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Pd(I1) extraction from acid solutions by bis-(2-hidroxyl-5-alkylbenzyl)amine

It is known that a series of organic compounds contained in the molecule SH, NH groups have the ability to
form the intracomplex compounds under certain conditions. These compounds allow to carry out the extraction
in acidic medium and therefore prevent the hydrolysis process. They are not dissolved in water but are soluble
in various solvents and form colored solutions and so may be used in extraction chemistry. The main purpose
of this paper was to study the ability to extract palladium by bis-(2-hidroxyl-5-alkylbenzyl)amine, synthesized
in the laboratory on the basis of industrial alkylphenols. Ammonium acetate with various pH was used as a
buffer to extract palladium from PdCl2-2H20 0.1 mkg/ml solution. The main task for the use of inert organic
compound in extraction is the selection of a reagent which dissolves it but does not form any compound. For
this purpose the influence of different solvents on this reagent was researched. The experiments show that bis-
(2-hidroxyl-5-alkylbenzyl)amine is dissolved well in organic solvents. Its solution, for example in kerosene, is
light-resistant, does not hydrolyze in water, alkalis and acids. Thus bis-(2-hidroxyl-5-alkylbenzyl)amine may
be recomended for palladium extraction.

Keywords: extraction, palladium, alkilbenzilamines, diluent, intracomplex compounds, acidic environment, hy-
drolysis, industrial alkylphenol.

Introduction

A consistent and thorough study of the search and synthesis of new extractants and their ability to extract
important elements, in particular, platinum group metals, are important. Every work done in this area leads to
the development of extraction chemistry of platinum group metals and accelerates the solution of practical
issues.

From this point of view, a number of organic compounds have the ability to form inner complex combi-
nations with metal ions under certain conditions. These organic compounds mainly include SH, NH groups in
the molecule. Extraction became a modern technique to recover and separate noble metals, including palla-
dium(Il). Several reagents were proposed, including hydroxyoximes, alkyl derivatives of 8-hydroxyquinoline,
hydrophobic amines and esters of pyridine carboxylic acids [1]. Some of them are used in the industry. How-
ever, the extraction occurs very slowly which is caused by the nature of hydrophobic extractant and symmet-
rical palladium complex.

The amine type extraction reagents are perspective for the separation of palladium from acidic nitrate
solutions like waste solutions. Palladium is extracted by quaternary ammonium salts from the nitric acid solu-
tions effectively, tertiary amines offer low distribution ratios. The effectiveness of extraction by these reagents
increases considerably in the presence of small amounts of chloride ions [2].

The mechanism of palladium extraction from hydrochloric acid is well studied; the extraction from nitrate
medium is less known. At low chloride concentrations, it has been observed that with an increase of palladium
concentration the distribution ratio increases, and the mechanism of extraction is complex.

It was shown that palladium(ll) is efficiently extracted with (RS)-1-[2-(2,4-dichlorophenyl)pentyl]-1H-
1,2,4-triazole from 0.2-5.0 M HNO; solutions and can be selectively separated from Ni(ll), Cu(ll), Pb(ll),
Fe(l11), Ag(l), as well as from lanthanides(I11) in 2-4 M HNO; solutions [3]. The extraction of Pd(Il) from
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1 M HNO:s solution proceeds via coordination mechanism,; this is an endothermic process in the 10-30 °C
temperature range.

It was shown by extraction methods and IR spectroscopy that thiacalixarenes 2 extract complex species
[PdaLimHs-2n] (m =1, n =1 and 2) and [(PdA2)nLnH4] (A = NOs~, m = 1, n = 1-4) from nitric acid solutions at
pH 3 [4]. Extraction constants for these palladium species that describe experimental data were calculated.

A comparison [5] was made between the separate extraction and coextraction of neodymium and palla-
dium from nitric acid solutions with bifunctional phosphorylated thiacalix[4]arene (TCPO) and model mono-
functional extractants (phosphorylated calixarene (CPO), thiacalixarene (TCA), and their mixtures) for mutual
influence evaluation of S- and PO-donor sites of the extractants. The results of the extraction with TCA-CPO
mixtures are of interest for a simplified process (PUREX) and a process being developed (CARBEX) as ap-
plied to recovery of neodymium and palladium from nitric acid solutions and their separation from carbonate
solutions after neodymium stripping.

The work [6] studied the extraction of chloropalladium complexes with solutions of trioctylmethylammo-
nium di(2,4,4-trimethylpentyl)dithiophosphinate in toluene over a wide range of aqueous acidities. Distribu-
tion factors and spectroscopic studies of extraction products showed that (RsN)[Pd.Cl.A] complexes are
formed in the organic phase. As the concentration of the dialkyldithiophosphinic acid increases, palladium
di(2,4,4-trimethylpentyl)dithiophosphinate is formed in the organic phase.

Thus, various derivatives of organic acids have been studied as extractants for the recovery and separation
of palladium from acid solutions [7-10].

Successful solution of the problem of protecting the biosphere, reducing the negative impact of industri-
alization on the state of the environment is directly related to the development of effective analysis methods.
And the above extractants for the selective determination of palladium do not always satisfy the requirements
for the lower boundaries of the determined contents. These extractants are often unstable reagents that can be
gradually oxidized by air. Therefore, it was interesting to study the distribution of palladium over effective
extractant solutions based on bis-(2-hidroxy-5-alkylbenzyl)amine, which is highly soluble in organic solvents.
Our task was to effectively determine the composition of the extracted compounds.

Experimental

Ammonium acetate buffer was used to obtain a PdCI,-2H,0 salt solution with a density of 0.1 mg/ml.
The solutions were concentrated using concentrated HCI in a water bath before the experiment. Then the so-
lutions were diluted to achieve the required concentrations (C) of metal and acids. The fixed values of chloride
ion concentration and ionic strength in aqueous solutions were adjusted using lithium chloride so that Cpici +
Cha =3 mol/I.

The bis-(2-hydroxyl-5-alkylbenzyl)amine 0.1 M kerosene solution was synthesized on the basis of the
industrial alkylphenols (employing Mannich reaction) in the laboratory. The structure of the obtained bis-
(2-hydroxy-5-alkylbenzyl)amine was confirmed by spectroscopic methods (Shimadzu (Japan) SF-2000 SKB
Spectr, PromEcoLab PE-5300V, UV-1700 and UV-2450 spectrophotometers) [11-12].

The palladium-containing solutions used for extraction were prepared according to the procedure de-
scribed in [13-17]. Separate solutions of bis-(2-hydroxyl-5-alkylbenzyl)amine in kerosene were used as ex-
tractants, followed by stirring an organic solution with an equal volume of 1 M NaOH, and then with water.

Extraction was carried out in test tubes at equal volumes of aqueous and organic phases at 20 °C (+1 °C).
The concentration of palladium in solutions was determined by the photometric method, and in organic phases
by the difference between the concentrations of palladium in the initial solution and in the aqueous phase after
extraction. The optical density of the solutions was determined by IR spectrometer. To assess the degree of
extraction the following quantitative values were used in the organic and aqueous phases:

R _ qo;g _ CPd,org 'Vorg ] (1)
qw CPd,org 'Vorg +CPd,W 'Vw
The proportion of the substance remaining in the aqueous phase was determined by the formula:
o= du GV @
qw CPd,org 'Vorg + CPd,w 'VW

To determine the solubility of the synthesized bis-(2-hydroxyl-5-alkylbenzyl)amine in organic solvents
an inert solvent was experimentally chosen, which does not form a compound upon dissolution of the extract-
ant. For this, the effect of different grades of solvents was tested (Table 1).
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Table 1

Selection of organic solvents for palladium — bis-(2-hydroxyl-5-alkylbenzyl)amine system at 20 °C

. The result The color . .

Organic solvents of reaction of the extract Optical density, (A) Notes
Benzene extracted weak yellow 0.10-0.41 The water phase is blurred
CCly - weak yellow 0.42-0.47 The phase is blurred
Kerosene " yellow 0.83-0.84 Transparent to both phases
Octane " colorless " -
Hexane " colorless " -
Isobutyl alcohol " weak yellow 0.50-0.52 Phases are clean
n-Butyl alcohol —— weak yellow 0.55-0.56 The phase are blurred

Measurements of optical density were carried out according to the standard method by SF-2000 SKB
“Spectrum” and PromEcoLab PE-5300V spectrophotometers in the visible and ultraviolet regions [18].

The transmission (7) of the sample placed between the light source and the detector was determined at a
given UV/visible wavelength. Transmission is the ratio of the intensity of the light transmitted through the
sample to the intensity of the incident light, which is determined by the formula:

T=1/,
where 1 is the intensity of the transmitted radiation; lo is the intensity of the radiation incident on the sample.

Optical density was determined as the decimal logarithm of the reciprocal of the transmission for mono-

chromatic radiation. It is a dimensionless quantity, which is determined by the formula:
A = log(1/T) = log(lo/1).

Results and discussion

Extraction was performed using bis-(2-hydroxyl-5-alkylbenzyl)amine by studying the distribution of pal-
ladium between two immiscible solvents (water and an organic solvent). In this case, the extraction obeys the
Gibbs phase rule:

N+F=K+2,
where N is the number of phases; F is the number of degrees of freedom; K is the number of components.

Therefore, the studied system was monovariant (F = 1) at constant temperature and pressure. In this case,
if the concentration of dissolved palladium in one phase is constant, then its concentration in the other phase
is also constant.

It was found that the bis-(2-hydroxyl-5-alkylbenzyl)amine synthesized by us, on the one hand, allows
extraction in an acidic medium, thereby preventing hydrolysis. On the other hand, the extractant increases the
selectivity of the palladium extraction process. The reagent gives soluble colored solutions, which is important
for their use, in particular in extraction chemistry.

The third light filter was used during all measurements. As can be seen from the Table 1, the largest
optical density was obtained for palladium extraction by bis-(2-hydroxyl-5-alkylbenzyl)amine compound with
kerosene. Therefore, kerosene is taken as an organic solvent useful in subsequent experiments. One of the main
conditions is to study the dependence on the duration of stirring 5 ml of 1N H>SOa, 0.5 ml of reagent (0.1 mol),
5 ml of kerosene. The optical density was measured by separating the organic phase. The results are given in
Figure 1.

It is sufficient to intensively stir the mixture for three minutes to form palladium bis-(2-hydroxyl-5-al-
kylbenzyl)amine and complete its transition to the organic phase. On this basis, in all subsequent experiments
the mixture was stirred for three minutes.

The effect of temperature (20-60 °C) on the distribution of Pd(IT) was investigated (Fig. 2). The results
show that there is a decrease in percent extraction with the increasing temperature. It is indicating the process
to be exothermic.

To study the durability of the obtained bis-(2-hydroxyl-5-alkylbenzyl)amine palladium compound, 0.5 ml
(0.1 M) of a solution containing palladium and 0.5 ml (0.1 M) kerosene solution were mixed for three minutes.
Then the optical density of the solution was measured by separating the organic phase.

It was found that the dependence of the optical density of palladium formed by bis-(2-hydroxyl-5-al-
kylbenzyl)amine at various concentrations ([Pd*] = 2-4-10* M) on time (1-24 h) remains constant. In other
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words, the synthesized reagent does not change its optical density for 24 hours, regardless of the palladium
concentration. This indicates that it creates a stable complex with palladium.
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Figure 1. The dependence of palladium extraction
degree on stirring time at 20 °C

Figure 2. Effect of temperature on the extraction of Pd(lI)
from H,S0O,. Conditions: [metal ion] = 5x10~4 mol L™,
[bis-(2-hydroxyl-5-alkylbenzyl)amine] = 0.10 mol L},

[H2S04] = 1.0 mol L™ (for Pd(11))

Ammonium acetate was used as a buffer to create pH medium. To obtain optimal conditions for the

formation of a palladium complex with bis-(2-hydroxyl-5-alkylbenzyl)amine, the dependence of the degree of
palladium recovery on the pH was studied. With an increase in pH from 1 to 5.0, the main concentration of
palladium (100-95 %) is transferred into the organic phase. An increase in the concentration of [OH]™ ions in

solution leads to a decrease in the percentage of palladium recovery.

Analysis has revealed that palladium bis-(2-hidroxyl-5-alkylbenzyl)amine is a compound that has an intensive
color in the acid medium. Thus, the dependence of the optical density of the resulting compound on various con-
centrations of chloride, sulfate and phosphate acids has been studied. The results are given in Table 2.

Table 2

Dependence of the optical density of the compound formed by the bis-(2-hydroxyl-5-alkylbenzyl)amine
with palladium on mineral concentrations; [Pd?**] = 9.4-10*M, [HR] = 0.1M, t =3 min, 20 °C

Theoioarlc;(ej:crﬁltlon Optlca(l Ad)ensny, Pd?*, Corg, mg/ml | Pd?*, Cy, mg/ml | Degree of extraction, Req, %
HCI 0.01 0.85 0.008 n.f* 100.0
0.1 0.84 0.008 n.f* 100.0
1.0 0.84 0.008 n.f* 100.0
2.0 0.72 0.0076 0.0004 95.0
3.0 0.72 0.0076 0.0004 95.0
5.0 0.32 0.0030 0.00150 37.7
H,SO, 0.01 0.87 0.0080 n.f* 100.0
6.0 0.87 0.0080 n.f* 100.0
7.0 0.74 0.0076 0.0004 95.0
8.0 0.67 0.0070 0.001 88.0
9.0 0.60 0.0062 0.0018 70.0
10.0 0.60 0.0062 0.0018 70.0
HsPO, 0.01 0.85 0.0080 n.f* 100.0
1.0 0.86 0.0080 n.f* 100.0
7.0 0.71 0.0076 0.0004 95.0
8.0 0.71 0.0076 0.0004 95.0
9.0 0.70 0.0076 0.0004 95.0
10.0 0.70 0.0076 0.0004 95.0

Note. n.f.* — not found.
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It was found that palladium(ll) passes into the organic phase during the extraction in solutions from
0.01 N to 1 N. The percentage of extracts decreases starting from 2 N. For example, the extraction percentage
in 5 N chlorous acid is 37.7%.

In sulfuric acid medium from 0.01 N to 6 N, palladium(Il) passes into the organic phase. Starting with a
concentration of 7 N sulfuric acid, the percentage recovery is gradually reduced. At 7 N, this indicator was
95 %, and at 10 N ~70%.

Depending on the concentration of phosphoric acid from 0.1 N to 6 N, the degree of palladium(I1) extrac-
tion with bis-(2-hydroxyl-5-alkylbenzyl)amine remains constant. Palladium passes into the organic phase in
this interval. The extraction at 7 N is 95 %, and this indicator remains constant until the concentration of
phosphoric acid is up to 10 N.

Conclusion

The present investigation highlights that bis-(2-hydroxyl-5-alkylbenzyl)amine is a useful extractant for
Pd(1l) as well as for its separation from the most commonly associated metal ions. The separations do not
require the addition of any modifier or synergist and can be accomplished at room temperature. The stripping
agents used for separations are simple and convenient for further processing of solutions. The developed con-
ditions of separations have been successfully extended to recover Pd(I1) from synthetic mixture. The hydrolytic
stability and the recycling capacity of the extractant are good and the phase separation is fast.

Thus, it was found that bis-(2-hydroxyl-5-alkylbenzyl)amine has the ability to form complexes with pal-
ladium(I1) under certain conditions. This reagent allows extraction in acidic medium and, therefore, prevents
hydrolysis. Being soluble in various solvents, it forms colored solutions and can be used in extraction chemis-
try.

Solution of bis-(2-hydroxyl-5-alkylbenzyl)amine in kerosene is light-resistant, is not hydrolyzed in water,
alkalis and acids. Palladium extraction by this reagent depends on the aqueous and organic phases. This makes
it possible to vary the extraction characteristics in palladium-containing systems. Reagent may be recom-
mended for palladium extraction.
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C.P. MamMmajzioBa

KbImkbL1 epiTinaijiepaeH ouc-(2-ruapoKcuiI-5-aaKnideH3u1)aMuHMeH
Pd(Il) akcTpakmusichb

Momnekynaceiana SH, NH-tonrapel Gap Oipkarap OpraHHKaNblK KOCBUIBICTAp Oenrimi Oip skarmaiina
IIKIKOMIUIEKCTI KOCBUIBICTAp TY3yre KabOijnerTi. Byia KochuibicTap AKCTpaKUMSHBI KBIMIKBUIABI OpTajga
JKYpri3yre MyMKiHAIK Oepeni, Tmaposn3 mporecin Oommpipmaiinsl. Onap cyna epiMelai jkoHe opTypii
epiTKilTepae epUTiH OONFAHIBIKTAH TYPIi-TYCTi epITIHIUIEp TY3€Al, COHABIKTAH OJapIbl 3KCTPAKLIHUSIIBIK
XUMHAIa KOJJaHyFa Oonazpl. 3epTTeyiiH 0acThl MakcaThl 3epTXaHaja OHAIpICTiK Guc- (2-ruapokcu-5-
ANKWIOCH3MI)aMUH ATKWI()EHOIIAphl HETIi31H/Ae CHHTE3IeNITeH PEaKTUBTIH MaJUTaJHATe KATBICTHI SKCTPAKIIHS
Kabinerin 3eprrey. [lammanuiiniy pH epiringinepinin 0,1 pr/min any ymin PdClz2-2H20 6acran Oydep perinme
AMMOHHH areTaTsl KOJIAHBUIIBI. DKCTPAKIMs Ke3iHJIe MHePTTi OPraHUKaJbIK KOCBUIBICTHI IaiilaliaHyJaFbl
6acThI MaKcaT — OHBI epiTeTiH, Oipak 6acka KOChUIBICTap Ty30eiTiH peareHTTi TaHaay. OChl MaKkcaTTa SpTYpIi
epITKIIITEPIH OCHl peakTHBKE ocepi 3eprreimi. 3eprreyiep KepceTkeHuei, Ouc-(2-ruapokcu-5-
ANTKUIOCH3MI)aMHH OPTaHUKAJIBIK epiTKiITepae oHait epui. OHBIH epiTIHIICI MBICAIBI, KEPOCHHIIE, JKAPBIKKA
Te3IMIi, Cyaa, CUITIIepe XKoHe KBIIIKbUIIApAa THApoIu3aeHoerai. Ocpuiaiiina, nauTaguidal SKCTpaKIusIay
yiriH 6uc-(2-ruapokcu-5-aaKuIOeH3nT) aMUHIT YChIHYFa GONabl.

Kinm ce3dep: skcTpakuus, Maiaguid, aTKWIOCH3UWIAMUH, €PITKIMI, IMIKIKOMIUIEKCTI KOCBUIBICTAp, KBIIIKBLT
OpTa, TUAPOIN3, OHAIPICTIK ATKUI(EHOI.

C.P. MammajzioBa

Ikcerpakinus Pd(IT) 6uc-(2-ruapokcuii-5-aakuiaoeH3n)aMHHOM
U3 KHCJIbIX PACTBOPOB

Psin opraHuuecKHx COeMUHEHHIA, coaepkamux B cBoeit momnekysie SH, NH-rpymmsl, crioco6HbI 00pa30BhIBaTh
MIPU OTIPENENICHHBIX YCIOBUSAX BHYTPHKOMILUIEKCHBIE COeANHEHUS. JlaHHBIE COCTUHEHHS TO3BOJIIOT MPOBO-
IIITBH SKCTPAKIHUIO B KUCIION cpelie, 4TO MPeAOTBpaIaeT mpoiece ruaponusa. OHH He pacTBOPSIOTCS B BOZE H,
OyAy4u pacTBOPUMBI B PA3IMIHBIX PACTBOPUTEIISAX, 00OPa3yIOT OKpPaLIeHHBIE PACTBOPHI, 10 3TOW MPHYMHE MO-
TYT OBITH UCIIOJIB30BAHBI B AKCTPAKIIMOHHOW XMMUHU. OCHOBHASI LENb JAHHOTO MCCIENOBAaHHUS — H3ydeHHE
DKCTPAKIMOHHON CIIOCOOHOCTH MO OTHOUIEHWIO K NaUIa[ M0 peareHta Ouc-(2-ruapokcu-5-ankundeH-
31J1)aMHHa, CHHTE3UPOBAHHOTO B 1a00OpaTOPHK Ha OCHOBE MPOMBIIIICHHBIX aTKHI(EHOIOB. AllETaT aMMOHHUS
C pa3MYHbIMHU 3HaueHUsAMHU pH ObLT mpUMeHeH B kadecTBe Oydepa npu skcrpakiun namtaaus u3 0,1 Mxr/mi
pactBopa PdClz2-2H20. ['naBHBIM B HCHIOE30BaHUN HHEPTHOTO OPTAaHHMYESCKOTO COCAUHECHHUS B OKCTPAKIIUH SIB-
JsieTcst BEIOOp peareHTa, KOTOPBIH PacTBOPSIET €ro, HO He 00pa3yeT ¢ HAM JIpyTux coenuHeHuid. C 3Toil nenpio
M3yYanoch BIMSIHUAE PA3lIMYHBIX pAacTBOpUTENEH Ha 3TOT peareHt. MccinenoBanue mokasano, 9ro ouc-(2-rua-
POKCH-5-aJKHIOEH3MIT)aMUH XOPOIIIO PACTBOPSETCS B OPraHMYECKHUX pacTBopuTelnsX. Ero pactBop, Hanpumep
B KEpPOCHHE, YCTOWYHB K CBETY, HE THAPOJHM3YETCs B BOJE, MIENOYaX W KHCIOTax. TakuMm obpasom, Guc-(2-
TUAPOKCH-5-aTKUIOCH3HMIT)aMUH MOKET OBITh PEKOMEHIOBAH [T OKCTPAKIINH MAJIIa IHsl.

Knrouesvle cnosa: sxCTpakiys, Najuaauii, aJKnIOCH3WIAMUH, PaCTBOPUTENb, BHY TPUKOMIUIEKCHBIE COSANHE-
HUSI, KACIIast cpefia, TUAPOIIN3, TIPOMBIILICHHBIN aTKHI(PESHOIT.
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