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Abstract: Three different cocoa butter polymorphs have been determined by X-ray diffraction (XRD)
and terahertz spectroscopy in the range of 0–11 THz. Specific procedures to produce different types
of crystallization were detailed. The results from XRD analysis showed that the three polymorphic
forms of cocoa butter were α, β′ (III), and β (V) forms. Terahertz spectroscopy showed different
features according to different types of crystallization forms. An observable sharp peak at 6.80 THz
can be detected from β (V) type and original samples, whilst α type presented the broad peak at
this frequency, respectively. Peaks at 4.25 THz and 5.21 THz were detected in β type (V) form,
whilst no noticeable peaks were observed from other samples at those frequencies. This study
innovatively showed a great potential to apply terahertz spectroscopy to control the tempering
during chocolate manufacturing.

Keywords: cocoa butter; crystallization; terahertz spectroscopy; X-ray diffraction; noninvasive detection

1. Introduction

Chocolate is one of the most-craved food products in the world [1,2], with approxi-
mately 7.3 million tons consumed at retail chocolate confectioneries throughout the world
in 2015/2016 and up to 7.7 million tons by 2018/2019 [2]. Cocoa butter, as a vital ingredient
of chocolate, attributed to the gloss, texture, and typical melting behavior of chocolate.
Due to its remarkably narrow melting range between 32 and 35 ◦C (equivalent to body
temperature), it transfers in a very quick meltdown in the mouth, leading to a cool sensation
and good flavor release [3]. The main fatty acids (FA) of cocoa butter are palmitic (P, C16:0),
stearic (St, C18: 0), and oleic (O, C18:1) acid, which accounts, on average, for 26%, 36%,
and 34% of the total FA composition, respectively. This simple fatty acid composition
leads to a comparable simple triacylglycerol (TAG) distribution, which mainly comprises
1,3-dipalmitoyl-2-oleoyl-glycerol (POP), rac-palmitoyl-stearoyl-2-oleoyl-glycerol (POSt),
and 1,3-stearoyl-2-oleoyl-glycerol (StOSt) [4]. Cocoa butters differ by country of origin,
leading to the different saturated stages of TAG composition. For instance, the cocoa butter
from Brazil is classified as soft butter, while butter from Malaysia is regarded as hard butter,
and that from Africa usually shows intermediate behavior [5]. Soft cocoa butter is related
to a slow crystallization rate, whilst hard butter is associated rapid crystallization [6].

As a TAG molecule can crystallize in several different crystal packing configurations,
cocoa butter presents different polymorphic behaviors, on which a number of research
studies have been conducted [7]. Although the type of polymorphs is a controversial
subject, six different crystal polymorphisms are commonly believed to exist in cocoa butter.
There are two different names to describe the polymorphs. Based on the definition by Wille
and Lutton (1966) [8], the Roman numerals from I to VI are traditionally used to define
cocoa butter’s polymorphism in the confectionery industry, whilst γ (I), α (II), β′ (III),
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β′ (IV), β (V), and β (VI) are frequently used to present the thermal stability and melting
temperature order [7]. The relationship between those two different names has been
described in De Clercq, 2011 [3]. It is reported that well-tempered chocolate is crystallized
in form β (V), which can be obtained with a well-controlled crystallization processing
via the tempering step in chocolate production [7]. However, β (V) form can transform
into β (VI) form due to a long storage time and temperature fluctuations, leading to the
undesirable fat bloom [9,10]. Hitherto, the amount and crystal types have been mainly
measured by X-ray diffraction (XRD), differential scanning calorimetry (DSC), or pulsed
nuclear magnetic resonance (pNMR) [3], while little research on the polymorphism of cocoa
butter using terahertz spectroscopy has so far been carried out.

Terahertz falls in the frequency range of 0.1–10 THz (1 THz = 1012 Hz) and the photon
energy (4 meV for 1 THz) is much lower than that of X-ray photons (100 eV–100 keV) [11–13],
the radiation of which is much safer for an operator in comparison of X-ray based equip-
ment. As an emerging and cutting-edge technology, terahertz spectroscopy (THz) has been
intensively employed to detect biology threats and defects [14], residue detection [15–17],
transgenic food [18,19], foreign body detection [20,21], dynamical changes in seeds [22,23],
and adulteration of different types of milk powder [24]. However, the application of
terahertz spectroscopy in foodstuffs is still in the infant stage in comparison with the
sophisticated and prevalent spectroscopic and imaging techniques like hyperspectral imag-
ing [25–30], Raman spectroscopy [31], and NIR images [32]. This is because water is a strong
THz wave absorber, which is the major hurdle for the comprehensive application of THz in
the food industry [33]. With its unique transmission capability, the current application of
terahertz spectroscopy to chocolate mainly focuses on detecting foreign bodies and quality
(e.g., reshape due to temperature fluctuance) in packed chocolates [34–38].

Therefore, the objective of the current study is to study the feasibility of characterizing
different types of crystallization from cocoa butter by using terahertz spectroscopy. This
is the first study to investigate different types of crystallization from cocoa butter in the
terahertz range. The feature frequency will be selected for identifying the different types
of crystallization. This could potentially provide useful information for the evaluation of
measurement systems, such as the measurable range and signal to noise, and the basic
properties of crystallizations from different tempering procedures.

2. Materials and Methods
2.1. Sample Preparation

The sample pellets of cocoa butter (CB) were made from commercial CB purchased
from a company (Ueno Ohtsuya, Tokyo, Japan). The samples were formed in a silicon
cell placed on a temperature-controlled heating/cooling stage (LINKAM: 19113L). The
temperature of the sample was monitored by a K-type thermocouple (TK-6200, Rixen
Technology Co., New Taipei City, Taiwan).

The CB samples were first melted at 60 ◦C for 15 min to eliminate crystal memory and
then tempered with the following procedures.

Sample A: melted CB was cooled down to −15 ◦C at the rate of 4.4 ◦C/min and stored
in a freezer kept at −20 ◦C.

Sample B: melted CB was cooled down to 20 ◦C at the rate of 4.4 ◦C/min and kept at
this temperature for 60 min. Then, the sample was slowly cooled down to 10 ◦C at the rate
of 0.22 ◦C/min and stored in an incubator kept at 10 ◦C.

Sample C: melted CB was rapidly cooled down to 10 ◦C at the rate of 40 ◦C/min.
Then, the sample was slowly frozen to −20 ◦C at a rate of 0.2 ◦C/min and stored at 4 ◦C.

The first two tempering processes were designed according to Marangoni and Mc-
Gauley (2003) [39] and Van Malssen et al., (1999) [40].

Three types of different polymorph samples were produced in sextuplicate. After the
samples were formed, the thickness was measured by a contact thickness meter (Nikon:
MF-501, Tokyo, Japan) in triplicate and stored for 23 days before measurement.
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2.2. X-ray Diffraction Measurement

The crystalline forms of the sample after 23 days of storage were measured by a
θ-θ multipurpose XRD (Rigaku, SmartLab, Tokyo, Japan) with a Cu Kα X-ray generator
(λ = 0.154056 nm), operated at 45 kV, 200 mA. The samples were placed on a 20 mm-thick
aluminum plate (Figure 1), which was precooled with ice cubes to keep the sample temper-
ature below 10 ◦C during the measurement. The diffraction pattern of 2θ was corrected
for 15–30◦ with the scanning rate of 0.05◦/min. The 2θ angle was chosen according to
the study of Li and Liu (2019) [41], and the data were processed by a RAS data converter.
Measurement of each sample was completed within 5 min, including sample preparation
and operation of XRD, to minimize crystalline change by temperature fluctuation. The tem-
peratures inside the X-ray and the precooled aluminum plate were maintained at 23 ± 1 ◦C
and 9 ± 1 ◦C, respectively. The original cocoa butter without any treatment was used as a
control group. All samples were kept in an ice box before measurement and picked with
precooled tweezers. The sample itself was held at isothermal conditions during the scans.

Appl. Sci. 2024, 14, x FOR PEER REVIEW 3 of 11 
 

The first two tempering processes were designed according to Marangoni and 
McGauley (2003) [39] and Van Malssen et al., (1999) [40].  

Three types of different polymorph samples were produced in sextuplicate. After the 
samples were formed, the thickness was measured by a contact thickness meter (Nikon: 
MF-501, Tokyo, Japan) in triplicate and stored for 23 days before measurement. 

2.2. X-ray Diffraction Measurement 
The crystalline forms of the sample after 23 days of storage were measured by a θ-θ 

multipurpose XRD (Rigaku, SmartLab, Tokyo, Japan) with a Cu Kα X-ray generator (λ = 
0.154056 nm), operated at 45 kV, 200 mA. The samples were placed on a 20 mm-thick 
aluminum plate (Figure 1), which was precooled with ice cubes to keep the sample tem-
perature below 10 °C during the measurement. The diffraction pattern of 2θ was corrected 
for 15–30° with the scanning rate of 0.05°/min. The 2θ angle was chosen according to the 
study of Li and Liu (2019) [41], and the data were processed by a RAS data converter. 
Measurement of each sample was completed within 5 min, including sample preparation 
and operation of XRD, to minimize crystalline change by temperature fluctuation. The 
temperatures inside the X-ray and the precooled aluminum plate were maintained at 23 ± 
1 °C and 9 ± 1 °C, respectively. The original cocoa butter without any treatment was used 
as a control group. All samples were kept in an ice box before measurement and picked 
with precooled tweezers. The sample itself was held at isothermal conditions during the 
scans. 

 
Figure 1. X-ray diffraction measurement experiments. 

2.3. Terahertz Spectroscopy 
THz spectra were obtained by a Fourier transform far-infrared spectrometer (FT-FIR, 

JASCO, FARIS, Tokyo, Japan) coupled with a superconducting bolometer (QMC Instru-
ments Ltd., QNbB/PTC, Tokyo, Japan). A high-pressure mercury lamp was used as the 
light source, and a wire-grid beam splitter was used for the measurement with a resolution 
of 0.24 THz. A total of 200 scans were accumulated in 3 min to obtain a single spectrum.  

The samples after X-ray measurement were horizontally placed on an optical aper-
ture with a diameter of 3 mm in the sample chamber of the spectrometer. The sample 
chamber was purged by a continuous flow of nitrogen gas to reduce the absorption of 
water vapor. The nitrogen gas was cooled at 10 ± 1 °C to minimize the change of the crys-
tallinity due to the temperature rise during the measurement. The sample was left in the 
chamber for 5 min before measurement. In this way, the sample itself was held at isother-
mal conditions, and the temperature of the sample was kept constant during the scans. 

The obtained spectra were converted to the absorption coefficient α (cm−1) by the fol-
lowing equation: 

Figure 1. X-ray diffraction measurement experiments.

2.3. Terahertz Spectroscopy

THz spectra were obtained by a Fourier transform far-infrared spectrometer (FT-
FIR, JASCO, FARIS, Tokyo, Japan) coupled with a superconducting bolometer (QMC
Instruments Ltd., QNbB/PTC, Tokyo, Japan). A high-pressure mercury lamp was used
as the light source, and a wire-grid beam splitter was used for the measurement with
a resolution of 0.24 THz. A total of 200 scans were accumulated in 3 min to obtain a
single spectrum.

The samples after X-ray measurement were horizontally placed on an optical aperture
with a diameter of 3 mm in the sample chamber of the spectrometer. The sample chamber
was purged by a continuous flow of nitrogen gas to reduce the absorption of water vapor.
The nitrogen gas was cooled at 10 ± 1 ◦C to minimize the change of the crystallinity due
to the temperature rise during the measurement. The sample was left in the chamber for
5 min before measurement. In this way, the sample itself was held at isothermal conditions,
and the temperature of the sample was kept constant during the scans.

The obtained spectra were converted to the absorption coefficient α (cm−1) by the
following equation:

α = − 1
d

log10

(
Is

Ir

)
(1)

where d is the thickness of the sample. Is and Ir are the power spectra of the sample and
reference, respectively.

The flowchart (Figure 2) of the experiments is shown as follows:
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3. Results and Discussion
3.1. Spectral Characteristics Overview for Samples Measured with XRD

Four polymorphic forms (including the original, untreated control group) of cocoa
butter were determined from XRD (Figure 3). The pattern of sample A was closed to type
II (α type), whilst sample B and C patterns were closed to type V (β type) and III (β′

type) in the studies of Wille and Lutton (1966) [8] and Talhat et al. (2015) [42], respectively.
Regarding sample A, the observation of α type was consistent with the study of Talhat
et al. (2015), who observed the single peak at 21.0◦ in the wide-angle region (WAXS)
obtained from XRD spectra [42]. Wille and Lutton (1966) stated that type II (α type)
products would be obtained when the melted cocoa butter was rapidly frozen and stored
for several minutes to an hour at 0 ◦C [8]. Marangoni and McGauley (2003) mentioned
that the transient metastable γ and α phases were generated when the temperature was
below −15 ◦C [39]. However, only α type was observed in the current study, which may
be due to the unstable property of γ type as well as the longer storage time (23-d storage)
before measurement [40]. The α phase was reported to be much more stable than the γ

phase and easily formed either by a transformation from the unstable γ or directly from
the melt [8,40,42–44]. The γ phase was reported as the least stable of all encountered solid
phases and could stay unchanged for at least 10 days only when the preset solidification
temperature was lower than −10 ◦C [40]. Marangoni and McGauley (2003) claimed that
the γ phase could be detected only after 2 days of crystallization at −15 ◦C or −20 ◦C.
When the temperature increased, it transformed into α type in a short time [39]. For that
reason, it is difficult to define the exact melting point of the γ phase, and its melting or
disappearing range was estimated to be around −8 to +5 ◦C [40]. Van Malssen et al. (1996)
mentioned that the α type was generated with a cooling rate of 360 ◦C/min [45]. Several
authors pointed out the rapid freezing of the melted cocoa butter facilitated the α-type
crystallization generation [3,8,39]. However, little information on detailed processing
and cooling rates was provided. This is the first study that offers specific information
on how different types of crystallization are generated under different procedures with
distinguished cooling rates, which could be of practical use for the chocolate industry.
Although the α phase is stable, it is unstable at temperatures above 6 ◦C and will transfer
to β′ type (form III and IV) at most an hour [40].
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control sample (d).

With regard to sample B, the XRD spectra (Figure 3b) agreed with the observation
from Talhat et al. (2015) [42], who found the WAXS peak at 19.2◦ 2θ was more intensive
and a 1.3◦ and 2.7◦ doublet formed in the range of the small angle region (SAXS) at 27.1 ◦C
after 2309 min [42]. Similar patterns were observed, and Sample B was defined as β (V)
type in accordance with the study of Wille and Lutton (1966) [8]. As mentioned above, the
ability to induce the formation and stabilization of certain polymorphic forms in cocoa
butter is vital to producing chocolate with a fairly good quality. The presence of form V (β
type) is in high demand as chocolate in this phase presented the desirable characteristics
such as gloss, snap, and bloom resistance [4,7,9,46]. In order to maintain the quality of the
chocolate, a lot of efforts have been made either to optimize the structure and presence
of the β-type polymorph [4], to modify the crystallization of cocoa butter [47,48], or to
postpone the state phase transition from β (V) to β (VI) [7,49]. All these studies accentuate
an unyielding interest in obtaining β (V) crystal form to improve the quality of the chocolate
and potentially extend the shelf life of chocolate.

According to the thermal trajectory and polymorphic forms of crystallized cocoa butter
constructed by Talhat et al. (2015) [42] (Figure 4), β (V) type in the current study was gener-
ated in the processing of holding at 20 ◦C for 60 min, which is consistent with the previous
finding where β (V) type was formed at the temperature range of 15–25 ◦C [40,42]. Numer-
ous authors believed that β (V) type is transited from β′ (type III and IV), which probably
transited from the α phase when the temperature increased [40,42]. β-crystallization will be
generated directly when the liquid is not memory-free, and β-crystallization is induced by
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the memory effect [45]. However, the β (V) phase was always formed via the β′ phase (type
III and IV) in the study of Marangoni and McGauley (2003) [39]. The authors pointed out
that β polymorph was obtained after 4–5 weeks at crystallization temperatures of 20 and
22 ◦C [39]. Although the storage temperature in the current study was set at 10 ◦C rather
than 20 ◦C, the β polymorph generated at 20 ◦C during processing was stable enough to
store at 10 ◦C.

Appl. Sci. 2024, 14, x FOR PEER REVIEW 6 of 11 
 

crystallization will be generated directly when the liquid is not memory-free, and β-crys-
tallization is induced by the memory effect [45]. However, the β (V) phase was always 
formed via the β′ phase (type III and IV) in the study of Marangoni and McGauley (2003) 
[39]. The authors pointed out that β polymorph was obtained after 4–5 weeks at crystalli-
zation temperatures of 20 and 22 °C [39]. Although the storage temperature in the current 
study was set at 10 °C rather than 20 °C, the β polymorph generated at 20 °C during pro-
cessing was stable enough to store at 10 °C.  

 
Figure 4. Time-temperature state diagram for the specific polymorphism of crystallized cocoa butter 
(cited from Talhat et al., 2015 [42]). 

As for Sample C, the XRD spectra (Figure 3c) were similar to type III (β′ type) ob-
served by Wille and Lutton (1966) [8], who obtained type III by solidification of melt at 5 
to 10 °C or by transformation of type II by storing at 5 to 10 °C. According to the procedure 
made for Sample C, the generated β′ crystallization may probably follow the pathway 
from γ to α and eventually reach the β′ phase. As stated above, the rapid freezing pro-
motes the generation of α type [8], and transient metastable γ and α phases occurred when 
the temperature was below −15 °C. This is in agreement with the procedure for producing 
Sample C: rapidly cooled to 10 °C at 40 °C/min and finally froze to −20 °C. Approximately 
50–75% of the γ phase was reported to considerably transferred into the α phase in at most 
10 min and completed the transition in one or more days when the preset temperature 
was low [40]. When the temperature increases over around 5 °C, the α phase is no longer 
stable and will transform into the β′ formation [40], which is coincident with the procedure 
of Sample C, where the sample was finally stored at 4 °C. 

3.2. Spectral Characteristics Overview for Samples after 23 Days of Storage Measured  
with FT-FIR 

There was much noise after 8 THz, so the spectra before 8 THz were used for analysis. 
To clearly describe the characteristics of each sample, the average spectra were calculated 
by representative spectra in each group (Figure 5). The average thickness for Sample A, B, 
C, and the control group were 1.72 ± 0.05, 1.81 ± 0.07, 1.75 ± 0.10, and 1.70 ± 0.05 mm, 
respectively. Four different patterns could be identified according to different crystalliza-
tion types, which indicates that terahertz spectroscopy can, therefore, be an emerging and 

Figure 4. Time-temperature state diagram for the specific polymorphism of crystallized cocoa butter
(cited from Talhat et al., 2015 [42]).

As for Sample C, the XRD spectra (Figure 3c) were similar to type III (β′ type) observed
by Wille and Lutton (1966) [8], who obtained type III by solidification of melt at 5 to 10 ◦C
or by transformation of type II by storing at 5 to 10 ◦C. According to the procedure made
for Sample C, the generated β′ crystallization may probably follow the pathway from
γ to α and eventually reach the β′ phase. As stated above, the rapid freezing promotes
the generation of α type [8], and transient metastable γ and α phases occurred when the
temperature was below −15 ◦C. This is in agreement with the procedure for producing
Sample C: rapidly cooled to 10 ◦C at 40 ◦C/min and finally froze to −20 ◦C. Approximately
50–75% of the γ phase was reported to considerably transferred into the α phase in at most
10 min and completed the transition in one or more days when the preset temperature was
low [40]. When the temperature increases over around 5 ◦C, the α phase is no longer stable
and will transform into the β′ formation [40], which is coincident with the procedure of
Sample C, where the sample was finally stored at 4 ◦C.

3.2. Spectral Characteristics Overview for Samples after 23 Days of Storage Measured with FT-FIR

There was much noise after 8 THz, so the spectra before 8 THz were used for analysis.
To clearly describe the characteristics of each sample, the average spectra were calculated
by representative spectra in each group (Figure 5). The average thickness for Sample A,
B, C, and the control group were 1.72 ± 0.05, 1.81 ± 0.07, 1.75 ± 0.10, and 1.70 ± 0.05 mm,
respectively. Four different patterns could be identified according to different crystallization
types, which indicates that terahertz spectroscopy can, therefore, be an emerging and
innovative method to control tempering in chocolate factories. There was a valley at
2.16 THz (an asterisk) for each terahertz spectrum, which may be due to the absorbance
of polyethylene that was used for making the dip window. A significant change in the
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THz spectral pattern of Sample B when the CB temperature was maintained at 20 ◦C from
30 min to 45 min. Van Malssen stated that recrystallization to the β (V) type that occurs
within 45 min is referred to as a short-term (β-) memory effect, while that takes after 45 min
belongs to a long-term (β-) memory effect [45]. Accordingly, it seems the CB may probably
be a short-term (β-) memory effect in the current study. There was a very broad peak
at 2.55 THz for Sample A (α type), and the peak was shifted to 2.72 THz for Sample C
[β′ type (III)] whilst an evident sharp peak at 2.60 THz and 2.63 THz could be observed
from Sample B [β (V) type] and control sample, respectively. No sharp peak at 1.85 THz
can be obtained from Samples A, B, and C except for the original control group. Weiller
et al. (2018) monitored cocoa butter in chocolate from different factories and observed
peaks at 2.35 THz, 2.51 THz, 2.73 THz, and 2.97 THz from the Factory L sample, which
contained one visible fat bloom [50]. For samples with 6 clear spots of fat bloom (Factory
H sample), peaks at 2.41 THz and 2.65 THz can be discovered [50]. The authors claimed
that the difference between the THz spectra of L and H may be due to the formation and
migration of β (VI) associated with fatty acids [50]. The peaks at 2.55 THz from Sample A
may probably be relevant to sucrose, as sucrose presents a peak at approximately 2.59 THz
in the study of Nishizawa et al. (2003) [51]. According to Figure 5a,b,d, a peak at 6.80 THz
can be detected from Sample A (α type), B [β (V)], and the original control group. However,
the peak at 6.80 THz for the α type sample was much broader than that of the β type and
original control type. Jiang et al. (2011) found palmitic acid possesses a distinct sharp peak
at 235 cm−1 (7.05 THz) [52], which indicates that palmitic acid—which occupies 26% of
the main fatty acids of cocoa butter—may gently change in the α types of crystallisations.
Likewise, a comparably broad peak at 4.25 THz and 5.21 THz was observed in Sample B [β
(V)] (Figure 5b), which may be related to the stearic acid and oleic acid that possess distinct
peaks at 154 cm−1 (4.62 THz) and 166 cm−1 (4.98 THz), respectively [52]. In contrast, no
noticeable peaks were observed from Samples A (α type) and C [β′ type (III)]. This implies
that changes in stearic acid and oleic acid may occur at α and β′ type (III). The terahertz
spectra shapes for α and β′ type (III) were quite similar, but the peak was shifted to the
higher THz range, which may indirectly validate the pathway from α to β type (III). Timms
(2003) mentioned several different crystal packing configurations that can be formed from
a TAG molecule [53]. The “three-legged” molecules can fit together in different ways, such
as double-chain packing and triple-chain packing. The different polymorphs are the most
apparent from a top view of the planes, which show the subcell structure [3], and in this
way, three polymorphic forms, i.e., α, β′, and β type, can be defined.

The current study is novel due to the following reasons:

1. Terahertz spectroscopy, which is much safer for operators than X-ray examination, can
be a novel emerging tool to monitor cocoa butter crystallization. Previous research
studies identified the types of α, β′ (III), and β (V) based on XRD [8,39,40,42,43,45],
the information based on identifying polymorphs cocoa butter [α, β′ (III), and β (V)
type] using terahertz spectroscopy has not been comprehensively exploited. This
study may provide a useful fingerprint of crystallization with different phases.

2. Previous studies elaborated the general information of how each phase of crystal-
lization formed: rapidly freezing the melted cocoa butter and storing it for several
minutes to an hour at 0 ◦C may obtain α type products [8]. The transient metastable γ

and α phases were generated if the temperature was below −15 ◦C [39]. This study,
for the first time, provides the specific processing temperature and cooling rate that
respond to each type of crystallization, which is of practical use for the tempering
control for chocolate manufacturers.

3. Due to the attractive transmission capability, chocolate even packed in films or paper
with high transmittance of terahertz wave, can still be utilized by using terahertz
spectroscopy [50]. As stated above, the employment of terahertz spectroscopy in
chocolate mostly emphasized detecting foreign bodies and quality in the packed
chocolates [34–38]. It is for the first time to detect cocoa butter polymorphs of α,
β′ (III), and β (V) by terahertz measurement, moreover, as the XRD spectrograph
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acquired in 4–5 min per sample during measurement whilst terahertz spectroscopy
method needs at most 3 min per sample to identify the different polymorphs, those
offer rapid detection and useful information to control cocoa butter crystallization,
which is essential to chocolate factories.
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Figure 5. Average terahertz spectra of Sample A (a), B (b), C (c), and original untreated control
sample (d). Note: There was a valley at 2.16 THz (an asterisk *) for each terahertz spectrum, which
may be due to the absorbance of polyethylene that was used for making the dip window.

4. Conclusions

This research addressed characterizing different types of crystallization [i. e., α, β′ (III),
and β (V) type] from cocoa butter by using terahertz spectroscopy. The specific procedures
for producing α, β′ (III), and β (V) types were described. Samples with different types of
crystallization showed distinguished patterns of THz absorption spectra. An evident sharp
peak at 6.80 THz from β (V) type sample and original samples was observed, whilst the α

type showed broad peaks. The peaks at 4.25 THz and 5.21 THz were obtained from β (V)
type, while no noticeable peaks at those frequencies can be observed from other samples.
As an emerging and promising tool to noninvasively evaluate crystallization types of cocoa
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butter, the application of terahertz spectroscopy is potentially employed in the tempering
control for chocolate manufacturers.
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