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This article examines the accuracy of determining the reactivity of lime milk, which is used as the
primary reagent for the removal of heavy metal ions from mine water. A comparison of four titrimetric
methods was conducted, differing in sample preparation conditions (grinding, boiling), sample mass, and
the use of correction coefficients. It was found that the average reactivity of lime milk ranged from 38.2%
to 45.7%, with an overall mean value of 42.9% across all experiments. These results are significantly
below the regulatory range of 52-70% established for this reagent. The most reproducible results were
obtained using the method involving two sample masses and preliminary grinding of the sample. The low
reactivity values are attributed to the presence of impurities (Mg, Si, Al, Fe, gypsum, sand), which reduce
the effective Ca(OH), content. The study concludes that stricter quality control of lime used for lime milk
preparation is necessary, as well as an adjustment of the technological regulations for reagent dosing at
treatment facilities.

Keywords: lime milk, reactivity, titrimetric analysis, quality control, impurities, calcium hydroxide,
mine water treatment, heavy metals, reagent efficiency.

OBOCHOBAHUE OIITUMAJILHOI'O METO/IA ONIPEJJE/TIEHVS PEAKITMOHHOM
CIIOCOBHOCTH N3BECTKOBOI'O MOJIOKA ITPM OUNCTKE ITAXTHBIX BO/J,
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B crathe paccMOTpeHBI BOMPOCHI TOYHOCTU OTIPeZie/IeHHsT peaKI[MOHHON CITIOCOOHOCTU U3BECTKOBOTO
MOJIOKa, UCIT0/Ib3yeMOro B KaueCTBe OCHOBHOI'O peareHTa IpU OYMUCTKe IaXTHBIX BOJ OT UOHOB TSKE/BIX
MeTaslyioB. [IpoBeieHO cpaBHeHME YeThIPEX TUTPUMETPUUECKUX METOAUK, Pa3/Inyaroluxcs yC/I0BUAMU
1po0OOITOATOTOBKM (pacTHpaHue, KUTITUeHHe), MaCCOH HaBeCKH W MPUMeHEeHHeM KOPPEeKTHPYIOIIUX KO-
s¢durmenToB. [Toka3aHo, UTO CpefiHKMe 3HAUEHHST PeaKI[MOHHOM CITIOCOOHOCTH U3BECTKOBOTO MOJIOKA CO-
craByisroT 38,2-45,7 %, a cpefjHee 3HaUeHHe 110 COBOKYITHOCTU 3KCIIePUMeHTOB - 42,9 %. YcTaHOB/IeHO,
YTO MOTy4YeHHbIe pe3y/bTaThl CyLeCTBEHHO HU)Ke HOPMAaTHUBHOIO fuanasoHa (52—70 %), pernamMeHTHpO-
BaHHOTO /Il JAHHOTO peareHTa. BrisB/ieHO, UTO Habo/iee BOCTIPOM3BOIMMEIe Pe3y/bTaThl 1aéT MeTO/IH-
Ka C KCII0/Ib30BaHUEM [IBYX HABECOK U TpeABapUTEIbHBIM pacTHpaHueM IMpoObl. Hu3Kue 3HaueHus ak-
TUBHOCTH OOBSICHSIFOTCS HannuueM ripuMeceid (Mg, Si, Al, Fe, rurc, rmecok), CHWKaIOIIUX CofiepyKaHue
s¢pdektrBHON Ca(OH),. CaenaH BbIBOJ, 0 HEOOXOAMMOCTH Y>KeCTOUeHHUs] KOHTPOJIST KaueCTBa M3BeCTH,
WCII0/Ib3yeMOMU [I/1s1 IPUTOTOBJIEHHSI U3BECTKOBOTO MOJIOKA, @ TaKKe KOPPEKTUPOBKHU TeXHOJIOTHYECKOTO
periiamMeHTa A03UPOBaHUs peareHTa Ha OUYMCTHBIX COOPY’KEHUIX.
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KasTbY XABAPHIBICHI - VESTNIK KazUTB - BECTHUK Ka3YTb

KiroueBblie C/10Ba: 1M3BeCTKOBOE MOJIOKO, PeakKLMOHHAsi CTIOCOOHOCTb, TUTPUMETPUUeCKUN aHa/u3,
KOHTPOJTb KauecTBa, IPUMeCH, KaJIbL[1il TUPOKCU/I, OUMCTKA IIaXTHBIX BOJ, TsDKeJble MeTaslbl, 3P Qek-
TUBHOCTb PeareHTOB.

IIIAXTA CYJIAPBIH TASAPTY KE3IH/IE 9K CYTIHIH PEAKIIVSJIBIK KABIIETIH
AHBIKTAY/IBIH OHTA/IbI O/IICIH HETI3[IEY
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By makanaja maxrasnblk Cy/apbl ayblp MeTasyl MOHJapbIHAH Ta3apTy YILIiH Heri3ri peareHT peTiHze
KOJIZIAHBUIAThIH 9K CYTiHiH peakLUs/IbIK KaOieTiH aHbIKTay J9/I/iri Macesieniepi KapacThIpbuIazibl. Y/ITiHi
aNJblH ana eHzjey (YHTaKTay, KaiiHaTy), caiMak Maccachl KaHe Ty3eTy KO3 QULIMeHTTepiH Ko//laHy 1iap-
TTapbl OOMBIHILIA epeKIlie/IeHeTiH TOPT TUTPUMETPUSLIIBIK 3/IiC CabICTBIPBIIbIL. 3€PTTey HoTHKesiepi 6oti-
BIHIIIA 9K CYTiHiH OpTallla peakUs/bIK KabineTiHiH 38,2-45,7 % apasbiFblH/a, a1 Oap/bIK TaKipubenep
OolibIHIIIA OpTalia MaHi - 42,9 % eKeHi aHbIKTa/Abl. By KepceTkimTep OChbl peareHTKe apHa/jFaH HOP-
MaTHUBTIK Juarna3oHHaH (52-70 %) enayip TeMeH. EH KaliTa/saHaThbIH JK9He CEeHIM/Ii HOTvKesnep eKi Typui
ca/IMaK, »K9He YJITiHi a//[bIH ajla YHTAKTay apKbl/Ibl albIHATBIH 37Iic OOMbIHIIA anbIH/LL BeceHimiKTiH
TeMeH MaH/iepi KocranapbiH (Mg, Si, Al, Fe, ruric, kym) 6onybimeH, sitHu Tvimai Ca(OH), meniepiHiy,
TeMeH/IeyiMeH TYCiHZipi/iiesi. OK CcyTiH JaliblH/jayFa Takifia/iaHblIaThIH 9KTiH caracklH OaKbLIaybl Ky-
LIeNTy, COH/lali-aK Ta3apTy KYpPbUIbICTapbIH/aFbl peareHT MeJIllepiey/iH, TeXHONOTHS/IbIK peryiaMeHTiH

TY3€eTy KaXKeTTiri Typasibl KOPbIThIH/bI XKaca/bl.

TyitiH ce3aep: 9K CYTi, peakUs/IbIK, KabisieTi, TATPUMETPHSIIBIK Taszay, carna 0akpuiaybl, KOCIasiap,
KaJIbLIU TUAPOKCU/I, I1aXTasIbIK CyJ1apAbl Ta3apTy, ayblp MeTasnjap, peareHT THUIMZiIri.

Introduction. The contamination of mine water
with heavy metals and acidic compounds is one of
the most serious environmental challenges faced by
mining regions. According to [1, 2], the discharge
of insufficiently treated mine water into surface
water bodies leads to elevated concentrations of
copper, zinc, manganese, and iron ions, as well
as an increase in sulfate load. This contributes
to the disruption of ecosystem processes, the
accumulation of toxic compounds in bottom
sediments, and the degradation of drinking water
quality in nearby areas [3].

Estimates from the International Energy Agency
indicate that the global annual volume of mine water
requiring treatment exceeds 10 billion cubic meters,
with a significant portion attributed to coal and
non-ferrous metal industries [4]. In countries with
a highly developed mining sector - such as China,
Australia, the United States, and South Africa- mine

water treatment is a mandatory requirement for
industrial mine operation [5].

In the literature, various alternative reagents
for mine water treatment are widely discussed,
including strong oxidizing agents and polymer-
based flocculants. For example, the oxidizing
reagent “Fernel,” based on potassium ferrate
(K,FeO,, 25.2-40.3 wt.%) and alkali (KOH, 47.2-
68.1 wt.%), demonstrates high oxidative capacity
and is used for the removal of heavy metals from
industrial wastewater [6]. Studies also indicate
that ferrate(VI) (FeO,? ) can effectively oxidize
contaminants, resulting in the formation of stable
Fe(IIl) precipitates [7, 8]. However, despite its
strong oxidizing reactivity, the use of ferrate is often
limited by high costs and challenges associated with
large-scale industrial application.

At the same time, the use of alkaline neutralizing
reagents remains a fundamental method in
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industrial practice. For instance, several authors
[9] have demonstrated the efficiency of alkaline
neutralization using calcium hydroxide under high
concentrations of Fe and Mn in mine waters.

In addition, industrial practice frequently
involves the combined use of reagents. In a pilot-
scale mine water treatment facility at a non-
ferrous metal mining site, lime, a coagulant, and
a polymer flocculant were used simultaneously,
which enabled the optimized precipitation of heavy
metals into the sludge phase [10].

Thus, although reagents such as ferrate or
polymeric flocculants demonstrate good treatment
performance, among the available purification
technologies, alkaline-based neutralization
processes remain the most effective and
economically feasible [11, 12], which is particularly
important for the long-term operation of treatment
facilities [13].

Lime milk - a water-based suspension of calcium
hydroxide Ca(OH), - is commonly used to adjust
pH and precipitate heavy metal hydroxides [14,15].
Global practice shows that lime milk continues
to be a cost-effective reagent for both large-scale
treatment plants and localized systems at industrial
facilities [16-18].

The effectiveness of lime milk depends
primarily on its reactivity, i.e., the content of
chemically available calcium hydroxide [19, 20].
Technological regulations typically specify that
lime milk reactivity should fall within the range
of 52-70%, although actual values are often lower
[21]. This discrepancy is generally attributed to the
quality of the initial lime, the presence of impurities
(Mg, Si, Al, Fe, gypsum, sand), and the conditions
under which the suspension is prepared.

In industrial settings, quality control of lime
milk at treatment facilities and production sites
is typically performed using standard titrimetric
methods [22]. These methods are relatively simple,
cost-effective, and suitable for routine use in on-
site laboratories. However, the reproducibility of
results and the selection of titration parameters-
such as sample mass, sample preparation, and
temperature - are often critical factors that influence

the accuracy of reactivity assessment. In many
cases, deviations from the normative reactivity
range remain undetected, leading to reagent dosing
errors and a subsequent reduction in mine water
treatment efficiency.

Inaccurate assessment of lime milk reactivity can
cause two types of problems. In the case of under-
dosing, water remains contaminated with heavy
metals and acids. On the other hand, excessive
dosing results in so-called secondary pollution:
elevated calcium ion concentrations, increased pH
levels, and excessive formation of precipitates
(calcium carbonates and sulfates) in the treated
water. This complicates the operation of treatment
facilities and may have negative impacts on
receiving water bodies [23].

Therefore, the accurate determination of lime
milk reactivity and the selection of an appropriate
analytical method are essential for environmentally
safe and economically efficient mine water
treatment.

The objective of this study is to compare
various titrimetric methods for determining lime
milk reactivity, to identify factors influencing
the accuracy and reproducibility of results, and
to assess the practical implications of reagent
reactivity variations for mine water treatment
processes.

Materials and methods. The object of this
study was actual samples of lime milk used at the
mine water treatment facilities of the Belousovsky
mine for the precipitation of heavy non-ferrous
metal salts. Lime milk is prepared in a mechanical
classifier by slaking quicklime with process water
to obtain a 5% Ca(OH), suspension. Depending
on the quality of the initial lime -characterized by
the content of active component (52-70%) the daily
reagent consumption ranges from 0.34 to 0.46 tons,
with a suspension density of approximately 1.03
g/cmd.

Since the lime milk suspension is in a constant
state of solid phase sedimentation, the samples were
thoroughly mixed prior to sampling. Analyses were
performed using various methods, with the sample
mass being no less than 2 g. This is because smaller
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sample masses tend to overestimate the amount
of free lime and, consequently, the calculated
reactivity of the lime milk. The determination
of free lime content was carried out by titration.
Titration was performed slowly, as rapid addition of
the titrant causes the rate of Ca(OH), neutralization
to exceed its dissolution rate. This leads to partial
reaction of the acid with unreacted or overburnt lime
particles. As aresult, the measured free lime content
may be overestimated, and the calculated reactivity
of the lime milk may increase by 6-8%.

In this study, 1 N solutions of hydrochloric acid
and sodium hydroxide were used, prepared from
fixanal standards immediately before analysis. To
ensure the reliability of the results and to eliminate
random and gross errors, each sample of lime
milk of the same quality used in the treatment of
mine water at the Belousovsky mine was analyzed
using several basic methods [24,25]. This approach
is justified by the fact that existing methods for
determining free and total lime content are largely
subjective, and even when analyzing the same
sample, discrepancies in calculated reactivity may
reach 3-5% or more.

Method Using Two Sample Masses (with
Grinding and Boiling)

To determine the free lime content (A_free),
approximately 5 g of well-mixed lime milk was
weighed on an analytical balance into a porcelain
mortar. A few drops of phenolphthalein were added,
and the sample was titrated with a 1 N solution
of hydrochloric acid while thoroughly grinding the
lime particles with a pestle until complete and
stable decolorization was achieved. The titration
was carried out slowly. The free lime content (%)
as CaO relative to the mass of the lime milk was
calculated using the following formula:

_ Virci - 0,028 100 0

a

Afree

where: V¢, - volume of 1N hydrochloric acid
solution used for titration, in cm3; 0.028 - the titer
of 1 N HCl solution with respect to CaO (g/cm?); a -
sample mass of lime milk used for the determination
of free lime, in grams.

To determine the total lime content (A;yq1);
approximately 5 g of lime milk was placed into
a 150 cm3 conical flask. Then, 50 cm3 of 1 N
hydrochloric acid solution was added, the flask was
covered with a watch glass, and the mixture was
boiled for 1-2 minutes. After cooling, the solution
was titrated with 1 N sodium hydroxide solution
using methyl orange as an indicator, until the color
changed from red to yellow. The total lime content
(%) as CaO relative to the mass of the lime milk was
calculated using the following formula:

(50 =V naom) - 0,028 - 100
b

()

Atotal =

where: Vy o - volume of 1 N sodium hydroxide
solution used for titration, in cm3; b - sample mass
of lime milk used for the determination of total lime,
in grams.

The reactivity (Aeuciiviy) Of the lime milk,
expressed as a percentage, was calculated using the
formula:

Afree

A - 100

3)

reactivity =
total
Method Using a Single Sample Mass (with
Grinding and Boiling)

To determine the free lime content,
approximately 5 g of well-mixed lime milk was
weighed on an analytical balance into a porcelain
mortar. A few drops of phenolphthalein were added,
and the sample was titrated with a 1 N hydrochloric
acid solution while thoroughly grinding the lime
particles with a pestle until complete and stable
decolorization was achieved. The titration was
performed slowly. The free lime content (%) as
CaO relative to the mass of the lime milk was
calculated using formula (1). To determine the
total lime content, the contents of the mortar were
transferred to a 250 cm?3 flask. The pestle and
mortar were rinsed with distilled water, which was
also poured into the flask. Then, 50 cm? of 1 N
hydrochloric acid solution was added, the flask was
covered with a watch glass, and the mixture was
boiled for 1-2 minutes. After cooling, titration was
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carried out with a 1 N sodium hydroxide solution
using methyl orange as an indicator until the color
changed from red to yellow. The total lime content
(%) as CaO relative to the mass of the lime milk
was calculated by the formula:

[(VHCI + 50) — Vol - 0,028 - 100

a

Atotal =

4

where: Vg, - volume of 1 N hydrochloric
acid solution used for titration during the free
lime determination, in cm3; 50 -volume of 1 N
hydrochloric acid solution added for the total lime
determination, in cm?; Vy,og - volume of 1 N

sodium hydroxide solution used for titration during
the total lime determination, in cm3; a - sample mass
of lime milk, in grams.

The reactivity (Aeuciiviy) Of the lime milk,
expressed as a percentage, was calculated using the
formula:

Vi

A L=
reactivity ((VHCI + 50) - VNaOH)

100 (5)

Method Using a Single Sample Mass with
Correction Coefficient Determination (with
Grinding, without Boiling)

Table 1 - Experimental Results for Determining the Correction Coefficient of 1 N
Hydrochloric Acid Solution

Experiment No. | Mass of Anhydrous Sodium Carbonate, g | V(HCI),cm® | Ky | K, H(HCI)
1 1,6000 30,0 1,0063
2 1,6500 30,5 1,0207
3 1,7100 31,5 1,0243
4 1,6200 30,0 1,0189 10174
5 1,6324 30,1 1,0233
6 1,6168 30,4 1,0035
7 1,7650 32,6 1,0215
8 1,9529 36,1 1,0207
Before starting the analysis, correction into a conical flask, 40 cm3 of water was added,

coefficients for the hydrochloric acid solution

(Kgcp) and sodium hydroxide solution (Ky,ox)-

were determined. To determine the correction
coefficient for the 1 N HCI solution based on
anhydrous sodium carbonate, anhydrous sodium
carbonate was dried in a drying oven for 1 hour
at 250-270°C using a reagent-grade sample. The
1IN hydrochloric acid solution was prepared by
diluting the corresponding concentrated acid. To
prepare 1 dm? of 1 N HCI solution, 90 cm? of acid
with a density of p = 1.174 g/cm3 was carefully
poured into water with stirring, and the volume was
then brought up to 1 dm? with water. A weighed
portion of anhydrous sodium carbonate was placed

followed by 3-4 drops of methyl orange indicator.
The solution was titrated from a burette with 1
N hydrochloric acid solution. Then, the solution
was heated and boiled for 2-3 minutes to remove
carbon dioxide, and after cooling, the titration
was continued until the reappearance of the color
change. Three parallel experiments were conducted,
and the average volume of hydrochloric acid
consumed during titration was determined (Table
1). The correction coefficient (K) was calculated
using the formula:

m, - 1000
Kucr= 3= v mci
1°%1° cp( )

(6)
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where: m, - mass of the sodium carbonate sample;
in grams; M, - molar mass of the equivalent of
the standard substance, 53.00 g/mol; C, - nominal
molar concentration of the substance in the solution,
mol/dm3; ch(H Cl) - average volume of the
analyzed hydrochloric acid solution consumed for
titration, in cm?.

To determine the correction coefficient of the 1 N
sodium hydroxide solution using oxalic acid, 2 g of
oxalic acid was weighed and placed into a conical
flask, dissolved in 50.0 cm3 of carbon dioxide-
free water, and heated to 60-70 °C. The contents
of the flask were titrated while hot with sodium

hydroxide solution in the presence of 2 drops
of phenolphthalein until a persistent pink color
appeared that did not fade for 50-60 seconds. The
correction coefficient (K) of the sodium hydroxide
solution was calculated using the formula (Table 2):

m

K =
V-.a

()

where: V - volume of sodium hydroxide solution
consumed in titration, cm3; m - mass of the standard
substance, g; a - mass of the standard substance
equivalent to 1 ml of sodium hydroxide solution
with concentration C(NaOH) = 1 mol/dm3, a =
0.06304 g for oxalic acid.

Table 2 - Experimental Results for Determining the Correction Coefficient of 1 N
Sodium Hydroxide Solution

Experiment No. | Mass of Oxalic Acid, g | V(NaOH),cm® | Ky,on | K. »(NaOH)
1 2,0005 31,8 0,9979
2 2,0003 31,7 1,0010
3 2,0004 31,7 1,0010
4 2,0004 31,7 1,0010
5 2,0005 31,7 1,0011 Lot
6 2,0008 31,7 1,0012
7 2,0004 31,6 1,0042
8 2,0009 31,7 1,0013

For the determination of free lime, approximately
5 g of well-mixed lime milk was weighed on
technical scales in a porcelain mortar. A few drops
of phenolphthalein were added, and the sample
was titrated with 1 N hydrochloric acid solution
while carefully grinding the lime particles with a
pestle until complete and stable decolorization was
achieved. Titration was carried out slowly. The
content of free lime (%) CaO relative to the mass
of lime milk was calculated using the formula:

4 Ve Kpyei 0,028 100
free —

(8

where: Vi, is the volume of 1 N hydrochloric
acid solution used for titration, cm?; Ky is the

a

correction coefficient for the 1 N hydrochloric acid
solution; 0.028 is the titer of 1 N hydrochloric acid
solution in terms of CaO; and a is the lime milk
sample mass taken for free lime determination, g.

For the determination of total lime, the contents
of the mortar were transferred to a 250 cm? flask.
The pestle and mortar were rinsed with distilled
water, which was also poured into the flask. Then
50 cm® of 1 N hydrochloric acid solution was
added, and the mixture was titrated with 1 N
sodium hydroxide solution using methyl orange as
an indicator until the red color changed to yellow.
The total lime content (%) CaO relative to the mass
of lime milk was calculated by the formula:
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|V er +50) - Kyey -

Vnaon - Knaonl - 0,028 - 100

total =

where: Vi ;- is the volume of 1 N hydrochloric
acid solution used in the free lime titration, cms;
Kpicy - is the correction coefficient for hydrochloric
acid; 50 cm3 is the volume of 1 N hydrochloric

acid added for total lime determination; Vy,on -

is the volume of 1 N sodium hydroxide solution

Viucr - Kuci

©)

a

used in the total lime titration, cm?; K ,op - is the
correction coefficient for sodium hydroxide; a —and
a is the lime milk sample mass, g.

The reactivity (Areaciivity) Of the lime milk (%)
was calculated using the formula:

- 100

Aactivity =

[(Vier +50) - Kyer — Vivaon - Knaon]

Method with a single sample and determination
of correction coefficients (without boiling and
without grinding)

Before starting the analysis, correction
coefficients for hydrochloric acid and sodium
hydroxide solutions were determined. For free lime
determination, approximately 5 g of well-mixed
lime milk was weighed on technical scales in a
porcelain mortar. A few drops of phenolphthalein
were added, and the sample was titrated slowly with
1 N hydrochloric acid until complete and stable
decolorization was achieved. Free lime content (%)
CaO relative to the lime milk mass was calculated
using formula (8).

For total lime determination, the mortar contents
were transferred to a 250 cm? flask. The pestle

(10)

and mortar were rinsed with distilled water, which
was poured into the flask. Then 50 ml of 1 N
hydrochloric acid solution was added, and titration
was performed with 1 N sodium hydroxide solution
using methyl orange indicator until the color
changed from red to yellow. Total lime content (%)
CaO relative to the lime milk mass was calculated
using formula (9). Lime milk reactivity (%) was
calculated using formula (10).

Results and discussion. During the study,
several methods for determining the reactivity of
lime milk were tested. These methods differed in
terms of accuracy, labor intensity, and suitability
for use under industrial conditions. In real-world
practice at treatment facilities, the choice of
analytical method is guided by the need to balance
data reliability with operational efficiency.

Table 3 - Results of Lime Milk Reactivity Determination

Indicator — Phenolphthalein Indicator — Methyl Orange
Experi- Lime Vicr Free Lime Lime VNaoH> Total lime Li“.le. milk
ment No. Milk used for Content Milk used for content reactivity Act,
Mass a, | titration, Afroes % Mass b, titration, Arars Yo %
g cm? 8
1 4,98 1,2 0,6747 5,11 47,0 1,6438 41,04
2 4,96 1,3 0,7339 5,08 47,2 1,5433 47,55
3 5,05 1,3 0,7208 5,10 47,3 1,4824 48,62
AVERAGE 45,74+ 4,10%
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To assess the reactivity of lime milk, a
series of experiments was conducted using the
double-sample method and various indicators
(phenolphthalein and methyl orange). This
approach allowed for simultaneous determination
of both free and total lime content, thus making
the results more reliable. In each experiment, the
amounts of free and total lime were determined,
on the basis of which the active portion of the
reagent was calculated. The experimental results
are presented in Table 3.

As shown in Table 1, the reactivity of lime
milk in the analyzed samples ranged from 41.04%
to 48.62%, with an average value of 45.74%.
Statistical analysis revealed that the range of values
was 7.58%, the standard deviation was 4.10%, and

the coefficient of variation amounted to 8.97%. This
variability indicates the influence of suspension
heterogeneity and the specifics of the titration
process.

Overall, the method demonstrated sufficiently
high accuracy and reproducibility. However, the
analysis requires more time and reagents, making
it less convenient for repeated determinations
under real-world conditions at operating treatment
facilities.

To optimize the quality control procedure, a
single-sample method was tested, which allows the
analysis time to be reduced by nearly half. The
experimental results obtained using this method are
presented in Table 4.

Table 4 - Experimental Results of Lime Milk Reactivity Determination

Indicator — Phenolphthalein Indicator — Methyl Orange
Experi- Lime Vyucpused | FreeLime | Vy,op,used Total lime Lin.1e.milk
ment No. Milk for Content for titration, content, reactivity Act,
Mass titration, Afreer %o cm? A% %
ag cm3
1 5,10 1,2 0,6588 49,0 1,2078 54,55
2 5,08 1,2 0,6614 48,8 1,3228 50,00
3 5,14 1,3 0,7082 47,2 2,2335 31,71
AVERAGE 45,42+11,85%
Table 5 - Experimental Results for Determining the Reactivity of Lime Milk
Indicator — Phenolphthalein Indicator — Methyl Orange
Experi- K, Kep Lime Vyci»used | Free Lime | Vy,oy,used | Total lime Lime .m-ilk
ment No. | (H C ) (Na Milk for Content | for titration, content, reactl\glty
OH) Mass titration, Ao % cm? A% Act, %
ag cm?
1 5,140 1,2 0,6651 49,2 1,5722 42,31
2 5,026 2,1 1,1898 48,6 2,4064 49,44
3 1,0174 | 1,0011 5,072 1,1 0,6177 48,8 1,7122 36,08
4 5,100 1,1 0,6143 49,4 1,3728 44,75
5 5,042 1,1 0,6214 49,0 1,6111 38,57
AVERAGE 42,23+5,02%
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The reactivity of the lime milk in the analyzed
samples varied from 31.71% to 54.55%. The
average reactivity value was 45.42%. Statistical
analysis revealed a range of values of 22.84%, a
standard deviation (o) of 11.85%, and a coefficient
of wvariation (V) of 26.1%. Thus, the single-
sample method demonstrated a significant scatter
of results, exceeding acceptable limits for analytical
measurements.

To improve the accuracy of lime milk reactivity
determination, a single-sample method with the
application of correction coefficients was used,
with samples analyzed without boiling. The use
of correction coefficients helps to account for
possible deviations in titrant volumes and thereby
increases the reliability of the obtained results. The

experimental data are presented in Table 5.

The reactivity of lime milk determined by this
method ranged from 36.08% to 49.44%. The
average value was 42.23%, which is significantly
lower than the expected regulatory standards.
Statistical analysis revealed considerable data
variability: the standard deviation was 5.02%,
and the coefficient of variation reached 11.9%,
indicating low reproducibility of the method.

For further analysis, a method with a single
sample weight was applied, using correction
coefficients, but the samples were analyzed without
boiling and without grinding the lime milk. The
absence of grinding may additionally affect the
completeness of calcium hydroxide dissolution,
which impacts the accuracy of the results (Table 6).

Table 6 - Experimental Results for Determining the Reactivity of Lime Milk

Indicator — Phenolphthalein Indicator — Methyl Orange
Experi- K., (Ij\;iz Lir.ne Vyci»used | Free Lime Viaon> u§ed Total lime 22‘:; wmlltlk
ment No. | (HCI) Milk for Content for titration, content, y
OH) Mass titration, Afrper % am? A % Act, %
ag cm?
1 5,120 1,3 0,7234 49,5 1,4699 49,21
2 5,030 2,2 1,2457 46,7 3,5207 35,38
3 1,0174 | 1,0011| 5,032 2,0 1,1320 47,9 2,7371 41,36
4 5,068 2,0 1,1240 47,1 3,1605 35,56
5 5,052 0,9 0,5074 49,2 1,3841 36,66
6 5,028 1,0 0,5665 49,0 1,5589 36,34
7 4,97 1,1 0,6304 48,5 1,9167 32,89
AVERAGE 38,20+5,02%
The reactivity of lime milk by this method ranged indicators.

from 32.89% to 49.21%. The average value was
38.20%, which is significantly below the expected
regulatory standards. The range of values was
16.32%, the standard deviation was 5.62%, and the
coefficient of variation was 14.7%.

To assess the accuracy and reproducibility, the
results obtained by all four titration methods were
compared. Table 7 presents the average values of
lime milk reactivity, as well as the main statistical

The two-sample method allows for the separate
determination of free and total lime content,
providing a more comprehensive understanding of
the composition of lime milk. In the conducted
experiments (Table 7), the reagent reactivity ranged
from 41.04% to 48.62%, with an average value of
45.74 + 4.10%. Using two samples yields more
reliable results compared to methods utilizing a
single sample, as it accounts for both the dissolved
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and the precipitated parts of calcium hydroxide.

However, the method remains quite sensitive to the
conditions of the analysis: the results are influenced
by the sample mass and the titration rate. Thus, the

two-sample method provides the highest accuracy
and is used as the primary control technique for
adjusting reagent consumption in accordance with
the technological regulations.

Table 7 - Comparative Results of Different Titration Methods

Method Range of Average o (Standard V (Coefficient of
A_act, % value, % deviation), % variation), %

Two samples 41,04 — 45,74 4,10 8,97
48,62

One sample 31,71 - 45,42 11,85 26,1
54,55

One sample with correction factor 36,08 — 42,23 5,02 11,9
(without boiling) 49,44

One sample with correction factor 32,89 — 38,20 5,62 14,7
(without boiling and grinding) 49,21

The single-sample method is a simplified version
of the analysis used for operational production
control. It allows for halving the analysis time,
which is especially important when multiple
determinations are required during a shift. However,
the obtained results showed extremely high
variability - the coefficient of variation was 26.1%,

indicating low reproducibility of the method.

The large scatter is explained by several factors:
heterogeneity of the lime milk suspension, errors
in weighing the sample, as well as differences in
the dissolution and neutralization rates of calcium
hydroxide during titration. Thus, the single-sample
method is convenient and sufficiently reliable for
rapid assessment of lime milk reactivity, but it does
not provide the necessary accuracy and reliability
for regular analytical control.

The application of the single-sample method
with the use of a correction factor represents a
modification of the accelerated method, which takes
into account adjustments for systematic titration
errors. This simplifies the analysis procedure
while simultaneously improving the accuracy of
titrant volume measurement. However, the obtained
results showed a significant variability in reactivity
values (ranging from 36.08% to 49.44%). The
average value was 42.23%, which is noticeably

below the standard level. A coefficient of variation
of 11.9% indicates relatively low reproducibility
of the method. Despite the use of correction
factors, the influence of factors such as suspension
heterogeneity, titration speed, and differences in
lime component solubility remains. Thus, the
single-sample method without boiling, even with
the use of a correction factor, provides only an
approximate estimation of lime milk reactivity and
cannot be considered a sufficiently reliable control
method for the operation of treatment facilities.

The application of the single-sample method
without boiling and without grinding revealed
an even wider range of lime milk reactivity
values compared to previous approaches. The
average value was low (38.20%), and the
variability between individual measurements was
significant. Statistical indicators confirm the low
reproducibility of the method: the coefficient of
variation was 14.7%, which substantially exceeds
the acceptable limits for analytical determinations.
A key factor affecting the results is the absence of
grinding the sample, which limits the completeness
of calcium hydroxide dissolution and leads to an
underestimation of reactivity. Although some high
values were recorded (up to 49.21%), they did
not compensate for the overall downward trend in
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average values. Thus, despite its simplicity, this
method proved to be the least reliable among the
investigated techniques and can only be used as
a rough express analysis rather than for regular
production control.

A comparative analysis of the obtained data
showed that the highest reproducibility was
achieved by the two-sample method: the coefficient
of variation was less than 10%, which falls within

acceptable limits for analytical measurements.

This method also demonstrated the smallest range
of wvalues (41.04-48.62%). The single-sample
method proved to be the least reliable, with a
coefficient of wvariation reaching 26.1% and a
value range exceeding 22%. This indicates a
high sensitivity of the method to the analysis

conditions, making it unsuitable for precise control.

The use of correction factors partially improved
reproducibility (standard deviation decreased to
5.02-5.62%), but the omission of boiling and
grinding the samples negatively affected the
completeness of active component dissolution,
leading to an underestimation of average reactivity
values (38.20-42.23%).

Conclusions. The analysis of the obtained data
(Table 7) showed that the reactivity of 5% lime
milk used at the mine water treatment facilities
of the Belousovsky mine for the precipitation
of heavy metal salts averages 42.9%, which
is significantly lower than the values specified
in the technological regulations (52-70%). This
discrepancy requires continuous monitoring of the
actual lime consumption and adjustment of the daily
reagent dosage.

The reasons for the reduced reactivity are related
both to the composition of the raw material and

to the technological conditions of its processing.

Unsaturated lime produced by the calcination of
calcium-magnesium rocks is used to prepare the
lime milk. Besides pure calcium and magnesium
oxides, the calcined product contains compounds
with silicon, aluminum, and iron, as well as
underburnt residues. These impurities reduce the
rereactivity of the lime, and its instability in air
additionally leads to partial carbonation.

The effectiveness of lime milk depends on

the solubility and dissolution rate of calcium
hydroxide, which are influenced by temperature,
crystal structure, impurity content, and slaking
conditions. The actual reactivity was insufficient
to ensure the normative pH level of 10.5 at the
standard dosage, which may reduce the efficiency
of the treatment process.

The conducted research demonstrated that the
titration conditions significantly affect the reactivity
analysis results. Key factors include the titration
rate, the necessity of grinding the sample, the
use of boiling for determining total lime content,
the quality of prepared titrant solutions, and the
presence of foreign components (gypsum, sand,
aluminum and iron oxides, magnesium hydroxide).

Comparison of titration methods showed
that simplified approaches (single sample, with
correction factors) produce substantially higher
variability and lower reproducibility. The two-
sample method provides the highest accuracy and
stability of results, ensuring reliable quality control
of lime milk under production conditions.

Thus, the following conclusions can be drawn
from the results:

1. The actual reactivity of lime milk is below
normative values and requires adjustment of
reagent consumption.

2. The decrease in reactivity is related to the
quality of the initial lime, its structure, and impurity
content.

3. Analysis results depend on the titration
methodology.

4. For production control, the two-sample
method is recommended as the most accurate and
reproducible.

At the same time, in the practice of the
Belousovsky mine’s treatment facilities, it is
advisable to establish a lime milk reactivity control
system based on the following principle: regular
laboratory control using the two-sample method;
operational control during shifts using the single-
sample method or with correction factors; express
control at the preparation site using the single-
sample method without boiling and grinding. This
approach provides a balance between analytical
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accuracy and ease of application in production conditions.
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