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This research is earried out on the physical-chemical characteristics of red and
white galangal (Alpinia galanga) extracts in green synthesis of nanosilver.
The study is carried out experimentally through an extraction process fol-
lowed by instrumentation measurement and then through a redox reaction of
nanosilver formation followed by instrumentation measurement. The results
physically show that the red-galangal and white-galangal extracts are not too
different as a raw material in green synthesis of nanosilver, whereas chemi-
cally there are 10 and more bioactive compounds detected in red galangal ex-
tracts compared to white galangal extracts. The percentage of bioactive com-
pounds from red galangal extract, which became a reducing agent in the reac-
tion of nanosilver formation, (81% ) is smaller than the percentage of bioac-
tive compounds from white galangal extract (92%). The oxidation efficiency
of bioactive compounds from red galangal ract (an average of 4.04% , ex-
cept galanganol of 0.05% and ellagic acid of 9.02% ) is greater than the oxida-
tion efficiency of bioactive compounds from white galangal extract (an aver-
age of 1.79%). The diameter of the nanosilver resulting from the reduction
reaction of each galangal extract on silver ions calculated based on UV—Vis
spectra is almost the same, which is around 16—-17 nm. This fact is corroborat-
ed by TEM results, which show that the nanosilver produced from the reaction
using red galangal extract reductant has a diameter of about 8-26 nm, while
the nanosilver diameter of white galangal extract is around 10-26 nm. These
results indicate that the particle size of the obtained nanosilver is in accord-
ance with the standard nanoparticle size, which is of 1-100 nm.

e pocmimxeHHA OTPOBOAWTHCH CTOCOBHO (DIBHKO-XeMiUHHX XAPAKTEDHCTHE
EKCTPAKTIE YepPBOHOTO Ta Dinmoro Tailcbkoro iMbupy (aneninii 3gnuaiiHol 4 TO
KaJrany) sapagy sejeHol cuutesu Hanocpibaa. HocmigskeHHsi IPOBOJUTLCA
eKCIIeDUMeHTANIBHO 38 JOMOMOTOK eKCTPAKUIHHOro mpolecy 3 MOJaJIbIIHM
ATMTAPDATYDHUM BUMIDIBAHHAM, & TOTIM OKHCHIOBATBHO-BimHOBHOT peawirii
VTEOPDEHHA HAHOCDIONA 3 MOJANBIIMM ANADATYPHUM BuMmipmoreanusaMm. Peayiak-
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TATH (PIZUUHO NOKAZVIOTE, 110 YeDBOHO-KAJTAHOBHI 1 OLMo-KANTAHOBUI eKeT-
PAKTH He HAATO BiApPIisHAWTLCA AK CHPOBHHA 34JJIA 3€JIEHOI CHHTE3H HAHOCPI-
6aa, Togl AK xemiuno suasBaeHo 10 i 6inbire HiosorivHo aKTHBHHMX CIOIVE YV
EKCTPAKTAX YEPBOHOTO KAJITAHY B MOPIiBHAHHI 3 eKCTDAKTAMH GiMoT0 KAIrany.
Bincoror DIOAKTHEBHUX CIOJVE 3 €KCTPAKTY YeDBOHOTO KAIrAHY, AKUWI CTAB
BIIHOBHMKOM B peakiiil yreopeHnda HaHocpibia, (81Y% ) mennie Bigcorra 6iomo-
rivHo AKTHUBHHMX CHOAVEK 3 €KcTpakTy bimoro kamrany (92%). EdbexrTusnicrs
OKWCHEHHA BGlOAKTHBHHUX CHOJYK 3 EKCTPAKTY UeDBOHOTO KANraHy (B cepe-
usomy 4,04% , kpim 0,05% ramaurasony ra 9,02% emnarogoi kucnoTu) nepe-
Buinye e(eKTHBHICTh OKHMCHEHHA DIOAKTHUBHHX CHONYK 3 eKCTpakTy bOimoro
Kauarany (B cepegubomy 1,79%). Hiamerep Hanocpibaa B peayabTari peaxiii
BiTHOBW KOMHOTO KANTAHOBOTO EKCTPAKTY HA HoHAX APreHTYMY, DO3PAXOBA-
HUI HA OCHOEBL CIIEKTDPIE ¥ ONTHUYHOMY (BMIMMOMY) JiANAZ0HI TOBMUH XBUIb 3
NPUJIETJINM 0 HbOro yJabTpadioneToBUM gifnmazoHoM, Maike OJHAKOBHIL, 1110
cTaHoBUTh Oausbko 16—17 mm. Ileit dakT nmigTBEeDAMKYETHCA Pe3y.IbTATAMH
npoceiTnoBaneHol enerTporaol Mikpoekonil, ARl DOKAZVIOTH, N0 HAHOCDIG-
J10, OfepiHaHe 3 peakilii 3 BUKOPHCTAHH M YePBOHOIO KAITAHOBOTO €KCT PAKTY-
BiiHOBHMKa, Ma€ Agiamerep Gnusbko 8-26 M, Toal AK gismerep HaHOCDiOIA
0i10ro KaIraHoBOIrO eKCTPAKTY CTAHOBUTE 01M3bK0 10—-26 um. LIi pesyasraTi
CBiuaTh nMpo Te, Mo po3MIp YACTHMHOK Oep:HAHON0 HAHocpibma Bigmorimae
CTAHJAAPTHOMY PO3MIipY HAHOYACTHHOK, AK KM cTaHoBUTE 1-100 HM.

Key words: physical-chemical characterization, galangal extract, green
synthesis, nanosilver.

Kmntouori cioBa: disuko-xemiuHa xapakTepusaiif, KAJraHOBHUIl eKCTPAKT,
3eJIeHA CHHTe3a, HaHocpibno.

(Received 14 August, 2020 )

1. INTRODUCTION

Nanosilver has very good medi?uses [1]. Nanoparticles can be synthe-
sized physically or chemically by top-down or bottom-up methods [2].
The chemical synthesis of nanosilver is generally carried out through a
redox reaction [3]. The silv?ion is reduced to nanosilver, which is sta-
ble as a colloidal dispersion. Common reducing agents for silver ions are
sodium citrate, ascorbate, sodium borohydride (NaBH,), elemental hy-
drogen, the polyol process, Tollens reagent, N,N-dimethylformamide
(DMF), and poly(ethylene glycol)-block copolymer, hydrazine, and am-
monium [4]. The chemical synthesis of nanosilver often creates prob-
lems. This method often uses toxic solvents, produces hazardous waste,
and requires high-energy consumption [5].

Alternative environmentally friendly methods need to be devel-
oped to produce nanosilver, for example using plant extracts as re-
ducing agents [6]. This method uses secondary metabolite com-
pounds as a reducing agent [7]. Plants, whose extracts are thought




DIFFERENCES IN PHYSICAL-CHEMICAL CHARACTER OF GALANGAL EXTRACT 739

to have potential, include galangal because they contain wvarious
secondary metabolites such as flavonoids and others that can func-
tion as reducing agents [8].

Galangal was chosen for the synthesis of nanosilver because it is an
example of a biopharmaceutical plant [9]. Galangal has various medic-
inal properties, including being able to inhibit the xanthine oxidase
enzyme in preventing cancer [10]. Galangal can be used as an ingredi-
ent to treat rheumatism and arthritis because it contains flavonoids
that can inhibit fatty acid oxidation [11]. The essential oil from galan-
gal is useful for increasing skin permeation from fluorouracil [12]. Ga-
langal is also used as an alternative to heal burns and relieve pain [13].
Galangal is a natural antiseptic to keep skin clean, germ-free, bright,
and smooth [14]. Galangal is a natural medicine to heal and prevent
acne by cleaning bacteria from the skin[15].

The use of galangal extract in nanosilver synthesis is expected to
produce a combination of properties and medical applications of the
bioactive content of galangal secondary metabolites as well as prop-
erties and medical applications of silver. Because the galangal com-
monly circulating consists of white galangal and red galangal, what
is being studied this time is the difference in the characteristics of
white galangal extract and red galangal extract as a reducing agent
in nanosilver synthesis.

2. METHODS

2
The main materials used in this study consisted of red galangal and
white galangal which were harvested at the same time from plants
with the same planting period, silver nitrate (AgNO;) 1000 ppm,
and aquademin.

Red galangal and white galangal that have been dried in the sun
for 3-5 days and finely ground each weighed 10 g, added 50 mL of
aquademin and then heated to boiling. Each mixture was allowed to
simmer for 5 minutes. After that, the ultrasonication process was
carried out for 30 minutes. After cooling to room temperature, each
mixture was filtered. Each extract was tested with Shimadzu LCMS-
8040 LC/MS to determine the content of secondary msabolites.
Each extract that is produced is ready to be used for the synthesis
of silver nanoparticles.

Silver nanoparticles were synthesized using AgNQO; solution precur-
sors with reducing agents, namely red galangal and white galangal ex-
tracts, respectively. The volume ratio of each galangal extract with
AgNO, solution was 1:1, 1:2, and 1:3. The synthesis was carried out by
adding AgNO, solution and each galangal extract to 200 mL of
aquaqmn, which was heated to boiling. The nanosilver produced was
then characterized using a UV-Vis spectrophotometer, transmission




740 I Gusti Made SANJAYA and Iffah KARIMAH

electron microscopy (TEM), and Shimadzu LCMS-8040 LC /MS.

3. RESULTS AND DISCUSSION

White galangal and red galangal produce extracts of different col-
ours, as shown in Fig. 1. White galangal extract has brownish yel-
low colour while red galangal extract has a bright yellow colour.

The physical properties of these two types of galangal extract can
be seen in Table 1. Both types of extracts have almost the same
physical properties such as density, viscosity, and pH.

The only difference is colour. The pH wvalue that is not too acidic
indicates that the potential of each extract is good enough to be
used as a cosmetic raw material considering that the skin surface

Fig. 1. White galangal extract in the left bottle and red galangal extract in
the right bottle.

TABLE 1. Physical properties of white galangal extract and red galangal
extract.

Type of material |  Colour  |Density, g/mL]| Viscosity, Pas | pH
‘White galangal extract Brownish yellow 0.9899 0.0071693584 5
Red galangal extract Yellow 0.9864 0.0072233143 5

B

a b

Fig. 2. Nanosilver using extracts of (a) red galangal or (b) white galangal.
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has a pH of around 5.

The results of the nanosilver synthesis using the respective re-
ducing agents for red galangal extract or white galangal extract
and AgNO, solution with volume variations of 1:1, 1:2, and 1:3 are
shown in Fig. 2. The use of white galangal extract produces black-
ish-brown nanosilver. The use of red galangal extract reducing
agents resulted in a yellow-brown nanosilver. The greater the appeal
numbers of the AgNO,; solution, the darker the resulting colour.

Nanosilver produced through the reduction reaction of each galan-
gal extract on AgNO, has a pH that is almost the same, which is around
pH 6 asshown in Table 2. The value is slightly larger than the pH value
of the pure extractin Table 1. This pH change is still safe, if the result-
ing nanosilver is applied to cosmetic raw materials [16].

The change of each galangal extract from the colour shown in Fig. 1
to the coloured material as shown in Fig. 2 above shows that there is a
silver ion reduction reaction by each galangal extract to produce na-
nosilver which is not charged [17]. The determination of nanosilver
formation is done by measuring the maximum wavelength with a UV-
Vis spectrophotometer. The results are shown in Table 3.

Light absorption with a maximum wavelength in the range of values
between 400-420 nm indicates the formation of nanosize particles
[18]. Nanosilver has the appearance@f surface local plasma in linear
and nonlinear optical response. SPR plays an important role in the de-
termination of the optical absorption of the nanosilver spectrum,
which shifts to a longer wavelength as the particle size increases [19].
The maximum wavelength data in Table 3 is used to calculate thediam-
eter of the nanosilver cluster using the Brus equation [20]:

TABLE 2. Nanosilver pH results.

Gala?§;lu§;$3;m‘t§Noa Red galangal ‘White galangal
1:1 6.7 6.5
1:2 6.6 6.4
1:3 6.4 6.8

TABLE 3. The maximum wavelength of the nanosilver.

Red ; White
Galangal extract + AgNO, gaﬁa;c;'al galangal gga}.lti;:xl galangal
(Volume: Volume) by nm after 7 days by nm after 7 days
rd Mnecs NN i My LI
410.50 414.20 415.40 415.40
416.60 416.60 419.60 419.00

—
Lo b =

413.60 419.60 421.60 421.60
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The results of calculating the nanosilver diameter obtained from
the reaction between the redudihg agents of each white galangal ex-
tract and AgNQO; are shown in Table 4.

The results of calculating the diameter of the nanosilver obtained
through the reaction between the reducing agents of each red ga-
langal extract and AgNO; agp shown in Table 5.

The nanosilver diameter resulting from the reduction reaction of
each galangal extract on the silver ion is almost the same, which is
about 117 nm. The difference in colour intensity that occurs is
related to the cluster diameter and the density of the distance be-
tween the clusters. The greater the concentration, the narrower the
distance between the clusters so that the colour intensity becomes
stronger [1]. The nanosilver produced is also quite stable. This is
shown by measuring the maximum wavelength using a UV-Vis
Spectrophotometer after the silver nanoparticles were stored for 7
days. The result was almost the same as the maximum wavelength
when the nanosilver was formed.

To ensure the size of the resulting nanoparticle cluster diameter
through calculations using the maximum wavelength of the spectro-
photometer, characterization was carried out using a TEM (transmis-
sion electron microscope) tool with a magnification of x20,000 as
shown in Fig. 3. Nanosilver used for the TEMaast was nanosilver
formed from each of the galangal extracts, both red galangal extract
a hite galangal extract, and AgNO; solution with a ratio of 1:3.

e results of the TEM analysis showed that the nancﬂlver was well
dispersed with mostly irregular shapes. The nanosilver produced from
the reaction using red galangal extract reductant has a diameter of
about 8-26 nm, while the diameter of the nanosilver produced from
the reaction using a white galangal extract reducing agent is of about
10-26 nm. The measurement results using the UV-Vis spectropho-
tometgwr, which are strengthened by the TEM measurement results,
show that the particle size of the nanosilver obtained is in accordance
with the standard nanoparticle size, namely 1-100 nm [2].

The chemical content of each galangal extract was analysed using
Shimadzu LCMS-8040 L.C/MS, which has a library. The results are
shown by the chromatogram in Fig. 4.

The nanosilver synthesis results were analysed using the Shimad-
zu LCMS-8040 LC/MS, which has a library, shown in Fig. 5.

The chromatograms in Figs. 4, a and 5, a show that there are 64 bio-
active compounds detected in white galangal extract and undergo
changes in concentration in nanosilver synthesis as shown in Table 6.

The chromatograms in Figs. 4, b and 5, b show that there are 74 bio-
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TABLE 4. Size of the nanosilver particles formed using the white galangal
reducing agent.

Gala?gzlllfmxg%ﬁ:rﬁeﬁbmm A, nm Cluster diameter, nm
1:1 415.40 16.69
1:2 419.60 16.77
1:3 421.60 16.85

TABLE 5. Size of the nanosilver particles formed using the red galangal
reducing agent.

Galangal extract + AgNO,, et oAb e (o e ke
(Volume: Volume)
1:1 414.20 16.61
1:2 416.60 16.70
1:3 419.60 16.77

Fig. 3. TEM results of the nanosilver using reducing agents: (a) red galan-
gal extract and (b) white galangal extract.

active compounds detected in red galangal extract and undergo chang-
es in concentration in nanosilver synthesis as shown in Table 7.

The chromatogram results in Figs. 4 and 5, which are clarified by
Tables 6 and 7, showpthat the number of bioactive compounds de-
tected in the extract red galangal is more than that detected in
the white galangal extract. There were 10 compounds, which were
only detected in red galangal extract and were not detected in white
galangal extract. These compounds are shown in sequence in Fig. 6,
namely: p Cymene, Ocimene, Camphor, Linalool, o Copaene, o Far-
nesene, Allo Aromadendrene, Spathulenol, Guaiol, and § Carotene.

The chromatogram in Figs. 4, a and 5, a which is clarified by Ta-
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s b

Fig. 4. Chromatograms of white galangal extract (a) and red galangal ex-
tract (b).

Fig. 5. Nanosilver chromatograms of white galangal extract (a) and red
galangal extract (b).

ble 6 shows that about 92% or 59 bioactive @mpounds in white ga-
langal extract reduce their concentration on the reduction of Ag" to
Ag’ in the formation of nanosilver. This reduction is predicted to
occur because the bioactive compounds undergo oxidation reactions.
The value of the oxidation efficiency of these compounds was the
same, which was about 1.79%.

Only about 8% or 5 bioactive compounds in white galangal ex-
tract that do not participate in reducing silver ions in nanosilver
formation, namely: camphene, gallic acid, 1 acetoxychavicol acetate,
1 acetoxyeugenol acetate, and capsaicin. This is indicated by the
concentration of these compounds not decreasing, the concentration
even increased with a growth of 0.10-0.49% . This increase in con-
centration may be caused by these compounds being terminal c
pounds in the oxidation reaction of bioactive compounds, which ac
as reducing agents in the formation of nanosilver.

Table 7, which clarifies the chromatograms in Figs. 4, b and 5, b,
shows that about 82% or 61 bioactive compounds in red galangal
extract have reduced their concentration in nanosilver synthesis.

The oxidation efficiency at reducing the concentration of these
bioactive compounds is on average around 4.04%, with the excep-
tion of galanganol, which has the smallest efficiency, namely
0.05%, and ellagic acid, which has the largest efficiency, namely
9.02%.
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Fig. 6. Bioactive compounds detected only in red galangal extract.

About 18% percent or 13 bioactive compounds in red galangal ex-
tract do not participate in reducing silver ions in the formation of na-
nosilver. The bioactive compounds are 4 hydroxybenzaldehyde, myrce-
p camphor, kaempferide, curcumene, galanganol B, chlorogenic acid,

acetoxyeugenol acetate, carveol 11, p coumaryl aleohol, gallic acid, 1
acetoxychavicol acetate, and coumaryl acetate. The concentration of
each of these compounds increased with a growth of about 0.6-0.54%.

4. CONCLUSION

1
Physically, !ed galangal and white galangal extracts are not too dif-
ferent as raw materials in green synthesis of nang@gilver, except for
differences in colour intensity. Chemically, about 10 more bioactive
compounds were detected in red galangal extract than in white ga-
langal extract. The percentage of bioactive compounds from the red
galangal extract, w became the reducing agent in the nanosilver
formation reaction, (81% ) was smaller than the percentage of bioac-
tive compounds from the white galangal extract (92%). The oxida-
tion efficie of bioactive compounds from red galangal extract
(on average 4.04%, except for galanganol 0.05% and ellagic acid
9.02%) was greater than the oxidation efficiency of bioactive com-
pounds from gFhite galangal extract (average 1.79%). The nanosil-
ver diameter resulting from the reduction reaction of each galangal
extract on silver ion calculated based on UV—Vis spectra is almost
the same, which is about 16—17 nm. This fact is reinforced by the
TEM results which show that the nanosilver produced from the re-
action using red galangal extract reducing agents has a diameter of
about 8-26 nm, while the nanosilver diameter of the reaction using
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white galangal extract is about 10-26 nm. These results indicate
that the particle size of the nanosilver obtained is in accordance
with the standard nanoparticle size, namely 1-100 nm.
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