeszyt 1. pod red. R. Wódzki, 

Fundacja Rozwoju Wydziału Chemii, Uniwersytet Mikołaja Kopernika, Toruń, 2003 

73. Szymanowski J.: Wybrane fizykochemiczne aspekty wydzielania jonów metali. w: Membrany: Teoria i 

Praktyka. Zeszyt 1. pod red. R. Wódzki, Fundacja Rozwoju Wydziału Chemii, Uniwersytet Mikołaja 

Kopernika, Toruń, 2003 

74. Michalak A., Radzyminska-Lenarcik E.: Polymer membranes pertraction of copper(II) and zinc(II) from 

liquid solutions by 1-heptyl-2-methylimidazole. XIII Ogólnopolska szkoła Membranowa ”Innowacyjne 

rozwiązania w membranowych procesach rozdzielczych”, Toruń-Przysiek 18-21października 2015 

75. Radzyminska-Lenarcik E., Ulewicz M.: Comparison transport of Co(II), Ni(II), Cu(II) and Zn(II) ions 

across a polymer inclusion membrane containing 1-octylimidazole and 1-octyl-2-methylimidazole as the 

carrier. In: Proceedings of the 40-th International Conference of Slovak Society of Chemical Engineering 

2013, Tatranské Matliare, Slovakia, p. 717-727 

76. Radzyminska-Lenarcik E., Ulewicz M.: Selektywny transport jonów Cu(II) przez polimerowe 

membrany inkluzyjne zawierające 1-heksyloimidazol. Monografie Komitetu Inżynierii Środowiska PAN 

“Membrany i procesy membranowe w ochronie środowiska” Gliwice 2010, Nr 66,Tom I, str. 141-149 

77. Ulewicz M., Radzyminska-Lenarcik E.: Separacja jonów metali nieżelaznych w procesie transportu 

przez polimerowe membrany inkluzyjne zawierające pochodne alkiloimidazolu. Monografie Komitetu 

Inżynierii Środowiska PAN, „Membrany i Procesy Membranowe w Ochronie Środowiska” Gliwice 2010, 

Nr 66 (Tom 2) str. 297-304 

78. Radzyminska-Lenarcik E., Ulewicz M.: Selective transport of Zn2+ ions cross a polymer inclusion 

membrane (PIM) doped with 1-decylimidazole. In: Proceedings of the 39-th International Conference of 

Slovak Society of Chemical Engineering 2012, Tatranské Matliare, Slovakia, p. 724-732 

79. Radzyminska-Lenarcik E., Ulewicz M.: The use of the steric effect of the carrier molecule in the 

polymer inclusion membranes for the separation of non-ferrous metal ions. In: Proceedings of the 41-st 

International Conference of Slovak Society of Chemical Engineering 2014, Tatranské Matliare, Slovakia, 

p. 292-304 

80. Radzyminska-Lenarcik E., Ulewicz M.: Selectivity of Cu(II) transport across polymer inclusion 

membranes doped with 1-alkyl-2-methylimidazoles. In: Proceedings of the 42-nd International 

Conference of Slovak Society of Chemical Engineering 2015, Tatranské Matliare, Slovakia, p. 224-235 

81. Radzyminska-Lenarcik E., Ulewicz M.: The use of the steric effect of the carrier molecule in the 

polymer inclusion membranes for the separation of cobalt(II), nickel(II), copper(II), and zinc(II) ions. 

Polish Journal of Chemical Technology 2015, 10, 73-78 

82. Ulewicz M., Sadowska K., Biernat J.F.: Facilitated transport of Zn(II), Cd(II) and Pb(II) across polymer 

inclusion membrane doped with imidazole azocrown ethers. Desalination, 2007, 214, 352-364 

83. Ulewicz M., Szczygelska-Tao J., Biernat J.F.: Selectivity of Pb(II) transport across polymer inclusion 

membranes doped with imidazole azothiacrown ethers. Journal of Membrane Science, 2009, 344, 32-38 

84. Ulewicz M., Radzyminska-Lenarcik E.: Transport of metal ions across polymer inclusion membrane 

with 1-alkylimidazole. Physicochemical Problems of Mineral Processing, 2011, 46, 199-130 



85.  Ulewicz M., Radzyminska-Lenarcik E.: Application of supported and polymer membrane with 1-decyl-

2-methylimidazole for separation of transition metal ions. Physicochemical Problems of Mineral 

Processing, 2012, 48, 91-102 

86. Ajji Z., Ali A.M.: Separation of copper ions from iron ions using PVA-g-(acrylic acid/N-vinyl imidazole) 

membranes prepared by radiation-induced grafting. Journal of Hazardous Materials, 2010, 173, 71-74 

87. Radzymińska-Lenarcik E., Ulewicz M.: The use of 1-alkylimidazoles for selective separation of zinc 

ions in the transport  process across polymer inclusion membrane. Physicochemical Problems of Mineral 

Processing, 2014, 50, 131−142 

88. Ulewicz M., Radzymińska-Lenarcik E.: Application of polymer inclusion membranes doped with 1-

hexyl-4-methylimidazole for pertraction of zinc(II) and other transition metal ions. Physicochemical 

Problems of Mineral Processing, 2015, 51, 447-460 

89. Radzymińska-Lenarcik E., Wasilewska A.: Nickel-cobalt separation by solvent extraction method. 

Challenges of Modern Technology 2015, 6, 20-23 

90. Lenarcik B., Kurdziel K.: Stability and Structure of Transition Metal Complexes of Azoles in Aqueous 

Solutions. Part XXV. The Effect of the Size and Position of an Alkyl Substituent on the Stability and 

Structure of Alkylimidazole Complexes. Polish Journal of Chemistry, 1982, 56, 3-14 

91. Lenarcik B., Ojczenasz P.: The Influence of the Size and Position of the Alkyl Groups in Alkylimidazole 

Molecules on Their Acid – Base Properties. Journal of Heterocyclic Chemistry, 2002, 39, 287-290. 

92. Barszcz B., Lenarcik B., Complexes of Mn(II) with azoles. Part II. Studies on the stability of Mn(II) 

complexes with diazoles and their methyl derivatives in aqueous solution. Polish Journal of Chemistry, 

1989, 63, 371–380. 

93. Eitner K., Urbaniak W., Radzymińska-Lenarcik E., Witt K. : Urząd Patentowy Rzeczpospolitej Polskiej  

P. 411839 - zgłoszenie w sprawie uzyskania patentu na wynalazek pt. „Polimerowa membrana inkluzyjna oraz 

sposób jej otrzymywania” z dnia 31 marca 2015 roku 

94. Eitner K., Urbaniak W., Radzymińska-Lenarcik E., Witt K.: Urząd Patentowy Rzeczpospolitej Polskiej  

P. 411842 - zgłoszenie w sprawie uzyskania patentu na wynalazek pt. „Sposób odzyskiwania metali, 

zwłaszcza cynku, z kwaśnych roztworów odpadowych” z dnia 31 marca 2015 roku 

95. Eitner K., Urbaniak W., Radzymińska-Lenarcik E., Witt K.: Urząd Patentowy Rzeczpospolitej Polskiej  

P. 411843 - zgłoszenie w sprawie uzyskania patentu na wynalazek pt. „Sposób usuwania metali ciężkich z 

roztworów amoniakalnych” z dnia 31 marca 2015 roku 

96. Eitner K., Urbaniak W., Radzymińska-Lenarcik E., Witt K.: Europejski Urząd Patentowy 

PCT/PL2015/000081- zgłoszenie w sprawie uzyskania patentu na wynalazek pt. „Polymer inclusion 

membrane and method of preparation thereof” z dnia 19 maja 2015 roku 

97. Bjerrum J.: Metal ammine formation in aqueous solution: theory of the reversible step reactions. 

Copenhaga, 1957 

98. Cieślak-Golonka M., Starosta J., Wasielewski M.: Wstęp do chemii koordynacyjnej. PWN, Warszawa, 

2010 

99. Kurdziel K., Głowiak T.: Crystal structure and physico-chemical characterization of the nitrato complexes 

of copper(II) with 1-ethoxymethylimidazole. Transition Metal Chemistry 1999, 24, 366-369 

100. Marcus Y.: The Properties of Solvents. John Wiley & Sons, Chichester, 1998 

101. Ma E., Dreiser H.: Mechanistic studies on the extraction of palladium(II) with 2-hydroxy-5-

nonylbenzophenone oxime. Solvent Extraction and Ion Exchange, 1983, 1, 485-496 

102. Cotton F.A., Wilkinson G., Gaus P.L.: Chemia nieorganiczna. Podstawy. PWN, Warszawa, 2002 

103. Cholewa E., Lutze R., Kwiatkowski L., Okurowski W.: Elektrolityczne powłoki stopowe cynku – 

kierunki rozwoju i zastosowanie. Inżynieria Powierzchni, Wyd. Instytut Mechaniki Precyzyjnej, 

Warszawa, 2007 (2)  

104. Milewski W., Kobus J.: Przykładowa analiza kosztów eksploatacji powłok antykorozyjnych. Inżynieria 

Powierzchni, Wyd. Instytut Mechaniki Precyzyjnej, Warszawa, 2010 (3)  



105. Mróz J., Recykling i utylizacja materiałów odpadowych w agregatach metalurgicznych. Wyd. 

Politechniki Częstochowskiej, Częstochowa, 2006 

106. Łętowski F.: Podstawy hydrometalurgii. WNT, Warszawa, 1975 

107. Chmielewski T.: Ługowanie metali z rud, koncentratów, półproduktów i odpadów. Fizykochemiczne 

Problemy Metalurgii. 1996, 30, 217-231  

108. Raport o stanie woj. dolnośląskiego w 2007 r., Dane GUS 

109. Pereira D.D., Rocha S.D.F., Mansur M.B.: Recovery of zinc sulphate from industrial effluents by liquid–

liquid extraction using D2EHPA (di-2-ethylhexyl phosphoric acid). Separation and Purification 

Technology, 2007, 53, 89-96 

 

 

 

 

 

 

 

 

 

 

 

 

 

 

 

 

 

 

 

 

 

 

 

 

 

 

 

 

 

 

 



List of published scientific papers being a cycle of paper related to one subject matter, in 

English 

 

 
(H-1) 

 
Radzyminska-Lenarcik E. 

Influence of the alkyl chain length on extraction equilibrium of Cu(II) 

complexes with 1-alkylimidazoles in aqueous solution/organic solvent 
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my contribution 
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My contribution: development of application concept for 1-alkylimidazoles (a total of 10 alkyl 

derivatives) as extractants for removal of copper(II) ions from aqueous solutions; application of eight 

water-immiscible organic solvents; planning and carrying out of extraction studies; analysis of the 

effect of the alkyl chain length in 1-alkylimidazole molecule on copper extraction coefficient; analysis 

of extraction curves; calculation of stability constants for the Cu(II) complexes being formed and their 

partition constants; development and discussion of findings; formulation of conclusions; and editorial 

preparation of the paper for publishing. 
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with 1-alkyl-2-methylimidazoles. 
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my contribution 
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My contribution: development of application concept for 1-alkyl-2-methylimidazoles (a total of eight 

alkyl derivatives) as extractants for removal of copper(II) ions from aqueous solutions; planning and 

carrying out of extraction studies using three water-immiscible solvents (methylene chloride, 

chloroform, 2-ethylhexanol); analysis of extraction curves; carrying out of visible-range 

spectrophotometric analyses of aqueous and organic phases; calculation of stability constants for the 
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ethylhexanol) and spectrophotometric studies of aqueous phase and organic phase; analysis of 

extraction curves; analysis of the effect of alkyl chain length in position 1 and the substituent steric 

effect in position 2 (more pronounced because of longer carbon chain lengths – in propyl, butyl, 
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aqueous phase and organic phase; analysis of extraction curves; analysis of the effect of alkyl chain 

length in position 1 of the extractant and the substituent steric effect in position 4 and the solvent type 
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(H-6) Radzyminska-Lenarcik E., Witt K. 
The influence of alkyl chain length and steric effect on the stability 

constants and extractability of Co(II) complexes with 1-alkyl-2-
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my contribution 
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alkyl derivatives) as extractants for removal of Co(II) ions from aqueous solutions; planning and 

administration of extraction studies in three water-immiscible solvents (methylene chloride, 

chloroform, 2-ethylhexanol); analysis of extraction curves; analysis of the effect of alkyl chain length 

in 1-alkylimidazole molecule; substituent steric effect in position 2 and solvent type effect on stability 

constants for the complexes being formed in aqueous solution and their partition constants between 

aqueous phase and organic phase; analysis of van Pantaleon van Eck, relationship; discussion of 

findings; formulation of conclusions; and editorial preparation of the paper for publishing. 
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development and discussion of findings; formulation of conclusions; and editorial preparation of the 

monograph for publishing. 

 

 

 

 

 

 

 

 

 

 

 

 

 




