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EXPERIMENTAL SCALING POTENTIAL OF HEATED WATER
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The previously proposed mechanism of bicarbonate ions decomposition by the H-mechanism (with
the formation of H* and CO3?) or OH-mechanism (with the formation of OH and CO) is
confirmed experimentally without and with heating water up to 190°C. The change decomposition
mechanism depends on hardness, alkalinity and pH. The H-mechanism is observed at higher pH
values (pH decreases) and the OH-mechanism is observed at lower values (pH increases) in
particular solutions.

The developed technique is based on the measurement of changing the pH (4pH:) of the solution (at
a fixed temperature of 15 to 25°C) after heating it to a given temperature (ranging from 40 to
190°C) and maintaining this temperature for at least 30 minutes. A decrease in the pH of the water
after heating (4pH:>0) indicates the formation of carbonate ions and the need for additional water
treatment to reduce the hardness, alkalinity or pH. The greater the ApH: the greater the
concentration of carbonate ions formed in water. If ApH; is zero then this temperature can be used
as a water quality index. This temperature is 86.4°C for tap water in Kyiv (pH 7.4). Measurement of
ApH in water meeting standards for water in German heating supply systems (pH 9.06, Hardness
45 ymol/dm? - 5 times less than in Ukraine) shows that such water is not scale-safe (4pH1s0=0.15).
The proposed technique will be able to replace the Langelier index (up to 90°C) and the carbonate
index (up to 190°C) under the condition of systematic processing of experimental data obtained for
the water of different compositions on its basis. This method can be used in addition to the
expensive experimental method of dynamic tube blocking.
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is used for heating supply systems in Ukraine
1. Introduction (since the time of the USSR) for the

temperature range from 70 to 190°C. In fact,
the carbonate index (CI) is a simplified LSI
used earlier at pH range 6.5-8.5 and now at
pH 8.3-9.5 and does not consider a particular
pH value. There are also computational
models that are not related to the Langelier
Index (Berce, 2021). All these approaches do
not have an experimental methodology to
verify the calculated values (LSI) and were

Prediction of the possibility of scaling
depending on the composition of water is an
urgent task. Its solving methods have a long
history since the mid-20th century. Langelier
Index (LSI) and its derivatives (Ryznar, etc.)
are used to assess the properties of water up to
80°C (Skoczko, 2019), and the carbonate
index (the product of hardness on alkalinity)
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developed based on data processing from real
systems (CI). Now the widely used
experimental technique is based on the
method of dynamic blocking tubes, which
actually simulates the work of heating
equipment, but considerably accelerates (up
to several hours) the scaling in the capillaries
of installation by a drastic pressure drop after
them (Wang, 2018). The relative quality of
water  samples depending on their
composition is estimated by the time of
reaching this drop. However, the cost of such
installations does not allow their wide
application, especially at the universities and
the laboratories of water treatment plants.

It should be noted that for systems in
which water is heated without contact with
air, the equation of HCOs  decomposition is
usually as follows:

2 HCO3 -> COsz% + CO2 + H20

However, such equation cannot explain
the change in pH after heating. Moreover,
based on this equation, the formation of CO3*
ions (and consequently CaCQOs) is inevitable,
which is not true.

Previously, an alternative approach to
describe the mechanism of bicarbonate ions
(BCI) dissociation  under  equilibrium
conditions has been presented by two
reactions (Kontsevoi, 2006):

HCO3 = OH + CO»
HCOs = H* + COs*

The practical application of these
mechanisms requires experimental
verification under nonequilibrium conditions.
The same mechanisms are considered to
predict the possibility and intensity of scale
forming. The main goal of this research is to
develop a technique that could be available at
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almost any chemical laboratory, allowing not
only to estimate the possibility of scaling but
also to predict its intensity.

Experimental confirmation of the
presented BCIl decomposition reactions
already exists under conditions of water
heating in contact with air (for example, in an
ordinary kettle). It is known that the pH of
such water increases the longer it is heated
and then boiled. Carbonate ions are formed in
the water and a scale is formed on the surface
of the kettle. Obviously, both decomposition
reactions of BCI occur simultaneously, but
the reaction with the formation of CO; and
OH" occurs in greater yield, and this leads to
an increase of pH.

2. Materials and Methods

Standard solutions and techniques for
determination of water hardness (WH) with
EDTA and Alkalinity (Alk), NaOH (0.1
mol/dm?) and HCI (0.1 mol/dm?) solutions for
pH correction, CaCl> and NaHCO3z solutions
for modeling of natural water (raw and
purified), tap water (Kyiv) in a laboratory
of Faculty of Chemical Technology, pH
meter (Jenway, UK, accuracy 0.01 pH units),
photocolorimeter, sealed reactors (stainless
steel) for water samples, circulation heater for
heating up to 80°C, autoclave for heating
above 80°C (up to 190°C).

The technique for the determination of
the decomposition mechanism of HCOz3™ ions
is based on the fixation of the pH change after
water heating. Water samples of certain
chemical compositions are heated at a fixed
temperature (20°C) for 15 minutes. Then the
initial pH1 value of water is determined.

This auxiliary heating eliminates the
impact of temperature on water pH. The
temperature compensation of the pH meters
was found to be not sufficient. A difference of
1°C leads to a difference in pH values up to
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0.1 with a measurement accuracy of 0.01 pH
unit. The actual temperature of this stage is
determined by the temperature in the
laboratory and can be any but fixed from 15
to 25°C. Obviously, the temperature of this
heating must be several degrees higher than in
the laboratory.

Then the water is poured into 3 stainless
steel reactors. It prevents a change of pH
value due to corrosion. The sealed reactor has
a volume of 150 cm®.

The reactors are placed in a circulation
heater (up to 90°C) or autoclave (up to 190°C)
and are heated for 30 minutes (actual heating
time at a specified temperature in the heat-
exchange equipment) at a certain temperature
(40+190)°C.

The reactors are removed from the
autoclave the next day (slow cooling mode).
The reactors from circulation heaters can be
cooled with slow or quick cooling mode
(using tap water) on the same day. The
reactors remain closed during the cooling
process. The reactors are again placed in a
circulation heater at 20°C for 15 minutes and
then pH: values are measured.

The experimental potential of scale
forming is calculated as:

ApHt = pH1 — pHo,

where index t is the set temperature of the
main heating, °C.

This sequence of ApH: -calculation
allows getting values whose sign corresponds
to the sign of the Langelier Index: negative
values (OH-mechanism) - no calcium
carbonate is formed, and positive values (H-
mechanism) — on the contrary.

It should be noted that pHo is the pH
value of the initial solution and pHjs is the pH
value after its adjustment with acid or alkali
solutions and auxiliary heating at 20°C. pH: is
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always the pH after the main heating. Since
the heating was performed in 3 reactors in
parallel, the corresponding pH values after
this heating are marked as pH21 (1st reactor),
pH22 (2nd reactor), and pH23 (3rd reactor),
pH2avg (average value).

3. Results and Discussion

At the first stage, ApH: values were
determined for sodium bicarbonate solutions
(see Table 1).

Obviously, the H-mechanism (ApH>0)
is realized only at the maximum
concentration, which corresponds to the
alkalinity of tap water. There is more
potential for both strengthening the observed
mechanism and weakening it with slow
cooling. Fast cooling allows for more
accurately capturing the condition of the
water at its maximum temperature.

Table 1. The determination of ApH; for
NaHCOs solutions at different concentrations
and cooling modes (f — fast; s - slow)

Ne molc;amg (,té pH: | pH2avg | ApHt
1f 0.25 40 | 5.36 | 5.73 | -0.37
1s 0.25 40 | 5.38 | 5.953 | -0.57
2f 0.25 60 | 6.43 | 6.835 | -0.41
2s 0.25 60 | 6.43 | 6.81 | -0.38
3f 1.0 40 | 7.22 | 7.59 | -0.37
3s 1.0 40 | 7.32 | 7.488 | -0.17
4f 1.0 60 | 6.76 | 6.85 | -0.09
4s 1.0 60 | 6.775 | 6.808 | -0.03
5f 4.0 40 | 7.56 | 7.622 | -0.06
5s 4.0 40| 751 | 7.66 | -0.15
6f 4.0 60 | 7.90 | 7.855 | 0.05

ApHt for samples of water prone to
scale formation (pH about 9.0) and not prone
to scale (pH about 8.0) were further
determined (see Table 2).
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Table 2. ApH: of tap water (WH=5
mmol/dm3, Alk=4 mmol/dmq)

t, °C pHo | pH1 |pH2avg | ApHt
40 |7.66|8.03| 8.02 | 0.01
60 (7.65]|8.00| 7.96 | 0.04
80 | 7.67|8.21|8.090 | 0.12
40 |7.61|9.08| 9.02 | 0.06
60 |(7.62]9.00| 882 | 0.18
80 [7.65]|9.11| 8.62 | 0.49

It is known that tap water in Kyiv at a
pH about 8.0 does not form carbonate scale
on the heat-exchange equipment. Such water
is used without additional treatment in the
cooling systems at power plants in Kyiv at a
temperature of about 40°C, as well as in heat
exchangers of Kyiv heating supply systems at
60°C. ApH: values are positive but close to 0,
which confirms their known properties
(although not completely).

ApHt values increase with increasing
temperature and water pH. At higher pH, the
ApH: increase is larger, which adequately
reflects well-known facts about scale
formation (pH about 9.0).

The standard deviation for pH after
heating (o) was determined for 3 parallel tests
in each test series. The obtained values
indicate good repeatability of the results at the
level of the pH-meter accuracy (see Table 3).

The decomposition of BCI occurs via
the H-mechanism (see Table 4) in water
samples that correspond to standard accepted
in Ukraine (CI=WH*AIK, (mmol/dm?)?) and
Germany (at 150°C) for circulating water in
heating supply systems.

The level of ApH: values indicates a
high intensity of this process (see Table 4).
This result is expected because the standards
developed for pH range 6.5-8.5 are used for
another pH range (8.3-9.5) with a much
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higher concentration of carbonate ions
(especially for pH above 9.0).

Table 3. The repeatability of parallel
pH measurements after heating

t,°C | pH21 | pH22 |pHz23 |pHzavg c

40 | 8.03 | 8.02 | 8.01 | 8.02 | 0.01
60 | 7.94 | 797 | 797 | 7.96 | 0.017
80 | 8.07 | 8.11 | 8.09 | 8.090 | 0.02
40 | 9.01 | 9.03 | 9.02 | 9.02 | 0.01
60 | 8.81 | 8.84 | 8.81 | 8.82 | 0.017
80 | 8.60 | 8.64 | 8.62 | 8.62 | 0.02

It should be noted that in systems with a
pH close to 8.3, the carbonate scale is only
about 5% of the total mass of deposits on the
boilers’ surface (95% are iron oxides).

Table 4. Evaluation of current
standards for the circulating water (Alk=3.0
mmol/dm3)

t,°C Cl pH:1 | pH2avg | ApHt
110 | 0.36 | 8.98 | 8.83 0.15
150 | 0.135]9.06 | 8.90 0.16

We propose using a value of water
temperature (ta), at which ApHt is equal to
zero, as a quality index.

The index ta, in general, corresponds to
LSI, which is also equal to zero at a certain
temperature. However, the proposed ta index
can also be determined at temperatures above
90°C (the upper limit of the Langelier index).

The data for determining ta of tap water
in Kyiv are presented in Table 5 and are well
approximated by the following linear
equation:

ApHiapr = 0,0077-t-0.6654.

ApHt is 0 at 86.4°C according to the
equation above.
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Table 5. Determination of the conditionally
acceptable water temperature

t, °C | pH:1 | pH2avg | ApHt | ApHiapr
150 | 748 | 6.99 | 0.49 0.49
110 | 748 | 7.29 | 0.19 0.18
80 |7.48| 753 |-0.05| -0.05

Such an indicator can be valuable when
determined for a large number of water with a
wide variety of chemical compositions
(Hardness, Alkalinity and pH). In this case, it
will really be able to fully replace and expand
the Langelier index as a calculated index.

4. Conclusions

The mechanism of bicarbonate ions
decomposition based on two reactions has
been experimentally confirmed. The pH
increase of the heated water indicates the
formation of CO> and OH-, while the pH
decrease indicates a reaction with the
formation of H* and CO3?"

A method for the determination of
bicarbonate ions decomposition mechanism in
water heated to a certain temperature (up to
190°C) is developed. Scaling potential is
determined as the difference in pH of the
water before and after heating (ApH). A
negative sign of ApH value indicates the
scale-safe of water (OH-decomposition
mechanism), and a positive value indicates
the formation of carbonate ions (H-
mechanism). Obviously, the greater the
changing value the greater the concentration
of formed carbonate ions, taking into account
the alkalinity and pH of the water.

The developed methodology has been
applied to solutions of different compositions
and temperatures: from scale-safety (pH about
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8 — absent of carbonate ions) to not scale-
safety (pH about 9 - carbonate ions are
present). The results indicate a direct
dependence of the ApH sign and value on the
composition and temperature of the heated
water. The existing standard for water quality
in heating supply systems has been tested at a
temperature of 110 and 150°C. It is found that
such water is not scale-safety (ApH=0.15). At
the same time, water hardness (45 pmol/dm?)
at a temperature of 150°C corresponds to
standard accepted in Germany for such water
(pH 9.06) and 5 times lower than in Ukraine.

An index (*conditionally acceptable
water temperature”) for assessment of the
scale-safety of water with a given
composition is proposed. Due to the linear
dependence of the index on temperature, it is
easy to determine it by two temperatures
(minimum and maximum). The function of
ApH versus temperature allows determining
this index when ApH is equal to zero. Its
value for tap water in Kyiv is 86.4°C.
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EKCIHEPUMEHTAJBHUM NOTEHIIAJ
HAKHUIIOYTBOPEHHS HAT'PITOI BOAU
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3anpononosanuii  paniwe mexamizm posznady Oikapbonam-ionie 3a H-mexanizmom (3
ymeopennam H' i COs%) abo OH-mexanizmom (3 ymeopennam OH i COp) niomeepoiceno
excnepumenmanvro 3 Hazpisanusim 6oou 0o 190°C. 3mina mexanizmy po3kiadanus 3anexicumo 6io
meepdocmi, ayxcnocmi ma PH. H-mexanizm cnocmepicacmocs 3a 6inowr sucokux 3uavenusx pPH
(pH smenwyemocs), a OH-mexanizm 3a nuscuux snauvennsx (PH spocmac).

Pospobnena memoouxa sacnosana na eumipiosanni sminu PH (ApHy) pozuuny (3a ghikcosarnoi
memnepamypu 6i0 15 0o 25°C) nicns tioeo naepisanms 0o 3aoanoi memnepamypu (6io 40 0o 190°C)
i niompumyi yiei memnepamypu ne menwe 30 xeunuwn. 3uusicenns pH 6o0u nicisi umaepieanus
(4pH>0) csiouums npo ymeopenns KapOOHamuux ioHie i npo HeoOXIOHICMb 000amK080i 06POOKU
800U, WO 3HUNICYE MEepdicmb, ayicHicms abo pH. Yum 6invwe ApHi, mum Oinvuia konyenmpayis
KapboHamHux ionig, wo ymeopiowmusca y 800i. Axwo ApHy oopienioe nynio, mo yio memnepamypy
MOJICHA  BUKOPUCMOBY8AMU 5IK NOKA3HUK siIKocmi 8oou. [[ns éodonposionoi éoou 6 Kuesi ys
memnepamypa cmanosums 86,4°C (pH 7,4). Bumiprosanns ApH y 600i, wo 8ionogioae nopmam 0iist
600U 6 nimeybkux cucmemax menionocmauanus (pH 9,06; meepoicmo 45 mxmonvlom® —y 5 pasie
MeHwa, Hixic 8 YKpaini), nokasye, wo maxka 800a ne € nakunobesneunoio (ApHiso=0,15).

3anpononosana memoouxa 3modice saminumu inoexc Jlanocenve (0o 90°C) i kapbonammuuii
inoexc (0o 190°C) 3a ymosu cucmemamuunoi 0OpoOKU eKCnepuMeHmaibHux OAHUX, OMPUMAHUX
07151 800U PIi3HO20 CKAAJY HA ii 0cHOGI. Llell MemoO ModHCHA BUKOPUCMOBY8AMU K OONOBHEHHS 00
00p02020 eKCNePUMEHMAIbHO20 Memo0y OUHAMIYHO20 OJIOKY8AHHS MPYOOK.

Kniouosi cnoea:. poskiaoanus 2iopoxkapbonHamuux ioHie, kapbonamuuil inoexc, 3mina pH,
Haepima 6004, 3an0bieanHs HAKUNY, atbmeprHamuea inoexkcy Jlanoicenve

INDUSTRIAL WATER TREATMENT 15



