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Abstract. Glass wastes as a cullet are used in the
production of building materials mainly as an inert
aggregate. However, finely grained glass powder with its
well developed surface can not be regarded as passive
toward cement solutions whish has actually been proven
in practice. Literary sources provide no information about
chemical influence of finely grained glass on the process
of hardening, especially in its early pre-induction hydration
period — the period which considerably conditions the
cement stone structure formation and its properties.

Key wor ds: finely grained glass powder, cement, binding,
hardening, hydration, modifier

1. Introduction

Glass industry wastes and glassware cullet are
widely used in the production of different building
materials mainly as an inert aggregate. This is due to the
fact that glass is an ecologically safe material and has an
artificial origin. It is important to distinguish two types of
glass wastes: fine filling agent (1-5 mcm) and finely
grained powder (10-50 mcm). The first one is ineffective
as an additive to concretes, whereas the second one in
certain amounts may be used as an artificial active additive
to cement [1].

According to the literary sources [2] the use of
the grinded glass (10 to 40 %) of different chemical
structures instead of cement decreases compression
strength of samples by 42 %. However, exchange of sand
as a fine filling agent for the same amount of grinded
glass has practically no impact on the compression
strength. Therefore, in a great amount finely grained glass
is not an active additive to cement.

As it has been shown in our previous investigations
[3], addition of finely grained glass to cement even in an
amount of 0.5-1 % increases the strength of cement
solution and concrete samples. This fact corroborates an
active role of finely grained glass in the process of
hardening and cement stone structure formation.

Moreover, such negligible amount is capable of affecting
the duration of the binding process and thus can be an
accelerating or retarding agent of the hydration process.

The aim of this work is establishing the role of
finely grained glass powder in the cement hydration
process from the moment of water adding to the end of
the hardening process depending on chemical and fractional
composition of the glass powder, as well as assessing the
role of the powder as an active additive to the formation
of cement stone structure.

2. Experimental

The following investigation methods have been used:
microcalorimetry, X-ray diffractometry, IR-spectroscopy,
thermoanalysis. CEM I 32.5R cement complying with the
EN 197-1 European standard has been used as an initial
material. Container glasses of different chemical
compositions (green, brown and colorless) have been used
as additives. The chemical compositions of different glasses
are shown in [1]. It should be noted that these glasses differ
by the content of alkaline oxides and R,O,. In the previous
investigations it had been established that 1 % of finely
grained glass powder is an optimum amount of additive,
which was added to the cement mass in solution or
concrete. In all the cases water:cement ratio was 0.5.

3. Results and Discussion

It is well-known that glass is a material with an
amorphous structure, characterized by a large supply of
free energy. At comminution and grinding plenty of disrupt
structural unsaturated bonds are being formed, which
explains considerable activity of glass powder.
Multicomponent glass — the glass that has been used in
our investigations —contains approximately 14 mass % of
Na,0 and K O. In the glass structure the ions of these
metals have considerably less binding energy as compared
to covalent bond of Si-O in the structural fragment of
Si-O*Na or Si-O"K.
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In water solution Na" and K* ions are easily diffused
from glass to the solution and form sodium and potassium
hydroxides in the solution, correspondingly. They are
displaced by H" ions from water and thus hydrate the
surfaces of glass grains. This is a so called ion-exchange
mechanism of interaction between glass and water. Since
the area of glass grain surface is very large, comparable
to the area of cement grain surface, ionic exchange is
very active. Titration analyses show that alkalinity of
cement solution without glass additives is near 6 ml of
0.1N HCI. Separate glass powder in water under normal
conditions has alkalinity in the range from 0.15 (colourless
glass) to 0.55 ml of 0.1N HCI (green glass). Thus, the
total alkalinity has to increase, however alkalinity of cement
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mixture with glass additives is 35-40 % less. In our
opinion, it is connected with high content of SiO, in the
glass (near 70 %), which results in the formation of
calcium hydrosilicate (CSH), see reaction (1):

Ca(OH), +SiO,+(n-1)H,0 = CaOSiO,nH,0 (1)
cement glass a phase in a cement stone
As a result of reaction (1) the amount of calcium
hydroxide in the cement solution decreases. Consequently,
the alkalinity of solution with glass powder additives
decreases as well and additional amount of CSH crystal
phase in a cement stone is formed. This fact is confirmed
by the decrease of intensity of lines d=4.90 E (see Fig. 1).
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Fig. 1. X-rays of cement stone with glass powder additives:
control sample without glass (1), sample with 1 % of colourless glass (2),
sample with 1 % of brown glass (3), sample with 1 % of green glass (4)
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Fig. 2. Mass losses of cement stone within temperature interval up to 723 K determined by thermoanalysis:

up to 683 K (a), up to 723 K (b)
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The results of differential thermoanalyses of cement stone
samples (Fig. 2) also confirm the abovementioned
supposition. It is known that mass losses of cement stone
samples in the interval up to 683 K are connected with
water separation from hydrates of CSN type. After the
first day of hydration the mass losses of the samples with
green glass increase. The mass losses of other samples,
including control sample, are around 8 %. After three and
seven days of hydration mass losses of the samples with
glass are higher by 0.2-0.4 % than of those without glass,
which indicates the increase in CSN amount in the samples
with glass. Mass losses in the range of 683—723 K are
caused, first of all, by Ca(OH), decomposition. As the
increase in CSN amount and concomitant hydrates in the
presence of glass powder should be accompanied with
reduction of Ca(OH), amount, mass losses of samples
with glass should be less than mass losses of the control
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sample. We observed this phenomenon after 3 and 28
days of hydration.

The obtained results allow explaining the reasons
of mechanical strength increase in the samples with glass
powder. It is connected, first of all, with the increase of
CSN amount and appearance of accompanying hydrates,
which quasi additionally link the structure of cement stone
as bundles of short crystals-fibers oriented in different
directions [4-5]. It means that finely grained glass powder
modifies the structure of cement stone via leaching
process, i.e. chemically. As a result, the cement stone
properties, first of all its mechanical strength, are changed.
If we consider the effect of glass chemical composition
on the modification process, we can conclude the
following: the lower chemical stability of the glass, i.e.
the greater amount of alkalis in the glass composition, the
greater effect on the modification of glass.

50 .
40
35 - \
= ¥ \
on
= 25
- N
Z 20
15
10 \\
5 ~3
o .
0O 5 10 15 20 25 30 35 40 45 S0 S5 60
time, min. :
w -
s 4
40
35 _\\
30
5 \
= B \
Z 20 \
15 ¥ \\
10 ]
—
5 \.‘_4__-‘_*_‘
0 5 10 15 20 25 30 35 40 45 SO S5 60

time, min.

Fig. 3. Thermal balance of cement solution during preinduction period of hydration process [7]:
control sample without glass (1); sample with 1 % of colorless glass (2); sample with 1 % of brown glass (3);
sample with 1 % of green glass (4)
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Fig. 4. The change of heat evolution rate during preinduction period at
Portland cement hydration
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Fig. 5. Microcalorimetric curve of cement hydration determined
for 48 hours: Cem-1 control sample (1); Cem-1 + 1 % of colorless glass (2);
Cem-1 + 1 % of brown glass (3); Cem-1 + 1 % of green glass (4)

In view of the chemical action of finely grained
glass over the hydration process, the problem of such
influence from the moment of water addition to preliminary
mixed cement and glass powder in corresponding
proportions, is of great interest.

In terms of the modern theory of solutions [6], the
determination of thermodynamical characteristics of hydration
process is very important. Calorimetric methods are used
for this purpose. In our case we have used microcalorimeter
capable of measuring thermal effects under isothermal
conditions. Heat evolution rate W(J/g/min) has been used as
an estimation criterion. The dependence of heat evolution
rate in the cement solution upon hydration time during 60
minutes is represented in Fig. 3.

In Fig. 4 we can see a sharp increase in heat
evolution rate during the first two minutes for all samples.
During the period from minute 2 to 3 the rate increases
slightly and achieves its maximum after 4 minutes of
hydration. Then the rate decreases. It is connected with
the output of Ca?" ions from cement to water solution, as
the process is exothermic [8]. It should be noted that

during the whole explored period the values of the control
sample are 20 % less than those of the samples with glass.
Finely grained glass is an additional source of Na* and K*
ions, which results in heat evolution rate rise. Hence,
during preinduction period (2—4 min.) the glass additives
accelerate cement hydration process. However, heat
evolution rate decreases for the samples with glass after
two hours of hydration. Such difference lasts for almost
17 hours and then disappears (Fig. 5).

Thus we can conclude that after two hours glass
additives retard hydration process as glass takes away
part of water for its own hydration instead of cement
hydration.

4. Conclusions

It has been established that addition of finely grained
glass to portland cement or to portland cement based concrete
accelerates the binding process during preinduction period
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of hydration (2—4 min.) but retards it during after-induction
period. However, this does not affect the mechanical strength
of the concrete samples after the first day of hardening. The
strength of samples with glass is higher as compared to the
control samples, because, as has been stated above, glass
additives modify cement stone structure.
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MEXAHI3M TBEPAIHHSA IIOPTIIAHALUEMEHTY
BITPUCYTHOCTI JIPIBHO3MEJIEHOI'O
MHOPOUIKY CKJIA

Anomauin. Bioxoou ckna y uensoi ckisanoeo 6010 0ocums
WUPOKO GUKOPUCTNOBYIOMbCS Ol 8UPOOHUYMEA OYOigenbHUX
Mamepianie nepegajxcno Ak inepmuuil Hanosnwgay. Qonak
OpibHO3MeNeHUll NOPOULOK CKIIA MAE OYIce PO3BUHEH) NOBEPXHIO, I,
6 36 A3KY 3 YUM, He MOJCe 88ANCAMUCH NACUBHUM GiOHOCHO
YemenmHux posyumie, wjo i 6yno niomeepoiceno na npakmuyi. B
aimepamypi 6iocymuni gioomocmi npo XiMiuHuil GnaAUS
OpibHo3Menen02o ckia Ha meepoinHs, 0COOIUBO HA NOYAMKY
nepedindykyiiinoeo nepiody 2iopamayii, AKuil 3HA4HOIO MipOIO
3YMOBIIOE POPMYSAHHA CIMPYKMYPU YeMEHINHO20 KAMEHIO ma 11020
61acmu60Ccmi.

Knrouoegi cnosa: opionosmenenuti nopouiox ckia, yemenm,
36 A3yeanus, meepdinns, iopamayisi, moougikamop.



