
Note: Within nine months of the publication of the mention of the grant of the European patent in the European Patent
Bulletin, any person may give notice to the European Patent Office of opposition to that patent, in accordance with the
Implementing Regulations. Notice of opposition shall not be deemed to have been filed until the opposition fee has been
paid. (Art. 99(1) European Patent Convention).

Printed by Jouve, 75001 PARIS (FR)

(19)
E

P
2 

43
9 

50
9

B
1

TEPZZ 4¥95Z9B_T
(11) EP 2 439 509 B1

(12) EUROPEAN PATENT SPECIFICATION

(45) Date of publication and mention 
of the grant of the patent: 
01.08.2018 Bulletin 2018/31

(21) Application number: 10783280.0

(22) Date of filing: 24.05.2010

(51) Int Cl.:
G01N 1/00 (2006.01) G01N 30/04 (2006.01)

G01N 30/06 (2006.01) G01N 30/86 (2006.01)

G01N 30/88 (2006.01) G01N 31/00 (2006.01)

G01N 27/62 (2006.01) G01N 30/54 (2006.01)

G01N 30/60 (2006.01) G01N 30/72 (2006.01)

G01N 33/44 (2006.01)

(86) International application number: 
PCT/JP2010/058696

(87) International publication number: 
WO 2010/140496 (09.12.2010 Gazette 2010/49)

(54) METHOD FOR PRODUCING STANDARD SAMPLE FOR USE IN QUANTITATIVE DETERMINATION 
OF RED PHOSPHORUS IN RESIN

VERFAHREN ZUR HERSTELLUNG EINER STANDARDPROBE ZUR VERWENDUNG BEI DER 
MENGENBESTIMMUNG VON ROTEM PHOSPHOR IN EINEM HARZ

PROCEDE DE PRODUCTION D’ECHANTILLON-TYPE DESTINE A SERVIR A L’EVALUATION 
QUANTITATIVE DE PHOSPHORE ROUGE CONTENU DANS UNE RESINE

(84) Designated Contracting States: 
AL AT BE BG CH CY CZ DE DK EE ES FI FR GB 
GR HR HU IE IS IT LI LT LU LV MC MK MT NL NO 
PL PT RO SE SI SK SM TR

(30) Priority: 03.06.2009 JP 2009134086

(43) Date of publication of application: 
11.04.2012 Bulletin 2012/15

(73) Proprietor: Sumitomo Electric Industries, Ltd.
Chuo-ku
Osaka-shi
Osaka 541-0041 (JP)

(72) Inventor: IIDA, Masuo
Osaka-shi
Osaka 554-0024 (JP)

(74) Representative: Boult Wade Tennant
Verulam Gardens 
70 Gray’s Inn Road
London WC1X 8BT (GB)

(56) References cited:  
WO-A1-2008/133325 JP-A- 59 031 439
JP-A- 2009 036 550 JP-A- 2009 036 550

• IIDA M ET AL: "Analysis of red phosphorus in 
resins using pyrolysis-gas 
chromatography/mass spectrometry", 
ANALYTICAL SCIENCES, vol. 24, no. 4, 10 April 
2008 (2008-04-10) , pages 539-542, XP002774240, 
ISSN: 0910-6340, DOI: 10.2116/analsci.24.539

• MASUO IIDA ET AL.: ’Analysis of red phosphorus 
used as a flame retardant for polymer materials’ 
PROCEEDINGS OF MICROELECTRONICS 
SYMPOSIUM vol. 18, 18 September 2008, pages 
127 - 130, XP008164422

• MASUO IIDA ET AL.: ’Pyrolysis-gas 
chromatography mass spectrometry of red 
phosphorus in resins’ SEI TECHNICAL REVIEW 
no. 172, January 2008, pages 30 - 33, 
XP008166980



EP 2 439 509 B1

2

5

10

15

20

25

30

35

40

45

50

55

Description

Technical Field

[0001] The present invention relates to a method for producing a standard sample that is necessary in quantitative
analysis of red phosphorus contained in a resin (resin composition).

Background Art

[0002] Recently, in consideration of environmental problems, non-halogen resin compositions in which a red-phos-
phorus flame retardant is blended with a non-halogen resin are used as flame-retarded resin compositions (Patent
Literature 1). Consequently, the development of a method for analysis of red phosphorus useful for quality control in
producing and shipping a product containing a red-phosphorus flame retardant, an acceptance inspection for purchasers
of the product, and the like has been desired.
[0003] Red phosphorus is not dissolved in various types of solvents, and thus it is difficult to separate and collect red
phosphorus. In addition, red phosphorus itself has no infrared absorption in an infrared spectrometer. Even when red
phosphorus blended in a resin is analyzed using a Raman spectrometer, information about red phosphorus cannot be
distinguished from the results. Furthermore, by an elemental analysis, for example, energy-dispersive X-ray (EDX)
elemental analysis using an energy-dispersive X-ray fluorescence analyzer, discrimination between red phosphorus
and organic phosphorus cannot be performed. Accordingly, in the case where organic phosphorus such as a phosphate
ester may be contained, it is impossible to analyze red phosphorus only. Thus, red phosphorus contained in a resin
cannot be analyzed by any of these methods.
[0004] Consequently, the inventor of the present invention developed, as a method for simply, rapidly, and reliably
analyzing red phosphorus, in particular, red phosphorus contained in a resin as a flame retardant, a method in which a
sample is gasified with a pyrolysis-gas chromatograph, and a measurement is then performed by gas chromatography,
and furthermore, a mass spectrometer is used as means for detecting fractions of the gas chromatography, that is, an
analytical method by pyrolysis-gas chromatography/mass spectrometry (pyrolysis-GC/MS), and proposed the method
as Japanese Patent Application No. 2007-326840.
[0005] IIDA M ET AL: "Analysis of red phosphorus in resins using pyrolysis-gas chromatography/mass spectrome-
try",ANALYTICAL SCIENCES, no. 66, 10 April 2008 (2008-04-10), pages 31-35, discloses the analysis of red phosphorus
containing resin used as flame retardant. JP 2009 036550 A discloses a method for preparing a standard sample by
pulverising and sieving a mixture for homogenisation.

Citation List

Patent Literature

[0006] Patent Literature 1: Japanese Unexamined Patent Application Publication No. 2004-161924

Summary of Invention

Technical Problem

[0007] In the quantitative determination of red phosphorus in a resin performed by pyrolysis-GC/MS or the like, a
calibration curve is prepared in advance by calculating area values of a peak corresponding to a retention time of red
phosphorus using standard substances containing predetermined concentrations of red phosphorus, and this calibration
curve is compared with an area value of a peak at the same retention time of a measurement sample. Accordingly, in
order to accurately perform the quantitative determination, it is necessary to appropriately prepare standard samples
and to prepare an accurate calibration curve. However, as for the analysis using pyrolysis-GC/MS, it has been difficult
to appropriately prepare these standard samples.
[0008] Specifically, in the analysis by pyrolysis-GC/MS, when the amount of sample increases, a problem such as
contamination of a detector occurs. Therefore, the amount of sample is 10 mg at most, and usually 0.5 mg or less. In
addition, unlike standard solution samples, the concentration of which can be adjusted by dilution, since the standard
samples are also solid samples, it is difficult to ensure and guarantee a uniform dispersibility. That is, unlike an elemental
analysis in which the amount of sample is often about 100 mg, since a very small amount of solid sample is used, it is
very difficult to ensure and guarantee a uniform dispersibility even if any of existing kneading technologies is employed.
[0009] The present invention has been made in order to solve this problem in the related art, and an object of the
present invention is to provide a method for producing a standard sample in which a uniform dispersion of a predetermined
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concentration of red phosphorus is guaranteed even in a very small amount in the range of about 0.05 to 10 mg, preferably
about 0.1 to 0.5 mg. Also, another object of the present invention is to provide a method for quantitatively determining
red phosphorus contained in a resin by pyrolysis-GC/MS, in which this standard sample is used, and with which an
accurate quantitative determination can be realized.

Solution to Problem

[0010] As a result of intensive studies conducted in order to solve the above problem, the inventor of the present
invention has found that, by kneading a predetermined amount of red phosphorus in a resin to prepare a red-phosphorus-
containing compound, and finely pulverizing the compound, it is possible to obtain a standard sample in which a uniform
dispersion of a predetermined concentration of red phosphorus is guaranteed even in a very small amount in the range
of about 0.05 to 10 mg, preferably about 0.1 to 0.5 mg, and completed the present invention.
[0011] Specifically, the present invention provides, as a first aspect of invention of the present application thereof, a
method for producing a standard sample for quantitatively determining red phosphorus contained in a resin, the method
including the steps of:

preparing a red-phosphorus-containing compound by weighing a predetermined amount of red phosphorus and
uniformly mixing the red phosphorus in a resin;
decreasing the number of particles having a maximum diameter of 5 mm or more to 1/20 or less of the number of
particles having a maximum diameter of 1 mm or more and less than 5 mm by pulverizing the red-phosphorus-
containing compound; and
obtaining a standard sample by weighing 0.05 to 10 mg of the pulverized red-phosphorus-containing compound.

[0012] To prepare the red-phosphorus-containing compound, it is necessary to sufficiently uniformly blend (knead)
red phosphorus in the resin. In addition, it is necessary to perform the preparation under the condition that the red
phosphorus during the blending (kneading) does not sublime. Accordingly, it is necessary to determine the blending
temperature to be not higher than 400°C, which is the sublimation temperature of red phosphorus, and not lower than
a temperature (melting point) at which the resin can be melted. The type of resin used and the blending method are not
particularly limited so long as a uniform kneading is ensured and the prepared compound is pulverized and can be used
as a sample for pyrolysis-GC/MS.
[0013] The amount of red phosphorus kneaded in the resin is appropriately selected in accordance with a measurement
range of the concentration of red phosphorus in a sample. For example, when the concentration of red phosphorus
contained in a measurement target sample is assumed to be in the range of 100 to 1,000 ppm, the amounts of red
phosphorus respectively corresponding to several points (for example, 100, 300, 500, 700, and 1,000 ppm) within this
range are selected so that a calibration curve in the range of 100 to 1,000 ppm can be prepared.
[0014] The step of pulverizing the red-phosphorus-containing compound is a so-called fine pulverization, and the red-
phosphorus-containing compound is pulverized until the number of particles having a maximum diameter of 5 mm or
more is 1/20 or less of the number of particles having a maximum diameter of 1 mm or more and less than 5 mm. For
the purpose of a more accurate quantitative determination, the number of particles having a maximum diameter of 5 mm
or more is preferably smaller, and a case where particles having a maximum diameter of 5 mm or more are not contained
is particularly preferable. When the shape of the pulverized fine particles is not a spherical shape, the particle diameter
varies depending on the measurement direction. However, the term "maximum diameter" refers to the maximum among
diameters when the diameter is measured in all directions.
[0015] The red-phosphorus-containing compound that has been finely pulverized in this manner is weighed in an
amount of 0.05 to 10 mg to obtain a standard sample. Since the finely pulverized red-phosphorus-containing compound
is mainly composed of fine particles having a maximum diameter of less than 5 mm, even in a very small amount of 0.05
to 10 mg, a uniform dispersion of red phosphorus in the standard sample is guaranteed.
[0016] An invention described in a second aspect of invention of the present application is the method for producing
the standard sample for quantitatively determining red phosphorus contained in the resin described in a first aspect of
invention of the present application, wherein, in the step of obtaining the standard sample, 0.1 to 0.5 mg of the pulverized
red-phosphorus-containing compound is weighed. The amount of red-phosphorus-containing compound is preferably
0.5 mg or less in order to suppress contamination of a detector or the like, and is preferably 0.1 mg or more in order to
obtain a more accurate calibration curve. Since the finely pulverized red-phosphorus-containing compound is mainly
composed of fine particles having a maximum diameter of less than 5 mm, even in a very small amount of 0.1 to 0.5 mg,
a uniform dispersion of red phosphorus in the standard sample is guaranteed.
[0017] An invention described in a third aspect of invention of the present application is the method for producing the
standard sample for quantitatively determining red phosphorus contained in the resin described in a first or a second
aspect of invention of the present application, wherein the red-phosphorus-containing compound is pulverized by striking
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the compound and applying a shear stress to the compound.
[0018] Hitherto, pulverization of a resin compound has been conducted by striking the compound with a hammer,
crushing the compound with a mortar, or the like. With this method, however, it is impossible to perform pulverization
until the pulverized resin compound is mainly composed of fine particles having a maximum diameter of less than 5 mm.
However, by striking a resin compound and applying a shear stress to the resin compound, the resin compound can be
finely pulverized until the pulverized resin compound is mainly composed of fine particles having a maximum diameter
of less than 5 mm. In particular, a method in which crushing and pulverizing are performed while striking a resin compound
and applying a shear stress to the resin compound with a three-dimensional eight-figure motion is preferable.
[0019] The present invention provides, in addition to the method for producing the standard sample, a method for
quantitatively determining red phosphorus contained in a resin, wherein this standard sample is used. Specifically, the
present invention provides a method for quantitatively determining red phosphorus contained in a resin, the method
including the steps of:

producing a plurality of standard samples, the red phosphorus contents of which are varied, by the method for
producing the standard sample for quantitatively determining red phosphorus contained in the resin described in
any one of first to third aspects of invention of the present application;
pyrolyzing each of the standard samples to gasify the samples, separating each of the pyrolyzed samples into
fractions by gas chromatography, and obtaining a peak intensity ratio by dividing a peak area value obtained with
respect to a fraction of a retention time corresponding to red phosphorus by a sample weight;
preparing a calibration curve showing the relationship between the peak intensity ratio and the red phosphorus
content;
pyrolyzing a measurement target sample to gasify the sample, separating the pyrolyzed sample into fractions by
gas chromatography, and obtaining a peak intensity ratio A with respect to a fraction corresponding to red phosphorus;
and
determining a red phosphorus content corresponding to the peak intensity ratio A using the calibration curve (a
fourth aspect of invention of the present application).

[0020] Herein, the term "peak area value" refers to a peak area or peak height obtained with a detector. The detector
is not particularly limited, and any detector commonly used in GC can be used. Preferably, a mass spectrometer (MS)
is used. When the detector is a mass spectrometer, the peak area value is a value of a peak area or peak height of all
ions or selected one or a plurality of ions in an ion chromatogram.
[0021] The retention time corresponding to red phosphorus varies depending on the measurement conditions. There-
fore, it is preferable to determine the retention time in advance by conducting a measurement of elemental red phosphorus
under the same conditions. In this quantitative method, the standard sample obtained by the method for producing a
standard sample of the present invention, that is, the standard sample in which a uniform dispersibility of red phosphorus
is ensured is used, and thus an accurate calibration curve is prepared and red phosphorus contained in a resin can be
quantitatively determined accurately.

Advantageous Effects of Invention

[0022] According to the method for producing a standard sample for quantitatively determining red phosphorus con-
tained in a resin of the present invention, it is possible to obtain a standard sample in which a uniform dispersion of a
predetermined concentration of red phosphorus is guaranteed even in a very small amount of about 0.05 to 10 mg,
preferably about 0.1 to 0.5 mg. Accordingly, this method is suitable as a method for producing a standard sample for
pyrolysis-GC/MS, in which the amount of sample is about 0.05 to 10 mg, preferably about 0.1 to 0.5 mg. In addition, red
phosphorus contained in a resin can be quantitatively determined accurately by the method for quantitatively determining
red phosphorus contained in a resin of the present invention, in which the standard sample thus obtained is used.

Brief Description of Drawings

[0023]

[Fig. 1] Figure 1 is a graph showing the relationship between the red phosphorus content and a peak intensity ratio
of a GC/MS spectrum.
[Fig. 2] Figure 2 is a scanning electron microscope (SEM) photograph of a pulverized product obtained in Example.
[Fig. 3] Figure 3 is a SEM photograph of a pulverized product obtained in Comparative Example.
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Description of Embodiments

[0024] Next, embodiments for carrying out the present invention will be described.
[0025] A mixing method used in a step of preparing a red-phosphorus-containing compound is not particularly limited.
Examples of the method include methods using a press kneader, a roll mixer, a twin-screw mixer, or a Banbury mixer.
Examples of a resin that can be used include various types of resins such as thermoplastic resins, thermosetting resins,
and rubbers.
[0026] Here, examples of the thermoplastic resins include polyethylene, polypropylene, polymethylpentene, poly-
butene, crystalline polybutadiene, polystyrene, polybutadiene, styrene-butadiene resins, polyvinyl chloride, polyvinyl
acetate, polyvinylidene chloride, ethylene-vinyl acetate copolymers (ethylene-vinyl acetate (EVA), acrylonitrile-styrene
(AS), acrylonitrile-butadiene-styrene (ABS), ionomers, acrylonitrile-acrylate-styrene (AAS), and acrylonitrile-chlorinated
polyethylene-styrene (ACS)), polymethylmethacrylate, polytetrafluoroethylene, ethylene-tetrafluoroethylene copoly-
mers, polyoxymethylene, polyamide, polycarbonate, polyphenylene ether, polyethylene terephthalate, polybutylene
terephthalate, polyarylate (U-polymer), polystyrene, polyethersulfone, polyimide, polyamideimide, polyphenylene sulfide,
polyoxybenzoyl, polyether ether ketone, polyetherimide, cellulose acetate, cellulose acetate butyrate, cellophane, and
celluloid. Elastomers such as styrene-butadiene thermoplastic elastomers, polyolefin thermoplastic elastomers, urethane
thermoplastic elastomers, polyester thermoplastic elastomers, and polyamide thermoplastic elastomers can also be used.
[0027] Examples of the thermosetting resins include formaldehyde resins, phenol resins, amino resins (urea resins,
melamine resins, and benzoguanamine resins), unsaturated polyester resins, diallyl phthalate resins, alkyd resins, epoxy
resins, urethane resins (polyurethanes), and silicon resins (silicone).
[0028] As for the fine pulverization of the red-phosphorus-containing compound, as described above, it is preferable
to use a method of performing crushing and pulverizing by striking each sample and applying a shear stress to the
sample with a three-dimensional eight-figure motion. Since the degree of crushing and the crushing capacity vary
depending on the type of crushing medium, the number of vibrations, the crushing time, and the like, it is preferable to
use an apparatus in which conditions such as the number of vibrations and the crushing time can be freely adjusted.
An example of such an apparatus is a multi-sample precision sample pulverizer that is commercially available as a trade
name "Multi-beads shocker" (manufactured by Yasui Kikai Corporation).
[0029] In the method of quantitatively determining red phosphorus contained in a resin of the present invention, the
step of pyrolyzing a standard sample or a measurement sample to gasify the sample is performed by heating the sample
to a temperature at which the sample is gasified or higher. Accordingly, the heating temperature is not lower than the
sublimation temperature (416°C) of red phosphorus. However, in order to reliably sublime red phosphorus and to perform
analysis with a high accuracy, it is necessary to heat at a temperature equal to or higher than the decomposition
temperature of the resin. The heating temperature is preferably about 600°C to 800°C.
[0030] The heating time is not shorter than a time necessary for completely gasify the sample. The heating time varies
depending on the heating temperature, the amount of sample, and the like, and is not particularly limited. Heating means
is not particularly limited, and any heating means used in a usual pyrolysis-gas chromatograph can be used.
[0031] The sample pyrolyzed and gasified is introduced into a column of a gas chromatograph. Components in the
sample are separated in accordance with a difference in the distribution equilibrium constant from that of a stationary
phase, and eluted at times (retention times) that differ for respective components. Conditions for this gas chromatography
are the same as conditions for usual pyrolysis-gas chromatography used in analysis of resins.
[0032] Either a packed column or a capillary column can be used as the column, but a capillary column is preferably
used in qualitative analysis.
[0033] The sample eluted from the column of the gas chromatograph is introduced into a detector, and the presence
or absence of elusion (fraction) in accordance with the retention time is detected. The analysis of red phosphorus is
performed by detecting a fraction at a retention time corresponding to red phosphorus. For example, if a detection peak
(fraction) is present at a retention time corresponding to red phosphorus, it is confirmed that red phosphorus is present
in the sample.
[0034] The retention time corresponding to red phosphorus varies depending on operating conditions for the pyrolysis-
gas chromatograph, the type of column, and the like. Therefore, prior to the measurement of a sample, the same analysis
as that described above is performed using standard samples of red phosphorus so that the retention time corresponding
to red phosphorus is determined in advance.
[0035] As described above, a mass spectrometer (MS) is preferably used as the detector. According to mass spec-
trometry, red phosphorus shows characteristic peaks at m/z = 31, 62, 93, and 124. A calibration curve is prepared on
the basis of the area of a peak or the height of a peak obtained from the standard samples, and a measurement sample
is then measured. Quantitative analysis is performed on the basis of the calibration curve and the area of a peak obtained
by the measurement of the sample.
[0036] The mass spectrometer includes an interfacing unit, which is a portion connected to the column of the gas
chromatograph, an ion source that performs ionization of a sample, a mass separation unit, a detector, and the like. As
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an ionization method in the ion source, either an electron impact ionization (EI) method or a chemical ionization (CI)
method can be employed. As an analyzer of the mass separation unit, either a magnetic sector-type analyzer or a
quadrupole-type analyzer can be used. Furthermore, as a measurement mode in the detector, either the SCAN mode
or the SIM mode can be used.
[0037] Next, embodiments for carrying out the present invention will be described by way of Example, but the scope
of the present invention is not limited to only the Example.

EXAMPLE

[Preparation of red-phosphorus-containing compound]

[0038] A red phosphorus reagent manufactured by KANTO CHEMICAL CO., INC. was used as red phosphorus. This
red phosphorus was added to an ethylene-ethyl-acrylate copolymer (EEA, trade name: EVAFLEX A701) so that the red
phosphorus content was 100, 250, 500, or 1,000 ppm. Each of the mixtures was mixed with a roll mixer at 200°C for
five minutes to prepare four red-phosphorus-containing compounds, the red phosphorus contents of which were different
from each other.

[Fine pulverization of red-phosphorus-containing compound]

[0039] Each of the prepared red-phosphorus-containing compounds was finely pulverized with a multi-sample precision
sample pulverizer (trade name: Multi-beads shocker manufactured by Yasui Kikai Corporation). Specifically, 1 g of each
of the prepared four red-phosphorus-containing compounds was put in a 40-mL titanium pulverization container, and
was pulverized under a liquid nitrogen condition at a number of vibrations of 3,000 rpm for 60 seconds. As a result,
pulverized products were obtained in which the number of particles having a maximum diameter of 5 mm or more is 1/20
or less of the number of particles having a maximum diameter of 1 mm or more and less than 5 mm. Figure 2 shows a
SEM photograph of the pulverized product.

[Measurement of pyrolysis-GC/MS and preparation of calibration curve]

[0040] About 0.5 mg of each of the pulverized products thus obtained was weighed. Each of the samples was pyrolyzed
(gasified) with the pyrolyzer under the pyrolysis conditions described below. The gasified sample was measured with
gas chromatograph/mass spectrometry (GC/MS apparatus) described below. A peak area value for a peak at a retention
time of 4.2 minutes was determined, and a ratio peak area value/measurement sample weight (hereinafter referred to
as "peak intensity ratio") was calculated. Mass spectrometry (MS) was conducted for the peak at the retention time of
4.2 minutes of the gas chromatograph obtained under these measurement conditions. As a result, peaks were obtained
at positions of m/z = 62, 93, and 124. Accordingly, the peak at a retention time of 4.2 minutes was identified as a peak
of red phosphorus. In addition, according to a measurement result of pyrolysis-GC/MS conducted using elemental red
phosphorus under the same conditions as those described above, the peak of the elemental red phosphorus was
observed at a retention time of 4.2 minutes.

(Pyrolysis condition)

[0041] A pyrolyzer manufactured by Frontier Laboratories Ltd. was used. The pyrolysis condition was 600°C 3 0.2
minutes.

(GC/MS apparatus)

[0042] An Agilent 6890 manufactured by Agilent Technologies, Inc. was used. Operating conditions for this apparatus
are described below.

Column: HP-5MS (inner diameter: 0.25 mm, film thickness: 0.25 mm, length: 30 m)

Column flow rate: Helium (He) gas 1.0 mL/min

Temperature-increasing condition: The temperature was increased from 50°C to 320°C at a rate of 25°C/min and
maintained at 320°C for five minutes.

MS temperature: 230°C (MS Source), 150°C (MS Quad)
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Interfacing unit temperature: 280°C

Measurement mode: SCAN mode

[0043] Note that the measurement by mass spectrometry (MS) was performed in the range of m/z = 33 to 550 in order
to avoid peaks of oxygen.
[0044] The measurement was conducted for each sample three times. The results are shown in Table I.

[0045] As shown in Table I, the variation (cv) in the peak intensity ratio in the measurement that was performed three
times was in the range of 4.5% (in the case where the amount of red phosphorus blended was 1,000 ppm) to 9.8% (in
the case where the amount of red phosphorus blended was 100 ppm). Figure 1 is a graph showing the relationship
between the red phosphorus content (the amount of red phosphorus blended) in the resin and the average of the peak
intensity ratios measured three times. As is apparent from Fig. 1, there is a good relationship between the red phosphorus
content in the resin and the peak intensity ratio in the GC/MS analysis, and the correlation coefficient thereof was 0.9965.
This result showed that a quantitative analysis with a high accuracy could also be performed by the quantitative analytical
method of the present invention.

(COMPARATIVE EXAMPLE)

[0046] A pyrolysis-GC/MS measurement was conducted as in Example except that pulverized products prepared by
pulverizing the red-phosphorus-containing compounds using a conventional pulverizer were used instead of using the
pulverized products prepared by finely pulverizing the red-phosphorus-containing compounds. Figure 3 shows a SEM
image of the pulverized product. Furthermore, Table II shows the results when the measurement was conducted for
each sample three times.

[Table I]

The amount of red phosphorus blended (ppm) 100 250 500 1000

n = 1

Peak area : A 2168723 4860241 8491186 19768462

Amount of sample (mg) : B 0.53 0.51 0.52 0.52

Peak intensity ratio A/B 4091930 9529884 16329204 38016273

n = 2

Peak area : A 2515051 4489632 8932955 18222040

Amount of sample (mg) : B 0. 52 0.51 0. 53 0.51

Peak intensity ratio A/B 4836637 8803200 16854632 35729490

n = 3

Peak area : A 2096525 4037944 9632003 19495334

Amount of sample (mg) : B 0.51 0.50 0.51 0.50

Peak intensity ratio A/B 4110833 8075888 18886280 38990668

Average 4346467 8802991 17356705 37578810

Standard deviation 424605 726998 1350451 1674022

cv 9.8% 8.3% 7.8% 4.5%

* The "peak area: A" represents an area value (signal intensity) of a peak at a retention time of 4.2 minutes corre-
sponding to red phosphorus in a total ion chromatogram.

[Table II]

The amount of red phosphorus blended (ppm) 100 250 500 1000

n = 1

Peak area : A 1168723 476041 8491186 9768462

Amount of sample (mg) : B 0.54 0.5 7 0.52 0.55

A/B 2164302 835160 16329204 17760840
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[0047] As shown in Table II, the variation (cv) in the peak intensity ratio in the measurement that was performed three
times was in the range of 47.2% (in the case where the amount of red phosphorus blended was 100 ppm) to 65.6% (in
the case where the amount of red phosphorus blended was 250 ppm), which was significantly larger than that of Example
(example of the present invention). The comparison between Example and Comparative Example shows that, according
to the present invention, quantitative determination of red phosphorus contained in a resin can be performed with an
accuracy significantly higher than that in the related art.

(REFERENCE EXAMPLE 1)

[0048] A pyrolysis-GC/MS measurement was conducted using an elemental red phosphorus reagent in a sample
amount of about 0.1 mg instead of using a red-phosphorus-containing compound. Table III shows the results when the
measurement was conducted three times.

[0049] As shown in Table III, even in the measurement of the elemental red phosphorus, the variation (cv) was 4.3%,
which shows that this analytical method itself causes a variation of about 5%. From the comparison between this result
and the results shown in Table I, it is clear that the variations in the concentration in the standard samples in Example
are very small.

(continued)

The amount of red phosphorus blended (ppm) 100 250 500 1000

n = 2

Peak area : A 3045051 2489632 8932955 13822040

Amount of sample (mg) : B 0.52 0.55 0.58 0.51

A/B 5855867 4526604 15401647 27102039

n = 3

Peak area : A 2095525 2437944 2632003 25495334

Amount of sample (mg) : B 0.5 6 0.50 0.56 0.50

A/B 3742009 4875888 4700005 50990668

Average 3920726 3412550 12143619 31951182

Standard deviation 1852260 2238908 6463020 17137415

cv 47.2% 65.6% 53.2% 53. 6 %

[Table III]

Elemental red phosphorus reagent

n = 1

Peak area : A 513955782

Amount of sample (mg) : B 0.10

A/B 5139557820

n = 2

Peak area : A 587265799

Amount of sample (mg) : B 0.11

A/B 5338779991

n = 3

Peak area : A 671866809

Amount of sample (mg) : B 0.12

A/B 5598890075

Average 5359075962

Standard deviation 230337741

cv 4.3%
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Claims

1. A method for producing a standard sample for quantitatively determining red phosphorus contained in a resin, the
method comprising the steps of:

preparing a red-phosphorus-containing compound by weighing a predetermined amount of red phosphorus and
uniformly mixing the red phosphorus in a resin;
decreasing the number of particles having a maximum diameter of 5 mm or more to 1/20 or less of the number
of particles having a maximum diameter of 1 mm or more and less than 5 mm by pulverizing the red-phosphorus-
containing compound; and
obtaining a standard sample by weighing 0.05 to 10 mg of the pulverized red-phosphorus-containing compound.

2. The method for producing the standard sample for quantitatively determining red phosphorus contained in the resin
according to Claim 1, wherein, in the step of obtaining the standard sample, 0.1 to 0.5 mg of the pulverized red-
phosphorus-containing compound is weighed.

3. The method for producing the standard sample for quantitatively determining red phosphorus contained in the resin
according to Claim 1 or 2, wherein the red-phosphorus-containing compound is pulverized by striking the compound
and applying a shear stress to the compound.

4. A method for quantitatively determining red phosphorus contained in a resin, the method comprising the steps of:

producing a plurality of standard samples, the red phosphorus contents of which are varied, by the method for
producing the standard sample for quantitatively determining red phosphorus contained in the resin according
to any one of Claims 1 to 3;
pyrolyzing each of the standard samples to gasify the samples, separating each of the pyrolyzed samples into
fractions by gas chromatography, and obtaining a peak intensity ratio by dividing a peak area value obtained
with respect to a fraction of a retention time corresponding to red phosphorus by a sample weight;
preparing a calibration curve showing the relationship between the peak intensity ratio and the red phosphorus
content;
pyrolyzing a measurement target sample to gasify the sample, separating the pyrolyzed sample into fractions
by gas chromatography, and obtaining a peak intensity ratio A with respect to a fraction corresponding to red
phosphorus; and
determining a red phosphorus content corresponding to the peak intensity ratio A using the calibration curve.

Patentansprüche

1. Verfahren zum Herstellen einer Standardprobe zum quantitativen Bestimmen von rotem Phosphor, der in einem
Harz enthalten ist, wobei das Verfahren die Schritte umfasst:

Herstellen einer roten Phosphor enthaltenden Verbindung durch Abwiegen einer vorgegebenen Menge von
rotem Phosphor und einheitliches Vermischen des roten Phosphors in einem Harz;
Herabsetzen der Zahl von Teilchen mit einem maximalen Durchmesser von 5 mm oder mehr auf ein 1/20 oder
weniger der Zahl von Teilchen mit einem maximalen Durchmesser von 1 mm oder mehr und weniger als 5 mm
durch Pulverisieren der roten Phosphor enthaltenden Verbindung; und
Erhalten einer Standardprobe durch Abwiegen von 0,05 bis 10 mg der pulverisierten roten Phosphor enthal-
tenden Verbindung.

2. Verfahren zum Herstellen der Standardprobe zum quantitativen Bestimmen von rotem Phosphor, der in dem Harz
enthalten ist, gemäß Anspruch 1, wobei in dem Schritt des Erhaltens der Standardprobe 0,1 bis 0,5 mg der pulve-
risierten roten Phosphor enthaltenden Verbindung abgewogen werden.

3. Verfahren zum Herstellen der Standardprobe zum quantitativen Bestimmen von rotem Phosphor, der in dem Harz
enthalten ist, gemäß Anspruch 1 oder 2, wobei die roten Phosphor enthaltende Verbindung durch Schlagen der
Verbindung und Anlegen einer Scherspannung an die Verbindung pulverisiert wird.

4. Verfahren zum quantitativen Bestimmen von rotem Phosphor, der in einem Harz enthalten ist, wobei das Verfahren
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die Schritte umfasst:

Herstellen einer Mehrzahl von Standardproben, deren Gehalte an rotem Phosphor unterschiedlich sind, durch
das Verfahren zum Herstellen der Standardprobe zum quantitativen Bestimmen von rotem Phosphor, der in
dem Harz enthalten ist, gemäß einem der Ansprüche 1 bis 3;
Pyrolysieren von jeder der Standardproben, um die Proben in Gas zu verwandeln, Trennen von jeder der
pyrolysierten Proben in Fraktionen durch Gaschromatografie, und Erhalten eines Peakintensitätsverhältnisses
durch Dividieren eines Peakflächenwerts, der für eine Fraktion mit einer Retentionszeit, die rotem Phosphor
entspricht, erhalten wird, durch ein Probengewicht;
Herstellen einer Kalibrierkurve, welche die Beziehung zwischen dem Peakintensitätsverhältnis und dem Gehalt
an rotem Phosphor zeigt;
Pyrolysieren einer Meßzielprobe, um die Probe in Gas zu verwandeln, Trennen der pyrolysierten Probe in
Fraktionen durch Gaschromatografie, und Erhalten eines Peakintensitätsverhältnisses A für eine Fraktion, die
rotem Phosphor entspricht; und
Bestimmen eines Gehalts an rotem Phosphor, welcher dem Peakintensitätsverhältnis A entspricht, unter Ver-
wendung der Kalibrierkurve.

Revendications

1. Procédé de production d’un échantillon-type pour la détermination quantitative du phosphore rouge contenu dans
une résine, le procédé comprenant les étapes de :

préparation d’un composé contenant du phosphore rouge par pesage d’une quantité prédéterminée de phos-
phore rouge et mélange uniforme du phosphore rouge dans une résine ;
réduction du nombre de particules ayant un diamètre maximum de 5 mm ou plus à 1/20ème ou moins du nombre
de particules ayant un diamètre maximum de 1 mm ou plus et inférieur à 5 mm par pulvérisation du composé
contenant le phosphore rouge ; et
obtention d’un échantillon-type par pesage d’environ 0,05 à 10 mg du composé contenant le phosphore rouge
pulvérisé.

2. Procédé de production de l’échantillon-type pour la détermination quantitative du phosphore rouge contenu dans
la résine selon la revendication 1, dans lequel, dans l’étape d’obtention de l’échantillon-type, 0,1 à 0,5 mg du composé
contenant le phosphore rouge pulvérisé est pesé.

3. Procédé de production de l’échantillon-type pour la détermination quantitative du phosphore rouge contenu dans
la résine selon la revendication 1 ou 2, dans lequel le composé contenant du phosphore rouge est pulvérisé en
frappant le composé et en appliquant une contrainte de cisaillement au composé.

4. Procédé de détermination quantitative du phosphore rouge contenu dans une résine, le procédé comprenant les
étapes de :

production d’une pluralité d’échantillons-types, dont les teneurs en phosphore rouge sont variées, par le procédé
de production de l’échantillon-type pour la détermination quantitative du phosphore rouge contenu dans la
résine selon l’une quelconque des revendications 1 à 3 ;
pyrolyse de chacun des échantillons-types pour gazéifier les échantillons, séparation de chacun des échantillons
pyrolysés en fractions par chromatographie en phase gazeuse, et obtention d’un rapport d’intensité crête en
divisant une valeur de surface crête obtenue par rapport à une fraction d’un temps de rétention correspondant
au phosphore rouge par un poids de l’échantillon ;
préparation d’une courbe d’étalonnage représentant la relation entre le rapport d’intensité crête et la teneur en
phosphore rouge ;
pyrolyse d’un échantillon cible de mesure pour gazéifier l’échantillon, séparation de l’échantillon pyrolysé en
fractions par chromatographie en phase gazeuse, et obtention d’un rapport d’intensité crête A par rapport à
une fraction correspondant au phosphore rouge ; et
détermination d’une teneur en phosphore rouge correspondant au rapport d’intensité crête A à l’aide de la
courbe d’étalonnage.
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