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ABSTRACT 
The total eight clay brick samples including five archaeologically importance samples from different historical sites 
and three samples from more than a century old buildings of Kathmandu valley were collected and their 
mineralogical phases were characterized using X-ray diffraction and Fourier transform infrared spectroscopic 
methods in this study. Mineralogical phases existed in these archaeological and ancient clay bricks are identified as 
quartz, feldspars, spinel, muscovite, margarite and hematite in accordance with the powder diffraction standard files. 
The degree of the disappearance of feldspars phase and appearance of the spinel phase in all the brick samples is 
found to be different indicating that the firing temperature applied to produce these brick specimens should not be 
same. The firing temperature applied for the production of the eight clay brick samples should be in the range of 
900°-1000° C. Most of the archaeological clay brick samples used in this study should be produced by firing at the 
high-temperature comparison with those brick samples used in old buildings of Kathmandu valley. 
Keywords: Archaeological brick, Characterization, X-ray diffraction, FTIR, Quartz, Feldspars 

© RASĀYAN. All rights reserved 
 

INTRODUCTION 
Brick is one of the men made the oldest structural materials and it has been widely used all most all 
countries of the world mainly due to easy availability of its raw materials in the world. It was reported 
that different properties of the clay bricks depended on the mineralogy of the clay materials used to 
manufacture it, the manufacturing process and firing temperature1. The fired clay bricks are extremely 
durable and hence, there have been numerous archaeological masonry buildings standing for centuries as 
a testimony of the survival of the clay-based fired bricks. In general, clay bricks are classified into various 
groups based on their mineralogy. Previous research works also reported that the main factors to 
manufacture such type of bricks are clay raw material types and the firing temperature during their 
production that affects the quality and durability of bricks.2-5 
The clay brick is used extensively in the construction industry all over the world. The global brick 
production is estimated at about 1.5 trillion annually6 and Asian countries only account about 89-90 % of 
the global production, i. e., about 1.35 trillion bricks7. The clay brick production in Kathmandu valley is 
estimated more than 3.3 billion units8 and with increasing demands of the clay bricks for the construction 
industry, bricks quality and cost become more important nowadays. The brick manufacturing techniques 
were depended on the supervisors and it was considered as the hereditary gifted knowledge passed on to 
generations from their forefathers9. This is the main reason that the knowledge about the ancient ceramic 
materials and their application techniques which were so successfully used in the past has now 
disappeared without any documentation in our part of the world. Furthermore, the mineralogical phase 
characterization of the historical bricks provides valuable information for restoration purposes to 
formulate new specific bricks using available raw materials. The clay brick is mostly homogeneous, 
harder and stronger due to the ceramic bond from the sintering phase of the silica and alumina clay 
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constituents. It is reported that the brick was used as a fundamental building material since the 
Mesopotamian, Egyptian and Roman period10. It is known that the properties of the archaeological clay 
brick rely essentially on the properties of the brick units, which depend on the quality of the raw materials 
used, together with the manufacturing process technology. Numerous historical brick buildings have been 
existed until the 21st century, which testifies to the strength of such ancient brick materials along centuries 
of rain storms, snow, thaw-freezing cycles, high temperatures and human-induced deterioration. A large 
number of studies have been reported about the ancient brick structures and materials to foster their 
cultural and economic importance as well11-19. 
The archaeological clay bricks preservation has given rise to considerable interest of scientists, architects, 
engineers and archaeologists recently, because the archaeological masonry needs to be restored with the 
substitution of bricks when they damage. A good characterization of such archaeological clay brick 
specimens gives us a possibility to predict advance the chemico-mineralogical phases, physico-sintering 
and mechanical behavior of the newly formed building system. To learn about the historical 
understanding is not just to analyze and preserve such archaeological objects but also to investigate and 
understand the knowledge and skills used to produce and use them20. 
It was reported that the firing temperature was one of the key controlling factors of the physicomechanical 
properties of the bricks, not so much affected by firing time21. The physicomechanical properties of the 
bricks vary with their mineralogical phases and the degree of densification at high firing temperatures and 
so on. The mineralogical phase composition of the clay raw materials used for brick production is one of 
the main quality indicators of its final products. Hence it is considered that the mineralogical phase 
analysis of the clay-based bricks is one of the widely accepted tools for the approximate estimation of 
their firing temperature range, physico-sintering properties and durability so on. In this context, the main 
objectives of the present research work were to characterize the mineralogical phases developed in the 
ancient brick samples collected from historical sites of Kathmandu valley using X-ray diffraction (XRD) 
and Fourier transform infrared (FTIR) spectroscopic methods and also to understand the knowledge and 
skills used to produce these brick samples. 
 

EXPERIMENTAL 
Total eight clay brick samples including five archaeological brick samples from different historical sites 
and more than a century old three brick samples used in ancient buildings of Kathmandu valley were 
collected to carry out their mineralogical phase characterization in the present study. The detail 
descriptions of these eight clay brick sample specimens are summarized in Table-1. 
 

Table-1: Description of the Clay Brick Samples 
S. No. Sample Name Location of Brick Sampling Site Brick Types 

1 CTB-1 Ghanta Ghar (Clock Tower) Building Historical 
2 DTB-2 Dharaharaa (Kathmandu Tower) Building Historical 
3 BDB-3 Basantpur Darbar Square Historical 
4 RTB-4 Balgopaleshwor Temple (Ranipokhari) Historical 
5 BTB-5 Baghbhairav Temple (Kirtipur) Historical 
6 TOB-6 Tripureshwor Ancient 
7 POB-7 Patan (Mangal bazaar) Ancient 
8 KOB-8 Kirtipur (Panga) Ancient 

 
A small broken piece of each brick samples was thoroughly hand grounded in an agate mortar to make a 
fine powder for XRD and FTIR analyses as described elswhere22. Mineralogical phase characterization of 
the clay brick samples was carried out at Nepal Academy of Science and Technology (NAST), 
Khumaltar, Lalitpur using XRD analysis on a D8 Advanced Diffractometer (Bruker, Germany) with 
CuKα radiation (λ = 0.15418 nm) at a scanning rate of 2o/minute in 2θ mode between 10° and 70° as 
described elswhere22, 23. The powder form of the brick sample was loaded in a sample holder in a random 
orientation to minimize the preferred orientations of the clay materials for XRD analysis. Mineralogical 
phases present in the selected eight brick powders were identified from their basal spacing (d-spacing) in 
accordance with Joint Committee for Powder Diffraction Standards (JCPDS) database files24. The 
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prepared powder form of each brick sample was loaded in an XRD sample holder in a randomly 
orientated way to minimize preferred orientations of clay minerals. In addition, FTIR spectra of these 
eight archaeological and old brick samples were recorded in a wide range of wave number from 400 to 
4000 cm–1 by using both the FTIR-A217053 at NAST and the IR-Tracer-100 (Shimadzu, Japan) in 
Central Department of Chemistry, Tribhuvan University, Kirtipur to know their mineralogical 
compositions. 
 

RESULTS AND DISCUSSION 
The use of XRD patterns of the ceramics like brick bodies is one of the relatively easy methods to identify 
their mineralogical phases, although several factors make complication for accurate phase identification 
from overlapping the peak values25,26. XRD patterns of the powder form of five different archaeological 
brick samples of different historical sites and three ancient (more than a century old) brick samples of 
local buildings collected from different parts of Kathmandu valley are shown in Fig.-1 and 2, 
respectively. The common mineralogical phases present in all eight clay brick samples are quartz, 
feldspars, spinel and hematite in CTB-1, RTB-4, BTB-5 brick samples including muscovite type of mica 
mineral phase in samples of BDB-3, TOB-6, POB-7 and KOB-8 (Fig.-1 and 2) and the mineralogical 
phase of margarite specially in the brick samples of DTB-2 and BDB-3 (Fig.-1) with the help of the 
corresponding JCPDS database files24. The disappearance of feldspars diffraction peaks and appearance 
of the alumina-rich spinel phase is comparatively more pronounced in four archaeological brick samples 
of CTB-1, DTB-2, BDB-3 and BTB-5 (Fig.-1) than other three ancient brick samples of TOB-6, POB-7 
and KOB-8 (Fig.-2) including one archaeological brick sample of RTB-4 (Fig.-1). 
These results indicated that the firing temperature of these eight brick samples should not be the same. 
Furthermore, XRD patterns of three old brick samples of TOB-6, POB-7 and KOB-8 (Fig.-2), and one 
archaeological brick sample of BDB-3 (Fig.-1) show clearly the muscovite type of mica minerals with a 
residual form of quartz, feldspars and less amounts of spinel phase including hematite, although 
remaining other four archaeological clay brick samples have developed well-formed alumina-rich spinel 
phase in additions of residual quartz, feldspars and hematite. These results revealed that four 
archaeological clay brick samples except BDB-3 sample should be produced by firing at higher 
temperature range as a comparison with other remaining four clay brick samples as mentioned above. 

 
Fig.-1: XRD Patterns of the Archaeological Brick Samples from Different Historical Sites of Kathmandu Valley 

 
An alumina-rich spinel and primary mullite phases were developed at above 900°C and about 1000–
1100°C, respectively, while such phases were completely diminished by forming a well-shaped mullite 
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crystals at 1200°C or high firing temperatures.27-29 However, these eight brick samples used in this study 
did not show the development of even primary mullite phase from XRD analysis. Consequently, it can be 
said that all the analyzed archaeological and ancient bricks might be produced at the firing temperatures 
between 900° to 1000°C. The development of miner phases due to the impurities like hematite, calcite 
and dolomite so on in ceramic raw materials were reported a negative effect on the physico-sintering and 
mechanical properties of the fired clay bodies30-36. The XRD peak for hematite is mostly due to the 
impurity of iron oxide and no sign of the presence of calcite and dolomite phases in all eight 
archaeological and ancient clay brick samples indicates that the worsening of the mechanical properties of 
these brick samples generally expected mostly due to the presence of undesirable phase of hematite only 
in these brick samples. It is significant to mention here that the presence of hematite in ceramic bodies of 
tile samples showed the adverse effects in their physicomechanical properties like water absorbtivity, 
apparent porosity, bulk density and flexural strength30. 

 
Fig.-2: XRD Patterns of a Century Old Brick Samples Collected from Different Parts of Kathmandu Valley 

 

Figure-3 shows the recorded FTIR spectra of the six selected brick samples for their mineralogical phase 
characterization. The peak between 3800 and 3400 cm–1 for the archaeological and ancient brick samples 
except for one sample (i. e., DTB-2) is disappeared as sown in Fig.-3(b). A very broad absorption peak at 
3470 cm–1 is clearly observed for the brick sample DTB-2 which is assigned to OH stretching vibration of 
hydroxide in the brick sample. This absorption band region is accompanied by an absorption band at 1640 
cm-1 assigned to O-H bending and this FTIR peak is found to be more pronounced for the DTB-2 sample 
than other five brick samples as shown in Fig.-3. 
It was reported that a broad band near 3420-3480 cm-1 represents to the OH stretching vibration along 
with a weak and medium absorption band at 1620-1650 cm-1 is typical absorbance band due to the 
presence of adsorbed water molecule.37-39 However, the absorption bands in these two wavelength regions 
are nearly diminished, because the broadening of the FTIR spectra of the brick samples should generally 
be influenced by the firing temperature applied during their production and hence it can be assumed that 
the firing temperature used to produce the brick sample of DTB-2 should be lowered than that of other 
brick samples analyzed in this study. The FTIR absorption peak at 2955 cm-1 particularly for the brick 
samples BDB-3, TOB-6 and KOB-8 as depicted in Fig.-3(c), 3(e) and 3(f), respectively, indicated that 
these three brick samples should contain a small amount of organic matters which is appeared to diminish 
by firing at about 1000 °C or high temperature. The similar observation was reported in previous research 
works also40. The strong band at 1015–1054 cm–1 attributed to the Si–O stretching vibration of the 
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tetrahedral sheet of the fired brick samples.39-41 

 
Fig.-3: FTIR Spectra of Four Archaeological (a-d) and Two Ancient (e and f) Brick Samples of Kathmandu valley 

 
The FTIR spectra of all these six archaeological and ancient clay brick samples show that the absorption 
peaks at 796-776, 693 and 420–450 cm–1 are mainly of quartz. It is meaningful for mentioning here that 
the previous research work was reported an FTIR absorption peak chosen at around 779 cm–1 to be more 
suitable for quantitative amounts of quartz in clay bodies42. On the other hand, the presence of feldspar 
can be explained by Si–O–Al compounded vibrations at 775–780 cm–1 and these assignments are in good 
agreement with that previously reported results43. Similarly, there is a weak and very broad absorption 
peak in the range of 550–545 cm-1 in all the brick samples analyzed here indicated that the fired bricks 
available in Kathmandu valley contain trace amounts of hematite. The similar result of the FTIR 
absorption peak at 540-550 cm-1 due to the presence of hematite in the fired ceramic bodies was reported 
in previous works also.22,23,44 

CONCLUSION 
The mineralogical phases of five archaeological bricks from five different historical places and more than 
century-old three ancient brick samples of Kathmandu valley were characterized using their XRD 
patterns and FTIR spectra analysis in this study. Following conclusions are drawn based on the results 
and discussion. 

i. Mineralogy phases in the analyzed brick samples are found to be composed mainly of quartz, 
feldspars, spinel with muscovite, margarite and hematite from XRD and FTIR analyses. 
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ii. The disappearance of diffraction peaks of feldspars and appearance of the alumina-rich spinel 
phase in all eight brick samples indicated that the firing temperature of these bricks should be 
around 900°-1000° C. 
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ABSTRACT 
In this method, we have reported the catalytic ability of boric acid as a green, eco-friendly catalyst for one-pot four 

component condensation reaction of phthalic anhydride, Monohydrate hydrazine, Malononitrile and substituted 

aromatic aldehyde was reported. The major synthetic protocol is the use of inexpensive, nontoxic, avoiding the use 

of harmful organic solvent, short reaction time, mild condition reaction, simple procedure, excellent yield and 

environmentally benign.   

Keywords: Multicomponent Reaction, Green Synthesis, Pyrazolo Phthalazine Dione, Microwave Irradiation. 
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  INTRODUCTION 
Multicomponent condensation reactions (MCR) are more important in the synthesis of heterocyclic 

molecules. In presence of phthalazine and pyrazole heterocyclic ring system or fused ring with a different 

heterocyclic moiety, are in a number of pharmacologically emphasis molecules. In many cases, use of the 

classical method for the synthesis of heterocyclic compounds, however, these are simply no longer 

reaction time acceptable by current environmental and safety standard. All these reasons, the various 

possibilities offered by microwave synthesis are attractive high yield, fast or minimum time and 

environmentally benign are important advantages. 

Nitrogen-containing bridgehead hydrazine heterocyclic compounds have attracted prominent interest due 

to their pharmacological properties, biological activities and clinical applications1,2,3,4,5,6. The pyrazolo 

phthalazine derivative expands in nature and their applications of biologically active pharmaceuticals, 

functional materials as well as agrochemicals.7-10 Pyrazolo phthalazine dione derivatives show various 

biological activities such as Anticonvulsant11, Cardiotonic12, vasorelaxant13, Cytotoxic14, Anticancer15, 

Antifungal16, Anti-inflammatory17, Antiviral18, Antitumor19, Anticoagulant20, Antibacterial21and Ant 

hypoglycemic activity22. To develop a simple method for synthesis of pyrazolo phthalazine dione is 

important in organic synthesis.  

Earlier reports revealed that one-pot four component synthesis of pyrazolo phthalazine dione derivatives 

have been prepared by using different catalytic system such as Et3N23 ,AL-KIT-623,  [bmim] Br/PTSA24, 

[bmim]OH25,  NiCl2.6H2O26,  InCl3
27,  CAN28,  [(DBU)CH3COO] 29,  CuI NPs30,Zn(OAc)2

31 and 

NiFe2O4
32. However, these strategies show different disadvantages related to green synthesis. The present 

method has less drawbacks such as short reaction time, use of a cheap catalyst and easy workup 

procedure.  

Herein, we report the use of a catalyst as a boric acid non-toxic, inexpensive, easily available catalyst, for 

organic transformations to give excellent yield because of new numerous advantages associate with 

ecofriendly compound. The synthesis of pyrazolo phthalazine dione derivatives by one-pot four 

component condensation reaction of phthalic anhydride, Monohydrate hydrazine, substituted aromatic 

aldehyde and malononitrile (Scheme-1). 
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ABSTRACT 
The effects of some processing and extraction techniques on the tannin content and antioxidant activities of 

Sorghum bicolor (Linn) were evaluated. The ethanolic, methanolic and water extracts from the sorghum seeds were 

assessed after being fermented, or oven-dried for 0 (OVD-0), 30 (OVD-30) and 60 (OVD-60) mins, along with 

those of the chaff collected after fermentation, and the unprocessed sorghum (control). Tannin, total flavonoids, total 

phenol, polyphenol contents and 2, 2-diphenyl-1-picrylhydrazyl (DPPH) radical scavenging analysis were 

determined. All the processing techniques combined with the extraction methods significantly reduced (p<0.05) the 

tannins. OVD-30 combined with methanol extraction, and all the oven-drying techniques combined with aqueous 

extraction significantly increased (p<0.05) the flavonoids contents. Flavonoids levels in other methanol extracts and 

the ethanol extracts of sorghum seeds subjected to oven-drying methods were reduced significantly (p<0.05). The 

amount of phenolic extracted with both ethanol and methanol significantly increased (p>0.05) during the period of 

oven-drying. The phenolic contents in the seeds were reduced significantly (p<0.05) when extracted with an aqueous 

solution. The amount of polyphenols was increased significantly (p<0.05) by ethanol extraction when treated with 

air-drying (OVD-0). The DPPH scavenging activity was increased significantly (p<0.05) by the processing methods 

when subjected to either aqueous or methanolic extraction. Fermentation and oven-drying are a highly effective 

method of reducing the anti-nutritional factors of sorghum. Therefore, the therapeutic values of the processed 

sorghum seeds may be improved during consumption. 

Keywords: Food, Processing, Fermentation, Drying, Anti-nutrients, Antioxidant 
© RASĀYAN. All rights reserved 

 

INTRODUCTION 
Sorghum (Sorghum bicolor (Linn.) Moench) belongs to the Poaceae family and is the fifth (5th) amongst 

the most vital cereal such as wheat, rice and barley. It is one of the most well-known and widely 

cultivated crops worldwide. Currently, different types of species of the grain have been described. These 

include sweet sorghum, grass sorghum, grain sorghum, forage sorghum, biomass sorghum, sorghum-

Sudan grass hybrids (Sorghum bicolor x Sorghum bicolor var. sudanense), Sudan grass (Sorghum bicolor 

ssp. drummondii) and broomcorn1,2. Sorghum is mostly found in the sub-tropical and tropical region of all 

continents apart from Antarctica. Sorghum can easily adapt to warm, hot and even dry agro-ecologies. It 

is the cheapest source of energy, providing above 80 % of energy for human and animals especially in the 

developing countries. Countries like USA, China, India, Nigeria, Mexico, Argentina, Sudan and Egypt 

are the top of the global production chart of sorghum3,4. Sorghum is usually consumed either after it has 

been processed into flour or as a grain during preparation of traditional meals such as bisi (popped 

sorghum), ugali (fermented porridge), uji (unfermented porridge), buns (fermented or unfermented 

dough), chapatti (flat bread), pombe (alcoholic beverage) and a non-alcoholic beverage, known as togwa5. 
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CONCLUSION 
Processing of sorghum seeds with the aid of fermentation or oven-drying techniques effects modifications 

on biomolecules present in the plant food leading to the depletion of anti-nutrients, enhancement of the 

antioxidant status and health benefits. Also, optimal antioxidant benefits can best be attained when the 

sorghum seeds are extracted with ethanol; when either the sorghum seeds are subjected to air-drying or 

the chaff is extracted with methanol; and when the seeds are fermented and combined with extraction 

using aqueous solution. The fermented sorghum seeds are most suitable for dietary purposes since the 

seeds are usually processed with water for consumption. The two previous treatments are recommended 

for pharmacological and medicinal purposes. 
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ABSTRACT 

Although being a by-product after the harvest, orange leaves could be used to produce essential oil through extraction. 

Application of the essential oil extracted from orange leaves is diverse ranging from food flavoring to cosmetics. This 

study aimed to develop optimal conditions for microwave assisted hydro-distillation of essential oil from orange 

leaves. The selected optimization method is Response Surface Methodology in conjunction with the central composite 

experiment design. The factors that were varied for the production of the orange leaves oil extraction were 

material-to-water ratio, extraction time, and microwave power. Accordingly, a statistical model was established and 

Analysis of variance (ANOVA) was carried out to identify the set of factors that gives the highest essential oil yield. 

Optimization results revealed optimal conditions as follows, material and water ratio of 3.46:1 (mL/g), extraction time 

of 100.47 min and operating power of 471.58 W. These conditions correspond to the essential oil yield of 0.43% with 

92.1 % reliability. In addition, we also analyze the produced essential oils by gas chromatography-mass spectrometry 

(GC-MS). The GC-MS results revealed that major components of essential oil were Sabinene (30.556 %), 

Cis-Ocimene (10.139 %), and D-Limonene (9.682 %). 
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INTRODUCTION 
Extraction technology plays a crucial role in the sustainability of the agro-food industry and the processing 

industry 1-4. Nowadays, consumers tend to use products of natural origin which is health-beneficial and 

causes no side effects when taken accordingly.  
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coefficients (R2 = 0.9378, Adj. R2 =0.8819) and the significance of the lack of fit (p > 0.05). This study 

serves as the precursor for the production of industrial scale by discovering optimal conditions of orange 

leaf oil extraction. In addition, not only did the MAHD method give very high oil yield, but the results of 

GC-MS also showed that the beneficial components existed in very high content in the essential oil. 
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