ISSN 2224-5286 Cepusa xumuu u mexronozuu. Ne 4. 2018

NEWS
OF THE NATIONAL ACADEMY OF SCIENCES OF THE REPUBLIC OF KAZAKHSTAN

SERIES CHEMISTRY AND TECHNOLOGY
ISSN 2224-5286
Volume 4, Number 430 (2018), 115-119

UDK 631.82
Zh. K. Dzhanmuldaeva', A.A. Kadirbaeva',
G.M.Seitmagzimova', Zh.M. Altybayev’, Sh.K. Shapalov’

"M.Auezov South Kazakhstan State University, Shymkent, Kazakhstan;
*South Kazakhstan Pedagogical University, Shymkent, Kazakhstan

Zanyld (@mail.ru. arsenal 575@inbox.ru. shermahan 1984(@mail.ru

ON THE METHOD OF MANUFACTURE OF ORGANOMINERAL
FERTILIZER BASED ON DOUBLE SUPERPHOSPHATE

Abstract. The paper considers features and advantages of using organomineral fertilizers. Large amount of
weakly alkaline lignin-containing solutions being a hard-recyclable waste of cellulose production is formed as a
result of the steam-explosive catalysis of herbal agricultural raw materials. The paper considers the possibility of
using it as an organic component of organomineral fertilizer. Optimal parameters of the process of double
superphosphate production were determined based on laboratory investigation results. The obtained product does not
meet requirements of the State standard for double superphosphate, but it is similar to double superphosphate
composition. We offer to conduct the process of product granulation in the presence of lignin-containing solution
which is a waste of cellulose production to improve the quality, increase the assortment and the agrochemical
composition of the fertilizer. Based on the research results we suggest a technological scheme of organomineral
fertilizer production on a basis of double superphosphate with the use of lignin-containing solution. The obtained
organomineral fertilizer has good physical qualities: it does not clump, does not cake up and does not lose its
friability.

Key words: organomineral fertilizers, delignification, lignin-containing solution, double superphosphate, wet-
process phosphoric acid (WPA).

Introduction. It is known that organomineral fertilizers combine the advantages of individual organic
and mineral fertilizers, strengthen and prolong the action of each of the components and simultancously
remove disadvantages of both fertilizers. The mineral part of organomineral fertilizers dissolve well in the
soil solution and ensure fast assimilation by plants. Organic components have a prolonged effect and
guarantee the supply of plants with nutrients for a long time. The separate application of organic and
mineral fertilizers does not give such an effect. Organic and mineral parts of organomineral fertilizers
interact between each other and nutrients (nitrogen, phosphorus and potassium) pass into more accessible
compounds for plants. When using organomineral fertilizers, nitrogen mobility reaches 95-98%,
phosphorus - 90-95%, potassium - 95%, and they are completely used by plants, while these elements are
used in mineral fertilizers only by 30-35%. Therefore, the average doses of granular organomineral
fertilizers are about 10 times lower compared to organic fertilizers and 2-3 times lower compared to
mineral fertilizers. The ecological component is also very important in the production of organomineral
fertilizers, i.¢. the amount of both mineral and organic waste on the Earth will decrease. The effectiveness
of the use of organomineral fertilizers has been confirmed by numerous tests, while it has been established
that the content of organic matter in the soil increased on average by 16-25%. Agrochemical analysis of
soil showed a significant increase of the level of macro- and microelements in the soil. The amount of
nitrogen in the soil, compared with control sites, increased by an average of 2.2-2.8 times, the content of
phosphorus increased by 1.3-2.0 times, potassium by 1.3-2.5 times, calcium by 1,3-1,9 times, magnesium
by 1,3-1,6 times [1].

Organomineral fertilizers are characterized by high agrochemical -efficiency. There are
physiologically active substances in the organomineral fertilizers, which influence the growth of plants,
create a loose soil structure, increase the total surface of the finished product volume. Organomineral
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fertilizers promote to adsorption and retention of moisture (up to 50%), as well as nutrients such as
nitrogen, phosphorus, potassium, calcium, minor-nutrient elements. They have good physical qualities:
they do not clump, do not cake up and do not lose their friability even when the moisture content in them
is up to 50% (absolute). The use of organomineral fertilizers prevents and eliminates the possibility of
clution of nutrient elements and allows to reduce significantly (by 25-50%) the norm of introducing
nutrients into the soil. In addition, the use of organomineral fertilizers will allow to reduce soil salinity,
provide optimal water and air regime, increase humus content in the soil, reduce the harmful effects of
high doses of NPK fertilizers, pesticides, toxic chemicals and radionuclides, to increase soil fertility, crop
vield, their quality value and ensure environmental safety [2].

Scientists of M. Auezov South Kazakhstan State University have developed a technology of cellulose
production based on the process of steam-explosive autocatalysis of herbal agricultural raw materials, such
as wheat straw and rice hulls. The developed cellulose technology is associated with the formation of large
amount of weakly alkaline lignin-containing solutions. They have studied the process of explosive
autocatalysis of wheat straw and rice hulls in the presence of weak alkaline solutions of cellulose
production; paper or corrugated cardboard are produced from the cellulose hereafter. It has been
established that the use of steam explosion of straw or rice hulls with subsequent extraction by alkaline
solutions allows obtaining cellulose with better strength characteristics than that at acid delignification.
Lignin is removed from these solutions; this process is called as delignification. At that, weakly alkaline
lignin-containing solutions are formed, which are hard-recyclable wastes of paper production [3.4].
Further processing or recycling of these wastes is an actual production problem and an essential element
of the creation of non-waste technology.

In this context, the development of the technology of organomineral fertilizer with the possibility of
utilization of delignification extract is topical issue. Its use as an organic component of organomineral
fertilizer based on double superphosphate can be one of such methods. To prepare an organomineral
fertilizer on the basis of double superphosphate, we suggest adding the delignification extract at the
granulation stage.

The proposed technology of organomineral fertilizer based on double superphosphate consists of
several stages: 1) decomposition of phosphate raw materials with wet-process phosphoric acid (WPA); 2)
drying the pulp; 3) granulation of the product in the presence of the lignin-containing solution; 4) drying
and sifting the finished product. To determine optimal parameters of the process of obtaining
organomineral fertilizer on the basis of double superphosphate, the influence of WPA norm, concentration
and temperature on phosphorite decomposition degree and the additive of lignin-containing solution
influence on the process conditions and the quality of the product were studied.

Materials and methods. Laboratory experiments of the decomposition of Karatau phosphorites with
wet-process phosphoric acid for obtaining double superphosphate were carried out as follows. The WPA
stoichiometric norm was calculated according to a simplified procedure that does not take into account the
mineralogical composition of raw materials [5]. The required amount of wet-process phosphoric acid was
heated up to a certain temperature and then mixed with phosphorite for 1 hour at stirring. The formed pulp
was dried for 1.5 hours in a dryer at 105-110°C (to approach the temperature regime of ageing the double
superphosphate in production conditions). The obtained chamber double superphosphate was analyzed for
moisture content and all forms of P,Os content by standard methods in accordance with GOST 20851.2-75
and GOST 20851.4-75.

Following raw materials were applied for the laboratory research: Karatau phosphorites of
composition (mass %): P,Os - 25,0, CaO - 37.04; MgO - 2.4; Fe,0; - 1.18; ALLO; - 0.8; insoluble
residue - 21.62; F - 2.38; moisture - 0.32 and wet-process phosphoric acid produced from these raw
materials; its composition (mass %): P,Os . - 21.6; CaO - 0.57; MgO - 1.49; Fe,0; - 0.99; Al,O; - 0.86;
F - 1.74; SO, - 2.22. Wet-process phosphoric acid used for the experiments was produced at the Plant of
mineral fertilizers of “Kazphosphate™ LLP. A complete analysis of Karatau phosphorites and WPA was
conducted in the central laboratory of “Kazphosphate™.

Results and discussion. To study the influence of WPA norm on the phosphorite decomposition
degree the interaction process was carried out at a temperature of 70°C during 1 hour and a drying process
was carried out at a temperature of 105-110°C. The WPA consumption coefficient was varied within 70-
110% of the stoichiometry. The results of laboratory studies are presented in Table 1.

As can be seen from Table 1, the phosphorite decomposition degree increases when increasing the
WPA consumption rate, the content of P,Osqe.. also increases. In the dried samples, the P,Os;, ranges as
33,3-38,0%, and P,Os4.. 1s 5.6-7.9%. At the acid norm above 90% of stoichiometry, the phosphorite
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decomposition degree does not increase significantly. At the norm of 110% of stoichiometry the
decomposition degree is 91.8%, however, the content of free P,Os is also high. Therefore, the optimal
WPA norm is 90% of stoichiometry.

Table 1 - Influence of WPA consumption rate on the phosphorite decomposition degree at 70 °C

No WPA consumption rate, % of Drying temperature, P05 iotals P05 fiee, Decomposition
stoichiometry ° % % level, %

1. 70 105-110 33.3 5,6 80,2

2. 80 105-110 34,6 6,2 85,1

3. 90 105-110 35,7 6,9 89.3

4, 100 105-110 36,9 7.2 90,5

5. 110 105-110 38,0 7.9 91.8

Under these conditions, a relatively high phosphorite decomposition degree is attained and a product
with good physical properties is obtained, i.¢. the prepared product can be processed further. The next step
of the product treatment is granulation in the presence of the lignin-containing solution.

To study the effect of temperature on the phosphorite decomposition degree, decomposition
temperature was varied within 40-90°C, the WPA consumption rate was 90% of the stoichiometry as an
optimal value determined earlier. It is known that the phosphorite decomposition degree decreases with
increasing temperature, this is explained by the nature of the change in solubility in CaO-P,05-H,O system
[5]. When temperature increasing the supersaturation degree with calcium hydrophosphate increases. As a
result, calcium hydrophosphate film is formed on the surface of the phosphorite grains, which leads to
decomposition process deceleration. At temperature below 70°C, the phosphorite decomposition degree is
somewhat higher, but the temperature of the superphosphate mass is reduced due to the relatively low
ratio of the amount of heat released from the decomposition reaction to the weight of the superphosphate
mass. This will increase the moisture content of the product. Evaporation of moisture takes place and the
content of phosphoric acid in the liquid phase increases in the process of drying. The calcium
hydrophosphate film formed on the surface of the phosphorite grains dissolves, an activity of hydrogen
ions in the liquid phase increases, as a result of which the phosphorite further decomposition takes place.
The results of studies showed that increasing the temperature above 70°C causes more viscous and dense
pulp formation. At a temperature of 70°C, more mobile pulp is obtained, which will easily be transported
to the dryer.

Thus, optimal parameters of the process of obtaining double superphosphate were determined: WPA
consumption rate is 90% of stoichiometry; the decomposition temperature is 70°C. Under these
conditions, the product of the following composition was obtained, (mass %): P2Osita - 35.7; P2Osavaitable -
31.9 and P,Osg.. - 6.9. This product does not meet the requirements for the double superphosphate GOST,
but it is similar to double superphosphate composition.

The lignin-containing solution obtained as a result of a steam explosion of rice hulls is an alkaline
water extract containing 26% of lignin with pH = 12-13. After complete evaporation of this extract, the
chemical composition of the obtained precipitate, determined from scanning electron microscopy, (mass
%) is following: C-34.85; 0-35.68; Na-0.62; Si-1.15; S-0.16; K-24.52. As can be seen from the data, the
dry residue is mainly represented by carbon, oxygen, and potassium; there are sodium, sulfur and silicon
in relatively small amounts.

Studying the fertilizer granulation process in the presence of lignin-containing solution has shown that
the use of lignin-containing solution leads to the neutralization of free acidity forming potassium
phosphates in the complex of phenylpropyl functional groups and the enrichment of the product
additionally with potassium nutrient. As a result of double superphosphate preparation in laboratory
conditions with the use of delignification solution at the granulation stage we have obtained the
organomineral fertilizer of the composition, mass %: PyOsita — 33,8 P2Osavaitavle — 32,11; P2O0sgee — 0;
organic constituent — 5,39,

The results of investigations of lignin-containing solution additive influence on commodity fraction
product output from the granulation stage are given in Figure 1.
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Figure 1 — Dependence of commodity fraction product output on lignin-containing solution consumption

It demonstrates that optimal lignin-containing solution additive, providing maximum of commodity
fraction product output, has very narrow range. Outside the range either pelletizing does not take place or
spontancous agglomeration takes place. Insignificant additive increase or decrease leads to sharp reduction
of commodity fraction product output. It is explained that the additive decrease is accompanied with
moisture input decrease, i.e. there is the lack of moisture for complete wetting fertilizer grain surface; at
that pelletizing does not take place. And when the additive increasing the amount of moisture input
increases which results in excessive growth of charge moisture content and formation of large lumps and
agglomerates.

The results of laboratory testing have shown that optimal lignin-containing solution additive is 20-22
g/ 100 g of powdered double superphosphate. The maximal commodity fraction product output — 86-88%
is observed at this condition.

The proposed technological scheme for the production of organomineral fertilizer based on double
superphosphate consists of several stages: 1) the decomposition of phosphate raw materials with WPA of
P;Os:0ta1 21.6% concentration (by mass), at 90% WPA consumption rate for 1 hour at 70-90°C, while the
phosphate raw material decomposing by 55-60%: 2) Drying the pulp at 105-110°C. During the drying
process, the decomposition of raw materials continues and the total decomposition degree of raw materials
increases to 85-90%; 3) Granulation of the product in the presence of the lignin-containing solution; 4)
Droying the prepared granules to the moisture content of 3-4% in warm conditions at the temperature of 60-
70°C.

Conclusion. Optimal parameters of the process of double superphosphate production were
determined based on laboratory investigation results: decomposition of phosphate raw materials with
WPA for 1 hour at 70-90°C with further decomposition during the drying process, then lignin-containing
solution addition with the norm of 20-22 g / 100 g of powdered double superphosphate on the granulation
stage. When using lignin-containing solution at the granulation stage of double superphosphate production
we can prepare the new mineral fertilizer of improved quality. It will promote to increase product output
and to increase the assortment and the agrochemical composition of the organomineral fertilizer.
Simultaneously the cellulose production waste can be utilized completely. The prepared organomineral
fertilizer based on double superphosphate contains P,Os in easily assimilated form for plants and an
organic part that is of prolonged action. The use of such a fertilizer extends the term of its effective action

in the soil.
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KOC CYIEP®OCAT HETBIH/IE OPTAHOMHMHEPAJL/IBI
TBIHAMTKBIIITBI JAVBIHIAY 9AICI BOMBIHIIA

Annoranus. Makaaga OpraHOMUHEPATbl THHAUTKBIITAPBIH €PEKITIeTiKTepl MeH apTHIKIIBUIHIKTAPEI KOPCETLITeH.
ITTermTi aybUTITIAPY ABUTLIK IMHAKI3aTTAPIH MENION03a ally MaKcaThIMeH Oy-KapbUIblc KaTal3 apKbUTBl OHJIEY HOTIKECIHIE KOl
MeIIepAe oICi3 CUITUN IMTHUHKYpaMjac epiTiHaulep makga Oonaipl. Makataga OCHl epITIHJHI  OpraHOMUHEPAT b
THIHAUTKBIIITHIH, OPraHUKAIBIK Kypamac OOiri peTiHe KoiJaHy KapacThIPhUIFaH. 3epTXaHabIK 3epTTeyep HOTIKEeCIHIEe KOoC
cynepdocdar any mporieciHiy THIMI TeXHOTOTHSIIBIK MTapaMeTpliepl aHbIKTarFaH. AJBIHFaH cyriepdocdaT Koc cyrepdocdarka
KATBICTHI CTAHAPT TalalTapblHa calikec KemMel, Oipak KypaMbl GOMBIHITA Koc cynepdocdaTka xKakbH. THHAUTKBITITAPIBH
carachlH JKOFapbUIaTy, acCOPTUMEHTIH KeOEHTy oHEe arpoXUMILUIHIK KYPaMbIH JKaKkcapTy MaKCaThIMEH OHBI IIEILTION03a
OHJIIPICIHIH KaIABEbl —TUTHUH-KypaMyac epiTIHAIHIH KATBICHIHAA TYWIPIUKTEY YCHIHBUIFAH. 3epTTey HATIKeNnepl GOMbIHIIA
TMTHUHKYPaMJIac epiTiHAUTepAl KOIMaHy apKbUIbl Koc cyrepdocdar Heri3iHae opraHoMIHEPAT B THIHAUTKBIIT aTy AbIH TEXHOIIO-
TWSUIBIK  ChI30a HYCKACHl VCHIHBUTFAH. AJBIHFAH OPraHOMUHEDATIBl THIHAWTKBITITHH —(U3NKATBIK KAacHeTTepl KAKCHL
KYMBIPIaHOAI b1, HBIFBI3JaIMAM b JKaHe YTUITIITICH YKOFaTTHaiIbL.

Tyiiin ce3mep: opraHoMUHEpaIIbl THIHAUTKBIIITAD, ASHEKepIeY, IMTHAHI epiTIHUIep, Koc cynepdocdaT, SKCTpaKIMSITHIK
¢docdop KPITKBUTHL.

K K. KanmommaeBal, A.A. KanipﬁaeBal, .M. CeiitmarsnmoBa’, K. M. Aarsitaes’, ILK. Mlanamos?

'FOsxH0-Ka3axce TaHCKHiA rocy JapcTBEHHBI YHUBepeHTeT MM. M.Ay3308a, ITIsIMKeHT, KazaxcTaH,
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IO METOAY U3I'OTOBJIEHUS OPTAHOMHHEPAJIBHOI'O YIOBPEHUA
HA OCHOBE JBOHUHOI'O CYIIEPQOC®PATA

AnnoTanust. B cTathe mpeJicTaBIeHbl 0COOEHHOCTH 1 IIPEUMYTIIECTBa HCIIONB30BAHIS OPraHOMUHEPATLHBIX Y JoOpeHuit. B
pe3yImpTaTe Iapo-B3pBIBHOTO KaTalsa TPaBSHUCTOTO CEIbCKOXO3SHUCTBEHHOTO CBHIPhSl € IENBIO IIONYUYSHHS IEIUTIONI03bI
obpasyeTcst GOIbITIoe KOIUUecTBa ClaboIIeIOYHBIX JIMTHUHCO/IEPKAIX PACTBOPOB, KOTOPBIE SBILIOTCS TPY THOY THIM3UPY EMbIM
OTX0JIoM. B cTaThe paccMOTpeHa BO3MOKHOCTh IIPUMEHEHHS €r0 B KauecTBe OPraHMYecKo! COCTaBILIIONIEH OpraHOMUHEpaTh-
Horo yaoOperus. ITo pesymbraTaM 1abopaTOPHBIX MCCIENOBAHIMN OMpe/IeHBl ONTHMATIbHEIE IapaMeTphl Iporiecca Moy YeHus
JBotHoro cynepdocdata. [ToayueHHBIH IPOAYKT HE COOTBETCTBYET TpeGOBaHMIM CTaHAapTa Ha JBOMHOMN cynepdochata, HO 10
CBOEMY COCTaBY CXOX C JBOMHBIM cymepdochatom. C TENbIO YIyUITIeHHs KadecTBa, YBETMUEHUS acCOPTUMEHTa U arpOXMMU-
YecKOTO CcOocTaBa yJI0oOpeHHs IpejiaraeTcsl Mmporlece IPaHyBIMU IPOAyKTa MPOBOIUT B MPUCYTCTBUM JIUTHUHCOEPKAITIETO
pacTBopa — OTXOJa MPOU3BOJICTBA IIEILTIONO3BL. 110 pesyibTataM HCCleIOBaHUN TpeUIo’keHa TeXHOTOTUYeCKas cXeMa IIPom3-
BOJICTBA OPraHOMHHEPAILHOIO YAOOpSHWMS Ha OCHOBE JBOMHOTO cylepdocdaTa ¢ HCIONH30BAHIEM JUTHUHCOIEPIKAITEro
pactBopa. ITonydyeHHOE OpraHOMHUHEpATbHOE yI0OpeHHe MMEeT XOpOIre (HU3MIecKhe KauecTBa: He KOMKYIOTCS, He CIEXH-
BAIOTCSI ¥ HE TEPSIOT CBOEH PAcChITUaTOCTH.

KiioueBble cI0Ba: OpraHOMHUHEPATbHBIE YIOOPEHUS, JECTUTHUGUKAIWS, JTUTHHHCOJEpKAIie PacTBOPEL, JBOMHOM
cyniepdocdar, sxcrpakimontas pocdopras kucnota (DDOK).
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