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PROCESSES INCLUDING GERM-DESTROYING STEP,
'GERMICIDAL PRODUCTS AND THEIR PREPARATION METHOD,
FUMIGANT AND FUMIGATION METHOD,

AS WELL AS GERMICIDAL GAS COMPOSITIONS,
THEIR PREPARATION METHOD AND APPARATUS THEREFOR

TECHNICAL FIELD ‘

' | The present invention relates to processes
including -germ-destroying. step using an isothiocyanate,
germicidal = products generating a vapor of the
isothiocyanate and a method for the germicidal products,
fumigants and the method for fumigation, as well as
germicidal_'.-gas compositions, a method for the preparation
of.' the germicidal' gas compositions and an apparatus. for
use with the method for the preparation thereof.
BACKGROUND OF THE ART | |

. Various foods, glass products such as lenses,
leather prod_ucts such as leather boots, 1leather jumpers
and fur coats and products of paihts and pastes formed of
starch or cellulose are apt to mold. This considerably
reduces validity of the goods or calls for waste disposal
thereof.

Apart from mold, increased growth of harmful
microorganisms, too, considerably reduces validity of the
goods or demands for waste disposal thereof. For example,
in the case of foods, there are caﬁsed problems of
fermentation and food poisoning due to increased growth
of bacteria.

- It is known to seal-pack an article together
with an oxygen absorber with a packing material and to
mainfain the oxygen,' concentration within the pack below 1
% or less for the purpose of preventing the article from
molding. While this method can effectively prevent
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5 ° BACKGROUND OF THE ART Various foods, glass products such as |enses,

| eat her products such as | eather boots,_|eather junpers and fur coats and
products of paints and pastes forned of2sTarch or cellul ose are apt to
moul d. This conS|derany 10+~ reduces validity of the goods or calls for
maste di sposa

generatien of mold by aercobic bacteria, this cannot be an
effective meens for preventing increase and growth of
anaerobic bacteria which account for food poisoning or
fermentation.

_ It is 'also known to seal-pack an article
together with an ethanol-emanatlng agent and to fill the
inside of the pack with ethanol vapors for the purpose
of preventlng_.the formation of mold and the growth of
ordinary bacteria. With this method, satisfactory effect
cannot be obtained unless ethanol which is expensive is
usedein a relatively large amount.

Further, a number of mildew-proofing agents and
anti-bacterial agents are hitherto known. Most of these
chemicals, however, have toxicity to human.bodies so that
the use thereof is subjected to severe restriction.

A number of natural products having an
antimicrobial action are hitherto known. Especially,
Eutrema wasabi is known to have an excellent germicidal
activity. It is also known to subject food to a
germ-destroying treatment using an isothiocyanate
(hereinafter referred to simply as ISOTC) which is a
major component of wasabi. For example, Japanese
Published Unexamined Patent Application No. Sho-57-99182
discloses an aqueous emulsion composition obtained by
emulsion-dispersing, in water in the presence of an
emulsifier, a solution of ISOTC dissolved in an oil. This
aqueous emulsion composition is used by mixing into a
food so as to sterilizing the food. However, the
incorporation of such an aqueous emulsion into foods is
not preferable not only because taste of the foods
deteriorates but also because ISOTC in foods is apt to
decompoée. Japanese Published Unexamined Patent
Application No. Sho-58-63348 discloses a method for
preserving vegetables and fruits wherein the vegetables
and fruits. afe packed in a packaging vessel together
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thereof. Apart from nould, increased growh of harnful mcroorganisns, too,
consi derably reduces validity of the goods or demands for waste di sposal

t héreof. For exanple, 15 in the case3of foods, there are caused probl ens
of fermentation and food poi soning due to increased grow h of

with a synthetic zeolite which has a pore diameter of 5-10A
and which is impregnated with 'ISOTC in a proportion of
about 5 % by weight. The ISOTC-impregnated zeolite does
not emanate an effective amount of ISOTC vapors in air.
It can adsorb moisture in air when subjected to a high
humidity condition of a relative humidity of 90 % or more
with the simultaneous generation of ISOTC adsorbed
therein. This known method has problems because the
synthetic zeolite with a pore diameter of 5-10A to be
used as an absorbent of ISOTC is expensive and because
the amount of ISOTC adsorbed thereto is ve'ry low of about
5 % by weight. The known, ISOTC-absorbed, synthetic
zeolite has also a drawback because it cannot emanate
ISOTC vapors unless it is subjected to a high humidity
condition. Thus, the ISOTC-adsorbed, synthetic zeolite is
not effectively wutilized as a general ISOTC vapor-
generating agent.

As described in the  foregoing, several
techniques for destroying germs with the use of I1SOTC
which is a major ingredient of wasabi are known. However,
none. of them are satiéfactory from the practical
standpoint.

_ With attention paid to the fact that the ISOTC
as one of major ingredients for wasabi is an oily
subsfance, the. present inventors have succeeded in
dissolving the ISOTC in a particular oily substance and
providing a germicidal composition in a 1liquid form
having an irritating odor controlled to an extremely low
level and easy to handle by controlling the concentration
of the ISOTC in the liquid form. |

' The presént "inventors have previously provided
a germicidal composition in a. solid form capable of
generating the ISOTC vapor by having such an oily
germicidal agent contained in a variety of solid materials.

Further, the present inventors have succeeded in
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bacteri a.

It

I's known to seal -pack an article together with an oxygen

absorber with a packing material and_tqg mmintain 20 t he oxygen
cdncentration within the pack below 1% or | ess for the purpose of
preventing the article fromnoulding. Wile this method can effectively

prevent

providihg' various germicidal products by having the
germicidal composition contained in the various products.

~ Furthermore, the present inventors have
provided methods or processes for germ—-destroying
articles‘ with the ISOTC vapor and apparatuses to be
employed therefor.

Therefore, the pfesent invention has the major
object to improve and enlarge the technology for the germ-
destroying treatment using the ISOTC.

The present invention has another object to
provide a proéess for preparing germ-free air.

- The present invention has a further object to
provide a process for preparing germ-free water.

The present invention has a still further
object to provide a process for processing £food, which
contains the germ-destroying treatment.

The present invention has a still further object
to provide a process for boiling cereals thereby producing
germ-free food products.

The present ' invention has still further objects
to provide a fumigant and a process for fumigation.

The present invention has still further objects
to provide various products having germicidal action and
a process for producing the same.

The present invention has another still further
objects to provide germicidal gas compositions, a process
for preparing the germicidal gas compositions, and an
apparatus for use with the process therefor.

' As a result of extensive research and studies
with the attempt fo achieve the aforesaid objects, it has
been found that the germ-free air can be prepared by
admixing the air with the ISOTC vapor to thereby destroy
or kill harmful microorganisms contained in the air and
removing the ISOTC from the air.

It is also found that the germ-free water can
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-2- generation of nold by aerobic bacteria, this cannot be an effective
means for preventing increase and growtd of
¥ %

be prepared by admixing the water with the ISOTC vapor to
thereby destréy ‘or kill harmful microorganisms contained
'in the water and removing the ISOTC from the water.

It is further found that the germ-free, processed
food can be prepared by processing food in contact with
the ISOTC.

It is further found that the germ-free, heat-
treated cereals can be prepared by destroying germs on
the cereals in contact with the ISOTC and boiling them.

_ It is still further found that an odor
originating from the ISOTC can be removed by admixing the
ISOTC_' vapor with a £fragrant ingredient, in bringing the
food into coritact with the 1ISOTC vapor.

It is still further found that allyl isothio-
cyanate among the ISOTC can- demonstrate excellent
fumigating action. .

It is still further found that germicidal
products can be prepared by bringing various products or
art1c1es into contact with gases containing the ISOTC vapor.

It is still further found that the germicidal
gas combos:.tlon. can be prepared by bubbling gases into a
mixture of a liquid of the ISOTC or a solution thereof
with an organic liquid.

DISCLOSURE OF THE INVENTION

In an aspect, the present invention consists
of a process for preparing the germ-free air by admixing
the air with the ISOTC wvapor to theréby destroy or kill
harmful '_micrqor.ganisms contained in the air and removing
the ISOTC from the air.

In another aspect, the present invention consists
of a process for preparing the germ-free water by.
adm_ixihg the water with the ISOTC to thereby destroy or
kill harmflil_ microorganisms c¢ontained in the water and
removing the ISOTC from the water.

In a further aspect, the present invention
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anaerobi c bacteria which account for food poisoning or fernmentation. 5

It is also known to seal-pack an article together with an

et hanol - emanati ng agent and to fill tHe-nside of the pack with ethanol
vapors for the purpose of preventing the formation of nold and the grow h

of
consists df a process for preparing the germ-free,
processed food by processing food in contact with the
ISOTC. _

In a still further aspect, the present invention
consists of a process for preparing the germ-free, heat-
treated cereals by destroyvying germs on the cereals in
contact with the ISOTC and boiling them. -

In a still further aspect, the present invention
consists of a process for removing an odor originating
from the ISOTC so as to fail to be substantially felt or
perceived any more by admixing the ISOTC wvapor with a
fragrant ingredient, in bringing the food into contact
with the ISOTC vapor.

In a still further aspect, the present invention
consists of a fumigant and a process for providing
excellent fumigation action of allyl isothiocyanate.

In a still further aspect, the present invention
consists of ISOTC-impregnated germicidal products and a
process for producing the products.

In a still further aspect, the present invention
consists of a process and an apparatus for preparing the
germicidal gas combosition by bubbling gases into a
mixture of a liquid of the ISOTC or a solution thereof
with an organic liquid, and the germicidal gas
composition obtained thereby.

The term "germ-destroying action” used in this
specification is intended to refer to Tantimicrobial
.action" which includes both germicidal action and
germistatic action. The term "germ" herein is intended to
involve bacteria, fungi, spore, alga and other harmful

microorganisms.
As the isothiocyanate (ISOTC), there may be
used various aliphatic and aromatic esters of

isothiocyanic acid. Preferably, allyl isothiocyanate
(CH,:CHCH,NCS) and alkyl 1soth10cyanate (RNCS, R: alkyl)
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ordinary bacteria. Wth this nmethod, satisfactory effect 10 cannot be
obt ai ned unl ess ethanol which is expensive is used in a relatively |arge
amount: Further, a nunber of nTIdeWFprgoring agents and anti-bacteri al
agents are hitherto known. Mst of these chenicals, however, have toxicity
to human bodi es so that

are used. In the present invention, mustard oil may be
used as such.

Further, the agent for generating the ISOTC vapor
referied in this specification is intended to mean any
agent in the form of a liquid, solid or gel, capable of
generating the ISOTC vapor from its surface.

(Agent for Generating ISOTC Vapor In a Liquid Form)

The liquid agent for generating the ISOTC vapor
is a solution obtained by dissolQing ISOTC in an oily
liquid. As the oily 1liquid, there is used one which has
vapor pressure (saturated vapor pressure) at 30 C of 2
mmHg or less, preferablyll mmHg or less. Since a solution
of ISOTC dissolved in an oily 1liquid having such a low
vapor pressure can significantly suppress the
vaporization of ISOTC and since vapors emanating from
such a solution contains almost no vapors of the oily
liquid and substantially consist of the ISOTC wvapors, the
contact of an article with such vapors does not cause
troubles resulting from the vapors of the oily liquid. An
oily 1liquid having a boiling point of at least 180T,
preferably at least 200 °C, more preferably 220 T, is
generally advantageously used. As the oily 1liquid, there
may be mentioned, for example, fats and o0ils such as
olive o0il, sesame 0il, safflower o0il, soybean oil,
tsubaki o0il, corn o0il, rape o0il, castor oil, sunflower
0il, cottonseed o0il, peanut o0il, cacao butter, palm oil,
clove o0il, coconut o0il, beef tallow, f£fish oil, hardened
oil, turtle o0il and yolk o0il; waxes such as 1liquid
lanolin; hydrocarbon oils such'aslliquid paraffin, liquid
polyisobutylene and squalane; higher fatty acid oils such
as oleic acid, 1linolic acid and ricinoleic acid; higher
alcohols such as octyl alcohol and oleil alcohol;
polyalcohols such és polyethylene glycol, polypropylene
glycol and glycerin; and ester oils such as linolic
acetate and hez_:!;_ laurate_. Itls preferred that the oily
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15 thé use thereof is subjected to severe restriction. A nunber of

nat ur al products havi ng an anti m crobi al action are hitherto
kmown. + Especially, Eutrema wasabi iLsgkmown to have an excel |l ent
germcidal activity. It is also known to subject food to a 20
germdestroying  treatnent usi ng an I sot hi ocyanate

liquid be preferably odorless or almost odorless.

The amount of ISOTC dissolved in the o0ily
liquid is 0.01-50 % by weight, preferably 0.1-40 3% by
weight based on the oily liquid solution of ISOTC.

The ISOTC generates a strong irritating odor
even if present in a small amount and is difficult to
handle. However, when used in the form of an oily liquid
solution aé described above, vaporization of ISOTC is
effectively prevented so that ISOTC can be handled
without difficulty.

In dissolving ISOTC in the oily liquid, various
auxiliary components may be added or dissolved thereinto
as desired. Examples of such auxiliary components
include a surfactant; a high molecular weight substance;
a higher alcohol, a higher fatty acid, a fatty acid ester
or a fat o0il which are solids at ambient temperature; a
colorant; viscosity-controlling agent; and an
antioxidant. Further, a lower alcohol such as ethanol or
propyl alcohol or a low boiling point solvent such as
acetone, methyl ethyl ketone, ether, ethyl acetate or
hexane may be added in a small amount as an auxiliary
component to control the amount of ISOTC vaporized £from
the oily liquid.

_ The ISOTC-containing o0ily 1liquid according to
the present invention may be prepared by dispersing
ISOTC-containing seeds or cells, as such or after
pulverization, into an oily 1liquid. The amount of the
seeds or cells dispersed in the oily liquid is 1-80 % by
weight, preferably 10-60 % by weight based on the oily
ligquid. Such an ISOTC-containing oily liquid may be used
under a condition where the seeds or cells are present.
(Agent for Gerierating ISOTC Vapor In a Solid or Gel Form)

The agent in a solid form for generating the
ISOTC vapor may be obtained by impregnating a porous
substance with the above—mentzoned oily 1liquid solution

il



(hereinafter referred to sinply as |1SOTC) which is a mgjor

conponent of wasabi . For exanpl e, Japanese Publ i shed Unexam ned
Pat ent *Application No. Sho-57-99182 di gcloses an aqueous emnul sion
conposition obtained by 25 emul si on-di spersi ng, in water in the
presence of an enulsifier, a solution of |SOTC dissolved in an oil. This

of 1SOTC (hereinafter referred to also merely as 1S0TC
solution). When the porous substance is impregnated with
ISOTC by itself, a 1large amount of ISOTC vapors is
generated at the time of impregnation of the porous
substance with ISOTC because of the high evaporation rate
thereof. As a result, the working environment becomes
poor due to ISOTC vapors. Additionally, it " becomes
difficult for the porous substance to stably support
ISOTC for a long period of time since vaporizability of
ISOTC carried by the porous substance is still high..
According to the present invention, such difficulties
can been overcome by supporting ISOTC as a solution
dissolved in the above oily liquid to a porous substance
by impregnation. While ISOTC easily reacts with water and
is poor in storage stability, this problem can been also
solved by using it in the form of a solution in the
above-mentioned oily liquid.

As the porous substance, those which are
generally used as an absorbent, a £filler, etc. may be
used. Examples of such substances include clay or clay
minerals such as diatomaceous earth, yellow earth, clay,
talc, zeolite, attapulgite and sepiolite and other
substances such as activated carbon, silica, silica gel,
alumina, magnesia, silica-alumina, silica-magnesia and
synthetic aluminosilicate. As the porous substance, there
may be used those of a variety of shapes such as in the
form of powder, pellet, sphere, "éolumn and cylinder. As
the porous substances, it is preferable to use calcined
or dried materials from which moisture has been
sufficiently removed. '

Impregnation of the porous substance with the
solution may be performed by a method wherein the porous
substance is mixed with the ISOTC solution, a method
wherein the ISOTC solution is sprayed over the porous
substance, a method whereln _tq§ porous substance is
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aqueous enul sion conposition is used by mixing into a food so as to

sterilizing

the food. However , the i ncorporation of such an aqueous

emul sion into foods is 30 not pref erd® e not only because taste of
the foods deteriorates but also because ISOIC in foods is apt to

deconpose.

Japanese Publ i shed Unexam ned Pat ent

immersed in the ISOTC solution, or the like method. The
proportion of the IS0TC solution supported by
impregnation to the porous substance in not greater than
the 'saturated absorbing capacity of the porous substance
and, generaily, 1-100 parts by weight per 100 parts by
weight of the porous substance. Preferred content is
suitably determined according to the kind of the 1ISOTC
solution and the kind of the porous substance.

In the present invention, when the porous
substance impregnated with the ISOTC solution is in the
form of powder, it 1is possible to shape it by a
conventional shaping method into tablet, spheres,
columns, pellets, etc. The shaping may be effected by a
tablet shaping method, an extrusion molding method, etc.
In performing the shaping, a molding aid is  used.
Examples of the molding aid include organic binders such
as carboxymethyl cellulose, polyvinyl alcohol and sodium
alginate and inorganic binders such as bentonite,
kaolin, alumina hydrogel and silicic acid hydrogel. As
the molding aid, various short fibers such as gypsum
whisker may also be used. For the purpose of controlling
the emanation of 1ISOTC, the ISOTC solution-containing
porous substance may be coated with a resin capable of
allowing the ISOTC vapor to pass therethrough. The
provision of such a coating can further suppress the
emanation of the ISOTC from the porous substance.

Another type of the agents in a solid form for
generating thé ISOTC vapor may be obtained by encapsulating
the above-mentioned ISOTC solution. The encapsulation may
be performed | by various known methods, for example, a
method wherein the ISOTC solution and a high molecular
weight solution are simultaneouély ejected into an
aqueous medium through inner and outer nozzles,
respectively, of a dual liqﬁid nozzle, a surface

polymerization method, etc. The encapsulation may also be
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Appl i cation

No. Sho- 58- 63348 discloses a nethod for preserving

vegetabl es and fruits wherein the vegethbl_es 35 and fruits are packed

a*packagi ng

vessel together

effected by a method wherein the ISOTC or a porous
substance impregnated with the ISOTC solution is mixed
with a melt of a fusibl.e material which is solid at room
temperature and which has a melting point of 100C or
less, preferably in the range of 40-60°C, the resulting
mixture being cooled for solidification and then ground.

'In this case, as the fusible material, there may be

mentioned higher alcohols or esters thereof, fats and
oils, waxes, etc. The 'encapsulation may also be effected
by. a method wherein the 1ISOTC or a porous substance
impregnated with the ISOTC solution is mixed with a melt
of a thermosetting resin composition (such as epoxy
resin composition or unsaturated polyether resin
composition) which is liquid at room temperature or at a
temperature of 100°C or less, the resulting mixture being
cooled for solidification and then ground. A reaction of
the ISOTC solution with an inclusion compound-forming
agent such as cyclodextrin, urea, etc. may also give
encapsulated materials.

The above-mentioned ISOTC solution, the porous
substance impregnated with the ISOTC solution, the shaped
article of the ISOTC solution-containing porous substance
and the encapsulated material of the ISOTC solution may
be used in a state seal-packed with a packing material.
As the packing material, there may be used one at least a
portion of which is pervious to ISOTC vapors. Illustrative
of such packing materials are films, sheets and vessels
pervious to ISOTC vapors and formed of a plastic such as
polypropylene, polyethylene or polyethylene/vinyl acetate
copolymer. A pécking material formed of a plastic
impervious to ISOTC vapors may be used as a packing
material pervious to ISOTC vapors by forming fine holes
using, for example, a laser beam. In addition, paper,
non-woven fabric, a surface-treated material of paper or

non-woven fabric, or a laminate of a paper, non-woven
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-3- with a synthetic zeolite which has a pore dianeter of 5-10A and which
I's inpregnated with I SOTC in a proportiqgn of about 5 % by weight. The

| SOTC-i'npregnat ed zeolite does not emanate an effective anount of |SOIC
vapors in air. 5 It can adsorb noisture in air when subjected to a high

fabric or cloth with a plastic film pérvious to 1ISOTC
vapors may also be used.

The agents in- a gel form for generating the
ISOTC vapor to be used for the present invention may be
obtained by incorporating the above-mentioned ISOTC
solution in a gel-like substance.

Various kinds of conventionally known gel-like
substances may be used. Illustrative of these substances
are agar, carrageenan, gelatin, carboxymethyl cellulose,
starch, alginic acid, polyvinyl alcohol and dextrin. The
incorporation of the ISOTC solution into the gei—like
substance may be effected by a method in which the ISOTC
solution is mixed and dispersed in a previously formed
gel-like substance, a method in which the ISOTC solution
is added during the preparation of the gel-like
substance, especially to a raw material for the
preparation of the gel-like substance, or the 1like
method. The content of the ISOTC in the gel-like
substance is generally 0.05-20 % by weight, preferably
0.5-10 %2 by weight. A concrete content of ISOTC is
adequately determined according to the object of use of
the gel-like substance. In case where the ISOTC solution
is incorporated into the gel-like substance, the ISOTC
solution may be used as a previously encapsulated form.

The above-mentioned I1S0TC vapor—génerating
agent in the gel form to be used for the present invention
is generally used after being filled or packed in a bag
of a paper which has been subjected to a water-repelling
or oil-repelling treatment or in a bag or vessel formed
of a plastic. As a bag of a plastic film or vessel, there
is used one which is pervious to 1SOTC vapors.

BRIEF DESCRIPTION OF THE DRAWINGS

Fig. 1 is a flow sheet for a process for
preparing germ-free air.

Fig. 2 is a flow sheet for a process for
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si nmul t aneous
has probl ens

hum dity condition of a relative humdity of 90 %or nore with the

generation of |1SOTC adsorbed therein. This known nethod
because the synthetic zeol 'Be-with a pore di aneter of 5-10A

to be 10 used as an absorbent of |1SOTC is expensive and because the anpbunt
of |1 SOTC adsorbed thereto is very | ow of about

prepafing germ-free water.
Fig.j3 is a flow sheet for a process for bringing

a material to be treated into contact with the ISOTC vapor.
Fig. 4 is a flow sheet for a process for.

preparihg germicidal gas composition containing the ISOTC.
Figs. 5 to 8 are flow sheets for variants of

the processes.

The present invention will be described in more
detail hereinafter.

(1) Process for preparing germ-free air;

In accordance with the present invention,
germ-free air may be prepared in accordance with the flow
sheet as shown in Fig. 1.

As shown in Fig. 1, reference numeral 1 denotes
a blower, reference numeral 2 denotes an ISOTC vapor-
generating chamber, reference numeral 3 denotes an
adsorbing device. the ISOTC vapor generating chamber 2 is
provided with a heating mechanism or a cooling
mechanism, each of which- is filled with an
ISO0TC—-generating agent.

The ISOTC adsorbing device 3 <contains an
adsorbing agent within its inside and vapof of the 1ISOTC
contained in the air introduced therein is removed from
the air by adsorption. The adsorbing agent may generally
include, for example, activated carbon, sepiolite,
alumina, silica-alumina and so on, although any agent may
be employed as long as it can adsorb the vapor of the
ISOTC.

In preparing the germ-free air, a blower 1 is
operated to supply air to the vapor-generating chamber 2
through a line 4 while discharging the air containing the
vapor of the ISOTC through a line 8, thereby introducing
this air to the adsofbing device 3 in which the ISOTC
contained in the a1r 1s ‘adsorbed on the adsorbing agent

—
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5 %

by weight. The known, |SOTC absorbed, synthetic zeolite has

al so a drawback because it cannot emanghe-l SOTC vapors unless it is
subj ect'ed to.a high humdity 15 condition. Thus, the |SOIC adsorbed,
synthetic zeolite is not effectively utilized as a general |[|SOIC

vapor -

generati ng agent.

and removed from the air and discharging the air
containing no ISOTC through lines 13 and 17.

In accordance with the present invention, the
air discharged from the adsorbing device 3 reduces the
number of microorganisms to such a remarkably decreased
level as being substantially free from microorg§nisms. In
other words, the vapor of the ISOTC is admixegi with the
air in the vapor-generating chamber 2, thereby destroying
microorganisms contained in air. In this case, the
concentration of the vapor of the ISOTC to be admixed
with the air may range from 10 ppm to 4,000 ppm (v/v),
preferably from 50 ppm to 1,000 ppm (v/v), on the volume
basis. The contact period of time between the ISOTC and
the air may range as short as from 1 second to 120
seconds and may be adjusted by recirculating a portion of
the air to be discharge_d through the 1line 8 from the
vapor-generating chamber 2 through the line 9 and the
valve 10 to the 1line 7. By bringing the ISOTC into
contact with the air, the microorganisms contained in the
air is destroyed or combated.

It is to be noted that the air discharged from
the adsorbing device 3 does not substantially contain any
vapor of the ISOTC. In other words, the adsorbing device
3 adsorbs the vapor of the ISOTC by the aid of the
adsorbing agent contained therein and removeé it from the
air. The contact period of time between the watef and the
ISOTC in the adsorbing device may be as long as required
for removal of the ISOTC by adsorption and be adjusted by
recirculating a portion of the air to be discharged
through the line 13 from the adsorbing device 3 through a
line 14 and a valve 15 to the 1line 12. The adsorbing
device 3 may be provided with a heating mechanism or a
cooling mechanism to thereby control the temperature at
which the ISOTC is adsorbed. When the adsorbing agent
contained in the adsorbing device has adsorbed the ISOTC
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As descri bed in the foregoing, several techniques for destroying
gerns with the use of | SOTC 20 which [_s1§ mej or ingredient of wasabi are
known. However, none of them are satisfactory from the
practical standpoint. Wth attention paid to the fact that the | SOTC
to a saturated level, the adsorbing agent can be
recovered by passing a heating medium such as steam
through it.

In accordance with the present invention, it can
be noted that the introduction of the ISOTC may be
carried out by spraying an ISOTC 1liquid or a solution
thereof directiy into air and gasifying it in the air, in
addition to _thé admixture of the gasified ISOTC with the
air in the vapor-generating chamber. In this case, a mist
- separator may be disposed on the downstream side from the
portion at which the ISOTC is sprayed, thereby separating
and 'removing -non-gasified ISOTC in a form of liquid drops
from the air. Further, it can be noted that the ISOTC can
be removed from the air in a chemically reactive manner,
not by the aid of the adsorbing agent, by using a
substance having reactivity with the ISOTC, such as a
solid amine or the like.

The method 1in accordance with +the present
invention can produce germ-free air at cheap costs and
with high efficiency. It is further to be noted that,
even if a very minute amount of the ISOTC would be 1left
in the resulting germ-fre_e air, such a germ-free air is
not hazardous at all to the human body.

(2) Process for preparing germ-free water:

In accordance with the present invention,
germ~free water may be prepared in accordance with the
fiow sheet as shown in Fig. 2, in which reference numeral
1 denotes a pump, 2 denotes a germ-destroying vessel, and
4 denotes an adsorbing device.

The germ-destroying vessel 2 may be of any
shape, such as a contéiner, a tank or the like, and is
not restricted to a particular shape as long as it can be
used for mixing the ISOTC with water. As the method of
mixing the ISOTC with water, there may be enumerated, for
example, a method for introducing vapors of the ISOTC
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as one of major ingredients for wasabi is an oily 25 substance, t he

pr esent I nventors have succeeded in dissolving the ISOICin a
particular oily substance and providrné6 a germcidal conposition in a
liquid formhaving an irritating odor controlled to an extrenely | ow | evel
and easy to handle by controlling the concentration

into water, a method for admixing an ISOTC liquid or a
solution thereof with water, and a method for placing a
solid material so immobilized as to contain the ISOTC
therein in water and allowing the ISOTC to be gradually
released from the solid material.

As methods for immobilizing the ISOTC on the
solid material, there may be mentioned, for ekample, a
method for impregnating a porous material in such a form
of powder, pellet or plate with the ISOTC 1liquid or a
solution thereof, a method of molding or impregnating
'powders of the porous material with the ISOTC liquid or
the solution thereof and molding or forming the resulting
porous material powders into pellets or plates with the
aid of a polymer binder, and a method of coating a resin
onto surfaces of the porous material impregnated with the
ISOTC 1liquid or the solution thereof. The rate of the
ISOTC with which the porous material is to be impregnated
may range from approximately 1% tb 25% by weight. The
porous material may include, for example, active carbon,
silica, alumina, silica-alumina, magnesia, sepiolite,
diatomaceous earth, zeolite, and so on.

The ISOTC-adsorbing device 4 contains an
adsorbing agent in its inside and is so arranged as to
adsorb the ISOTC and remove it from the water introduced
thereinto. The adsorbing agent may include, for example,
activated carbon, sepiolite, alumina, silica,
silica-alumina, magnesia, diatomaceous earth, zeolite and
any other agent that dan demonstrate an adsorbing action
for the ISOTC. _

In germ-destroying water,_ the pump 1 is first
operated to introduce water through a 1line 5 into the
sterilizing vessel 2 into which the ISOTC in turn is
admixed. . Then, the water <containing the ISOTC is
discharged from the germ-destroying vessel 2 through a
line 8 by operating a pump 3, thereby introducing the
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30 of the ISOTCin the liquid form The present inventors have previously
provided a germcidal conposition_iqyy a solid form capable of
generating the | SOTC vapor by having such an oily germ cidal agent
contained in a variety of solid materials.

water into the adsorbing device 4 which in turn adsorbs
the ISOTC. contained in the water and remove it from the
water, followed by discharging the water containing no
ISOTC through a line 13 and then a line 17.

In accordance with the present invention, the.
water discharged from the adsorbing device 4 is free from
microorganisnis. In other words, the microorganisms
contained in water can be destroyed or combated in the
germ-destroying vessel 2 by admixing water with the
ISOTC. In this case, the concentration of the ISOTC may
range from 10 ppm to 5,000 ppm, preferably from 50 ppm to
2,000 ppm, on the weight basis. The contact periocd of
time between thé ISOTC and the water may range as short
as from 1 second to 120 seconds, and it can be adjusted
by circulating a portion of the water discharged from the
germ—-destroying vessel 2 through lines 9 and a valve 10
to the line 7. This contact treatment of water with the
ISOTC can destroy or combat microorganisms contained in
water.

The water discharged from the adsorbing device 4
does not contain any substantially amount of the 1ISOTC.
In other words, the adsorbing device 4 allows the
adsorbing agent contained therein to adsorb the ISOTC
thereon and remove it from the water. The contact period
of time between ‘the water and the ISOTC may be as long as
required for removal of the ISOTC by adsorption and be
adjusted by recirculating a portion of the water to be
discharged through the line 13 from the adsorbing device
3 through a line 14 and a valve 15 to the line 12. The
adsorbing device 4 may be provided with a heating
mechanism or a cooling mechanism to thereby control the
temperature at' which the ISOTC is adsorbed. When the
adsorbing agent contained in the adsorbing device has
adsorbed the ISOTC to a saturated level, the adsorbing

agent can be recovered by passing a heating medium such
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4 The intention of the present invention is to inprove and enlarge the
technol ogy for the germdestroying tr_ealtsrre_nt using the | SOTC.

as steam through it.

In accordance with the present invention, it
can be noted that the ISOTC may be introduced directly
into water passing through a piping and through the
germ-destroying vessel as well. Further, it can be noted
that the ISOTC can be removed from the water in a
chemically reactive manner by using a substance having
reactivity with the ISOTC, such as a solid amine or the
like.

(3) Process for processing food:

In accordance with the present invention, food
may be processed in accordance with the flow sheet as
shown in Fig. 3, in which reference numerals 1 and 4
denote blowers, reference numeral 2 denotes an ISOTC
vapor-generating chamber, reference numeral 3 denotes a
processing device, and reference numeral 5 denotes an
ISOTC adsorbing chamber.

The ISOTC vapor generating chamber 2 may be of
any shape that can contain an ISOTC vapor generating
agent within the inside thereof.

The ISOTC adsorbing device 5 contains an
adsorbing agent in its inside and is so arranged as to
adsorb the ISOTC vapor and remove it from the gas
introduced thereinto. '

In processing food, the blower 1 is first
operated to introduce gas through a line 6 into the ISOTC
vapor-generating chamber 2 into which the ISOTC in turn
is admixed. Then, the gas containing the ISOTC vapor is
discharged from the ISOTC gas generating chamber 2
through a 1line 10 by operating a pump 3, thereby
introducing the gas into the food processing device 3
which in turn is filled with the raw food to be
processed. As the gas for carrying the ISOTC vapor, there
may usually be employed air, although nii:rogen gas or
carbon gas may be employed. A portion of the gas to be
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DI SCLOSURE OF THE | NVENTI ON 5 According to a first aspect, the
present invention provides a process for preparing a gas conposition
possessi ng germdestroying action, safd$rocess conprising bubbling a gas
into a mxture of a liquid isothiocyanic acid ester and an organic liquid

having a boiling point of
discharged from the ISOTC vapor-generating chamber 2 is
recirculated through the line 11 and the valve 12 to the
line 9, thereby adjusting the concentration of the ISOTC
in the gas passing through the line 10.

The concentration of the ISOTC vapor in the
processing atmosphere within the processing device 3 may
range from 10 ppm .to 4,000 ppm (v/v), preferably‘from 200
ppm to 2,000 ppm (v/v), on the weight basis.

The gas containing the ISOTC vapor introduced
into the processing device 3 is brought into contact
with the raw food to be processed herein, thereby
carrying out germ-destroying treatment. The gas within
the processing device' is discharged from the 1line 22
through the blower 4 and the adsorbing device 5 into the
outside. A portion of the gas discharged from the
processing device 3 through the line 14 is recirculated
through a flow valve into the prdcessing device. The
adsorbing device 5 allows the adsorbing agent contained
therein to adsorb the ISOTC vapor thereon and remove it
from the gas. The contact period of time between the gas
and the ISOTC vapor in the adsorbing device may be as
long as required for removal of the ISOTC by adsorption
and be adjusted by recirculating a portion of the water
to be discharged through the line 18 from the adsorbing
device 5 through a line 19 and a valve 20 to the line 17.
The adsorbing device 5 may be provided with a heating
mechanism or a cooling mechanism to thereby control the
temperature at which the 1ISOTC is adsorbed. When the
adsorbing agent contained in the adsorbing device has
adsorbed the ISOTC to a saturated 1level, the adsorbing
agent can be recovered by passing a heating medium such
as steam through it.

In accordance with the present invention, it
can be noted that the introduction of the ISOTC may be
carried out by spraying an ISOTC 1liquid or a solution
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10 at | east 180, said m xture containing 0.01-50% by wei ght of said
liquid isothiocyanate acid ester, to obpgin a gaseous adm xture of said gas
and a vapour of the isothiocyanic acid ester, said gaseous adm xture

contai ning 50ppmto 1000ppm v/v of said vapour. 15 According to a
second aspect, the present invention '

thereof directly into the atmosphere within the
processing device 3 and gasifying it into the gas, in
addition to the admixture of the gasified ISOTC with the
air in the vapor-generating chamber 2. Further, it can be
noted that the ISOTC can be removed from the gas in a
chemically reactive manner, not by the aid of the
adsorbing agent, by using a substance having reactivity
with the ISOTC, such as a solid amine or the like.

In accordance with the present invention, it is
further to be noted that the gas containing the ISOTC is
not necessarily allowed to pass through the processing
device in a continuous manner. Once the gas is introduced
into the processing device, the valve 13 is closed to
thereby process the food within the processing device,
and after completion of the processing of the food, the
valve 15 is opened to thereby discharge the gas
containing the ISOTC from the processing device.

The processing device 3 may be o_f any shape as
long as it can Dbe of a closed structure. Many
conventional food processing devices are of a closed
structure, so that they may be employed for the present
invention by providing a gas inlet and a gas outlet on a
peripheral closed wall of the device. A processing device
of an open structure may also be employed by providing a
closed housing or chamber and providing a gas inlet and a
gas outlet on a peripheral wall of- the housing or the
chamber. The processing_deVice may be of a batch type or
of a continﬁous type.

It is to be noted that a closed structure _of
the processing device to be wused for the present
invention may not necessarily be full and the processing
device may be of such a structure as a small amount of
the ISOTC may leak as long as the working circumstance
would not be worsened due to its irritating odor because
the ISOTC is very high in safety against the human body.
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provi des a process for preparing a gas conposition possessing germ
destroying action, said process conp[jgipg: I npregnating a colum of a

poY ous haterial 20 i npregnated with @ mxture of a liquid isothiocyanic
acid and an organic liquid having a boiling point of at |east

The present invention may be applied to the
processing under wet ' conditions such as grinding
processing in water. In this case, it is such that the
ISOTC may be added to the water. |

The preferred specific embodiments for the
processing of the food in accordance with the present
invention may include, for example, pulverizing (fofming
into flour), peeling, pressurizing, smashing, pressing,
cutting, mixing, kneading, filtering, centrifugal
separating, sieving (into grains), rolling, molding,
cooling, heating at low temperatures, cooking, boiling,
drying and so on.

The specific embodiments of the processing
processes may be mentioned in terms of raw food material
as follows:

(a) mechanical processing, such as polishing,
pulverizing or sieving, of cereals, e.g., rice, wheat,
buck wheat, corn and so on;

(b) mechanical processing, such as smashing,
pulverizing or sieving, of T"konyaku" potatoes, sweet
potatoes, potatoes, tapioca and other potatoes; '

(c) a series of processing for preparing noodle
from wheat flour; '

(d) aging of meats;

(e) a series of processing for preparing £fish
paste from fish meat;

(f) processing such as slicing, mashing or
grinding raw meat;

(g) drying processing of cut £fish or cooked
food; and |

(h) drying processing of fruit.

In food processing method according to the
present invention, the raw food to be processed has its
storage performance improved to a considerably high
degree, as compared with the food.processed according to
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180[err]C, said m xture containing 0.01-50% by wei ght of said |iquid

i sot hi ocyanate aci d; and passing a gas_ through said colum to obtain a 25
gaseous adm xture of said gas and a Vaﬁ ur of the isothiocyanic acid ester,
sai d gaseous adm xture containing 50ppmto 1000ppm v/v of said vapour

con&entional processing method, because 1t is subjected
to germ-destroying action due to the ISOTC as well as it
is processed. The ISOTC to be used for the present
invention is so highly safe against the human body that
the processed food resulting to the process according to
the present invention does not adversely affect the human
body at all even if the ISOTC would be left in a very
small amount within the processed food.
(4) Process for treating or cooking cereals:

In accordance with the present invention,
cereals may be treated or cooked in accordance with a flow
sheet as shown .in Fig. . 3. In_'this case, a treating
chamber 3 is employed in place of the processing device
3. | | '

In heat-treating the cereals with the 1ISOTC
vapor, the blower 1 is first operated to introduce gas
through a line 6 into the ISOTC wvapor-generating chamber
2 into which the ISOTC in turn is admixed. Then, the gas
containing the ISOTC vapor is discharged from the ISOTC
gas generating chamber 2 through a line 10, thereby
introducing the gas into the treating chamber 3 which in
turn is filled with the raw food to be processed. As the
gas for carrying the ISOTC vapor, there may usually be
employed air, although nitrogen gas or carboh dioxide gas
may be employed. A portion of the gas to be discharged
from the ISOTC vapor-generating chamber 2 is recirculated
through the 1line .11 and the valve 12 to the 1line 9,
thereby adjusting the concentration of the ISOTC in the
gases passing through the line 10.

When the ISOTC vapor .is introduced in a given
concentration in the gas within the treating chamber 3,
the bloWer 1 is suspended and the valve 13 is closed,
thereby retaining the treating chamber in a closed state.
By retaining the treating chamber in such a closed state
for a given period. of time, the cereals placed in the
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According to a third aspect, the present invention provides a process for
preparing a germcidal synthetic 30 resin filmwhich conprises bringing
a-resinm filminto contact with a gas <& & ni ng 50- 1000ppm by vol une of

al Iyl isothiocyanate vapour prepared in accordance with the inventive
process and a germcidal synthetic resin

treating chamber are allowed to be .treated with the
ISOTC. It is preferred that the treating chamber 3 is
provided with a fan, thereby allowing the air to flow
within the treating chamber 3 and promoting dispersion of
the ISOTC vapor. The concentration of the. ISOTC vapor in
the treating chamber may range from 500 ppm to 2,000 (v/v).
The treating period of time may be as long as required
for germ—-destroying the cereals to a sufficient extent
and may vary with the concentration of the ISOTC wvapor
within the treating chamber so that it cannot be
determined uniformly. However, the treating period of
time may generally range from 10 minutes to 2 hours.

After the completion o©of the treatment with the
ISOTC vapor, the valve 15 is opened and the blower 4 is
operated, thereby discharging the gas within the treating
chamber 3 into open air from the 1line 22 through the
adsorbing device 5. In this case, the treating chamber 3
is provided with a valve separately from the valve 15,
thereby opening this valve so as to allow the gas within
the chamber to be released into the open air, in order to
avoid the reduction in the pressure within the treating
chamber 3. The adsorbing device 5 allows the adsorbing
agent contained therein to adsorb the ISOTC vapor thereon
and remove it from the gas. The contact period of time
between the gas and the ISOTC wvapor in the adsorbing
device may be as 1long as required for removal of the
ISOTC by adsorption and be adjusted by recirculating a
portion of the water to be discharged through the line 1
8 from the adsorbing device 5 through a line 19 and a
vaive 20 to the 1line 17. The treating chamber 3 or
adsorbing device 5 may be provided with a heating
mechanism or a cooling mechanism to thereby control the
temperature at which the ISOTC is adsorbed.

In accordance with the present invention, it
can be noted that the introduction of the ISOTC may be
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film prbduced t hereby. 35 The term "germdestroying action” used
Iin this specification is intended to_re2f4er_to "antim crobi al

carried out by spraying an ISOTC liquid or a solution
thereof directly into the atmosphere with in the treating
chamber 3 and gasifying it in to the gas, in addition to
the admixture of the gasified ISOTC with the air in the
vapor-generating chamber. Further, it can be noted that
the ISOTC can be removed from the gas in a chemically
reactive manner, not by the aid of the adsorbing agent, by
using a substance having reactivity with the ISOTC, such
as a solid amine or the like.

The treating chamber 3 may be of any shape as
long as it can be of a closed structure. The gas
containing the ISOTC vapor may be introduced into the
treating chamber 3 continuously or intermittently and
withdrawn continuously therefrom through the line 14. In
thié case, a portion of the gas: withdrawn from the line
14 may be recirculated to the treating chamber 3 through
a flow valve.

The cereals may be treated within the treating
chamber 3 in a continuous system or in a batch system.
When the cereals are to be treated in a continuous
system, they may be allowed to pass through the treating
chamber 3 at a constant speed. In order to shorten the
period of time for treatment within the treating chamber,
the pressure within the treating chamber containing the
cereals is reduced and then the gas containing the 1SOTC
vapor is to be introduced into the treating chamber 3.
Alternatively, the gas containing the ISOTC vapor is
introduced into the treating chamber 3 in which the
Cereals are placed, and then the treating chamber 3 is
Pressurized.

As a simplified process for treating the
cereals with the ISOTC by the process according to the
present invention, the cereals are 'placed in a plastic
bag and an ISOTC 1liquid or a solution containing the
lSOTC\i sprayed into the bag.' or an adsorbing agent
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action" which includes both germcidal action and germ static action. The
term"germ' herein is intended to involys bacteria, fungi, spore, alga and
ot her harnful mcroorganisms. 5 As the isothiocyanate (I1SOTC),
there may be used various aliphatic and aromatic esters of isothiocyanic

impregnat'e_d with the ISOTC 1liquid or the solution
containing the ISOTC, followed by closing the bag.

It is noted that the cereals treated with the
ISOTC are then boiled with water in customary manner.

For the boiled cereals prepared by the process
in accordance with the present invention, heat resistant
germs adhering to the cereals, which are not killed at
temperatures as high as 100 degrees, are killed or
destroyed by the ISOTC, so that storage performance of
the cereals can be improved to a remarkably high extent.
As the ISOTC can be decomposed by heating in the presence
of water, the cereals boiled does not generate strong
odor any more;

(5) Process for retaining freshness of food and
agent for retaining freshness of food:

The process for retaining freshness of food
according to the present invention involves admixing a
fragrant component with the ISOTC wvapor for solving the
problem on the odor originating from the ISOTC.

When the ISOTC is employed for retaining the
degree of freshness of food, it smells unpleasant to
consumers even in a very low concentration, so that the
unpleasant smell generating from the ISOTC should be
suppressed. In particular, for fragrant food containing
fragrant éomponents, importance is pPlaced on the
fragrance so that it is desired that the odor originating
from the ISOTC should be suppressed as much as possible.
As a result of extensive research with the attempt to
improve this point, it has been found by the present
inventors that when a fragrant ingredient is introduced
into vapor of the ISOTC, the fragrance generating from
the fr_agrant ingredient can suppress the odor originating
from the ISOTC to such an extent that the odor of the
ISOTC does not smell any more, thereby advantageously
achieving freshness of food by means of the ISOTC.
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aci d. Pf eferably, allyl isothiocyanate (CH err]=CHCH err] NCS) and al kyl

i sot hi ocyanate (RNCS, R al kyl) - 6- 26

The material for re{:aining the degree of
freshness of food according to the present invention can
generate the ISOTC vapor and odor or fragrance and is so
prepared as to allow a base material to contain the ISOTC
and the fragrant ingredient.

As the fragrant ingredients, there may be used
one which are in a liquid form or a solid form at ambient
temperatures and the solid ones may be used in a form in
which they are dissolved in a liquid. Specific examples
of the fragrant ingredients may include a variety of
essential oil and agents for imparting a flavor to food.

The base material may include, for example,
paper, non-woven cloth, plastic films, adsorbing agents
and so on.

The material useful for retaining freshness of
food may be prepared by having the ISOTC and the fragrant
ingredient contained in the base material. For instance,
when the base material is such capable of absorbing a
1iquid or adsorbing gases, such as paper, non-woven cloth
or adsorbing agents, the material for retaining freshness
of food may be prepared by impregnating the base material
with a 1liquid containing the 1ISOTC and the fragrant
ingredient agent or by having mixed vapor generated from
the 1liquid adsorbed thereon. When the base material is
such having no capability of absorbing a 1liquid or
adsorbing gases, such as plastic films, the material for
retaining the degree of freshness of food may be prepared
by first preparing a coating solution containing the
ISOTC, the fragrant ingrgdient, a filler, and a binder
resin and then coating the base material with such a
coating solution. In this case, the binder resin mnay
preferably be a curable resin which can be cured or set
by exposure to heat or ultraviolet rays, although
thermoplastic resins, rubbers, naturéi polymers and so on
may be employed. As the fillers, there may be employed,
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are used. I

n the present invention, nustard oil may be used as such.

Further, the agent for generating the | SOTC vapor referred in this
specifitation is intended to nean -and75 agent in the formof a liquid,

solid or gel,

capabl e of generating the | SOTC vapor fromits surface.

for example, inorganic or organic fine powder such as
finely divided silica or zeolite, calcium carbonate, pulp
flout and so on.

A liquid containing the fragrant ingredient and
the ISOTC to be wused as a raw solution for the
preparation of the material for retaining £freshness of
food may ' be prepared by dissolving the fragrant
ingredient and the ISOTC in a substantially odorless
organic 1liquid such as liquid paraffin, polyethylene
glycol, polypropylene glycol, glycerin or the 1like. 1In
this case, the concentration of the ISOTC in the organic
liquid may range usually from 0.01% to 30% by weight,
preferably from 0.1% to 20% by weight. The concentration
of the fragrant ingredient may be set to such a
concentration as substantially suppressing to such an
extent that the ISOTC does not smell any more and may
vary with the kind of the fragrant ingredient, although
it may be. 1.5 times the weight of the ISOTC or more,
preferably in the range £from approximately two to twenty
times the weight of the ISOTC. The raw solution may also
be prepared by dissolving the ISOTC in essential o0il
constituting the fragrant ingredient or in the organic
liquid. In this case, the concentration of the ISOTC in
essential o0il or in the organic liquid may range usually
from 0.1% to 30% by weight, preferably from 1% to 20% by
weight. '

The method for retaining the degree of freshness
of food according to the present invention may be
practiced by packing fragrant food, together with the
material for retaining the degree of freshness of food,
with the packaging material such as a packing container,
packing bag, packing box or the like. Such packed food is
subjected to germ-destroying treatment as a result of
contact with wvapor of the 1ISOTC generating £from the
material for reta:.m.ng the degree of freshness of £food
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(Agent for Generating |ISOTC Vapor In a Liquid Fornm) The liquid agent for
generating the | SOTC vapor is a soluti obt ai ned by dissolving I SOTC in an
oity 10-liquid. As the oily liquid, thefé Ts used one which has vapor
pressure (saturated vapor pressure) at 30 [err]C of 2 mmHg or |ess,
preferably 1 mmHg or |less. Since a solution

packed therein, thereby preventing generation of mold or
fungi and transformation due to harmful microorganisms.
Furthermore, when the packed food is opened, no odor
originating from the ISOTC smells any more due to
fragrance generated from | the fragrént ingredient
contained in the material for retaining the degree of
freshness of food, thereby causing consumers no
unpleasant smell due to the ISOTC employed for retaining
the degree of freshness of food. Further, in accordance
with the present invention, substantially the same effect
achieved by packing food together with the material for
retaining freshness of food can be achieved by spraying a
liquid or wvapor resulting from the 1liquid containing the
fragrant ingredient and the ISOTC in packing fbod. In
order to achieve the preferred germicidal effect by vapor
of the ISOTC in the packed food, the concentration of the
ISOTC wvapor in the pack may be usually 10 ppm or higher,
preferably in the range from approximately 50 ppm to 500
ppm, on the volume basis.

The present invention can preferably be applied
to the fragrant food which places importance particularly
upon flavor. It 1is advantageous that the fragrant
ingredient to be employed together with the ISOTC can
impart flavor identical to or similar to the fragrant
ingredient contained in the food. The selection of such a
flavor presents. the advantages that the £flavor of the
food is enriched thereby increasing an added value as
products.

(6) Fumigant and process for fumigation:

Heretofore, methyl bromide has beeﬂ generally
employed as a fumigant, however, it has the drawbacks
that it is in a gaseous state at ambient temperature and
it is flammable. It is further known to be strongly toxic
to the human body. It is also known that methyl
isothiocyanate has a fumigating property. Further, it has

- This Sheet Has Been Reﬁlaced

A




of |1 SOTC dissolved in an oily liquid having such a | ow vapor pressure
can significantly suppr ess t he %5 vapori zation of |1SOTC and since
vapors enmanating from such a sol ution 08 tains al nost no vapors of the oily
liquid and substantially consist of the | SOTC vapors, the contact of an
article wth such vapors does not cause

been found that, among isothiocyanate esters, allyl
isothiocyanate (hereinafter referred to as 1ISOTCA) is
highly safe and easy to handle as well as is so strong in
fumigating action as to be useful as a fumigant. '

The fumigation process in accordance with the
presént invention may be practiced and will be described
in detail with reference to a flow sheet similar to Fig.
3 in which reference numeral 3 denotes a fumigating
chamber in which the material to be treated is brought
into contact with the ISOTCA or its vapor.

In carrying out fumigation, the blower 1 is
first operated to introduce gas through a line 6 into the
ISOTCA vapor generating chamber 2 into which the ISOTCA
in turn is admixed. Then, the gas containing the ISOTCA
vapor 1is discharged from the ISOTCA gas generating
chamber 2 through a line 10, thereby introducing the gas
into the fumigating chamber 3. As the gas for carrying
the ISOTCA wvapor, there may usually be employed air,
although nitrogen gas or carbon gas may be employed. A
portion of the gas to be discharged from the ISOTCA vapor
generating chamber 2 is recirculated through the line 11
~and the valve 12 to the line 9, thereby adjusting the
concentration of the ISOTCA in the gas passing through
the line 10.

When the ISOTCA wvapor is introduced in a given
concentration in the gas within the fumigating chamber 3,
the blower 1 is suspended and the valve 13 is closed,
thereby retaining the fumigating chamber in a closed
state. By retaining the fumigating chamber in such a
closed staté for a given period of time, the fumigating
material placed in the fumigating chamber are allowed to
be fumigated with the _ISOTCA. It is preferred that the
fumigating chamber 3 is provided ‘with a fan, thereby
allowing the air to flow within the fumigating chamber 3
and promoting dispersion of the ISOTCA vapor. The
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troubl es resulting fromthe vapors of the oily liquid. An 20 oily Iliquid
having a boiling point of at Ileast_, 180[err]C , preferably at |east

200 [erf] C, nore preferably 220 [erf] 3g ; is generally advant ageously
used. As the oily liquid, there.may be nentioned, for exanple, fats and
oils such as olive oil, sesame oil, safflower oil, soybean oil,

concentration of the_ ISOTCA vapor in the fumigating
chamber may range from 10 ppm to 4,000 (v/v). preferably
from 200 ppm to 2,000 ppm (v/v), on the volume basis. The
fumigating period of time may be as long as required _for
germ-destroying the fumigatihg material to a sufficient
extent and may vary with the concentration of the ISOTCA
vapor within the fumigating chamber so that it cannot be
determined uniformly. However, the fumigating period of
time may _generaily range from six hours to three days. '
The ISOTCA vapor has high permeability so that i_t has
strong fumigating action. Hence, the use of the ISOTCA
can shorten the fumigating period of time as compared
with methyl bromide as have been conventionally employed
for fumigation.

After the completion of the fumigation with the
ISOTCA vapor, the valve 15 is opened and the blower 4 is
operated, thereby discharging the gas within the
fumigating chamber 3 into open air from the 1line 22
through the adsorbing device 5. In this case, the
fumigating cha;nber 3 is provided with a valve separately
from the valve 15, thereby opening this valve so as to
allow the gas within the chamber | to be released into the
open air, in order to avoid the reduction in the pressure
within the fumigating chamber 3. The adsorbing device 5
allows the adsorbing agent contained therein to adsorb
.the ISOTCA vapor thereon and remove it from the gas. The
contact period of time between the gas and the ISOTCA
vapor in the adsorbing device may be as long as required
foi: removal of the ISOTCA by adsorption and be adjusted
by recirculating a portion of the. water to be discharged
through the line 18 from the adsorbing device 5 through a
line 19 and a wvalve 20 to the 1line 17. The adsorbing
device 5 may be provided with a "heating mechanism or a
cooling mechanism to thereby control the temperature at
which the ISOTCA is adsorbed. When the adsorbing agent
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25 tsubaki oil, corn oil, rape oil, castor oil, sunflower oil, cottonseed

oil, peanut oil, cacao butter, palmot+l3ictove oil, coconut oil, beef
tallow, fish oil, hardened oil, turtle oil and yol k oil; waxes such as
liquid lanolin; hydrocarbon oils such as liquid paraffin, liquid 30

pol yi sobutyl ene and squal ane; higher fatty acid oils such
packed in the adsorbing device has reached its saturation

level, a heating medium such as steam is passed through
the adsorbing agent to thereby recover its adsorbing
activity.

In accordanée with the present invention, it
can be noted that the introduction of the ISOTCA may be
carried out by spraying an ISOTCA 1liquid or a solution
thereof directly into the atmoéphere within the
fumigating chamber 3 and gasifying it into the gas, in
addition to the admixture of the gasified ISOTCA with the
air in the vapor-generating chamber. Further, it can be
noted that the ISOTCA can be removed from the gas in a
chemically reactive manner, not by the aid of the
adsorbing agent, by using a substance having reactivity
with the ISOTCA, such as a solid amine or the like.

A portion or a whole portion of the blower, the
vapor generating chamber and/or the adsorbing device may
be disposed in the fumigating chamber.

The fumigating chamber 3 may be of any shape as
long as it can be of a closed structure and, for example,
warehouse or storehouse buildings, ship hatches, closed
rooms, tents and so on may be employed as fumigation
chamber.

The fumigation treatment in accordance with the
present invention may be carried out simply by using
plastic containers or bags. In carrying out the
fumigation wusing the plastic containers or bags, the
fumigating material is placed in the container or bag and
the ISOTCA liquid or a solution thereof is sprayed into
the container or bag or an agent capable of evaporating
the ISOTCA vapor is placed therein, too, followed by
closing the container or bag and allowing it to stand for
a given period of time.

The fumigating material may include, for
example, cereals and seeds, such as rice, wheat, corn,

—_— . ..
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as oleic acid, linolic acid and ricinoleic acid; higher alcohols such as

octyl al cohol and oleil alcohol;_ pglyal cohols such as polyethyl ene
glycol ; pol ypropyl ene glycol and glycerin; and ester oils such as linolic
35 acetate and hexyl laurate. It is preferred that the oily

buck wheat, broad beans, soy beans, adzuki beans, and so
on, fruits, wvegetables, wood, and other natural crops
which the growth or proliferation of harmful
microorganisms or insects may cause problems.

In accordance with the present invention, in
carrying over cereals by means of air, the cereals may be
fumigated with the ISOTCA vapor during conveying them
through air by mixing the ISOTCA vapor with the air. When
the cereals stored 1in the warehouses are to Dbe
transported, the air is forced into pipings by the blower
and the cereals are sucked and conveyed in a suspended
state together with the pressurized air. In accordance
with the present invention, the ISOCTCA vapor may be
admixed with a carrying air, thereby achieving the good
fumigating effects. As the method for admixing the ISOTCA
vapor with the carrying air, there may be mentioned, for
example, a method for forcing the ISOTCA vapor into the
air passing through the piping, a method for forcing a
ligquid of the 1ISOTCA or a solution thereof and gasifying
it within the piping, a method for mixing the ISOTCA
vapor or liquid into the air coming into the blower, and
s0 on. In carrying over the cereals with the carrying
air, the cereals may be so arranged as to be discharged
from a top end of the piping located at a given location,
together with the air and separating the cereals from the
air. The carrying air separated from the cereals contains
the ISOTCA vapor which may preferably be recirculated
into the blower.

The ISOTCA to be employed for the present
invention may also be employed as a soil fumigant. In the
agricultural application, harmful microorganisms and
ihsects within the so0il are killed or combated, thereby
increasing the harvest of crops. The ISOTCA has high
germicidal and insecticidal action and strong
permeability and dispersibility. Further, it is highly
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-7- liquid be preferably odorless or al nost odorless. The anount of |SOTC
dissolved in the oily liquid is 0.01-5B%by weight, preferably 0.1-40 % by

safe agaihst the human body. From these points, the
ISOTCA is said to be remarkably good as a soil fumigant.
In applying the ISOTCA to the soil, the ISOTCA 1liquid or
a solution thereof in water or in an organic solvent is
Sprayed to the so0il or poured into the soil. Further, it
is to be noted that the ISOTCA can be decomposed with
water so that even if it_ is employed in a large amount,
it can be decomposed naturally as time eiapses. This is
extremely advantageous in applying the ISOTCA as the soil
fumigant.

The - fumigant comprising the ISOTCA in
accor&ance with the present invention is 1liquid at
ambieni_: temperatures and extremely 1low in flammability
and highly safe against the human body, unlike methyl
bromide which has conventionally been employed widely as
a fumigant. Hence, the ISOTCA has the remarkable
advantages even if it would be employed in a very small
amount. :

By employing the fumigant according to the
present invention, the fumigating material which . the
growth or prbliferation of harmful microorganisms or
insects may cause the problems can be fumigated with high
safety and effectiveness. Further, the fumigant according
to the present invention can advantageously be applied as
a soil fumigant or soil sterilizer.

(7) Germicidal products and process for preparation
of the same:

In accordance with. the present invention, the
germicidal products are such that they can adsorb the
ISOTC on their surfaces and at the same time generaté the
ISOTC vapor from the surfaces thereof. Such products may
be prepared in accordance with a flow sheets as shown in
Fig. 3 in which reference numeral 3 denotes a treating
chamber. _

In  preparing the germicidal products
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‘wei ght based on the oily liquid solution of |SOTC. 5 : The 1SOTC
generates a strong irritating odo\rmi en if present in a small anount
and is difficult to handle. However, YV used in the formof an oily

|l iquid solution as -described above, vaporization of 1SOTC is effectively
prevented so that |SOTC can be handled

(hereinafter referred to sometimes as the material to be
treated or as related words), the blower 1 is operated to
supply gases to the vapor-generating chamber 2 through a
line 6 while discharging the gases containing the wvapor
of the ISOTC through a line 10, thereby introducing the
gases into the treating chamber..'3 in which the material
to be treated is accommodated. As the gases together with
which the wvapor of the ISOTC is carried, there may
usually be employed air, although‘ nitrogen gas and so on
may also be used. The Concen{:ration of the ISOTC wvapor in
the gases to be discharged from the vapor-generating
chamber 2 may be adjusted by recirculating a portion of
the gases through the 1line 11 and the valve 12 to the
lines 9.

When the vapor of the ISOTC is admixed in the
required concentration with the air in the treating
chamber 3, the blower 1 is suspended and the valve 13 is
closed to retain the treating chamber in a closed state.
The ISOTC is allowed to be adsorbed on the material to be
treated while the closed sta'te is retained for a
predetermined period of time. In' the treating chamber 3,
a fan is provided to flow the air within the chamber and
a dispersion of the vapor of the ISOTC within the chamber
is preferably enhanced. The concentration of the ISOTC
vapor within the treating chamber may range from 200 ppm
to 5,000 ppm (v/v), preferably from 200 ppm to 2,000 ppm
(v/v), on the volume basis. The treating period of time
may last as long as a sufficient amount of the. ISOTC can
be adsorbed on the material to be treated and it may vary
with the kind of the material to be treated or the
concentration of the :ISOTC vapor within the treating
chamber and cannot be determined in a uniform manner, but
it may generally range from 1 minute to 60 minutes,
preferably from 5 minutes to 20 mimites. The vapor of the
ISOTC to be used for the present invention has a very
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10 without difficulty. In dissolving ISOTC in the oily liquid, various
auxiliary conponents may be added or diggolved thereinto as desired.

Exanpl es of such auxiliary conponents include a surfactant; a high
nol ecul ar wei ght -substance; 15 a higher alcohol, a higher fatty acid, a
fatty acid ester

high deg;ee of permeability and it is adsorbed strongly
on the material to be treated.

After the adsorption treatment has been
finished, the valve 15 is opened and a blower 4 is so
operated as to discharge the .air within the treating
chamber into the open atmosphere from a lihe 22 through
the adsorbing device 5. In this case, in order to avoid
the reduction in the pressure within the treating
chamber, a valve may be mounted to the treating chamber
so as to release the air into the open air therethrough.
The adsorbing device 5 is so filled with the adsorbing
agent as to adsorb the ISOTC vapor contained in the air
and remove it from the air. The contact period of time
between the air and the ISOTC in the adsorbing device may
be as 1long as required for removal of the ISOTC by
adsorption to a sufficient extent and be adjusted by
recirculating a portion ‘of the air to be discharged
through the line 18 from the adsorbing device 5 through a
line 19 and a valve 20 to the 1line 17. The treating
chamber 3 and the adsorbing'device 5 may be provided with
a heating mechanism or a cooling mechanism to thereby
control the temperature at which the ISOTC is adsorbed.
When the adsorbing agent contained in the adsorbing
device has adsorbed the ISOTC to a saturated level, the
adsorbing agent can be recovered by passing a heating
medium such as steam through it.

In accordance with the ptesent invention, it can
be noted that the introduction of the ISOTC into the air
within the treating chamber may be carried out by
spraying an ISOTC liquid or a solution thereof directly
into the air and gasifying it in the air, in addition to
the admixture of the gasified ISOTC with the air in the
vapor-generating chamber. Further, it can be noted that
the ISOTC can be removed from the air in a chemically
reactive manner, not by the aid of the adsorbing agent,
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or a fat oil which are solids at anbient tenperature; a colorant;

vi scosity-controlling agent ; and an antioxi dant. Further,

| ower al cohol such as ethanol or propy3é -alcohol or a |ow boiling point

sol vent
acetate

such as 20 acetone, nethyl ethyl ketone, -ether, ethyl

or

hexane may be added in a small anmpunt as an auxiliary

by using a substance having reactivity with the ISOTC,
such as a solid amine or the like.

The treating chamber may be of any structure as
long as it is of a closed structure. The gases containing
the ISOTC may be introduced continuously into the
treating chamber 3, unlike an intermittent introduction
in the manner as described hereinabove, and discharged
continuously therefrom through the line 14. In this case,
a portion of the gases discharged from the line 14 may be
recirculated into the treating chamber 3 through a flow
valve.

The treatment of the material to be treated in
the treating chamber 3 may be carried out in a continuous
manner or in a batchwise manner. In treating the material
to be treated in a continuous manner, the material may be
conveyed through the treating chamber 3 at a constant
speed.

The material may be made of fiber, molded
plastic, and so on. The fiber may include various
synthetic fibers, semi-synthetic _fibers and natural
fibers. Such may specifically include, for example,
polyester fiber, nylon fiber, acrylonitrile-type fiber,
cotton fiber, silk fiber, wool fiber, rayon £fiber,
polyolefin-type fiber and so on. Such fiber may be in a
form of, for example, mono-filaments, multi-filament,
short fibers, composite fibers, twisted yarn or the 1like.
As the material made of the fiber, there may be employed
a variety of material made or formed by using the
aforesaid synthetic, semi-synthetic or natural fibers.
And the material made of the fiber 'may be in a form of
fabrics, knitted clothes, non-woven clofhes and so on.

In accordance with the present invention, the
fiber or the material made of the fiber so made or formed
as to contain the ISOTC in the manner as described

hereinabove is coated on its surface with a resin to
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The 1 SOTC-containing oily liquid according to 25 the present
bbe prepared by di spersing | SOTC- contai| mg seeds or cells,
after pulverization, into an oily liquid. The anmount of the

corrponent to control the amount of |SOIC vaporized fromthe oily Iiquid.

I nventi on may

as

such

thereby control the amount of the ISOTC to be evaporated
or gasified from the surface of the fiber. In this case,

the resin coating may' be carried out by immersing,

spraying or the 1like. The resin to be employed for the'

resin coating may be a conventional one and it may

“include, for example, a thermoplaStic resin such as of an

acrylic type, a vinyl type, a polyamide type and so on:;
and a thermosetting resin such as of an amino type, a
phenol type, a polyester type, an epoxy type, an isothio-
cyanate ester type and so on. These resins may be coated
in a form of a solution, an emulsion or the like.

The fiber and the material made of the fiber in
accordance with the present invention can discharge the
ISOTC vapor from its surface, so that it has both
germicidal action and germistatic action. Hence, bags and
bags in the form of a net, made of the fiber or the
material made thereof, can advantageously be applied as a
packaging material having antifungal activity as well as
germicidal activity.

Plastic films may be employed as a material to
be treated with the ISOTC vapor.

_ The plastic films may include a variety of films
of a polyolefin type, a vinyl chloride type, a polyester
type, an acrylonitrile type, and so on.

The plastic films obtainable by treating them
with the ISOTC vapor so as to contain the ISOTC are then
coated on their surfaces with a resin, thereby controlling

an amount of the ISOTC to be evaporated from the film

surfaces. The method for coating them with the resin may
include, for example, immersion method, spraying method
and so on. The resins to be used for coating them may
include, for example, conventional ones, such as thermo-
plastie resins of an acryl type, a vinyl type, a'polyamide

type or the like, and thermosetting resins of an amino

type, a phenol type, a polyester type, an epoxy type, an
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seeds or cells dispersed in the oily liquid is 1-80 % by wei ght,
preferably 10-60 % by wei ght based on the oily 30 liquid. Such an
['SOTC-"containing oily liquid may be wusygl under a condition where the seeds
or cells are present. (Agent for Generating |ISOIC Vapor In a Solid or Cel
Form The agent in a solid formfor generating the
isbcyanate or the like. These resins may be employed in
the form of a solution or an emulsion in coating.

As a plastic container, there may be employed
any one in which at least a portion of the material has
an adsorbing property fbr the ISOTC wvapor. As the
material having the adsorbing property for the ISOTC
vapor, there may be mentioned, for example, a variety of
plastics of a polyolefin type, a wvinyl chloride type, a
polyester type, an acrylonitrile type, a vinyl acetate
type, and so on. These plastics may be of a foamed body
or of a semi-foamed body and such a foamed plastic may be
preferred in terms of adsorption to the ISOTC vapor.
Other materials capable of adsorbing the ISOTC wvapor may
include, for example, paper, corrugated cardboard,
rubber, non-woven cloth, natural or synthetic fibers.

The container according to the present invention
may be preferably of such a structure that its exterior
surface is so coated or covered with a material incapable
of substantially adsorbing the ISOTC vapor as to prevent
or control evaporation of the ISOTC vapor from the exterior
surface of the container. Such a material incapable of
adsorbing the ISOTC vapor may iné.lude, for example, a metal
or a synthetic resin, such as aluminium, stainless steel,
nylon, polyvinylidene chloride or the 1like. In order to
provide the container with its exterior surface coated or
covered with such a material, the non-adsorbing material
in the form of a sheet, film, plate or the like may be
laminated on and adhere to a surface of the molded or
formed material.

The container may be arbitrary in -.a shape or
size and it may be of any shape such as in the form of a
tray, box, bag, corrugated cardboard, pot or the 1like,
with or without a lid.

The container according to the preserit invention
may be employed for placing a variety of articles which
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| SOTC vapor may be obtained by inpregnating a porous 55 substance wi th the

above- ment loned oily liquid solution 39 - 8-

may cause the problem involved with generation or
formation of fungi or growth or proliferation of harmful
microorganisms. Such articles which may be involved with
the generation of fungi may include, for example, food
including fresh food and processed food, such as
vegefables . £ish, fruits, ball bearings, precision
machine parts such as packing materials, optical parts
such as ienses', and so on. Industrial products such as
paints containing natural polymers such as gelatin or the
like 'may be mentioned, which may be transformed due to the
growth or proliferation of microorganisms.

When the articles are packed with the container
according to the present invention and conveyed, they may
be protected from harmful action of microorganisms due to
the germicidal or germistatic effects against the micro-
organisms adhering to the articles, resulting from the
high germicidal action, including the germistatic action,
resulting from the ISOTC evaporated from the container. -

The container according to the present invention
may advantageously be employed as a delivery box. When
the delivery box with food placed or packed is delivered,
the food placed within the box is protected from the
harmful action of microorganisms or prevented from
generation of fungi or transformation resulting therefrom,
thereby retaining the high degree of freshness of food.
After the delivery box may be collected, it may be
cleaned and re-treated with the ISOTC vapor in the manner
as described hereinabove, and re—uséd as a delivery box
having the germicidal action and the effect of retaining
a high degree of freshness of food.

' (8) Germic:i.dall gas composition, process for the
preparation thereof, and apparatus therefor:

In accordance with the present invention, there
are further provided a process and an apparatus for the
preparation of the germic:.dal gas compositions exhibiting
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of ISOTC (hereinafter referred to also merely as |1SOTC sol ution). Wen the
porous substance is inpregnated with ISOTC by itself, a Ilarge anount
of 1SOTC vapors is generated at thet@ime of |npregnat|on of the porous 5
substance with | SOTC because of the high evaporation rate thereof. As a
result, the working environment becones

the germicidal activity.

The procesées and apparatuses may include:

(I) a process involving a stép of Dbubbling
gases into a liquid of the ISOTC or a mixed solution of
the liquid of the ISOTC and an organic liquid
(hereinafter referred to also merely as ISOTC-containing
solution) and an apparatus for'ﬁse in this process;

(II) a process involving a step of spraying the
gases with the ISOTC-containing 1liquid and an apparatus
for use in this process:;

(III) a process involving a step of passing the
gases through a column which is packed or filled with a
porous material impregnated with the ISOTC-containing
liquid and an apparatus for use in this process;

(IV) a process involving a step of bubbling the
gases into the ISOTC-containing 1liquid and a step of
passing the gases through a column which 1is packed or
filled with a porous material impregnated with the
ISOTC-containing liquid, and an apparatus for use in this
process;

(V) a process involving a step of spraying the
gases with the ISOTC-containing 1liquid and a step of
passing the gases through a column which is packed or
filled with a porous material impregnated with the
ISOTC~-containing liquid, and an apparatus for use in this
process; and

(VI) a process preparing the gases containing
the ISOTC vapor in a given concentration by mixing a
required amount of the gases with the gases containing
the ISOTC vapor as prepared by the process (I) to (V),
and an apparatus for use in this process.

| Also, the present invention provides a packing
method for packing food, which is characterized by
filling a packing material for packing food with the gas
composition prepared by each of the processes (I) to (VI).
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poor due to |1SOIC vapors. Additionally, it Dbecones difficult for the
porous substance to stably support |1SOIC for a |ong period of tine since
vapori‘zability of 10 1SOTC carried -4! 4+he porous substance is stil

hi gh. According to the present invention, such difficulties can been
overconme by supporting |1SOTC as a solution

Further, the present invention provides a novel
gas composition having germicidal action, which comprises
nitrogen gas or carbon dioxide gas containing the ISOTC
vapor.

Fig. 4 is a diagrammatic representation of the
apparatus for carrying out the process (I) above. In Fig.
4, reference numeral 1 denotes a nitrogen bomb, reference
numeral 10 denotes a tank for the ISOTC-containing
liquid, reference numeral 15 denotes a bubbling tank,
reference numeral 25 denotes a mist separator, reference
symbol PI denotes a pressure gauge, reference symbol F
denotes a flow meter, and reference symbol LC denotes a
level controller.

In order to .prepare the gases containing the
ISOTC vapor with the apparatus as shown in Fig. 4, a
liquid containing the ISOTC is supplied from the tank 10
to the bubbling tank 15 through a line 12 by a pump 11.
The amount of the liquid to be supplied to the bubbling
tank 15 is adjusted by the level controller LC.

Then, a flow controlling valve 2 is opened to
supply a compressed gas to a gas dispenser 18 fitted
within the bubbling tank 15 through a line 6 and bubbled
into the 1liguid, fo;lowed by withdrawal £rom the bubbling
tank 15 through a 1line 20. In the bubbling step, the
ISOTC vapor is mixed with the gases withdrawn from the
bubbling tank 15, and the - gases containing the ISOTC
vapor is fed to the mist separator 25 in which the mist
accompanying the gases are separated. The gases separated
with the mist separator 25 is then circulated through a
line 26 to the bubbling tank 15, and the gases containing
the 1ISOTC 'vapor from which the mist was separated are
then discharged from the mist separator 25 through a line
G-1.

In the apparatus as described hereinabove, as
needed, a portion of the gases w1thdrawn from the
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dlssolved in the above oily liquid to a porous substance by inpregnation.
While | SOTC easily reacts with water and 15 is poor in storage stability,
this problem can been al so sol ved by'u%?ng it inthe formof a solution in
t he above-nentioned oily liquid. As the por ous subst ance, t hose

whi ch are -
bubbling tank 15 through the line 20 is bubbled into the
liquid through a line 22, a blower 23 and a line 27 and
by the aid of a gas dispenser 19 mounted to the bubbling
tank. The concentration of the ISOTC vapor within product
gases to be withdrawn from the line G-1 can be increased
in accordance with this operation.

When the product gases are to be prepared in
the manner as described hereinabove, the amount of the
liguid within the bubbling tank is gradually decreased as
the preparation of the product gases proceeds. However,
the amount of the 1liquid decreased can automaticaliy' be
supplied by the actuation of the pump 11 in response to a
signal from the liquid level controller LC. If the nature
of the 1liquid within the bubbling tank 15 oversteps the
predetermined extent, the liquid in the bubbling tank 15
is returned via a pump 16 and a line 17 to the tank 10
where the nature of the liquid is adjusted again or the
liquid therein is discharged out of the system through a
line 18.

Fig. 5 1is a diagrammatic representation of the
apparatus for carrying out the process (II), in which
reference numeral 30 denotes a spray tank and the other
elements having the same functions are provided with the
same reference numerals and symbols as in Fig. 4.

In order to prepare gases containing the ISOTC
vapor with the apparatus as shown in Fig. 5, gases fed
from a gas bomb 1 wvia the 1line 6 and the liquid
containing the ISOTC discharged from the tank 10 via
the line 12 are simultaneously sprayed through a
two-liquid spray nozzle into a spray tank 30. And the
gases containing the ISOTC vapor are discharged through
the 1line 20 from the spray tank 30, followed by
withdrawing product gases via the mist separator 25
through a line G-2. The condensed gases within the spray
tank 30 are returned to the 11qu1d tank 10 by the pump 16
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general ly used as an absorbent, a filler, etc. may be 20 used. Exanples
of such substances include clay or 4glay mnerals such as di atonmaceous

earth, ‘yellow earth, clay, talc, zeolite, attapulgite and sepiolite
and ot her substances such as activated carbon, silica, silica gel,
al um na, magnesi a, silica-al um na, silica-magnesia and

through a 1line 17 or discharged outside the system
through a line 18.

' When the gases and the liquid containing the
ISOTC are sprayed into the spray tank 30, it is also
possible to introduce the gases into the spray tank 30
through a gas nozzle, not through the two-liquid spray
nozzle as described hereinabove, while the liquid
containing the ISOTC is sprayed into the spray tank 30
through a one-liquid spray nozzle, thereby mixing the
gases with the liquid containing the ISOTC.

Fig. 6 is a diagrammatic representation of the
apparatus for carrying out the process (I11) as described
hereinabove, in which reference numeral 35 denotes a
column filled with a pofous material 37 impregnated with
the 1liquid containing the 1SOTC, while the same and
similar elements are provided with the same reference
numerals and symbols as those shown in Fig. 4

As specific examples of the porous material,
there may be mentioned, for example, active carbon,
sepiolite, diatomaceous earth, silica, alumina, =zeolite
and so on. They may be of any shape or form, such as
granules, cylinders, spheres, and so on.

In preparing the gases containing the ISOTC
vapor by using the apparatus as shown in Fig. 6, the
gases from the gas bomb 1 are first introduced into the
column 35 through a line 6, thereby allowing the gases to
pass through the column while being in contact with the
porous material impregnated with the 1liquid containing
the ISOTC, which in turn are packed within the column 35.
The contact 'of the gases with the porous material allows
the ISOTC impregnated within the porous material to be
gasified as wvapor whi'ch in turn is mixed with the gases.
The resulting gases containing the ISOTC vapor is then
withdrawn via a line G-3 from the column 35 as product

gases.
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15 synthetic alumnosilicate. As the porous substance, there may be used
those of a variety of shapes such as-iguthe formof powder, pellet, sphere,
colum’ and cylinder. As the porous substances, it is preferable to use

cal ci ned or dried material s from which noisture has been 30

sufficiently renoved. ,
When the product gases are prepared - in the

manner as described hereinabove_, in cases where the
length the porous material packed within the column 35
would be insufficient, where the speed of passing the
gases through the column or where the concentration of
the ISOTC vapor within the gases to be discharged from
the line G-3 would be too low, it is preferred to
circulate a portion of the gases withdrawn from the
packed column to the column 35 through a line 36 via a
circulating blower 23. The concentration of the ISOTC
vapor within the product gases to be withdrawn through
the line G-3 can be controlled by adjusting the amount of
the gases to be circulated.

Fig. 7 is a diagrammatic representation of the
apparatus for carrying out the process (III) or (IV). In
Fig. 7, reference symbol G denotes an apparatus similar
to the apparatus as shown in Fig. 4 or 5, respectively.

In preparing gases containing the ISOTC wvapor
by using the apparatus as shown in Fig. 7, product gases
prepared by the apparatus G as shown in Fig. 4 or 5 are
passed through a column 35 which has the structure similar
to that shown in Fig. 6. The product gases are then
withdrawn from the column 35 through a line G-4.

In this apparatus, mist of the ISOTC accompanying
the gases within the column 35 can be removed, so that
the mist separator 25 as used in Figs. 4 and 5 can be
omitted. Further, the column 35 is so arranged as to
adjust the concentration of the ISOTC vapor within the
product gases passing through the line G-3 by operating a
circulating blower 23 in the inanner as described
hereinabove. This serves as operating the apparatus G
readily because the passage of the gases containing the
ISOTC vapor through the column '35 can adjust the
concentration of the ISO'TC vapor w:_i.thin such a level as
being practically applicable even if the concentration of
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| mpregnation of the porous substance with the solution may be perforned by
a met hod wherein the porous substance 455 -m xed with the | SOTC sol ution, a
met hod wherein the |1 SOTC solution is sprayed over the porous 35 substance,
a nethod wherein the porous substance is

the ISOTC wvapor within the product gases prepared by the
apparatus G would be too high or too low as compared with
the applicable level.

Fig. 8 is a diagrammatic representation of the
apparatus for carrying out the process (1V). In Fig. 8,
reference numeral 40 denotes a buffer tank of a hollow
container type, reference numeral 41 denotes a gas mixer,
and reference numeral 42 denotes a control device
containing a detection system for detecting the
concentration of | the IS0TC vapor such as a gas
chromatography, etc. A system consisting of the buffer
tank 40, the gas mixer 41, the control device 42 and a
gas bomb 1 constitutes an apparatus for adjusting the
concentration of the ISOTC vapor. '

In order to provide product gases so adjusted
as to contain the concentration of the ISOTC vapor by
using the apparatus as shown in Fig. 8, the product gases
prepared by the apparatus G as shown in each of Figs. 4
to 7 are led to the gas mixer 41 through a line F while
gases from the gas bomb 1 were supplied to the gas mixer
41, too, through a line 6. Both of the gases are then
mixed within the gas mixer 41 and the resulting mixed
gases are supplied to the buffer tank 40. The buffer tank
40 is connected to the control device 42 containing the
detection system for the concentration of the ISOTC
vapor, which transmits a detection signal to a flow
adjusting wvalve 4, thereby allowing the detection signal
to operate the flow adjusting valve 4 to feed the gases
from the gas bomb 1 through the gas mixer 41 to the
buffer tank 40 so as to adjust the concentration of the
ISOTC vapor within the buffer tank 40. The product gases
having the concentration of the ISOTC vapor adjusted to a
predetermined level are then withdrawn from the line G-5.

The concentration of the 1ISOTC vapor within the
product gases accord1ng to the 'present invention is
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I mersed in the | SOTC solution, or the Iike nethod. The proportion
| SOTC solution supported - lag i-npregnation to the porous

substance in not greater than

adjusted to the range usually from 50 ppm to 1,000 ppm
(v/v), preferably from 100 ppm to 500 ppm (v/v). As a
carrier gas for the ISOTC vapor, there may be employed
any gas capable of carrying the I1ISOTC vapor and such a
gas may include, for example, nitrogen gas, carbon
dioxide gas, air, and so on. When the product gases are
to be employed for the purpose of germ-destroying food or
retaining freshness of food, the use of nitrogen gas or
carbon dioxide gas is advantageously for ©preventing
transformation of food due to oxidation.

The gases containing the ISOTC wvapor according
to the present invention can be 'applied to various uses
by taking advantage of the germ~destroying action of the
ISOTC vapor.

In a preferred aspect of using the product

gases according to the present invention, there is

provided a process for packing food by filling a packing -

material with the product gases. In packing food with a
plastic film or with a container, a packing material is
filled wiéh nitrogen gas or carbon dioxide gas, thereby
suppressing transformation of food due to oxidation or
generation of mold or fungi from the food. As described
hereinabove, the product gases according td the present
invention are container as filling gases which can serve
as effectively preventing from microbial transformation of
food and as efficiently retaining or holding the high
degree of freshness of food.

Further, the product gases according to the
present invention can appropriately be employed for
germicidally treating material or products which the
growth of harmful microorganisms may cause p'robllems. For
instance, such harmful microorganisms adhering to those
materials or products can be destroyed or killed by

bringing them into the product gases containing the ISOTC

vapor accc_)_l;ding to the present invention.
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t he saturated absorbing capacity of the porous substance 5 and,

generally, 1-100 parts by wei ght pec 390_parts by weight of the porous
substanhce. Preferred content 1is suitably determ ned according to the
kind of the |ISOTC solution and the kind of the porous substance. In the
present invention, when the porous

Furthermore, the product gases according to the
present invention may be stored in a pressure-resistant
container (compressive bomb) and they are practically
applied to various uses for germ-destroying or
sterilizing various products or 'articles by withdrawing
them from the container.

It is also to be noted that the product gases
according to the present invention can be employed for
the preparation of materials or products having
germicidal action. For instance, the germicidal materials
or products may be prepared by placing fibers, containers
such as boxes, paper, piastic films and so on in the
product gases according to the present invention and
allowing them to contain the ISOTC vapor contained within
the product gases. The resulting germicidal materials or
products are such capable of gradually evaporating or
generating the ISOTC vapor therefrom and exhibiting
germicidal or germ-destroying action.

The present invention will be described in more
detail by way of examples.

Example 1:

As a sample, a fish (hofse mackerel or saurel)
which has been cut into halves, dried to a half-dry state
and frozen, was defrozen and placed in a nylon bag in
which 10 grams of silica gel (Sumikagel: Sumitomo
Chemical Industries Co., Ltd.) packed in a small paper
bag in turn was placed as a drying agent, and further 8
grams of granular diatomaceous earth impregnated with a
10% by weight allyl isothiocyanate (rate of impregnation:
30% by weight) ‘were placed therein as an agent for
generating vapor of allyl isothiocyanate.

As a comparative purpose, the £frozen horse
mackerel cut into halves was defrozen and placed in a
nylon bag in substantially the same manner as in the manner
described immediately hereinabove, except for no use of
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10 substance inpregnated with the 1SOTC solution is in the form of

powder, it is possible to shape_ .%n by a conventi onal shapi ng
method® into tabl et , spheres, col S, pellets, etc. The shapi ng nmay
be effected by a tablet shaping nethod, an extrusion nolding nethod, etc.

15 In performng the shaping, a mlding aid is used.
allyl isothiocyanate as the agent for generating the allyl
isothiocyanate vapor.

A packed body with the defrozen horse mackerel
in a half-dry state was allowed to stand for five days and
then opened. As a result, it was found that a decaying
smell had generated from the sample for comparative
purposes while no decaying smell had generated from the
sample in accordance with the present invention. This
means that the sample was subject to germ-destroying
action by the allyl isothiocyanate vapor used for the
present invention and has caused no decaying smell.

Example 2: '
A pan was placed with 500 grams of polished
" rice and the rice was washed with water. Then, the rice
was cooked in conventional manner after the addition of
0.5 cc of allyl isothiocyanate.

The cooked rice was packed with a plastic film
and the bag was allowed to stand for four days. Then the
bag was opened and, as a result of observation, it was
found that the rice was subject to no transformation
without any smell originating from allyl isothiocyanate.

As a comparative purpose, the rice was cooked
in substantially the same manner as described immediately
hereinabove. As a result of observation after a four-day
storage, the cooked rice packed in a plastic film was
found to generate strongly decaying smell.

Examplé 3:

In a nylon bag, there were placed 500 grams of
polished rice and a paper bag with 15 grams of granular
diatomaceous earth impregnated with soy bean o0il having
allyl isothiocyanate dissolved therein in the amount of
10% by weight (rate of impregnation: 30% by weight), and
the nylon bag was closed. The nylon bag was opened after
having been stored for one hour at room temperature, and
the rice was washed ﬁith water and cooked in such
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Exanpl es of the nolding aid include organic binders such as carboxynet hyl
cel lul ose, polyvinyl alcohol and sodi_upgal_gi nate and I norgani c
br nder s such as bentonite, kaolin, alum na hydrogel and silicic acid
hydrogel . As 20 the nolding aid, various short fibers such as gypsum
whi sker may al so be used. For the purpose of controlling

conventional manner.

The cooked rice was packed with a plastic film
and stored for four‘days in substantially the same manner
as in Example 2. As a result, no change was seen in the
cooked rice packed with the plastic £f£ilm in the manner as
described hereinabove.

Example 4:
(1) Preparation of material for retaining freshness of food:

A filter paper (100 cm?®) was impregnated with 5
ml of a raw solution prepared by dissolving 1 part by
weight of allyl isothiocyanate in 10 parts by weight of
sesame o0il, thereby yielding the material useful for
retaining freshness of food. The odor generating from
this material was that of sesame and the material did not
substantially smell the odor of allyl isothiocyanate.

Separately, the material useful for retaining
the degree of freshness of food was prepared by
impregnating a filter paper (100 cm®*) with 5 ml of a raw
solution prepared by dissolving 1 part by weight of allyl
isothiocyanate in 10 parts by weight of olive o0il. The
odor generating from this material was that of olive and
the material did not substantially smell the odor of allyl
isothiocyanate.

(2) Tests for retention of freshness:

A given amount of commercially available noodle
was placed in a 1l-liter container, together with the
material for retaining freshness of food prepared in the
manner as described hereinabove, and the packed food was
allowed to stand in a closed state at room temperature. As
a result, it was found that no fungi has occurred for a
one-week storage and, when the container was opened, no
odor originating £from allyl isothiocyanate substantially
smelled while fragrance of sésame or olive was imparted.

As comparison, a given amount of commercially
avéilable noodle was placed in a container at room
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the emanation of | SOIC, the I SOTC sol ution-containing porous substance may
be coated with a resin capable of alLogpng the |SOIC vapor to pass
t her et hr ough. The 25 provision of such a coating can further
suppress the emanation of the 1SOIC fromthe porous substance.
temperature yet without containing any material useful for
retaining freshness of food. In this case, it was found
that fungi had occurred in four days.
Example 5:

As a test sample for a material to be fumigated,
500 grams of unmilled rice infected with rice wheevils
was placed in a nylon bag in which a paper bag containing
5 grams of granular diatomaceous éarth impregnated@ with
soy bean o0il so dissolved as to contain 10% by weight of
allyl isothiocyanate (rate of impregnation: 30% by weight).
Then the nylon bag was closed and allowed to stand for
one day. After opening the bag, it was found that all of
the rice wheevils were killed.

Example 6:

In a 5,000-ml1 container were twenty termites,
and a flat glass dish with a 1id so arranged as to have
an opening, in which a mixture of 30% by weight of allyl
isothiocyanate and 80% by weight of corn o0il was so placed
as to come into no contact with the termites.

As a result of observation, it was found that
the motion of the termites became very slow in 10 minutes
and the termites were killed in 2 hours.

Example 7:

Commercially available woven cloth made of poly-
propylene fiber was placed in a nylon bag. And
diatomaceous earth impregnated with sofbean oil dissolved
in 10% by weight of allyl isothiocyanate (rate of
impregnation: 30% by weight) was packed in a small paper
bag and then the paper bag in turn was placed in the
nylon bag, too. The nylon bag was then allowed to stand
in a closed state for 30 minutes at room temperature and
then opened to take the cloth out. After the cloth was
allowed to stand for 24 hours, it was still found to
smell 1like mustard and confirmed that the cloth has
generated the allyl isothiocyanate vapor from its surface
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10 BRI EF DESCRI PTION OF THE DRAWNGS Fig 1 is a flow sheet for a process
for preparing germ cidal gas conpositimn containing the | SOTC.

-

even after 24 hours.
Example 8:

Commercially available polypropylene film was
placed in a nylon bag. And diatomaceous earth impregnated
with soybean .oil dissolved in 10% by weight of allyl
isothiocyanate (rate of impregnation: 30% by weight) was
packed in a small paper bag and then the paper bag in
turn was placed in the nylon bag, too. The nylon bag was
then allowed to stand in a closed state for 30 minutes at
room temperature and then opened to take the film out.
After the film was allowed to stand for 24 hours, it was
still found to smell like mustard and confirmed that the
film has generated the allyl isothiocyanate vapor from
its surface even after 24 hours.

Example 9:

One of two 10-liter foamed styrol Dboxes was
allowed to adsorb allyl isothiocyanate by £filling the box
with air containing 1,000 ppm (v/v) of allyl isothiocyanate.

Then, both of the two boxes were packed with
five pieces of steamed bread and two rolls of bread and
closed with a 1id, followed by allowing them to stand at
room temperature for predetermined period of time as
follows. The results are shown as follows:
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Figs 2 to 4 are flow sheets for variants of the 5 processes. Fig. 51is a
fl ow sheet for a process for bringim 2 synthetic resin filmto be treated

i*nto contact with the | SOTC vapour. The present invention will be described
in nore
TABLE 1
Box of Present Box for Compa-
Days Invention @ rative Purpose
1 No change of . No change of
contents contents
2 - ibid - Fungi generated
on steamed bread
3 - ibid - Malodor slightly

occurred from
steamed bread

4 - ibid - Fungi generated
on bread
5 -~ ibid - Fungi generated
even over the entire
inside
ML
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10 detail hereinafter. The present invention provides various processes
for the preparation and use of germ ei 83l -gas conpositions exhibiting

?SLE} Z'ngjgaiéé'iv'ntz 215" "Piquid of the I'Sor LPHHII{JB]ME"@IM of the
lquid o *
CLAIMS

1. A process for preparing germ—-free air
comprising germ-destroying microorganisms contained in
air by introducing vapor of an isothiocyanic acid ester
into the air and removing the isothiocyanic acid ester
contained in the air. '

2. A process as claimed in claim 1, wherein the
vapor of the isothiocyanic acid ester is introduced into
the air by passing the air through a chamber for
generating the vapor of the isothiocyanic acid ester.

3. A process as claimed in claim 1, wherein the
vapor of the isothiocyanic acid ester is introduced into
the air by spraying the isothiocyanic acid ester or a
solution thereof into the air.

4. A process for preparing germ-free water
comprising germ~destroying microorganism contained in
water by introducing vapor of an isothiocyanic acid ester
into the water and removing the isothiocyanic acid ester
contained in the water.

5. A process for processing food comprising
processing the food in contact with an isothiocyanic acid
ester.

6. A process for processing food comprising a
step for generating vapor of an isothiocyanic acid
ester; a step for introducing the wvapor of the
isothiocyanic acid ester into a closed processing device
and processing the food therein; and a step for
discharging the vapor of the isothiocyanic acid ester
from the closed processing device.

7. A process for germ-destroying cereals in
contact with wvapor of an isofhiocyanic- acid ester,
processing the cereals and boiling them.

8. A process for retaining freshness of food
comprising introducing a £fragrant ingredient into vapor
of an isothiocyanic acid ester while food is in contact
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the I SOTC and an organic liquid (hereinafter referg y as
| SOTC- cont ai ni ng sol ution) and an appaisdt us for us&ﬂm‘mﬂﬂimgﬂﬂr&ﬂn (rn)
process involving a step of passing the gases 20 *t heough /& &ol uhm whi ¢
is packed or filled with a porous nmaterial inpregnated with the
| SOTC-containing liquid and

with the vapor of the isothiocyanic acid ester to such

an extent that no odor resulting from the isothiocyanic
acid ester is perceived.

9. An agént for retaining freshness of food
containing an isothiocyanic acid ester and a fragrant
ingredient.

10. A fumigant comprising allyl isothiocyanate.

11. A process for fumigation comprising
bringing a material to be fumigated into éontact with
gases containing vapor of allyl isothiocyanate in a
fumigating chamber.

12. A process for fumigation comprising
fumigating a material to be fumigated by bringing the
material to be fumigated into contact with gases
containing vapor of allyl isothiocyanate in a fumigating
chamber, adsorbing and removing the vapor of the allyl
isothiocyanate contained in the gases by treating the
gases with an adsorbing in the fumigating chamber, and
discharging the vapor of the allyl isothiocyanate into
open air.

13. A process for fumigation comprising using
air in a mixture with vapor of allyl isothiocyanate in
conveying cereals and other food through the air.

14. A germicidal fiber or a germicidal fiber
product comprising adsorbing an isothiocyanic acid ester
on the surface of a fiber or a fiber product.

15. A germicidal fiber or a germicidal fiber
product as claimed in claim 14, wherein a resin is coated
on the surface of the germicidall fiber or the germicidal
fiber product. '

16. A process for preparing a germicidal fiber
or a germicidal fiber product comprising bringing a £fiber
or a fiber product into contact with gases containing
vapor of an isothiocyanic acid ester.

17. A germicidal synthetic resin f£ilm having an
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an apparatus for use in this process; (Il11) a process involving a step of

bubbling the gases into the | SOTC- cont al n| ng liqu passi ng
- the 25 * gases through a colum whi ch P packed Umﬂmmmnmﬂmporous
material inpregnated with the. | SOTC containing Iiquid, a&nd "ansappar atus for
use in this process;

isothiocyanic ‘acid ester adsorbed on the surface of a
synthetic resin film.

18. A germicidal synthetic resin £film as
claimed in claim 17, wherein the surface of the synthetic
resin film is coated with a resin. _

19.' A process for prepai'ing_ a germicidal
synthetic resin film by bringing a synthetic resin film
into contact with an isothiocyanic acid ester.

20. A germicidal container having an isothio-
cyanic acid ester adsorbed on at 1least a part of a
material structuring the container.

21. A germicidal container as claimed in claim
20, wherein an exterior surface of the container is
coated or' covered with a material having no substantial
action for adsorbing the isbthiocyanic acid ester.

22. A germicidal container as claimed in claim
20 or 21, wherein the container is composed of a plastic
material. '

23. A germicidal container as claimed in claim
22, wherein the plastic material is a foamed plastic
material. _

24, A process for preparing a germicidal
container comprising bringing a container composed of a
material capable of adsorbing an isothiocyanic acid ester
with gases containing vapor of the isothiocyanic acid
ester.

25. A process for conveying an article comprising
accommodating the article in the container as claimed in
any one of claims 20 to 23.

26. A process as claimed in claim 25, wherein
said article is food.

27. A process for preparing a gas composition
possessing germ-destroying and freshness-retaining
effects, comprising bubbling a gas into a liquid
isothiocyanic acid ester or a mixture of a 1liquid
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(I'V) a process for preparing the gases containi ng the | SOTC vapour in a
gi ven concentration by m xing a requi 8630 m"w)mm"mlﬂlnwth t he
gases contai ning the | SOTC vapour as prepared by t (rery,
and an apparatus for use in this process. Daty
isothiocyanic acid ester and an organic liquid to obtain
a gas t:ontaining a vapor of the isothiocyanic acid ester.

28. A pi:ocess for preparing a gas composition
possessing germ—-destroying and freshness-retaining
effects, comprising spraﬁring a 1liquid isothiocyanic acid
ester or a mixture of a liquid isothiocyanic acid ester
and an organic 1liquid into a gas to obtain a gas
containing a vapor of the isothiocyanic acid ester.

29. A process for preparing a gas composition
possessing germ-destroying and freshness-retaining
effects, compriéing passing a gas through a column
charged with a porous material impregnated with a liquid
isothiocyanic acid ester or a mixture of a 1liquid
isothiocyanic acid and an organic liquid to obtain a gas
containing a vapor of the isothiocyanic acid ester.

30. A process according to claim 27 or 28,
wherein the gas containing the isothiocyanic acid ester
is treated with a mist separatoi‘ thereby separating mists
of the isothiocyanic acid ester contained in the gas.

31. A process for preparing a gas composition
possessing germ-destroying and freshness-retaining
effects, which comprises the step of bubbling a gas into
a ligquid isothiocyanic acid ester or a mixture of a
liquid isothiocyanic acid ester and an organic 1liquid,
and the step of passing a gas obtained in the above step
containing a vapor of the isothiocyanic acid ester through
a column charged with a porous material impregnated with
a liquid isothiocyanic acid ester or a mixture of a
liquid isothiocyanic acid ester and an organic liquid.

32. A process for preparing a gas composition
' possessing germ—-destroying and freshness-retaining
effects, which comprises the step of spraying a liquid
isothiocyanic acid ester or a mixture of a 1liquid
ispthiocyanic acid ester and an organic liquid into a gas,
and the step of passing a gas acid ester through a column
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Further, the present invention provides a nove

, | S osi t| on
havi ng 9er m ci dal action, which conpr LS?,S; _ ”“I“ﬁ" "I lmill "l“l
_ * L
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charged with a porous material impregnated with a 1liquid
isothiocyanic acid ester or a mixture of a 1liquid
isothiocyanic acid ester and an organic liquid.

33. A process according to claim 27, wherein a
part of the gas containing a vapor of the isothiocyanic
acid ester is recycled to the bubbling step.

34. A process according to claim 29, wherein a
part of the gas containing a vapor of the isothiocyanic
acid ester is recycled to the column.

35. A process for preparing a gas composition
possessing germ-destroying _and freshness-~retaining
effects, comprising mixing a gas containing a vapor of
the isothiocyanic acid ester obtained according to any of
the process claimed in any one of claims 27 to 34 with a
given amount of a gas to obtain a gas containing a vapor
of the isothiocyanic acid ester of a given concentration.

36. A process according to any of the claims
27 to 35, iwherein the gas is at least one of the gases
selected from nitrogen gas, air and carbon dioxide.

37. A process for packaging foods, comprising
charging a package of foods with the gas composition
obtained in any of the claims 27 to 36.

38. An apparatus for preparing a .gas
composition possessing germ-destroying and freshness-
retaining effects, which comprises a tank for a 1liquid
isothiocyanic acid ester or mixture of a liquid
isothiocyanic acid ester and an organic 1liquid, a gas
bomb, 'a bubbling tank having inside thereof a gas
disperser, a pipe line for connecting the tank and the
bubbling tank through a pump, a pipe line for connecting
the gas disperser and the gas bomb, and a gas exhaust
pipe connected to the bubbling tank.

39. An apparatus . for preparing a gas
composition possessing germ-destroying and freshness-~
retaining effects, which comprises a liquid tank for a
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nitrogen gas or carbon di oxi de gas containing the Ijmmmi
Fig 1 is a diagrammtic representati-ons®f-the app "'”#H'”l’ﬂﬁg out
the' process (1) above. In Fig. 1, reference numeral I dénotes* a i &I ogen

bonb, reference nuneral 10 denotes a tank for the |SOIC containing

liquid isothiocyanic acid ester or a mixture of a 1liquid
isothiocyanic a¢id ester and an organic liquid, a gas
bomb, a liquid spraying nozzle, a spray tank having a gas
nozzle on the wall thereof, a pipe line for connecting
the liquid tank and the 1liquid-spraying nozzle through a
pump, a pipe line for connecting the gas bomb and the gas
nozzle, and a gas exhaust pipe connected the the spray
tank.

40. An apparatus according to claim 38 or 39,
wherein the gas exhaust pipe for a gas containing the
isothiocyanic acid ester is connected to mist separator.

41. . An = apparatus for preparing a gas
composition possessing germ-destroying and freshness-
retaining effects, which comprises a tank for a 1liquid
isothiocyanic acid ester or a mixture of a 1liquid
isothiocyanic acid ester and an organic 1liquid, a gas
bomb, a column charged with a porous material impregnated
with a liquid isothiocyanic acid ester or a mixture of a
liquid isothiocyanic acid ester and an organic liquid, a
pipe line for connecting the gas bomb and one end of the
column, and a gas exhaust pipe connected to the other end
of the colummn.

42. An apparatus for preparing a gas composition
possessing germ-destroying and freshness~-retaining |
effects, which comprises a tank for a 1liquid isothio-
cyanic acid ester or a mixture of a liquid isothiocyanic
acid ester and an organic liquid, a gas bomb, a bubbling
tank having inside thereof a gas disperser, a column
charged with a porous material impregnated with a liquid
isothiocyanic acid ester or a mixture of a 1liquid
isothiocyanic acid ester and an organic 1liquid, a pipe
line for connecting the tank and the bubbling tank
through a pump, a pipe line for connecting the gas bomb
and the gas disperser, a gas exhaust pipe connected to
the bubbling tank, a pipe 1line for connecting the gas
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liquid,

reference nuneral 15 denotes a bubbling tank, 10 reference nuner al

25 denotes a mist separator, reference $fbol P denHwH m Mﬂ'ﬂauge
ref'erencde synbol F denotes a flow neter, and referen tes a

| evel

controller. In order to prepare the gases cont ai ni ng t he

exhaust pipe and one end of the column, and a gas exhauet
pipe connected to the other end of the column.

43. An apparatus for preparing a gas composition
possessing germ-destroying and freshness-retaining
effects, which comprises a tank for a liquid isothiocyanic
acid ester or a mixture of a 1liquid isothiocyanic acid
ester an organic liquid, a gas bomb, a spray tank having
a liquid-spraying nozzle and a gas nozzle on the wall
thereof, a column charged with a porous material iméregnated
with a liquid isothiocyanic acid ester or a mixture of a
liquid isothiocyanic acid ester and an organic liquid, a
pipe line for connecting the tank and the liquid-spraying
nozzle through a pump, a pipe line for connecting the gas
bomb and the gas nozzle, a gas exhaust pipe connected to

the spray tank, a pipe 1line for connecting the gas

exhaust pipe and one end of the column, and a gas exhaust
pipe connected to the other end of the column.

44. An apparatus according to claim 38, wherein
a recycling route was provided for recycling a part of
the gas containing a wvapor of the isothiocyanic acid
ester to a gas disperser mounted to a bubbling tank
through a blower.

45. An apparatus according to claim 41, wherein
a recycling route is provided for recycling a part of the
gas containing a vapor of the isothiocyanic acid ester to
column through a blower.

46. An apparatus for preparing a gas composition
possessing germ-destroying and freshness~retaining
effects, which comprises a concentration regulating device
connected to any of the apparatus according to any one of
claims 38 to 45 for regulating the concentration to a
given value of the vapor of isothiocyanic acid ester in
the gas obtained in the apparatus, the concentration
regulating device being characterized by comprising a
buffer tank, a gas mixer, a gas bomb, a pipe line for
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| SOTC vapor with the apparatus as shown |IC]UI d
' cont ai ni ng the I SOTC is supplied from+htank 10 tﬂ!ﬂ ﬂﬂ ﬂl’ nk 15
through*a line 12 by a punp 11. The anount of the |

|edto

the bubbling tank 15 is adjusted by the |level controller LC 20

Then,

a flowcontrolling valve 2 is opened to

connecting the buffer tank, and the gas mixer, a pipe
line for connecting the gas mixer and the gas bomb
through a flow-regulating value, an inlet connected to
the gas mixer for a gas containing a vapor of the
isothiocyanic acid ester, a control device for detecting
the concentration of the vapor of the isothiocyanic acid
ester in the buffer tank and for actuating the flow
regulating value on the basis of a signal of the detected
concentration, and a gas exhaust pipe connected to buffer
tank for a gas containing the vapor of the isothiocyanic
acid ester.
47. A gas composition possessing germ-destroying

and freshness-retaining effects which comprises nitrogen
gas or carbon dioxide gas containing a vapor of the

isothiocyanic acid ester.
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supply a conpressed gas to a gas dispenser 18 fitted within the bubbling
tank 15 through a line 6 and bubbl ed intgy tthe Iiquid, followed by

wi t'hdr aval

st ep,

the 25

fromthe bubbling tank 15 through a Iine 20. In the bubbling

| SOTC vapor is mxed with the gases withdrawn fromthe

bubbling tank 15, and the gases containing the | SOTC

ABSTRACT

Disclosed are processes for germ-destroying
air, water and food, including a germ-destroying step
using an isothiocyanic acid ester, germicidal fibers and
piastic products and processes for prépating the germicidal
fibers and plastic products, fumigants and fumigating
processes, as well as germicidal gas composition
containing an isothiocyanic acid ester, a process for the
preparation thereof and an apparatus for use with the

process therefor.
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vapor is fed to the m st separator 25 in which the m st acconpanying the
gases are separated. The gases separated with the m st separator 25 is then
circulated through a 30 line 26 to the bubbling tank 15, and the gases
contai ning the I SOTC vapor from which the m st was separated are then

‘di scharged fromthe m st separator 25 thrfggigh a line

|6

)

Fig., 1
10

4
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G 1. In the apparatus as descri bed herei nabove, as 35 needed, a port'i.on
of the gases wthdrawn from the '

2/8
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- 12 - bubbling tank 15 through the line 20 is bubbled into the liquid
through a l-ine 22, a blower 23 and a line 27 and by the aid of a gas
di'spenser 19 nounted to the bubbling tank. The concentration of the |SOTC
vapor within product 5 gases to be withdrawmn fromthe line G1 can be

i ncr eased 3/8
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I n accordance with this operation. Wien the product gases are to be
prepared in the manner as descri bed herei nabove, the amount of the liquid
within the bubbling tank is gradually decreased as 10 the preparation of

t he product gases proceeds. However, the anount of the liquid decreased can

automatically be 4/8

Fig.
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supplied by the actuation of the punp 11 in response to a signal fromthe-
liquid level controller LC. If the nature of the liquid within the bubbling
tank 15 oversteps the 15 predeterm ned extent, the liquid in the bubbling
tank 15 is returned via a punp 16 and a line 17 to the tank 10 where the
nature of the liquid is adjusted again ®fgthe

Fig. S

e
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liquid therein is discharged out of the systemthrough a |ine 18. 13

6/8
Fig. 6
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Fig. 2 is a diagrammatic representation of an apparatus for carryi ng out
the process (11) as described herei nabove, in which reference nuneral 35

denotes a colum filled with a porous material 37 inpregnated with 5 t he
liquid containing the 1 SOIC, while the same and simlar elenents are
provided with the sane reference 7/8

Fig. 7
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N
nuneral s and synbols as those shown in Fig. 1. As specific exanples of the
porous material, there may be nentioned, for exanple, active carbon,

sepitol i“te, 10 di at onaceous earth, silica, alumna, zeolite and so on

They may be of any shape or form such %p granul es, cylinders, spheres, and
SO on. 8/8

Fig. 8
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DESCRIPTION

PROCESSES INCLUDING GERM-DESTROYING STEP,
GERMICIDAL PRODUCTS AND THEIR PREPARATION METHOD,
FUMIGANT AND FUMIGATION METHOD,
AS WELL AS GERMICIDAL GAS COMPOSITIONS,
THEIR PREPARATION METHOD AND APPARATUS THEREFOR

TECHNICAL FIELD

The present invention relates to processes
including germ-destroying step using an isothiocyanate,
germicidal products generating a vapor of the
isothiocyanate and a method for the germicidal products,
fumigants and the method for fumigation, as well as
germicidal gas compositions, a me_thod for the preparation
of the germicidal gas compositions and an apparatus for
use with the method for the preparation thereof.
BACKGROUND OF THE ART

Various foods, glass products such as lenses,

leather products such as 1leather boots, leather jumpers

and fur coats and products of paints and pastes formed of

starch or cellulose are apt to mold. This considerably
reduces validity of the goods or calls for waste disposal

thereof.
Apart from mold, increased growth of "harmful

microorganisms, too, considerably reduces validity of the
goods or demands for waste disposal thereof. For example,
in the case. of foods, there are caused problems of
fermentation and 'food péisoning due to increased growth
of bacteria. | |

It is known to seal-pack an article together
with an oxygen absorber wiﬁh a packing material and to
maintain the oxygen concentration within the pack below 1
% or less for the purpose of preventing the article from
molding. M__,_j_:gi_g______gx_g_t__l}q_d_ can effectively prevent
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whi chsin turn are packed wthin the colum 35. The 20 contact of the
gases wth the porous material allows the ISOTClrrpregnated within the
porous nmaterial to be gasified as vapour which in turn is mxed with the
gdses. The resulting gases containing the |ISOIC vapour is then w thdrawn
via.aline G3 fromthe colum 35 -a< product

~generation of méld by aerobic bacteria, this cannot be an
effective means for preventing increase and growth of
anaerobic bacteria which account for food poisoning or
fermentation.

It is also known to seal-pack an article

together with an ethanol-emanating agent and to £ill the
inside of the pack with ethanol vapors £for the' purpose
of preventing the formation of mold and the growth of
ordinary Dbacteria. With this method, satisfactory effect
cannot be obtained unless ethanol which is expensive is
used in a relatively large amount.
' Further, a number of mildew-proofing agents and
anti-bacterial agents are hitherto known. Most of these
chemicals, however, have toxicity to human bodies so that
the use thereof is subjected to severe restriction.

A number of natural 'products having an
antimicrobial action are hitherto known. Especially,
Eutrema wasabi is known to have an excellent germicidal

activity. It is also known to . subject food to a

germ—-destroying treatment using an isothiocyanate
(hereinafter referred to simply as 1ISOTC) which is a
major component of wasabi. For example, Japanese

Published Unexamined Patent Application No. Sho~57-99182
discloses an aqueous emulsion composition obtained by
emulsion-dispersing, in water in the presence of an
emulsifier, a solution of ISOTC dissolved in an o0il. This
raqueous emulsion composition is used by mixing into a
food so as to sterilizing the food. However, the
incorporation of such an agqueous emulsion into foods is
not preferable not only because taste of the foods
deteriorates but also because ISOTC in foods is apt to
decompose. Japanese  Published Unexamined Patent
Application No. Sho~58-63348 discloses a method for
preserving vegetables and fruits wherein the vegetables

‘and@ fruits are packed in a packaging vessel together
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25 sgases. Wien the product gases are prepared in the manner as descri bed
her ei nabove, in cases where the length the porous material is packed within
t he cal um 35 woul d be insufficient, where the speed of passing the gases

t hrough 30 t he col umm or where the concentration of the | SOTC vapour

-3 -

with a synthetic zeolite which has a pore diameter of 5-104A
and which is impregnated with ISOTC in a proportion of
about 5 % by weight. The ISOTC-impregnated zeolite does
not emanate an effective amount of ISOTC vapors in air.
It can adsorb moisture in air when subjected to a high
humidity condition of a relative humidity of 90 % or more
with the simultaneous generation of ISOTC adsorbed
therein. This known method has problems because the
synthetic zeolite with a pore diameter of 5-10A to be
used as an absorbent of ISOTC is expensive and because
the amount of ISOTC adsorbed thereto is very low of about
5 % by weight. The known, ISOTC~absorbed, synthetic
zeolite has also a drawback because it cannot emanate
ISOTC vapors unless it is subjected to a high humidity
condition. Thus, the 1SOTC-adsorbed, synthetic =zeolite is
not effectively wutilized as a general ISOTC vapor-
generating agent.

As described in the  foregoing, several
techniques for destroying germs with the use of ISOTC
which is a major ingredient of wasabi are known. However,
none of them are  satisfactory from the practical
standpoint. .

With éttention paid to the fact that the ISOTC
as one of major ingredients Ffor wasabi 1is an oily
substance, the present inventors have succeeded in
dissolvi_.ng the ISOTC in a particular oily substance and
providing a germicidal composition in a 1ligquid fomm
having an irritating odor controlled to an extremely low
level and easy to handle by controlling the concentration
of the ISOTC in the liquid form. |

The present inventors have previously provided
a germicidal composition in a solid form capable of
generating the ISOTC wvapor by having such an oily
germicidal agent contained in a variety of solid materials.

. Further, the present inventors have succeeded in

Sheet Has Been Replaced This is the replacement sheet
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w thin the gases to be discharged fromthe [ine G3 would be too low, it is
preféerred to circulate a portion of the gases withdrawn:-fromthe packed
-colum to the colum 35 through a line 36 via a circulating bl ower 23. The
35 concentration of the | SOTC vapour within the product gases

- 4 -

providing various germicidal products ’by having the
germicidal composition contained in the various pfoducts.

Furthermore, the present inventors have
provided methods or processes for = germ-destroying
articles with the ISOTC vapor and apparatuses to be
employed therefor.

Therefore, the present invention has thHe major
object to improve and enlarge the technology for the germ-
destroying treatment using the ISOTC.

The present invention has another object to
provide a process for preparing germ-~free air.

The present' invention has a further object to
provide a process for preparing germ~free water.

The present invention has a stil_l further
object to provide a process for processing food, . which
contains the germ-destroying treatment.

The present invention has a still further object
to provide a process for boiling cereals thereby producing
germ~-free food products.

The present - invention has still further objects
to provide a fumigant and a process for fumigation.

The present invention has still further objects
to provide various products having germicidal action and
a process for producing the same.

The present invention has another still further
objects to provide germicidal gas compositions, a process
for preparing the germicidal gas compositions, and an
apparatus for use with the process therefor.

As a .result of extensive research and studies
with the attempt +to achieve the aforesaid objects, it has
been found that the germ~-free air can be prepared by
admixing the air with the ISOTC vapor to thereby destrdy
or kill harmful microorganisms contained in the air and
removing the ISOTC from the air.

It is also found that the germ-free water can

This is the repiacement sheet

11 VAR 1997

Date:



14 tosbe withdrawn through the line G3 can be controlled by adjusting the
arount of the gases to be circulated. Fig. 3 is a diagrammtic
representation of another

be prepared by admixing the water with the 'ISOTC'vapor to
thereby destroy or kill harmful microorganisms contained
in the water and removing the ISOTC f£rom the water.

It is further found that the germ-£free, processed
food can be prepared by processing food in contacf with
the ISOTC.

It is further found that the germ~free, heat-
treated cereals can 'be prepared by destroying gérms on
the cereals in contact with the ISOTC and boiling them.

It is still further found that an odor
originating from the ISOTC can be removed by admixing the
ISOTC wvapor with a fragrant ingredient, in bringing the
food into contact with the ISOTC vapor.

It is still further £found that allyl isothio-
cyanate among the 1SOTC can demonstrate excellent
fumigating action.

It is still further found that germicidal
products can be prepared by bringing various products or
articles into contact with gases containing the ISOTC vapor.

It is still further found that the germicidal
gas conmnposition can be prepared by bubbling gases into a
nixture of a liquid of the ISOTC or a solution thereof
with an organic liquid. )
DISCLOSURE OF THE INVENTION

In an aspect, the present invention consists
of a process for preparing the germ-free air by admixing
the air with the ISOTC vapor to thereby destroy or kill
harmful microorganisms contained in the air and removing
the ISOTC from the air. '

In another aspect, the present invention consists
of a process- for preparing the germ—-free water by
admixing the water with the ISOTC to thereby destroy or
kill harmful microorganisms contained in the water and

removing the ISOTC from the water.

In a further aspect, t_hé present invention
Thﬁ fﬁiﬁt'iﬁlﬁiﬂn’ieﬂll This is the replacement sheet
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apparatus for carrying out the process (II1) or (Ill). In5 Fig. 3,

ref erence synbol G denotes an apparatus simlar to the apparatus as shown
in Fig. 1. In preparing gases containing the | SOTC vapour by using the
apparatus as shown in Fig. 3, product gases prepared by the apparatus G as

shown in Fig. 1 are passed 6

consists of a process for preparing the germ-free,
processed food by processing food in contact with the
IsoTC.

In a still further aspect, the present invention
consists of a process for preparing the germ-free, heat-
treated cereals by destroying germs on the cereals in
contact with the. ISOTC and boiling them. .

In a still further aspect, the present invention
consists of a process for removing an odor originating
from the ISOTC so as to fail to be substantially felt or
perceived any more by admixing the ISOTC vapor with a
fragrant ingredient, in bringing the food into contact
with the ISOTC vapor.

In a still further aspect, the present invention
consists of a fumigant and a process for providing
excellent fumigation action of allyl isothiocyanate.

In a still further aspect, the present invention
consists of ISOTC-impregnated germicidal products and a

- process for producing the products.

In a still further aspect, the present invention
~consists of a process and an apparatus for preparing the
germicidal gas composition by bubbling gases into a
mixture of a liquid of the ISOTC or a solution thereof
with an organic liquid, and the germicidal gas
composition obtained thereby.

The term "germ-destroying action” used in this
specification is intended to refer to Tantimicrobial
action” ° which includes both germicidal action and
germistatic action. The term "germ" herein is intended to
involve bacteria, fungi, spore, alga and other harmful
microorganisms.

As the isothiocyanate (ISOTC), there may be
used varioﬁs aliphatic and aromatic esters of
isothiocyanic acid. Preferably, allyl isothiocyanate
(CH,£CHCH2NCS) and alkyl isothiocyanate (RNCS, R: alkyl)

| ThiSSh"etHaSBe"“Reﬁaced | This is the replacement sheet
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10  through a colum 35 which has the structure simlar to that shown in
Fig. 2. The product gases are then withdrawn fromthe colum 35 through a
Pine G4. In this apparatus, mist of the | SOTC acconpanyi ng t he gases
within the colum 35 can be renoved, so that the 15 m st separator 25 as
used in Fig. 1 can be omtted.

are used In the present inventlon, mustard o0il may be
used as such.

Further, the agent for generating the ISOTC vapor
referred in this specification is intended to mean any
agent in the form of a liquid, solid or gel, capable of
generating the ISOTC vapor from its surface.

(Agent for Generating ISOTC Vapor In a Liquid Form)

The liquid agent for generating the ISOTC wvapor
is a solution obtained by dissolving ISOTC in an oily
liguid. As the oily liquid, there is wused one which has
vapor pressure (saturated vapor pressure) at 30 C of 2
mmHg or less, preferably 1 mmHg or less. Since a solution
of ISOTC dissolved in an oily liquid having such a low
vapor pressure can significantly suppress the
'vaporization of ISOTC and since vapors emanating £from
such a solution contains almost no vapors of the oily
liquid and substantially consist of the ISOTC vapors, the
contact of an article with such vapors does not cause
tro_ubles resulting from the vapors of the oily liquid. An
oily liquid having a boiling point of at least 180C,
preferably at least 200 °C, more preferably 220 °C, is
generally advantageously used. As the o0ily liquid, there
may be mentioned, for example, £fats and o0ils such as
oclive oil, sesame o0il, safflower oil, soybean o0il,
tsubaki o0il, corn o0il, rape o0il, castor o0il, sunflower
oil, cott_onseed 0il, peanut oil, cacao butter, palm o0il,
clove oil, coconut o0il, beef tallow, £ish o0il, hardened
0il, turtle o0il and vyolk o0il; waxes such as liquid
lanolin; hydrocarbon o0ils ‘'such as ligquid paraffin, liquid
polyisobutylene and squalane; higher fatty acid oils such
as oleic acid, 1linolic acid and ricinoleic acid; higher
alcohols such as octyl alcohol and oleil alcohol;
polyalcohols such 6 as polyethylene glycol, polypropylene
glycol and glycerin; and ester oils such as 1linolic
acetate and hexyl laurate. It is preferred that the oily

This is the replacement sheet
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Further, the colum 35 is so arranged as to adjust the concentration of the
l-rSOTCyvapour within the product gases passing through the line G3 by
Operating a circulating blower 23 in the manner as descri bed herei nabove.
This 20 serves as operating the apparatus G readily because the passage
of the gases containing the | SOTC vaspour t hr ough

liquid be preferably odorless or almost odorless.

The amount of ISOTC dissolved ih the o0ily
liquid is 0.01-50 % by weight, preferably 0.1-40 % by
weight based on the oily liquid solution of ISOTC.

The ISOTC generates a strong irritating odor
even if present in a small amounf and 1is difficult to
handle. However, when used in the form of an oily liquid
solution as described above, vaporization of ISOTC is
effectively prevented so that ISOTC <can be handled
without difficulty.

In dissolving ISOTC in the oily liquid, wvarious
auxiliary components may be added or dissolved thereinto
as desired. Examples of such auxiliary components
include a surfactant; a high molecular weight substance;
a higher alcochol, a higher fatty acid, a fatty acid ester
or a fat oil which are solids at ambient temperature; a
colorant; 'viécosity-controlling agent; and an
antioxidant. Further, a lower alcohol such as ethanol or
propyl alcochol or a low boiling poinf solvent such as
acetone, methyl ethyl ketone, ether, ethyl acetate or
hexane may be added in a small amount as an auxiliary
component to control the amount of ISOTC vaporized from
the oily liguid.

The ISOTC-containing oily liquid according to
the present invention may be prepared by dispersing
ISOTC-containing seeds or cells, as such or after
pulverization, into an o0ily 1liquid. The amount of the
seeds or cells dispersed in the o0ily liquid is 1-80 % by
weight, preferably 10-60 % by weight based on the oily
liquid. Such an ISOTC-containing oily liguid may be used
under a condition where the seeds or cells are present.
(Agent for Generating ISOTC Vapor In a Solid or Gel Form)

The agent in a solid form for generating the
ISOTC wvapor may be obtained by impregnating a porous

substance e with the above—mentloned oily 1liquid solution
This is the raplacement sheet
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t he colum 35 can adjust the concentration of the I SOTC vapour w thin such
a level as being practically applicable even if the concentration of the
I'SOTC vapour within the 25 product gases prepared by the apparatus G
woul d be too high or too |l ow as conpared with the applicable level. Fig. 4
is a diagrammatic representation of &n

of 1SOTC (hereinafter referred to also merely as ISOTC
solution). When the porous substance is impregnated with
ISOTC by itself, a large amount of ISOTC vapors is
generated at the time of impregnation of the porous
substance with ISOTC because of the high evaporation rate
thereof. As a result, the working environment becomes
poor due +to ISOTC vapors. Additionally, it ~ becomes
difficult for the porous substance to stably support
ISOTC for a long period of time since vaporizability of
ISOTC carried by the porous substance 1is still high.
According to the present invention, such difficulties
can been overcome by supporting ISOTC as a solution
dissolved in the above oily liquid to a porous substance
by impregnation. While ISOTC easily reacts with water and
is poor in storage stability, this problem can been also
solved by using it in the form of a solution in the
above-ment:.oned oily liquid.

As the porous substance, those which are
generally used as an absorbent, a filler, etc. may be
used. Examples of such substances include clay or clay
minerals such as diatomaceous earth, yellow earth, clay,
talc, zeolite, attapulgite and sepiolite and other
substances such as activated carbon, silica, silica gel,
alumina, magnesia, silica-alumina, silica-magnesia and
synthetic aluminosilicate. As the porous substance, there
may be used those of a variety of shapes such as in the
form of powder, pellet, sphere, column and cylinder. As
the porous substances, it is preferable to use calcined
or dried materials from which moisture has been
sufficiently removed. '

Impregnation of the porous substance with the
solution may be performed by a method wherein the porous
substance is mixed with the ISOTC solution, a method
wherein the ISOTC solution is sprayed over the porous

substance, a method wherein the porous substance is
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apparatus for carrying out the process (I1V). In Fig. 4 reference nuneral 40
denotes a buffer tank of a hollow 30 contai ner type, reference nuneral
41 denotes a gas mxer, and reference nuneral 42 denotes a control device
containing a detection systemfor detecting the concentration of the |ISOIC

vapour such as a gas - 10 -

immersed in the ISOTC solution, or the 1like method. The
proportion of the ISOTC solution supported by
impregnation to the porous substance in not greater than
the saturated absorbing capacity of the porous substance
and, generally, 1-100 parts by weight per 100 parts by
weight of the "porous substance. Preferred content is
suitably determined according to the kigd of the 1ISOTC
solution and the kind of the porous substance.

In the present invention, when the porous
substance impregnated with the ISOTC scolution is in the
form of powder, it is possible to shape it by a
conventional shaping method into tablet, spheres,
columns, pellets, etc. The shaping may be effected by a
tablet shaping method, an extrusion molding method, etc.
In performing the shaping, a molding aid is |used.
Examples of the molding aid include organic binders such
as carboxymethyl cellulose, polyvinyl alcohol and sodium
alginate and inorganic binders such as bentonite,
kaolin, alumina hydrogel and silicic acid hydrogel. As
the molding aid, various short fibers suct_l as gypsum
whisker may also be used. For the purpose of controlling
the emanation of ISOTC, the IS0TC solution-containing
porous substance may be .coated with a resin capable of
allowing the ISOTC wvapor to pass therethrough. The
provision o©of such a coating can further suppress the
emanation of the ISOTC from the porous substance.

Another type of the agents in a solid form for
generating the ISOTC vapor may be obtained by encapsulating
the above-mentioned ISOTC solution. The encapsulation may
be performed by various known methods, for example, a
method wherein the ISOTC solution and a high molecular
weight solution are simultaneousiy 'ej.ected into an
aqueous medium through inner and outer nozzles,
respectively, of a dual ,liquid' nozzle, a surface

polymerization method, etc. The encapsulation may also be
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chr onat ography, etc. A systemconsisting of the buffer 35 tank 40, the
gas nmixer 41, the control device 42 and a gas 15

- 11 -

effected by a method wherein the ISOTC or a porous
substance impregnated with the ISOTC solution is mixed
with a melt of a fusible material which is solid at room
temperature and which has a melting point of 100C or
less, preferably in the range of 40-60°C, the resulting
mixture being cooled for solidification and then ground.
In this case, as the fusible material, there may be
mentioned higher alcohols or esters thereof, fats and
oils, waxes, etc. The encapsulation may also be effected
by a method wherein the ISOTC or a porous substance
impregnated with the 1S0TC solution is mixed with a melt
of a thermosetting resin composition (such as' epoxy
resin composition or unsaturated polyether = resin
composition) which is liquid at room temperéture or at a
temperature of 1l00C or less, the resulting mixture being
cooled for solidification and then ground. A reaction of
the ISOTC solution with an inclusion compound-forming
agent such as cyclodextrin, urea, etc. may also give
encapsulated materials.

The above-mentioned ISOTC solution, the porous
substance impregnated with the ISOTC solution, the shaped
article of the ISOTC solution~containing porous substance
and the encapsulatéd material of the ISOTC solution may
be used in a state seal-packed with a packing material.
As the packing material; there may be used one at least a
portion of which is pervious to ISOTC vapors. Illustrative
of such pr—:\cking materials are films, sheets and vessels
pervious to ISOTC wvapors and formed of a plastic such as
polypropylene, polyethylene or polyethylene/vixiyl acetate
copolymer. A packing material formed of &a plastic
impervious to ISOTC vapors may be used as a packing
material pervious to ISOTC vapors by forming fine holes
using,. for example,. a laser beam. In addition, paper,
non-woven fabric, a sﬁrface—treated m_aterial of paper or

non-woven fabric, or a laminate of a paper, non-woven

“This Sheet Has Been Re This is the rep\acemen’( sheost

R fm

Date:




bomb 1 constitutes an apparatus for adjusting the concentration of the
1 SOTC vapour. In order to provide product gases so adjusted as to contain

:the concentration of the | SOTC vapour by using the 5 appar atus as shown
ikn Fig. 4, the product gases prepared by the apparatus G as shown in each
of Figs. 1t03are - 12 -

fabric or cloth with a plastic film pervious to ISOTC
vapors may also be used.

The agents in a gel form fdr generating the
ISOTC vapor to be used for the present invention may be
obtained by incorporating the above-mentioned IS0TC
solution in a gel-like substance.

Various kinds of conventionally known gel-like
substances may be used. Illustrative of these substances
are agar, carrageenan, gelatin, carboxymethyl cellulose,
starch, alginic acid, polyvinyl alcohol and. dextrin. The
incorporation of the' ISOTC solution into the gel-like
substance may be effected by a method in which the ISOTC
solution is mixed and dispersed in a previously formed
gel-like substance, a method in which the ISOTC solution
is added during the preparation of the gel-like
substance, especially to a raw material for the
preparation of the gel-like substance, or the 1like
method. The content of the ISOTC in the gel-like
substance is generally 0.05-20 % by weight, preferably
0.5-10 % by weight. A concrete content of ISOTC is
adequately determined according to the object of use of
the gel-like substance. In case where the ISOTC solution
'is incorporated into the gel-like substance, the ISOTC
solution may be used as a previously encapsulated form.

The abdve—mentioned I1s80TC vapor—-generating
agent in the gel form to be used for the present invention
is generally used after being filled or i:acked in a bag
of a paper which has been subjected to a water-repelling
or oil-repelling tréatmen’c or in a bag or vessel formed
of a plastic. As a bag of a plastic film or vessel, there
is used one which is pervious to 1ISOTC vapors.

BRIEF DESCRIPTION OF THE DRAWINGS

Fig-. 1 is .a flow sheet for a process for
preparing germ-free air.

Fig. 2 is a flow sheet for a process for

This Sheet Has Been R‘Tilac This is the replacement sheet

A0 11 HAR T

Date:



led to the gas mixer 41 through a line F while gases fromthe gas bonb 1
vere supplied to the gas m xer 41, too, through a line 6. Both of the gases
are t'hen m xed within 10 the gas m xer 41 and the resulting m xed gases
are supplied to the buffer tank 40, The buffer tank 40 is connected is
connected to the control device 42 g¢gntaining

preparing germ-free water.
Fig. 3 is a flow sheet for a process for bringing
a material to be treated into contact with the ISOTC wvapor.
Fig. 4 .is a flow sheet for a process f£for
preparing germicidal gas composition containing the ISOTC.

Figs. 5 to B8 are flow sheets for variants of

the processes.

The present invention will be described in more
detail hereinafter.

(1) Process for preparing germ-free air;

In accordance with the present = invention,
germ~free air may be prepared in accordance with the £flow
sheet as shown in Fig. 1.

As shown in Fig. 1, reference numeral 1 denotes
a blower, reference numeral 2 denotes an ISOTC wvapor-
generating chamber, reference numeral 3 denotes an
adsorbing device. the ISOTC vapor generating chamber 2 is
provided with a heating mechanism or a cooling
mechanism, each of which is _filled with an
ISOTC-generating agent.

The ISOTC adsorbing device 3 contains an
adsorbing agent within its inside and wvapor of the ISOTC
contained in the air introduced therein is removed from
the air by adsorption. The adsorbing agent may generally
include, for example, activated ' carbon, sepiolite,
alumina, silica-alumina and so on, although any agént may
be employed as long as it can adsorb the vapor of the
1S0TC.

In preparing the germ-free air, a blower 1 is
operated to supply air to the vapor-generating chamber 2
through a line 4 while discharging the air containing the
vapor of the ISOTC through a line 8, thereby introducing
this air to the adsorbing device 3 in which the ISOTC

contained in the air is adsorbed on the adsorbing agent
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t he detection systemfor the concentration of the | SOTC vapour, which
transmts a detection signal to a flow 15 adj usting val ve 4, thereby

‘al l owi ng the detection signal to operate the flow adjusting valve 4 to feed -
the gases fromthe gas bonb 1 throygh_the gas mixer 41 to the buffer tank

40 so as to adjust the concentration of the | SOTC

and removed from the air and discharging the air
containing no ISOTC through lines 13 and 17.

In accordance with the present invention, the
a\ir discharged from the adsorbing device 3 reduces the
number of microorganisms to such a remarkably decreased
level as being substantially free from microorganisms. In
other words, the vapor of the 1SOTC is admixedl with the
air in the vapor-generating chamber 2, thereby destroying
microorganisms contained in air. In this case, the
concentration of the vapor of the ISOTC to be admixed
with the air may range from 10 ppm to 4,000 ppm (v/v),
preferably from S0 ppm to 1,000 ppm (v/v), on the volume
basis. The contact period of time between the ISOTC and
the air may range as short as from 1 second to 120
seconds and may be adjusted by recirculating a portion of
the air to be discharged through the 1line 8 from the
vapor-generating chamber 2 through the 1line 9 and the
valve 10 to the 1line 7. By bringing the ISOTC into
contact with the air, the microorganisms contained in the
air is destroyed or combated.

It is to be noted thét the air discharged £from
the adsorbing device 3 does not substantially contain any
vapor of the ISOTC. in other words, the adsorbing device
3 adsorbs the vapor of the ISOTC by the aid of the
adsorbing agent contained therein and removes it from the
air. The c_ontact- period of time between the water and the
ISOTC in the adsorbing device may be as long as requifed_
for removal of the ISOTC by adsorption and be adjusted by
recirculating a portion of the air to be discharged
through the line 13 from the adsorbing device 3 through a
line 14 and a valve 15 to the line 12. The adsorbing
device 3 may be provilded with a heating mechanism or a
cooling mechanism to thereby control the temperature at
which the ISOTC is adsorbed. When the adsorbing agent

contained in the adsorblng device has adsorbed the ISOTC
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vapour wthin the buffer tank 40. The product gases 20 havi ng the
‘concentration of the | SOTC vapour adjusted to a predeterm ned | evel are
sthen-withdrawmn fromthe Iine G5. The concentration of the |ISOIC vapour

wi thin the product gases according to the present invention is adjusted to
the range usually from 50ppmto 10Q@ppm (v/v),

to a saturated 1level, the adsorbing agent can be
recovered by passing a heating mediuﬁ such as steam
through it.

In accordance with the present invention, it can
be noted that the introduction of the ISOTC may be
carried out by spraying an ISOTC 1liquid or a solution
thereof directly into air and gasifying it in the air, in
addition to the admixture of the gasified ISOTC with the
air in the vapor-generating chamber. In this case, a mist
separator may be disposed on the downstream side from the
portion at which the ISOTC is sprayed, thereby separating
and removing non-gasified ISOTC in a form of liquid drops
from the air. Further, it can be noted that the ISOTC can
be removed from the air in a chemically reactive manner,
not by the aid of the adsorbing agent, by using a
substance having reactivity with the 1ISOTC, such as a
solid amine or the like.

The method in accordance with the present
invention can produce germ-free air at cheap costs and
with high efficiency. It is further to be noted that,
even if a very minute amount of the ISOTC would be left
in the resulting germ-free air, such a germ-free air is
not hazardous at all to the human body.

(2) Process for preparing germ-free water:

In accordance with the present invention,
germ-free water may be prepared in accordance with the
flow sheet as shown in Fig. 2, in which reference numeral
1 denotes a pump, 2 denotes a germ-destroying vessel, and
4 denotes an adsorbing device.

The germ~destroying vessel -2 may be of any
shape, such as a container, a tank or the like, and is
not restricted to a particular shape as long as it can be
used for mixing the ISOTC with water. As the method of
mixing the ISOTC with water, there may be enumerated, for

example, a method for introducing vapors of the ISOTC
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25 . preferably from 100ppm to 500ppm (v/v). As a carrier gas for the
1 SOTC vapour, there may be enployed any gas capable of carrying the | SOTC
*'vapour and such a gas nay include, for exanple, nitrogen gas, carbon

di oxi de gas, air, and so on. Wen the product gases are to be enpl oyed 30
for the purpose of germdestroying fgoQd or retaining

into water, a method for admixing an ISOTC liquid or a
solution thereof with water, and a method for placing a
solid material so immobilized as to contain the ISOTC
therein in water and allowing the ISOTC to be gradually
released from the solid material. _

As methods for immobilizing the ISOTC on the
solid material, there may be mentioned, for e'xample, a
method for impregnating a porous material in such a form
of powder, pellet or plate with the ISOTC liquid or a
solution thereof, a method of molding or impregnating
powders of the porous material with the ISOTC 1liquid or
the solution thereof and molding or forming the resulting
porous material powders into pellets or plates with the
aid of a polymer binder, and a method of coating a resin
onto surfaces of the porous material impregnated with the
ISOTC 1liquid or the solution thereof. The rate of the
ISOTC with which the porous material is to be impregnated
may range from approximately 1% to 25% by weight. The
porous material may include, for example, active carbon,
silica, alumina, silica-~alumina, magnesia, sepiolite,
diatomaceous earth, zeolite, and so on.

The ISOTC~adsorbing device 4 contains an
adsorbing agent in its inside and is so arranged as to
adsorb the ISOTC and remove it from the water introduced
thereinto. The adsorbing agent may include, for example,
activated carbon, sepiolite, alumina, silica,
silica-alumina, magnesia, diatomaceous earth, 2zeolite and
any other agent that can demonstrate an adsorbing action
for the ISOTC.

In gem-destlroying water, the pump 1 is £first
operated to introduce water through a 1line 5 into the
sterilizing wvessel 2 into which the ISOTC in turn is
admixed. Then, the water containing the ISOTC is

discharged from the germ-destroying vessel 2 through a

line 8 by operating a pump 3, thereby introducing the
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freshness of food, the use of nitrogen gas or carbon dioxide gas is
Hdvaﬁtageou;ly for preventing transformation of food due to oxidation. The
‘gase$ containing the | SOTC vapour according to 35 the present invention
can be applied to various uses by 17

water into the adsorbing device 4 which in turn adsorbs
the ISOTC contained in the water and remove it from the
water, followed by discharging the water containing no
ISOTC through a line 13 and then a line 17.

In accordance with the present invention, the
water discharged from the adsorbing device 4 is free from
microorganisms. In other words, the microorganisms
contained in water can be destroyed or combated in the
germ-destroying vessel 2 by admixing water with the
ISO‘I‘C. In this case, the concentration of the ISOTC may
range from 10 ppm to 5,000 ppm, preferably from 50 ppm to
2,000 ppm, on the weight basis. The contact period of
time between the ISOTC and the water may range as short
as from 1 second to 120 seconds, and it can be adjusted
by circulating a portion of the water discharged from the
germ-destroying vessel 2 through lines 9 and a valve 10
to the line 7. This contact treatment of water with the
ISOTC can destroy or combat microorganisms contained in
water.

The water discharged from the adsorbing device 4
does not contain any substantially amount of the ISOTC.
In other words, the adéorbing dévice 4 allows the
adsorbing' agent contained therein to adsorb the ISOTC
thereon and remove it from the water. The contact period
of time between the water and the ISOTC may be as long as
required for removal of the ISOTC by adsorption and be
adjusted by recirculating a portion of the water to be
discharged through the 1line 13 from the adsorbing device
3 through a line 14 and a valve 15 to the line 12. The
adsorbing device 4 may be provided with a heating
mechanism or a cooling mechanism to thereby control the
temperature at which the ISOTC is adsorbed. When the
adsorbing agent contained in the adsorbing device has
adsorbed the ISOTC to a saturated level, the adsorbing

agent can be recovered by passing a heating medium such
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16 taki ng advantage of the germdestroying action of the |ISOIC vapour. The
‘product gases according to the present invention

>

- 18 -

as steam through it.

In accordance with the present invention, it
can be noted that the ISOTC may be introduced directly
into water passing through a piping and through the
germ-destroying vessel as well. Further, it can be noted
that the ISOTC can be removed f£from the water in a
chemically reactive manner by using a substance bhaving
'reac’civity with the ISOTC, such as a solid amine or the
like.

(3) Process for processing food:

In accordance with the present invention, £food
may be processed in accordance with the £flow sheet as
shown in Fig. 3, in which reference numerals 1 and 4
denote blowers, reference numeral 2 denotes an ISOTC
vapor—-generating chamber, reference numeral 3 denotes a
processing device, and reference numeral 5 denotes an
ISOTC adsorbing chamber.

The ISOTC vapor generating chamber 2 may be of
any shape that can contain an ISOTC vapor generating
agent within the inside thereof.

The ISOTC adsorbing device 5 <contains an
adsorbing agent in its inside and is so arranged as to
adsorb the ISOTC vapor and remove it from the gas
introduced thereinto.

In processing food, the blower 1 is first
operated to introduce gas through a line 6 into the ISOTC
vapor-generating chamber 2 into which the ISOTC in turn
is admixed. Then, the gas containing the ISOTC vapor is
discharged from the ISOTC gas generating chamber 2
through a line 10 by operating a pump 3, thereby
introducing the gas into the £food processing device 3
which in turn is filled with . the raw food to be
processed. As the gas for carrying the ISOTC vapor, there
may usually be employed air, although nitrogen gas or

carbon gas may be employed. A portion of the gas to be

This is the replacement sheet

11 MAR 1997

is Sheet Has Been Replaced
r Date:

TR




may ,serve as filling gases for containers thereby 5 effectively
preventing mcrobial transformation of food and retaining or holding the
*hi gh- degree of freshness of food. Further, the product gases according to
the present invention can appropriately be enployed for germcidally

- 19 -

discharged from the ISOTC vapor-generating chamber 2 is
recirculated through the line 11 and the valve 12 to the
line 9, thereby adjusting the concentration of the ISOTC
in the gas passing through the line 10.

The concentration of the ISOTC vapor in the
processing atmosphere within the processing device 3 may
range from 10 ppm to 4,000 ppm (v/v), preferably-from 200
ppm to 2,000 ppm (v/v), on the weight basis.

The gas containing the ISOTC vapor introduced
into the proceséing device 3 is brought into contact
with the raw food to be processed herein, thereby
carrying out germ-destroying treatment. The gas within
the processing device is discharged from the 1line 22
through the blower 4 and the adsorbing'device 5 into the
outside. A portion of the gas discharged ‘from the
processing device 3 through the 1line 14 is recirculated
through a flow wvalve into the processing device. The
adsorbing device 5 allows the adsorbing agent contained
therein to adsorb the ISOTC vapor thereon and remove it
from the gas. The contact period of time between the gas
and the ISOTC wvapor in the adsorbing device may be as
long as required for removal of the ISOTC by adsorption
and be adjusted by recirculating a portion of the water
to be discharged through the line 18 from the adsorbing
device 5 through a line 19 and a valve 20 to the line 17.
The adsorbing device 5 may be provided with a heating
mechanism or -a cooling mechanism to thereby control the
temperature at which the 1ISOTC is adsorbed. When the
adsorbing agent contained in the adsorbing device has
adsorbed the ISOTC to a saturated 1level, the adsorbing
agent can be recovered by passing a heating medium such
as steam through it.

. In accordance with the present invention, it
can be noted that the introduction of the ISOTC may be

carrled out by spraying an ISOTC 1liquid or a solution
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10 , treating material or products on which the growth of harnful

mi crdorgani sms may cause probl ens. For instance, such harnful

*m croorgani sns adhered to those materials or products can be destroyed or
killed by bringing theminto contacf, with the product gases containing the
| SOTC vapour 15 according to the present invention.

thereof directly into the atmosphere within the
processing device 3 and gasifying it into the gas, in
addition to the admixture of the gasified ISOTC with the
air in the vapor-generating chamber 2. Further, it can be
noted that the ISOTC can be removed from the gas in a
chemically reactive manner, not by the aid of the
adsorbing agent, by wusing a substance having reaétivity
with the ISOTC, such as a solid amine or the like.

In accordance with the present invention, it is
further to be noted that the gas containing the ISOTC is
not necessarily allowed to pass through the processing
device in a continuous manner. Once the gas is introduced
into the processing device, the valve 13 is closed to
thereby process the food within the processing device,
and after completion of the processing of the food, the
valve 15 is dpened to thereby discharge the gas
containing the ISOTC from the processing device.

The processing device 3 may be of any shape as
long as it can be of a closed structure. Many
conventional food processing devices are of a closed
structure, so that they may be employed for the present
invention by providing a gas inlet and a gas outlet on a
peripheral closed wall of the device. A processing device
of an open structure may also be employed by providing a
closed housing or chamber and providing a gas inlet and a
gas outlet on a peripheral wall of the housing or the
chamber. The processing device may be of a batch type or
of a continuous type.

It is to be noted that a closed structure of
the érocessing device to be used for the present
invention may not necessarily be full and the processing
device may be of such a structure as a small amount of

. the ISOTC may leak as long as the working circumstance:
would not be worsened due to its irritating odor because

the ISOTC is very high in safety against the human body.
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The ,product gases according to the present invention nmay al so be stored in
‘a pressure-resistant container (conpressive bonb) and they are practically
"applied to various uses for germdestroying or sterilising various 20

products or articles by w thdrawing them from the container.
- 21 -

The present invention may .be applied to the
processing under wet conditions such as grinding
processing in water. In this case, it is such that the
ISOTC may be added to the water. |

The preferred specific embodiments for the
processing of the food in accordance with the ’present
invention may include, .for' example, pulverizing (fofming
into £flour), peeling, pressurizing, smashing, pressing,
cutting, mixing, kneading, filtering, centrifugal
separating, sieving (into grains), rolling, molding,
cooling, heating at low temperatures, cooking, boiling,
drying and so on.

The specific embodiments of the processing
processes may be mentioned in terms of raw food material
as follows:

(a) mechanical processing, such as polishing,
pulverizing or sieving, of cereals, e.g., rice, wheat,
buck wheat, corn and so on;

(b) mechanical processing, such as smashing,
pulverizing or sieving, of T"konyaku" @potatoes, sweet
potatoes, potatoes, tapioca and other potatoes;

(c) a series of processing for preparing noodle
from wheat flour; o

(d) aging of meats;

(e) a series of processing for preparing £ish
paste from fish meat;

(£) processing such as slicing, mashing or
grinding raw meat;

(g) drying processing of cut £fish or cooked
food; and

(h) drying processing of fruit.

In food processing method according to the
present invention, the raw food to be processed has its
storage performance improved to a considerably high

degree, as compared with the food processed according to

AW 11 HiR T
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It is also to be noted that the product gases according to the present

i nvention can be enployed for the preparation of materials or products

‘havi g germicidal 25 action. |In particular a germcidal. synthetic resin
filmmay be produced by bringing the synthetic filminto contact with the
product gases according to the pres&nt-

conventional processing method, because it is subjected
to germ-destroying action due to the ISOTC as well as it
is processed. The ISOTC to be used for the present
invention is so highly safe against the human body that
the processed food resulting to the process according to
the present invention does not adversely affect the human
body at all even if the ISOTC would be 1left in a very'
small amount within the processed food.
(4) Process for treatlng or cooking cereals:

In accordance with the present invention,
cereals may be treated or cooked in accordance with a flow
sheet as shown in Fig. 3. In this case, a treating
chamber 3 is employed in place of the processing device
3.

In heat-treating the cereals with the ISOTC
vapor, the blower 1 is first operated to introduce gas
through a line 6 into the ISOTC wvapor-generating chamber
2 into which the ISOTC in turn is admixed. Then, the gas
containing the ISOTC wvapor is discharged from the 1ISOTC
gas - generating chamber 2 through a 1line 10, thereby
introducing the gas into the treating chamber 3 which in
turn is filled with the raw food to be processed. As the
gas for carrying the ISOTC wvapor, there may usually be
employed air, although nitrogen gas or carbon dioxide gas
may be employed. A .porti'on of the gas to be discharged
from the ISOTC vapor-generating chamber 2 is recirculated
through the 1line 11 and the wvalve 12 to the 1line 9,
thereby adjusting the concentration of the ISOTC in the
gases passing through the line 10. '

When the 1ISOTC vapor is introduced in a given
concentration in the gas within the treating chamber 3,
the blower 1 is suspended and the valve 13 is closed,
thereby retaining the treating chamber in a closed state.
By retaining the treating chamber in such a closed state

for a given period of time, the cereals placed in the
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i nvention which contain the | SOTC vapour. The resulting germ cidal
materials or products are capable of gradually 30 evaporating or
‘generating the | SOTC vapour therefrom and exhibiting germcidal or germ
destroying action. Wth reference to Fig. 5, in preparing the gernicidal
products (hereinafter referred to-sbhetines as

treating chamber are allowed to be treated with the
ISOTC. It is preferred that the treating chamber 3 is
provided with a fan, thereby allowing the air to flow
within the treating chamber 3 and promoting dispersion of
the ISOTC wvapor. The concentration of the ISOTC vapor in
the treating chamber may range from 500 ppm to 2,000 (v/v).
The treating period. of time may be as long as ‘required
for germ-destroying the cereals to a sufficient extent
and may vary with the concentration of the I1SOTC vapor
within the +treating chamber so that it cannot be
determined wuniformly. However, the treating period of
time may generally range from 10 minutes to 2 hours.

After the completion of the treatment with the
ISOTC wvapor, the valve .15 is opened and the blower 4 is
operated, thereby discharging the gas within the treating
chamber 3 into open air from the line 22 through the
adsorbing device 5. In this case, the treating chamber 3
is provided with a valve separately from the valve 15,
thereby opening this valve so as to allow the gas within
the chamber to be released into the open air, in order to
avoid the reduction in the pressure within the treating
chamber 3. The adsorbing device 5 allows the adsorbing
agent contained therein to adsorb the ISOTC vapor thereon
-and remove it from the gas. The contact period of time
between the gas and the ISOTC vapor ‘in the adsorbing
device may be as long as required for removal of the
I1S0TC by adsorp-tion and be adjusted by recirculating a
portion of the water to be discharged through the line 1
8 from the adsorbing device 5 through a line 19 and a
valve 20 to the 1line 17. The +treating chamber 3 or
adsorbing device 5 may be provided with a heating
mechanism or a cooling mechanism to. thereby control the
temperature at which the ISOTC is adsorbed.

In accordance with the present invention, it
can be noted that the introduction of the ISOTC may be
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the material to be treated or as related words), the 35 blower 1 is
operated to supply gases to the vapour- generating chanber 2 through a line

6 .while discharging
- 24 -

carried out by spraying an ISOTC liquid or a solution

thereof directly into the atmosphere with in the treating

chamber 3 and gasifying it in to the gas, in addition to

the admixture of the gasified ISOTC with the air in the

vapor-generating chamber. Further, it can be noted that

the ISOTC cén be removed from the gas in a chemically

reactive manner, not by the aid of the adsorbing agent, by '
using a substance having reactivity with the ISOTC, such

as a solid amine or the like.

The treating chamber 3 may be of any shape as

long as it can be of a closed structure. The gas
containing the ISOTC vapor may be introduced into the
treating chamber 3 continuously or intermittently and
withdrawn continuously therefrom through the 1line 14. In
this case, a portion of the gas withdrawn from the line
14 may be recirculated to the treating chamber 3 through
a flow valve. _
The cereals may be treated within the treating
chamber 3 in a continuous system or in a batch system.
When the cereals are to be treated in a continuous
system, they may be allowed to pass through the treating
chamber 3 at a constant speed. In order to shorten the
preriod of time for treatment within the treating chamber,
the pressure within the treating chamber containing the
cereals is reduced and then the gas containing the ISOTC
vapor is to be introduced into the treating chamber 3.
Alternatively, the gas containing the ISOTC wvapor is
introduced into the treating chamber 3 in which the
cereals are placed, and then the treating chamber 3 is
pressurized.

As a simplified process for treating the
cereals with the ISOTC by the process according to the
present invention, the cereals are placed in a plastic
bag and an ISOTC ligquid or a solution containing the

ISOTC is sprayed into t_hi_ bag or an adsorbing agent
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17 the gases containing the vapour of the I SOIC through a line 10, thereby
i ntroducing the gases into the treating chanmber 3 in which the material to
be treated is accommpdated. As the gases together with which the vapour 5
of the ISOTC is carried, there may ygually be enployed

impregnated with the ISOTC -liquid or the solution
containing the ISOTC, followed by closing the bag.

It is noted that the cereals treated with the
ISOTC are then boiled with water in customary manner.

For the boiled cereals prepared by the process
in accordance with the present invention, heat resistanf
germs adhering to the cereals, which are not killed at
temperatures as high as 100 degrees, are -killed or
destroyed by the ISOTC, so that 'storage performance of
the céreals can be improved to a remarkably high extent.
As the ISOTC can be decomposed by heating in the presence
of water, the cereals boiled does not generate strong
odor any more. |

(5) Process for retaining freshness of food and
agent for retaining freshness of food:

The process for retaining freshness of £ood
according to the present invention involves admixing a
fragrant component with the ISOTC vapor for solving the
problem on the odor originating from the ISOTC.

When the ISOPC is employed for retaining the
degree of freshness of food, it smells unpleasant to

" consumers even in a very low concentration, so that the
unpleasant smell generating from the ISOTC should be
suppressed. In particular, for fragrant food containing
fragrant components, importance is pPlaced on the
fragrance so that it is desired that the odor originating
from the ISOTC should be suppressed as much as possible.
As a result of extensive research with the attempt to
improve this point, it has been found by the present
inventors fhat“ when a fragrant ingredient is introduced
into vapor of the ISOTC, the fragrance generating from
the fragrant ingredient can suppress the odor originating
from the ISOTC to such an extent that the odor of the
ISOTC does not smell any more, thereby advantageously

achieving freshness of food by means of the ISOTC.
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air, although nitrogen gas and so on may al so be used. The concentration of
the 1I'SOTC vapour in the gases to be discharged fromthe vapour-generating
~chanber 2 nay be adjusted by recirculating a portion of the gases through
10 the line 11 and the valve 12 to the lines 9. Wien the vapour of the

| SOTC is adm xed in the 26

The material for retaining the _degree of
freshness of food according to the present invention can
generate the ISOTC vapor and odor or fragrance and is so
prepared as to allow a base material to contain the ISOTC
and the fragrant ingredient.

As the fragrant ingredients, there may be used
one which are in a liquid form or a solid form at ambient
temperatures'and the s0lid ones may be used in a form in
which they are dissolved in a liquid. Specific examples
of the £fragrant ingredients may include a variety of
essential 0il and agents for imparting a flavor to food.

The base material may include, for example,
paper, non-woven cloth,' plastic films, adsorbing agents
and so on.

The 'materz'_.al useful for retaining £freshness of
food may be prepared by having the ISOTC and the fragrant
ingredient contained in the base material. For instance,
when the base material is such capable of absorbing a
liquid or adsorbing gases, such as paper, non-woven cloth
or adsorbing agents, the material for retaining freshness
of food may be prepared by impregnating the base material
with a 1liquid containing the ISOTC and the fragrant
ingredient agent or by having mixed wvapor generated from
thé liquid adsorbed thereon. When the base material is
such having no capability of absorbing a 1liquid or
adsorbing gases, such as plastic films, the material for
retaining the degree of freshness of food may be prepared
by £first preparing a c¢oating solution containing the
ISOTC, the fragrant ingredient, a £filler, and a binder
resin and then coating the base m_aterial with such a
coating solution. In this case, the binder resin may
preferably be a curable resin which can be cured or set
by exposure to heat or ultraviolet rays, although
thermoplastic reéins, rubbers, natural polymers and so on
may be employed. As the fillers, there may be employed,
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requi red concentration with the air in the treating chanber 3, the blower 1
i s suspended and the valve 13 is closed to retain the treating chanber in a
‘cl osed state. 15 The 1SOTC is allowed to be adsorbed on the material to

be treated while the closed state is retained for a predeterm ned period of
time. In the treating chanber 3, _ 55 :

for example, inorganic or organic fine powder such as
finely divided silisa or zeolite, calcium carbonate, pulp
flour and so on.

A liquid containing the fragrant ingredient and
the ISOTC to be wused as a raw solution for the
preparation of the material for retaining freshness of
food may be prepared by dissolving the fragrant
ingredient and the ISOTC in a substantially odorless
organic liquid such as liquid paraffin, polyethylene
glycol, polypropyleﬁe glycol, glycerin or the 1like. In
this case, the concentration of the ISOTC in the organic
liquid may range usually from 0.01% to 30% by weight,
preferably from 0.1% to 20% by weight. The concentration
of the fragrant ingredient may be set to such a
concentration as substantially suppressing to such an
extent that the ISOTC does not smell any more and may
vary with the kind of the fragrant ingredient, although
it may be 1.5 times the weight of the ISOTC or more,
preferably in the range from approximately two to twenty
times the weight of the ISOTC. The raw solution may also
be prepared by dissolving the ISOTC in essential oil
constituting the fragrant ingredient or in the organic
liquid. In this case, the concentration of the ISOTC in
essential o0il or in the organic liquid may range usually
from 0.1% to 30% by weight, preferably from 1% to 20% by
weight.

The method for retai'ning the degree of freshness ’
of food according to the present invention may be
practiced by packing fragrant food, together with the
material for retaining the degree of freshness of food,
with the packaging material such as a packing container,
packing bag, packing box or the like. Such packed food is
subjected to germ-destroying treatment as a result of
contact with vapor of the ISOTC generating £from the
material for retaining the degree of freshness of food
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a fan is provided to flow the air within the chanber and a di spersion of

t he vapour of the | SOTC within the chanber 20 I's preferably enhanced.
“The cConcentration of the |1SOTC vapour within the treating chanber may range
from 50ppm to 1000ppm (v/v), on the volune basis. The treating period of
time may last as long as a sufficte#t -anount of the

packed therein, thereby preventing generation of mold or
fungi and transformation due to harmful microorganisms.
Furthermore, when the packed food is opened, no odor

originating from the ISOTC smells any more due to

fragrance generated from the fragrant ingredient
contained in the material for retaining the degree of
freshness of food, thereby causing consumers no

unpleasant smell due to the ISOTC empl-oyed for retaining
the degree of freshness of food. Further, in accordance
with the present invention, substantially the same effect
achieved by packing food together with the material for
retaining freshness of food can be achieved by spraying a
liquid or wvapor resulting from the ligquid containing the
fragrant ingredient and the ISOTC in packing food. 1In
order to achieve the preferred germicidal effect by wvapor
of the ISOTC in the packed food, the concentration of the
ISOTC vapor in the pack may be usually 10 ppm or higher,
preferably in the range from approximately 50 ppm to 500
prpm, on the volume basis.

The present invention can preferably be applied
to the fragrant food which places importance particularly
upon flavo;:. It is advantageous that the fragrant
ingredient to be employed together with +the ISOTC can
impart flavor  identical to or similar to the £ragrant
ingredient contained in the food. The selection of such a
flavor presents . the advantages that the flavor of the
food is enriched thereby increasing an added value as
products.

(6) Fumigant and process for fumigatioﬁ:

Heretofore, methyl bromide has been generally
employed as a fumigant, however, it has the drawbacks
that it is in a gaseous state at ambient temperature and
it is flammable. It is further known to be strongly toxic
to the human body. It 1is also known that methyl

isothiocyanate has a fumigating property. Further, it has

_—
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| SOIC can be adsorbed on the material to be treated and it 25 may vary
With the kind of the material to be treated or the concentration of the
*I SOTC vapour wi'thin the treating chanber and cannot be determned in a
uni form manner, but it may generallygrange from1 mnute to 60 mnutes,
preferably from5 mnutes to 20 m nutes. The vapour of

been found that, among isothiocyanate esters, allyl
isothiocyanate (hereinafter referred to as . ISOTCA) is
highly safe and easy to handle as well as is so strong in
fumigating action as to be useful as a fumigant.

The fumigation process in accordance with the
present invention may be practiced and will be described
in detail with reference to a flow sheet similar to Fig.
3 in which reference numeral 3 denotes a fumigating
" chamber in which the material to be treated is brought
into contact with the ISOTCA or its vapor.

In carrying out fumigation, the blower 1 is
first operated to introduce gas through a line 6 into the
ISOTCA vapor generating chamber 2 into which the ISOTCA
in turn is admixed. Then, the gas containing the ISOTCA
vapor is discharged from the ISOTCA gas generating
chamber 2 through a line 10, thereby introducing the gas
into the fumigating chamber 3. As the gas for carrying
the ISOTCA vapor, there may usually be enmployed air,
although nitrogen gas or carbon gas may be employed. A
portion of the gas to be discharged from the ISOTCA vapor
generating chamber 2 is recirculated through the 1line 11
and the wvalve 12 to the line 9, thereby adjusting the
concentration of the ISOTCA in the gas passing through
the line 10.

When the ISOTCA vapor is introduced in a given
concentration in the gas within the fumigating chamber 3,
the blower 1 1is suspended and the valve 1_3 is closed,
thereby retaining the fumigating chamber in a closed
state. By retaining the fumigating chamber in such a
closed state for a given period of time, the fumigating
material placed in the fumigating chamber are allowed to
be fumigated with tfxe Isorca. It is preferred that the
fumigating chamber 3 is provided with a fan, thereby
allowing the air to flow within the fumigating chamber 3
and promoting dispersion of the ISOTCA vapor. The
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30 . the ISOIC to be used for the present invention has a very high degree
of permeability and it is adsorbed strongly on the material to be treated.
After the adsorptlon treatment has been finished, the valve 15 is opened
and a blower 4 is so operated as to 35 di scharge the air within the
treating chanber into the -

concentration of the ISOTCA vapor in the fumigating
chamber. may range from 10 ppm to 4,000 (v/v). preferably
from 200 ppm to 2,000 ppm (v/v), on the volume basis. The
fumigating period of time may be as long as required for
germ-destroying the fumigating material to a sufficient
extent and may wvary with the concentration of the ISOTCA
vapor within the fumigating chamber so that it cannot be
~ determined uniformly-. However, the fumigating period of
time may generally range from six hours to three days.
The ISOTCA vapor has high permeability so that it has
strong fumigating action. Hence, the use of the ISOTCA
can shorten the fumigating period of time as compared
with methyl bromide as have been conventionally employed
for fumigation.

After the completion of the fumigation with the
ISOTCA wvapor, the valve 15 is opened and the blower 4 is
operated, thereby discharging the gas within the
fumigating chamber 3 into open air from the line 22
through the adsorbing device 5. In this case, the
fumigating chamber 3 is provided with a valve separately
from the valve 15, thereby opening this valve so as to
allow the gas within the chamber to be released into the
open air, in order to avoid the reduction in the pressure
within the fumigating chamber 3. The adsorbing device 5
allows the adsorbing agent contained therein to adsorb
the ISOTCA vapor thereon and remove it from the gas. The
contact pericd of time between the gas and the ISOTCA
vapor in the adsorbing device may be as long as required
for removal of the ISOTCA by adsorption and be adjusted
by recirculating 'a portion of the water to be discharged
through the line 18 from the adsorbing device 5 through a
line 19 and a wvalve 20 to the lihe 17. The adsorbing
device 5 may be provided with a heating mechanism or a
cooling mechanism to thereby control the temperature at
which the ISOTCA is adsorbed. When the adsorbing agent
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open atnosphere froma line 22 through the adsorbing Dat*: 18

- 31 -

packed in the adsorbing device has reached its saturation
level, a heating medium such as steam is passed through
the adsorbing agent to thereby recover its adsorbing
activity.

In accordance with the present invention, it
can be noted that the introduction of the ISOTCA may be
carried out by spraying an ISOTCA 1liquid or a solution
thereof directly into the atmosphere within the
fumigating chamber 3 and gasifj(ing it into the gas, in
addition to the admixture of the gasified ISOTCA with the
air in the vapor-generating chamber. Further, it can be
noted that the ISOTCA can be removed from the gas in a
chemically reactive manner, not by the aid of the
adsorbing agent, by usingl a substance having reactivity
with the ISOTCA, such as a solid amine or the like.

A portion or a whole portion of the blower, the
vapor generatiﬁg chamber and/or the adsorbing device may
be disposed in the fumigating chamber.

The fumigating chamber 3 may be of any shape as-
long as it can be of a closed structure and, for example,
warehouse or storehouse buildings, -ship hatches, closed
rooms, tents aﬁd so on may be employed as fumigation
chamber. .

The fumigation treatment in accordance with the
present invention may be carried out simply by using
plastic containers or bags. In carrying out the
fumigation wusing the plastic containers or bags, the
fumigating material is placed in the container or bag and
the ISOTCA liquid or a solution thereof is sprayed into
the container or bag or an agent capabie of evaporating
the ISOTCA wvapor 1is placed therein, too, followed by
closing the container or bag and allowing it to stand for
a given period of time. _

' The fumigating  material may include, for

example, cereals and seeds, such as rice, wheat, corn,
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device 5. In this case, in order to avoid the reduction in the pressure
‘withirn the treating chamber, a valve may be mounted to the treating chanber
'so as to release the air into the open air therethrough. The adsorbing
device 5 5is so filled with the _adsorbing agent as to adsorb the | SOTC

vapour contained in the air and rem¥e it fromthe

buck wheat, broad beans, soy beans, adzuki beans, and so
on, fruits, vegetables, wood, and other natural crops
which the | growth or proliferation of harmful
microorganisms or insects may cause problems.

In accordance with the present invention, in
carrying over cereals by means of air, the cereals may- be
fumigated with the ISOTCA vapor during conveying them

" through air by mixing the ISOTCA vapor with the air. When
the cereals stored in the warehouses are to be
transported, the air is forced into pipings by the Siower
and the cereals are sucked and conveyed in a suspended
state together with the pressurized air. In accordance
with the present invention, ‘the ISOTCA vapor may be
admixed with a carrying air, thereby achieving the good
fumigating effects. As the method for admixing the ISOTCA
vapor with the carrying air, there may be mentioned, for
example, a method for forcing the ISOTCA vapor into the
air passing through the piping, a method for forcing a
Jigquid of the ISOTCA or a solution thereof and gasifying
it within +the piping, a method for mixing the ISOTCA
vapor or liquid into the air coming into the blower, and
so on. In carrying over the. cereals with the carrying
air, the cereals may be so arranged as to be discharged
from a top end of the_piping located at a given location,
together with the air and separating the cereals from the
air. The carrying air separated from the cereals contains
the ISOTCA vapor which may preferably be recirculated
into the blower.

The ISOTCA to be employed for the present
invention may also be employed as a soil fumigant. In the
;gricultural application, harmful microorganisms and
insects within the so0il are killed or combated, thereby
increasing the harvest of crops. Thé ISOTCA has high
germicidal and insecticidal action and strong

permeébility and dispersibility. Further, it is highly
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air. The contact period of tinme between the air and the 1SOTC in the
adsor bi ng device may be as long as required for the removal of the |SOIC by
adsorption to a sufficient 10 extent and be adjusted by recirculating a
portion of the air to be discharged through the line 18 fromthe adsorbing
device 5 through a line 19 and a val¥® 20 to the

safe against the human body. From these points, the
ISOTCA is said to be remarkably good as a soil fumigant.
In applying the ISOTCA to the soil, the I1SOTCA 1liquid or
a solution thereof in water or in an organic solvent is
sprayed to the soil or poured into the soil. Further, it
is to be noted that the ISOTCA can be decomposed with
water so that even if it is employed in a large amount,
it can be decomposed naturally as time elapses. This is
extremely advantageous in applying the ISOTCA as the soil
fumigant.

The fumigant comprising the  ISOTCA in
accordance with the present invention is 1liquid at
ambient temperatures and extremely low in flammability
and highly safe against the human body, unlike methyl
bromide which has conventionally been employed widely as
a fumigant. Hence, the ISOTCA has the remarkable
advantages even if it would be employed in a very small
amount.

By employing the fumigant according to the
present invention, the fumigating material which the
growth or proliferation of harmful microorganisms or
insects may cause the problems can be fumigated with high
safety and effectiveness. Further, the fumigant according
to the present invention can advantageously be applied as
a soil fumigant or soil sterilizer.

{7) Germicidal prodt_:cts and process for preparation
of the same:

In accordance with the present invention, the
germicidal products are such that they can adsorb the
ISOTC on tﬁeir surfaces and at the same time generate the
ISOTC vapor from the surfaces thereof. Such products may
be prepared in accordance with a flow sheets as shown in
Fig. 3 in which reference numeral 3 denotes a treating

chamber.
' In preparing the germicidal products
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l'ine 17. The treating chanber 3 and the adsorbing device 5 may be provided
with a heating mechanismor a cooling 15 mechani smto thereby control
the tenperature at which the 1 SOTC i s adsorbed. \Wen the adsorbi ng agent
contained in the adsorbing device has adsorbed the I'SOTC to a saturated

| evel , the adsorbing agent can be_rggoyered by passing a

(hereinafter referred to sometimes as the matgrial to be
treated or as related words), the blower 1 is operated to
supply gases to the vapor-generating chamber 2 through a
line 6 while discharging the gase.s containing the vapor
of the ISOTC through a line 10, thereby introducing the
gases into the treatidg chamber 3 in which the material
to be treated is accommodated. As the_gases together with
which the wvapor of the 1IS0TC is carried, there may
usually be employed air, although nitrogen gas and so on
may also be used. The concentration of the ISOTC vapor in
the gases to be discharged from the vapor-generating
chamber 2 may be adjusted by recirculating a portion of
the gases through the 1line 11 and the wvalve 12 to the
lines 9.

When the vapor of the ISOTC is admixed in the
required concentration with the air in the treating
chamber 3, the blower 1 is suspended and the valve 13 is
closed to retain the treating chamber in a closed state.
The ISOTC is allowed to be adsorbed on the material to be
treated while the closed state is 1retained for a
predetermined period of time. In the treating chamber 3,
a fan is provided to flow the air within the chamber and
a dispersion of the vapor of the ISOTC-wi’chin the chamber
is preferably enhanced. The concentration of 'the ISOTC
vapor within the treating chamber may i‘ange from 200 ppm
to 5,000 ppm (v/v), preferably from 200 ppm to 2,000 ppm
{v/v), on the volume basis. The t"reating- period of time
may last as long as a sufficient amount of the ISOTC can
be adsorbed on the material to be treated and it may vary
with the kind of the material to be treated or the
concentration of the ISOTC wvapor within the treating
chamber and cannot be determined in a uniform manner, but
it may generally range from 1 minute to 60 minutes,
preferably from 5 minutes to 20 minutes. The vapor of the

ISOTC to be used for the present invention has a very
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heati.ng medi um such as steamthrough it. 20 The introduction of
the ISOTC into the air within the treating chanber nmay be carried out by
spraying an | SOTC liquid or a solution thereof directly into the air and
gasifying it inthe air, in addition to the adm xture of the gasified | SOTC

with the air in the vapour- - 35 -

high degree of permeability and it 1is adsorbed strongly
on the material to be treated. '

After. the adsorption treatment has been
finished, the valve 15 is opened and a blower 4 is so
operated as to discharge the air within the treating
chamber into the open atmosphere from a line 22 through
the adsorbing device 5. In this case, in order to avoid
the reduction in the pressure within the treating
chamber, a valve may be mounted to the treating chamber
so as to release the air into the open air therethrough.
The adsorbing device 5 is so filled with the adsorbing
agent as to adsorb the ISOTC vapor contained in the air
and reméve it from the air. The contac_:t period of time
between the air and the ISOTC in the adsorbing device may
be as 1long as required for removal of the ISOTC by
adsorption to a sufficient extent and be adjusted by
recirculating a portion of the air to be discharged
through the line 18 from the adsorbing device 5 through a
line 19 and a wvalve 20 to the 1line 17. The treating
chamber 3 and the adsorbing device 5 may be provided with
a heating mechanism or a cooling mechanism to thereby
control the temperature at which the ISOTC is adsorbed.
When the adsorbing agent contained in the adsorbing
device has adsorbed the ISOTC to a saturated level, the
adsorbing agent can be recovered by passing a heating
medium such as steam through it.

In accordance with the present invention, it can
be noted that the introduction of the ISOTC into the air
within the treating chamber may be carried out by
spraying an ISOTC liqﬁid or a éolution thereof directly
into the air and gasifying it in the air, in addition to
the admixture of the gasified ISOTC with the air in the
vapor-~generating chamber. Further, it .can be noted that
the ISOTC can be removed from the air in a chemically

reactive manner, not by the aid of the adsorbing agent,

This is the replacement sheet

Datex 11 maR 1997



25 . generating chanber. Further, it can be noted that the |ISOIC can be
removed fromthe air in a chemically reactive manner, not by the aid of the
adsor bi ng agent, by using a substance having reactivity with the | SOTC,
such as a solid amne or the like. 30 The treating chanber nmay be
of any structure as |ong - 36 -

by using a substance having reactivity with the ISOTC,
such as a solid amine or the like.

The treating chamber may be of any structure as
long as it is of a closed structure. The gases containing
the ISOTC may be introduced continuously into the
treating chamber 3, unlike an intermittent introduction
in the manner as described hereinabove, and discharged
continuously therefrom through the line 14. In this case,
a portion of the gases discharged from the line 14 may be
recirculated into the treating chamber 3 through a flow
valve.

The treatment of the material to be treated in
the treating chamber 3 may be carried out in a continuous
manner or in a batchwise manner. In treating the material
to be treated in a continuous manner, the material may be
conveyed through the treating chamber 3 at a constant
speed.

The material may be made of £fiber, molded
plastic, and so on. The fiber may include various
synthetic fibers, semi-synthetic fibers and natural
fibers. Such may specifically include, for example,
polyester <fiber, nylon £fiber, acrylonitrile-type fiber,
cotton fiber, silk fiber, wool fiber, rayon fiber,
polyolefin-type fiber and so on. Such fiber may be in a
form of, for example, mono-filaments, multi-£filament,
short fibers, composite fibers, twisted. yarn or the 1like.
As the material made of the fiber, there may be eﬁployed
a variety of material made or formed by wusing the
aforesaid synthetic, semi-synthetic or natural £ibers.
And the material made of the fiber may be in a form of
fabrics, knitted clothes, non-woven clothes and so on.

| In accordance with the present invention, the
fibei or the material made of the fiber so made or formed
as to contain the ISOTC in the manner as described

hereinabove is coated on its surface with a resin to
-—_—— .
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as it is of a closed structure. The gases containing the | SOTC may be

i ntroduced continuously into the treating chamber 3, unlike an intermttent
ifntroduction in the manner as descri bed herei nabove, and di scharged 35
continuously therefromthrough the line 14. 1In this case, a portion of the
gases discharged fromthe |line 14 _ngy be -

thereby control the amount of the ISOTC to be evaporated
or gasified from the surface of the fiber. In this case,
the resin coating may be carried out by immersing,
spraying or the like. The resin to. be employed for the
resin coating may be a conventional one énd it may
include, for example, a thermoplastic resin such as of an
acrylic type, a vinyl type, a polyvamide type and so on;
and a themosetting- resin such as of an amino type, a
phenol type, a polyester type, an epoxy type, an isothio-
cyanate ester type and so on. These resins may be coated
in a form of a solution, an emulsion or the like.

The fiber and the material made of the fiber in
accordance with the present invention can discharge the
ISOTC wvapor from its surface, so that it has both
germicidal action and gelrmistatic action. Hence, bags and
bags in the form of a net, made of the fiber or the
material made thereof, can advantageously be applied as a
packaging material having antifungal activity as well as
germicidal activity. .

Plastic films may be employed as a material to
be treated with the 1ISOTC vapor.

The plastic films may include a variety of films
of a polyolefin type, a vinyl chloride type, a polyester
type, an acrylonitrile type, and so on.

The plastic films obtainable by treating them
with the ISOTC wvapor so as to contain the ISOTC are then
coated on their surfaces with a resin, thereby controlling
an amount of the ISOTC to be evaporated from the £ilm
surfaces. The method for coating them with the resin-may
include, for example, immersion method, spraying method
and so on. The resins to be used for coating them may
include, for example, conventional ones, such as thermo-
plastic resins of an acryl type, a vinyl type, a polyamide
type or the liké, and thermosetting resins of an amino

typre, a phenol type, a polyester type, an epoxy type, an
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19 recirculated into the treating chanber 3 through a flow val ve.

- 38 -

isocyanate or the like. These re_sins may be employed in
the form of a solution or an emulsion in coating.

As a plastic container, there may be employed
any one in which at least a portion of the material has
an adsorbing property for the ISOTC wvapor. As the
material having the adsorbing property for the ISOTC
vapor, there may be mentioned, for example, a variety of
plastics of a polyolefin type, a wvinyl chloride type, a
polyester type, an acrylonitrile +type, a vinyl acetate
type, and so on. These plastics may be of a foamed body
or of a semi-foamed body and such a foamed plastic may be
preferred in terms of adsorption to the ISOTC wvapor.
Other materials capable of adsorbing the 1SOTC wvapor may
include, for = example, paper, corrugated cardboard,
rubber, non-woven cloth, natural or synthetic fibers.

The container according to the present invention
may be preferably of such a structure that its exterior
surface is so coated or covered with a material incapable
of substantially adsorbing the ISOTC vapor as _to prevent
or control evaporation of the ISOTC vapor from the exterior
surface of the- container. Such a material incapable of
adsorbing the ISOTC vapor may include, for example, a metal
or a synthetic resin, such as aluminium, stainless steel,
nylon, polyvinylidene chloride or the 1like. In order to
provide the container with its exterior surface coated or
covered with such a material, the non-adsorbing material
in the form of a -sheet, fiim, plate or the 1like may bhe
laminated on and adhere to a surface of the molded or
formed material.

The container may be arbitrary in a shape or
size and it may be of any shape such as in the form of a
tray, box, bag, corrugated cardboard, pot or the 1like,
with or without a 1lid.

The container according to the present invention

may____pg__gp_g_lﬂ(e_d for placing a variety' of articles which
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The treatnment of the material to be treated in the treating chanber 3 may
‘be carried out in a continuous 5 manner or in a batchw se manner. In
.treating the material to be treated in a continuous nmanner, the materi al

may be conveyed through the treating chanber 3 at a constant speed.

- 39 -

may cause the problem involved with generation or
formation of fungi or growth or proliferation of harmful
microorganisms. Such articles which may be involved with
the generation of fungi may include, for example, food
including fresh food and processed food, such as
vegetables, fish, fruits, ball bearings, precision
machine parts such as packing materials, optical parts
such as 1lenses, and so on. Industrial products such as
raints containing natural polymers such as gelatin or the
like may be mentioned, which may be transformed due to the
growth or proliferation of microofganisms.

When the articles are packed with the container
according to the present invention and conveyed, they may
be protected from harmful action of microorganisms due to
the germicidal or germistatic effects against the micro-
organisms adhering to the articles, resulting £rom the
high germicidal action, including the germistatic action;
resulting from the ISOTC evaporated from thé container.

The container according to the present invention
may advantageously be employed as &a delivery box. When
the delivery box with food placed or packed is delivered,
the food placed within the box is protected £from the
harmful action of nmicroorganisms or prevented <from
generation of fungi or transformation resulting therefrom,
thereby retaining the high degree of freshness of £food.
After the . delivery box may be collected, it may be
cleaned and re-treated with the ISOTC vapor in the manner
as described hereinabove, and re-used as a delivery box
having the germicidal action and the effect of retaining
a high degree of freshness of food.

(8) Germicidal gas composition, process for the
preparation thereof, and appafatus therefor:

In accordance with the present invention, there
are further provided a process and an apparatus for the

preparation of the germicidal gas compositions exhibiting
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In accordance with the present invention, the thus 10 pr oduced
germcidal synthetic resin filmcontaining the | SOTC in the manner as .
descri.bed herei nabove is subsequently preferably coated on its surface with
a resin to thereby control the anount of the | SOTC.to be evaporated or

gasified fromthe surfacelof t he fil4nc1) _In

the germicidal activity. .

The processes and apparatuses may include:

(I) a process involving a step of bubbling
gases into a liquid of the ISOTC or a mixed solution of
the 1liquid of the ISOTC and an organic liquid
(hereinafter referred to also merely as ISOTC—containing.
solution) and an apparatus for use in this process;

(II) a process involving a step of spraying the
gases with fhe ISOTC-containing liquid and an apparatus
for use in this process; _

(III) a process involving a step of passing the
gases through a column which is packed or filled with a
porous material. impregnated with +the ISOTC-containing
liquid and an apparatus for use in this process;

(IV) a process involving a step of bubbling the
gases into the ISOTC-containing liquid and a step of
passing the gases through a column which is packed or
filled with a porous material impregnated with the
ISOTC-containing liquid, and an apparatus for use in this
process;
' (V) a érocess involving a step of spraying the
gases with the ISOTC-containing ligquid and a step of
passing the gases through a column which is packed or
filled with a porous material impregnated with the
ISOTC-containing liquid, and an apparatus for use in this
process; and

(VI) a process preparing -the gases containing
the ISOTC vapor in a given concentration by mixing a
required ainount of the gases with the gases containing
the ISOTC vapor as prepared by the process (I) to (V),
and an apparatus for use in this process. -

Also, the present invention provides a packing
method for packing food, which is characterized by
filling a packing material for packing food with the gas
composition prepa__:_rfed by each of the processes (I) to (VI).
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15 . this case, the resin coating nay be carried out by inmmersing,
spraying or the like. The resin to be enployed for the resin coating may
be a conventional one and it may include, for exanple, a thernoplastic
resin such as of an acrylic type, a vinyl type, a polyam de type and so on;
20 and a thernosetting resin su_ch“ag of an am no type, a

Further, the present invention provides a novel
gas composition having germicidal action, whiéh comprises
nitrogen gas or carbon dioxide gas containing the ISOTC
vapor.

Fig. 4 is a diagrammatic representation of the
apparatus for carrying out the process (I) above. In Fig.
4, reference numeral 1 denotes a nitrogen bomb, reference
numeral 10 denotes a tank for the ISOTC~-containing
liquid, reference numeral 15 denotes a bubbling tank,
reference numeral 25 denotes a mist separator, reference
symbol PI denotes a pressure gauge, reference symbol F
denotes a flow meter, and reference symbol LC denotes a
level controller.

In order to prepare the gases containing the
ISOTC vapor with the apparatus as shown in Fig. 4, a
;iquid containing the ISOTC is supplied from the tank 10
to the bubbling tank 15 through a line 12 by a pump 11.
The amount of the liquid to be supplied to the bubbling
tank 15 is adjusted by the level controller LC.

Then, a flow controlling valve 2 is opened to
supply a compressed gas to a gas dispenser 18 fitted
within the bubbling tank 15 through a line 6 and bubbled
into the liquid, followed by withdrawal from the bubbling
tank 15 through a 1line 20. In the bubbling step, the
ISOTC vapor is mixed with the gases withdrawn from the
bubbling +tank 15, and the gases containing the ISOTC
vapor is fed to the mist separator 25 in which the mist
accompanying the gases are separated. The gases separated
with the mist separator 25 is then circulated through =a
line 26 to the bubbling tank 15, and the gases containing
the ISOTC vapor £from which the mist was separated are
then discharged from the mist separatqr 25 through a line
G-1.

In the apparatus as described hereinabove, as

needed, a portion of the gases withdrawn from the
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phenal , type, a polyester type, an epoxy type, an isothiocyanate ester type
and so on. These resins may be coated in a formof a solution, an emnul sion

or thelike. The plastic films may include a variety of films of 25 a
pol yol efin type, a vinyl chloride type, a polyester type, an acrylonitrile
type, and so on. - 42 -

bubbling tank 15 through the line 20 is bubbled into the
liquid through a line 22, a blower 23 and a line 27 and
by the aid of a gas dispenser 19 mounted to the bubbling
tank. The concentration of the ISOTC vapor within product
gases to be withdrawn from the line G-1 can be increased.
in accordance with this operation. '

' When the product gases are to be prepared in
the manner as described hereinabove, the amount of the
liquid within the bubbling tank is gradually decréased as
the preparation of the product gases proceeds. However,
the amount of the 1liquid decreased can automa'tically be
supplied by the actuation of the pump 11 in response to a
signal from the liquid level controller LC. If the nature
of the liquid within the bubbling tank 15 oversteps the
predetermined extent, the liquid in the bubbling tank 15
is returned via a pump 16 and a line 17 to the tank 10
where the nature of the liquid is adjusted again or the
liquid therein is discharged out of the system through a
line 18.

Fig. 5 is a diagrammatic representation of the
apparatus for carrying out the process (II), in which
reference numeral 30 denotes a spray tank and the other
elements having the same functions are provided with the
same reference numerals and symbols as in Fig. 4.

In order to prepare gases containing the ISOTC
vapor with the apparatus as shown in Fig. 5, gases fed
from a gas bomb 1 via the line 6 and the 1liquid
containing the ISOTC discharged from the tank 10 via
the line 12 are simultaneously  sprayed ‘Ehrough a
two-liquid spray nozzle into a spray tank 30. And the
gases containing the ISOTC vapor are discharged through
the 1line 20 £rom the spray tank 30, followed by
withdrawing product gases via the mist separator 25
through a line G-2. The condensed gaées within the spray
tank 30 are returned to the liquid t'ahk 10 by the pump 16
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The present invention will be described in nore detail by way of exanples.
Exanple 1. 30 As a sanple, a fish (horse mackerel  or saurel) which
has bken cut into halves, dried to a half-dry state and frozen, was

defrozen and placed in a nylon bag in which 10
. - 43 -

through a 1line 17 or discharged outside the system
through a line 18. -

When the gases and the 1liguid containing the
ISOTC are sprayed into the spray tank 30, it is also
possible to introduce the gases into the spray tank 30
through a gas nozzle, not through the two-liquid spray .
nozzle as described  hereinabove, while the liquid
containing the 1ISOTC is sprayed into the spray tank 30
through a one-liquid spray nozzle, thereby mixing the
gases with the liquid containing the ISOTC.

|  Fig. 6 is a diagrammatic representation of the
apparatus for carryipg out the process (I11) as described
hereinabove, in which reference numeral 35 denotes a
_column filled with a porous material 37 impregnated with
the 1liquid containing the ISOTC, while the same and
similar elements are provided with the same reference
numerals and symbols as those shown in Fig. 4

As specific examples of the porous material,
there may be mentioned, for example, active carbon,
sepiolite, diatomaceous earth, silicé, alumina, zeolite
and so on. They may be of any shape or form, such as
granules, cylinders, spheres, and so on.

In preparing. the gases containing the ISOTC
vapor by using the apparatus as shown in Fig. 6, the
gases from the gas bomb 1 are first introduced into the
column 35 through a line 6, thereby allowing the gases to
pass through the column while being 'in contact with the
porous material impregnated with the liquid containing
the ISOTC, which in turn are packed within the column 35.
The contact of the gases with the porous material allows
the ISOTC impregnated within the porous material to be
gasified as vapor which in turn is mixed with the gases.
The resulting gases containing the ISOTC vapor is then

withdrawn via & 1line G-3 from the column 35 as product

gases.
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yrans of silica gel (Sum kagel: Sum tono Chem cal Industries Co., Ltd)
packed in a small paper bag in turn 35 was placed as a drying agent, and
further 8 grans of granul ar di atonaceous earth inpregnated with a 10% by

- 44 -

When the product ~gases are prepared in the
manner as described hereinabove, in cases where the
length the porous material packed within the column 35
would be insufficient, where the speed of passing the
gases through the column or where the concentration of
the ISOTC vapor within the gases to be discharged from
the 1line G-3 would be too 1low, it is preferred to
circulate a portion of the giases withdrawn from the
packed column to the column 35 through a line 36 wvia a
circulating blower 23. The concentration of the IS0TC
vapor within the product gases to be withdrawn through
the line G-3 can be controlled by adjusting the amount of
the gases to be circulated.

Fig. 7 is a diagrammatic representation of the
apparatus for carrying out the process (III) or (IV). In
Fig. 7, reference symbol G denotes an apparatus similar
to the apparatus as shown in Fig. 4 or 5, respectively.

In preparing gases containing the 1ISOTC wvapor
by using the apparatus as shown in Fig. 7, product gases
prepared by the apparatus G as shown in Fig. 4 or 5 are
passed through a column 35 which has the structure similar
to that shown in Fig. 6. The product gases are then
withdrawn from the column 35 through a line G-4.

In this apparatus, mist of the ISOTC accompanying
the gases within the column 35 can be removed, so that
the mist separator 25 as used in Figs. 4 and 5 can be
omitted. Further, the column 35 is so ari‘anged as " to
adjust the concentration of the ISOTC wvapor within the
product gases passing through the line G-3 by operating a
circulating blower 23 in the manner as described
hereinabove. This serves as operating the apparatus G
readily because the passage of the gases containing the
ISOTC wvapor through the column 35 can adjust the
concentration of the ISOTC vapor within such a level as

being practically applicable even if the concentration of

—_—
——
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20 weight allyl isothiocyanate (rate of inpregnation: 30% by weight) were
pl aced therein as an agent for generating vapour of allyl isothiocyanate.
As a konparative purpose, the frozen horse nacker el

- 45 .

the ISOTC wvapor within the product gases prepared by the
apparatus G would be too high or too low as compared with
the applicable level. _

Fig. 8 is a diagramnétic representation of the
apparatus for carrying out the process (IV). In Fig. 8,
reference numeral 40 denotes a buffer tank of a hollow
. container type, reference numeral 41 denctes a gas mixer,
and reference numeral 42 denotes a control device
containing a detection system for detecting the
concentration of the ISOTC vapor such as a gas
chromatography, etc. A system consisting o©f the buffer
tank 40, the gas mixer 41, the control device 42 and a
gas bomb 1 constitutes an apparatus for adjusting the
concentration of the ISOTC vapor.

In order to provide product gases so adjusted
as +to contain the concentration of the ISOTC wvapor by
using the apparatus as shown in Fig. 8, the product gases
prepared by the apparatus G as shown in each of Figs. 4
to 7 are led to the gas mixer 41 through a line F while
gases from the gas bomb 1 were supplied to the gas mixer
41, +too, through a line 6. Both of the gases are then
mixed within the gas mixer 41 and the resulting mixed
gases are supplied to the buffer tank 40. The buffer tank
40 is connected to the control device 42 containing the
detection system for the concentration of the ISOTC
vapor, which transmits a detection signal to a flow
adjusting‘ valve 4, thereby_ allowing the detection signal
to operate the flow adjusting valve 4 to feed the gases
from the gas bomb 1 through the gas mixer 41 to the
buffer tank 40 so as to adjust the concentration of the
ISOTC vapor within the buffer tank 40. The product gases
having the concentration of the ISOTC vapor adjusted to a
predetermined level are then withdrawn from the line G-5.

The concentration of the ISOTC vapor within the

product gases according to -the present invention |is
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cut into halves was defrozen and placed in a nylon bag in substantially the
dane manner as in the manner described i nmedi ately herei nabove, except for

10 use of
- 46 -

adjusted to the range usually from 50 ppm to 1,000 ppm
(v/v), preferably from 100 ppm to 500 ppm (v/v). As a
carrier gas for the ISOTC vapor, there may be employed
any gas capable of carrying the ISOTC vapor and such a
gas may include, for example, nitrogen gas, carbon
dioxide gas, air, and so on. When the product gases are
to be employed for the purpose of germ-destroying food or
retaining freshness of food, the use of nitrogen gas or
carbon dioxide gas is advantageously for preventing
transformation of food due to oxidation.

The gases containing the ISOTC vapor according
to the present invention can be applied to wvarious uses
by taking advantage of the germ~destroying action of the
ISOTC vapor.

In a preferred aspect of using the product
gases according to the present invention, there is
provided a process for packing food by filling a packing
material with the product gases. In packing food with a
plastic film or with a container, a packing material is
filled with nitrogen gas or carbon dioxide gas, thereby
suppressing transformation of food due to oxidation or
generation of mold or fungi from the £food. As described
hereinabove, the product gases according to the present
invention are container as filling gases which can serve
as effectively preventing from microbial_ transformation of
food and as efficiently retaining or holding the high
degree of freshness of food. | '

Further, the product gases according to the
present invention can ° appropriately be employed for
‘germicidally treating material or 'products which the
growth of harmful microorganisms may cause problems. For
instance, such harmful microorganisms adhering to those
materials or products can be destroyed or killed by
bringing them into the product gases containing the ISOTC

- -—vapor according to the present invention.
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-, 21.- allyl isothiocyanate as the agent for generating the allyl _
i sot hi.ocyanate vapor. A packed body with the defrozen horse nackerel in a
hal f-dry state was allowed to stand for five days and 5 then opened. As a

result, it was found that a decayi ng7

Furthermore, the product gases according to the
present invention. may be stored in a pressure-resistant
container (compressive bomb) and they are practically
applied to various uses for 'germ—destroying or
sterilizing wvarious products or articles by withdrawing
them from the container.

It is also to be noted that the product gases
according to the present invention can be employed for
the preparation of materials or producté having
germicidal action. For instance, the germicidal materials
or products may be prepared by placing fibers, containers
such as boxes, paper, plastic films and so on in the
product gases according to the present invention and
allowing them to contain the ISOTC wvapor contained within
the product gases. The resulting germicidal materials or
products are such capable of gradually evaporating or
generating the ISOTC wvapor therefrom and exhibiting
germicidal or germ-destroying action.

The present invention will be described in more
detail by way of examples.

Example 1:
As a sample, a fish (horse mackerel or saurel)

which has been cut into halves, dried to a half-dry state
and frozen, was defrozen and placed in a nylon bag in
which 10 grams of silica gel {Sumikagel: Sumitomo
Chemical Industries Co., Ltd.) packed in a small paper
bag in turn was placed as a drying agent, and further 8
grams of granular diatomaceous earth impregnated with a
10% by weight allyl isothiocyanate (rate of impregnation:
30% by weight) were placed therein as an agent for
generating vapor of allyl isothiocyanaté.

As a comparative purpose, .the frozen horse
mackerel cut into halves was defrozeh and placed in a
nylon bag in substantially the same manner as in the manner

described immediately hereinabove, except for no use of
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sirel . had generated fromthe sanple for conparative purposes while no
.decaying snell had generated fromthe sanple in accordance with the present
I"'nvention. This nmeans that the sanple was subject to
germdestroying 10 action by the allyl isothiocyanate vapor used for

the present invention.and has caused o decaying snell.

allyl isothiocyanate as the agent for'generating_the allyl
isothiocyanate vapor.

A packed body with the defrozen horse mackerel
in a half-dry state was allowed to stand for five days and
then opened. As a result, it was found that a decaying
smell had generated from the sample for comparative
purposes while no decaying smell had generated from the
sample in accordance with the present invention. This
means that the sample was subject to germ-destroying
action by the allyl isothiocyanate vapor used for the
present invention and has caused no decaying smell.

Example 2:

A pan was placed with 500 grams of polished
rice and the rice was washed with water. Then, the rice
was cooked in conventional manner after the addition of
0.5 cc of allyl isothiocyanate.

The cooked rice was packed with a plastic film
and the bag was allowed to stand for four days. Then the
bag was opened and, as a result of observation, it was
found that the rice was subject to' no transformation
without any smell originating from allyl isothiocyanate.

As a comparative purpose, the rice was cooked
in substantially the same mannér as described immediately
hereinabove. As a resﬁlt of observatibn after a four-day
storage, the cooked rice packed in a plastic film was

J found to generate strongly decaying smell.
Example 3: -

In a nylon bag, there were placed 500 grams of
polished rice and a paper bag with 15 grams of granular
diatomaceous earth impregnated with soy bean o0il having
allyl isothiocyanate dissolved therein in the amount of
10% by weight (rate of imbregnation: 30% by weight), and
the nylon bag was closed. The nylon bag was opened after
having been stored for one hour at room temperature, and

the rice was washed with water and cooked in such
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Example 2: A pan was placed with 500 grans of polished rice and the rice
was washed with water. Then, the rice was cooked in conventional manner
after the addition of 0.5 cc of allyl isothiocyanate. The cooked rice was

packed with a plastic film
- 49 _

conventional manner.

The cooked rice was packed with a plastic film
and stored for four days in substantially the same manner
as in Example 2. As a result, no change was seen in the
cooked rice packed with the plastic film in the manner as
described hereinabove.

Example_ 4:
(1) Preparation of matérial for retaining freshness of food{

A filter paper (100 cm?®) was impregnated with 5
ml of a raw solution prepared by dissolving 1 part by
weight of allyl isothiocyanate in 10 parts by weight of
sesame o0il, thereby yielding the material useful Ffor
retaining freshness of food. The odor generating from
this material was that of sesame and the material did not
substantially smell the odor of allyl isothiocyanate.

Separately, the material useful for retaining
the degree of freshness of foocd was prepared by
impregnating a filter paper (100 cm?) with 5 ml of a raw
solution prepared by dissolving 1 part by weight of allyl
isothiocyanate in 10 parts by weight of olive o0il. The
odor generating'from this material was that of olive and
the material did not substantially smell the odor of allyl
isothiocyanate.

(2) Tests for retention of freshness:

A given amount of commercially available noodle
was placed in a 1-liter container, together with the
material for retaining freshness of food prepared in the
manner as described hereinabove, and the packed food was
allowed to stand  in a closed state at room temperature. As
a result, it was found that no fungi has occurred for a
one-week storage and, when the container was opened, no
odor originating from allyl isothiocyanate substantially
smelled while fragrance of sesame or olive was imparted.

As comparison, a given amount of commercially

available noodle was placed in a container at room
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and the bag was allowed to stand for four days. Then the bag was opened
and, as a result of observation, it was 20 found that the rice was subject

to no transformation wthout any snell originating fromallyl
i sothi ocyanate. As a conparative purpose, the rice was cooked in
substantially the same nmanner as desg i_bed inmediately

temperature yet without containing any material useful for
retaining freshness of food. In this case, it was found
that fungi had occurred in four days.

Example 5:
As a test sample for a material to be fumigated,

500 grams of wunmilled rice infected with rice wheevils
was placed in a nylon bag in which a paper bag containing
5 grams of granular diatomaceous earth - impregnated with
soy bean o0il so dissolved as to contain 10% by weight of
allyl isothiocyanate (rate of impregnation: 30% by weight).
Then the nylon bag was closed and allowed to stand for
one day. After opening the bag, it was found that all of
the rice wheevils were killed.

Example 6: \

In a 5,000-ml container were twenty termites,
and a flat glass dish with a lid so arranged as to have
an opening, in which a mixture of 30% by weight of allyl
isothiocyanate and 80% by weight of corn oil was so placed
as to come into no contact with the termites.

As a result of observation, it was found that
the motion of the termites became very slow in 10 minutes
and the termites were killed in 2 hours.

Example 7:
Commercially available woven cloth made of poly-

propylene fiber was placed in a nylon Dbag. And
diatomaceous earth impregnated with soybean o0il dissolved
in 10% by weigﬁt of allyl isothiocyanate (rate of
impregnation: 30% by weight) was packed in a small paper
bag and then the paper bag in turn was placed in the
nylon bag, too. The nylon bag was then allowed to stand
in a closed state for 30 minut‘es at room temperature and
then opened'to take the cloth out. After the cloth was
allowed to stand for 24 hours, it was still found to
smell like mustard and confirmed +that the «cloth has

generated the allyl isothiocyanate vapor from its surface
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her ei nabove. As a result of observation after a four-day 25 storage, the
cooked rice packed in a plastic filmwas found to generate strongly
-decaying snell. Exanple 3: In a nylon bag, there were placed 500 grans of
polished rice and a paper bag with 15 grans of granul ar

- 51 -

even after 24 hours.
Example 8:

Commercially available polypropylene film was
placed in a nylon bag. And diatomaceous earth impregnated
with soybean o0il dissolved in 10% by weight of allyl
isothiocyanate (rate of impregnation: 30% by weight) was
packed in a small paper bag and then the paper bag in
turn was placed in the nylon bag, too. The nylon bag was
then allowed to stand in a closed state for 30 minutes at
room temperature and then opened to take the £ilm out.
After the film was allowed to stand for 24 hours, it was
still found to smell like mustard and confirmed that the
film has generated the allyl isothiocyanate vapor f£from
its surface even after 24 hours.

Example 9:
One of two 10-liter foamed styrol boxes was

allowed to adsorb allyl isothiocyanate by £illing the box
with air containing 1,000 ppm (v/v) of allyl isothiocyanate.

Then, both of the two boxes were packed with
five pieces of steamed bread and two rplls of bread and
closed with a 1id, followed by allowing them to stand at
room temperature for predetermined period of time as

follows. The results are shown as follows:
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30 diatomaceous earth inpregnated with soy bean oil having allyl

i sot hi ocyanate dissolved therein in the anount of 10% by wei ght (rate of
i npregnation: 30% by weight), and the nylon bag was cl osed. The nyl on bag
was opened after having been stored for one hour at roomtenperature, and
35 the rice was washed wth water and cooked in such

- 52 -
TABLE 1
Box of Present Box for Compa-
Days Invention rative Purpose
1 No change of No change of
contents contents
2 - ibid -~ Fungi generated
_ on steamed bread
3 - ibid -~ Malodor slightly
occurred from
steamed bread
4 - ibia - Fungi generated
on bread
5 ~ ibid - Fungi generated
even over the entire
inside
_—
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-,22 .- conventional nmanner. The cooked rice was packed with a plastic film

o R
(AR M
CLAIMS

1. A  process for preparing germ—-free air
comprising germ-destroying microorganisms contained in
air by introducing vapor of an isothiocyanic acid ester
into the air and removing the isothiocyanic acid ester
contained in the air.

2. A process as claimed in claim 1, wherein the
vapor of the- isothiocyanic acid ester is introduced into
the air by passing the air through a chamber £for
generating the vapor of the isothiocyanic acid ester.

3. A process as claimed in claim 1, wherein the
vapor of the isothiocyanic acid ester is introduced into
the air by spraying the isothiocyanic acid ester or a
solution thereof into the air.

4. A process for preparing germ-£free water
comprising germ-destroying microorganism contained in
water by introducing vapor of an isothiocyanic acid ester
into the water and removing the isothiocyanic acid ester
contained in the water.

5. A process for processing food comprising
processing the food in contact with an isothiocyanic acid
ester. '

6. A process for processing food comprising a
step for generating vapor of an isothiocyanic acid
ester; a step for introducing the vapor of the
isothiocyanic acid ester into a closed processing device
and processing the food therein; and a step for
discharging the vapor of the isothiocyanic acid ester
from the closed processing device.

7. A process for germ-destroying cereals in
contact with vapor of an isothiocyanic acid ester,
processing the cereals and boiling them.

8. A process for retaining freshness of food
comprising introducing a £fragrant ingredient into vapor

of an isothiocyanic acid ester while food is in contact
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and stored for four days in substantially the same nenner as in_Exanple 2.
As a result, no change was seen in the 5 cookéd rice packed with the

B e T TR e L TR

with the vapor of the isothiocyanic acid eéter to such
an extent that no odor resulting from the isothiocyanic

acid ester is perceived.
9. An agent for retaining freshness of food

containing an isothiocyanic acid ester and a fragrant

ingredient.
10. A fumigant comprising allyl isothiocyanate.
11. A process for fumigét ion comprising

bringing a material to be fumigated into contact with
gases containing vapor of allyl isothiocyanate in a
fumigating chamber.

12, A process for fumigation comprising
fumigating a material to be fumigated by bringing the
material to be fumigated into contact with Ggases
containing wvapor of allyl isothiocyanate in a fumigating
chamber, adsorbing and removing the vapor of the allyl
isothiocyanate contained in the gases by treating the
gases with an adsorbing in the fumigating chamber, and
discharging the vapor of the allyl isothiocyanate into
open air.

13. A process for fumigation comprising using
air in a mixture with vapor of allyl isothiocyanate in
conveying cereals and other food through the air.

14. A germicidal fiber or a germicidal fiber
product comprising édsorbing an isothiocyanic acid ester
on the surface of a fiber or a fiber product.

15. A germicidal fiber or a germicidal £fiber
product as claimed in claim 14; wherein a resin is coated
on the surface of the germicidal fiber or the germicidal
fiber product.

16. A process for preparing a germicidal fiber
or a germicidal fiber product comprising bringing a fiber
or a fiber product into contact with gases containing
vapor of an isothiocyanic acid ester.

17. A germicidal synthetic resin £film having an
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A filter paper (100 cnferr]) was inpregnated with 5 10 nm of a raw

sol ution prepared by dissolving 1 part

retaining freshness of food. The odor generat

by wei ght--of -al |yl "i'sot'hi ocyanat e

i'n 10 parts by weight of sesane oil, thereby yiel usef ul
for m*m ﬂmﬂ“m erial was
* c L M s *

t'hrat of sesane and the material di d EQ

isothiocyanic acid ester adsorbed on the surface of a
synthetic resin fllm.

18. A germicidal synthetic resin £ilm as
claimed in claim 17, wherein the surface of the synthetic
resin film is coated with a resin.

19. A process for preparing a germicidal
synthetic resin £film by bringing a synthetic resin film
into contact with an isothiocyanic acid ester.

20. A germicidal container having an isothio-
cyanic acid ester adsorbed on at least a part of a
material structuring the container.

21. A germicidal container as claimed in claim
20, wherein an exterior surface of the container is
coated or covered with a material having no substantial
action for adsorbing the isothiocyanic acid ester.

22. A germicidal container as claimed in claim
20 or 21, wherein the container is composed of a plastic
material.

23. A germicidal container as claimed in claim
22, wherein the plastic material is a foamed plastic
material.

24. A process for ©preparing a germicidal
container comprising bringing a container composed of a
material capable of adsorbing an isothiocyanic acid ester
with gases containing vapor of +the isothiocyanic acid
ester. '

25. A process for conveying an article compfising
accommodating the article in the container as claimed in
any one of claims 20 to 23.

26. A process as claimed in claim 25, wherein
said article is food.

27. A process for preparing a gas composition
possessing germ-destroying and freshness-~retaining
effects, comprising bubbling a gas into a liquid

1sothlocyan1c acid ester or a mixture of a 1liquid
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15 substantially snell the odor of allyl isothiocyanate. ""'S‘epar ately, the
mat erial useful for retaining the degree of fm,ﬂ d was
-prepared by inpregnating a filter paper (100 cnﬂf m“&glm mraw
sol uti on prepared by di ssolving 1 pasi by wei ght of afl

| sot hi ocyanate in 10 parts by weight of olive oil. The

isothiocyanic acid ester and an organic liquid to obtain
a gas containing a vapor of the isothiocyanic acid ester.

28. A process for preparing a gas composition
possessing germ-destroying and freshness-retaining
effects, comprising spraying a liquid -isothiocyanic acid
ester or a mixture of a liquid isothiocyanic acid ester.
and an 'brganic ligquid into a gas to obtain a gas
containing a vapor of the isothiocyanic acid ester.

29. A process for preparing & gas composition
possessing germ-destroying and freshness-retaining
effects, comprising péssing a gas through a column
charged with & porous material impregnated with a 1liquid
isothiocyanic acid ester or a mixture of a 1liquid
isothiocyanic acid and an organic liquid to obtain a gas
containing a vapor of the isothiocyanic acid ester.

30. A process according to claim 27 or 28,
wherein the gas containing the isothiocyanic acid ester
is treated with a mist separator thereby separating mists
of the isothiocyanic acid ester contained in the gas.

31. A process for preparing a gas composition
possessing germ-destroying and freshness~-retaining
effects, which comprises the step of bubbling a gas into
a liquid isothiocyanic acid ester or a mixture of a
liquid isothiocyanic acid ester and an organic liquid,
and the step of passing a gas obtained in the above step
containing a vapor of the isothiocyanic acid ester through
@ column charged with a porous material impregnated with
a liquid isothiocyanic acid ester or a mixture of a
ligquid isothiocyanic acid ester and -an organic liquid.

32. A process for preparing a gas composition
possessing germ-destroying and freshness-retaining
effects, which comprises the step of spraying a liquid
isothiocyanic acid ester or a mixture of a liquid
isothiocyanic acid ester and an organic liquid into a gas, |

and the step of pa581ng a gas acid ester through a column

ot Has Been eﬁa"e“ ‘This is the replacement sheet

HIllIIl\III\H\lIﬂ\ | e



odor generating fromthis material was that of olive and the material did
not substantially smell the odor of allyl isothi ocyanate. (2) Tests for
retention of fres—hness\ qi ven am)unt of .commerci al | y avaitablte noodl e was

placed i e LUl conta e rooetner
e

charged with a porous material impregnated 'Qith a liquid
isothiocyanic acid ester or a mixture of a liguid
isothiocyanic acid ester and an organic liquid.

33. A process according to claim:27, wherein a
part of the gas containing a vapor of the isothiocyanic
acid ester is recycled to the bubbling step.

34. A process -according to claim 29, wherein a
part of the gas containing a vapor of the isothiocyanic
acid ester is recycled to the column.

35. A process for preparing a gas composition
possessing germ-destroying and freshness-retaining
effects, comprising mixing a gas containing a vapor of
the isothiocyanic acid ester obtained according to any of
the process claimed in any one of claims 27 Eo 34 with a
given amount of a gas to obtain a gas containing a vapor
of the isothiocyanic acid ester of a given concentration.

36. A process according to any of the claims
27 to 3%, wherein the gas is at least one of the gases
selected from nitrogen gas, air and carbon dioxide.

37. A process for packaging £foods, comprising
charging a package of foods with the gas composition
obtained in any of the claims 27 to 36.

38. An apparatus for preparing a gas
composition possessing germ-destroying and freshness-
retaining effects, which comprises a tank for a 1liquid
isothiocyanic acid ester or mixture of a liquid
isothiocyanic acid ester and an organic 1liquid, a gas
bomb, a bubbling tank having inside thereof a gas
‘disperser, a pipe line for connecting the tank and the
bubbling tank through a pump, a pipe line for connecting
the gas disperser and the gas bomb, and a gas exhaust
pipe connected to the bubbling tank.

' 39. An apparatus for preparing a gas
composition possessing germ-destroying and freshness-

retaining effects, which comprises a 1liquid tank for a
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mat er4 al

descri bed herei nabove, _ .
roomtenperature. As 30 aresult, it was found_that no. fungi

state at

for retaining freshness of food prepared in the manner as
and the packed food was allowed to stand in a cl osed

occurred for a one=week storage and, when the cont ai ner was opened

odor ori i nat | g, 90k 'éeéa' ruiah ! ocvanate suostant I | ) I||I| il

[ 1]

liquid isothibcyanic acid ester or a mixture of a 1liquid
isothiocyanic acid ester and an organic 1liquid, a gas

bomb, a liquid spraying nozzle, a spray tank having a gas

nozzle on the wall thereof, a pipe line for connecting

the liquid tank and the liquid-spraying nozzle through a

pump, a pipe line for connecting the gas bomb and the gas

nozzle, and a gas exhaust pipe connected the the spray
tank.

40. An apparatus according to claim 38 or 39,
wherein the gas exhaust pipe for a gas containing the
isothiocjranic' acid ester is connected to mist separator.

41. An apparatus for preparing a gas
composition possessing germ-destroying and freshness-
retaining effects, which comprises a tank for a 1liquid
isothiocyanic acid ester or a mixture of a liquid
isothiocyanic acid ester and an organic 1liquid, a gas
bomb, a column charged with a porous material impregnated
with a liquid isothiocyanic acid ester or a mixture of a
liquid isothiocyanic acid ester and an organic liquid, a
pipe line for connectihg the gas bomb and one end of the
column, and a gas exhaust pipe connected to the other end
of the column.

42. An apparatus for preparing a gas composition
possessing germ-destroying and freshness-retaining
effects, which comprises a tank for a 1liquid isothio-
cyanic acid est.er or a mixture of a iiquid isothiocyanic
acid ester and an organic liquid, a gas bomb, a bubbling
tank having inside thereof a gas disperser, a column
charged with a porous material impregnated with a liquid
isothiocyanic acid ester or a mixture of a 1liquid
isothiocyanic acid ester and an organic 1liquid, a pipe
line for connecting the +tank and the bubbling tank
through a pump, a pipe line for connecting the gas bomb
and the gas disperser, a gas exhaust pipe connected to

the bubbling tank, a pipe line for connecting the gas

no

has
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snel | ed. whi | e fragrance of sesame or olive was inparted. As conparison, a

g| ven -amount of . om*rerm ally 35 available noodle was __placed_in a
eet Has
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exhaust plpe and one Iend of the column, and a gas exhaust
pipe connected to the other end of the column.

| 43. An apparatus for preparing a gas composition
possessing germ—-destroying and freshness-retaining
effects, which comprises a tank for a liquid isothiocyanic
acid ester or a mixture of a 1liquid isothiocyanic acid
ester an organic liquid, a gas bomb, a spray tank having
a liquid-spraying nozzle ‘and a gas nozzle on the wall
theréof, a column charged with a porous material impregnated
with a liquid isothiocyanic acid ester or a mixture of a
liquid .isothiocyanic acid ester and an organic liquid, a
pipe line for connecting the tank and the liquid-spraying
nozzle through a pump, a pipe line for connecting the gas
bomb and the gas  nozzle, a gas exhaust pipe connected to
the spray tank, a pipe 1line for connecting the gas
exhaust pipe and one end of the column, and a gas exhaust
Pipe connected to the other end of the column.

44. An apparatus according to claim 38, wherein
a recycling route was provided for recycling a part of
the gas containing a vapor of the isothiocyanic acid
ester to a | gas disperser mounted to a bubbling tank
through a blower. | .

45. An apparatus according to claim 41, wherein
a recycling route is provided for -'recycling a part of the
gas cbntaining a vapbr of the isothiocyanic acid ester to
column through a blower.

46. An apparatus for preparing a gas composition
possessing germ-destroying and freshness-retaining
effects, which comprises a concentration regulating device
connected .to éhy of the apparatus according to any one of
claims 38 to 45 for regulating the concentration to a
given value of" the vapor of isothiocyanic acid ester in
the gas obtained in the apparatus, the concentration
regulating device "being characterized by comprising a

buffer tank, a gas mixer, a gas bomb, a pipe line for
This is the replacement sheet
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- 23 -.tenperature yet w thout containing any material useful for retaining

freshness of food. In this case, it was found that —fungi-had accurred in
fQu_r_ days. Exanple 5: 5 As a test sanple T(T 'T'”ﬁ'eri al to be
fu gat ed, R R

- 60 - : ¥

connecting the buffer tank, and the gas mixer, a pipe
line for connecting the gas mixer and the gas bomb
through a flow-regulating wvalue, an inlet connected to
the gas mixer for a gas containing a vapor of the
isothiocyanic acid ester, a control device for detecting
the concentration of the wvapor of the isothiocyanic acid
ester in the buffer tank and for actuating the Fflow
regulating wvalue on the basis of a signal of the detected
concentration, and a gas exhaust pipe connected to buffer
tank for a gas containing the wvapor of the isothiocyanic
acid ester.
47. A gas composition possessing germ-destroying

and freshness-retaining effects which comprises nitrogen
gas or carbon dioxide gas containing a vapor of the

isothiocyanic a_.cid ester.
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500 grams of unmlled rice infected with rice wheevils was placed in a

nyl om .bag in which a paper bag containing 5 grans of granul ar di at omaceous
earth inpregnated with soy bean oil so dissolved as to contain 10% by

wei ght of 10 allyl isothiocyanate (rate of inpregnation: 30% by weight).
Then the nyl on bag was cl osed and al | owedsto stand for

PROCESSES INCLUDING GERM-DESTROYING STEP,
- GERMICIDAL PRODUCTS AND THEIR PREPARATION METHOD,

FUMIGANT AND FUMIGATION METHOD,
AS WELL AS GERMICIDAL GAS COMPOSITIONS,

THEIR PREPARATION METHOD AND APPARATUS THEREFOR
ABSTRACT

Disclosed are  processes for germ~destroying
air, water and food, including a germ-destroying step
using an isothiocyanic acid ester, germicidal fibers and
plastic products and processes for preparing the germicidal
fibers and plastic products, fumigants and fumigating
processes,  as well as germicidal gas composition
containing an isothiocyanic acid ester, a process for the
preparation thereof and an apparatus for wuse with the

process therefor.
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one day. After opening the bag, it was found that all of the rice wheevils
were killed. Exanple 6: 15 In a 5,000-mM container were
twenty termtes, and a flat glass dish with a lid so arranged as to have
an opening, in which a mxture of 30% by wei ght of allyl

1/8

Fig. 1
2
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I sot.hi ocyanate and 80% by wei ght of corn oil was so placed as to cone into

no contact. with the termtes.

As a result of observation,

it was found

that the notion of the termites became very slow in 10 minutes and the

termtes were killed in 2 hours.
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Cbnner0|ally avai |l abl e woven cloth nmade of poly- 25 propyl ene fiber was
pl aced * a nylon bag. And di at omaceous earth inpregnated with
soybean 0|I:dissolved in 10% by weight of allyl isothiocyanate (rate
of inpregnation: 30% by weight) was packed in a small paper bag and then
the paper bag in turn was placed in the 3/8
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30 nylon bag, too. The nylon bag was then allowed to stand in a cl osed
state for 30 minutes at roomtenperature and then opened to take the cloth
out. After the cloth was allowed to stand for 24 hours, it was still found
to smell like nustard and confirmed that the cloth has 35 generated the
allyl isothiocyanate vapor fromits surface

4/8

Fig. 4
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- 24 - even after 24 hours. Exanple 8:

5/8

Fig. 5
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Commerci al |y avail abl e pol ypropyl ene filmwas placed in a nylon bag. And

di &t ofrateous earth inpregnated 5 with soybean oil dissolved in 10% by
wei ght of allyl isothiocyanate (rate of inpregnation: 30% by weight) was
packed in a small paper bag and then the paper bag in turn was placed in

t he nyl on bag, too. The nylon bag was

6/8
Fig. 6
Gg3
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then allowed to stand in a closed state for 30 minutes at 10 room
t efpelfature and then opened to take the filmout. After the filmwas
al-l owed to stand for 24 hours, it was still found to snell |ike nustard and

confirnmed that the filmhas generated the allyl isothiocyanate.vapor from
its surface even after 24 hours.

' 7/8

Fig. 7
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15 Exanple 9: One of two 10-liter foamed styrol boxes was allowed to adsorb
al Ty isot hi ocyanate by filling the box with air containing 1,000 ppm (v/V)
of- al 'yl isothiocyanate. Then, both of the two boxes were packed with 20
five pieces of steaned bread and two rolls of bread .and

8/8

Fig. 8
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ith alid, followed by allowing .themto stand at roomtenperature

for préd;eterm ned period of time as follows. The results are shown as

fg}rlows

-6t

PROCESSES INCLUDING GERM-DESTROYING'STEP,
GERMICIDAL PRODUCTS AND THEIR PREPARATION METHOD,
FUMIGANT AND FUMIGATION METHQD,

AS WELL AS GERMICIDAL GAS COMPOSITIONS,

THEIR PREPARATION METHOD AND APPARATUS THEREFOR
ABSTRACT

Disclosed are processes for Qerm—destroying
air, water and food, 'including a germ-destroying step
using an isothiocyanic acid ester, germicidal fibers and
rlastic products and processes for preparing the germicidal
fibers and plastic products, fumigants and fumigating
processes, as well as germicidal gas composition
containing an isothiocyanic acid ester, a process for the
preparation thereof and an aépparatus for use with the

process therefor.
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TABLE 1 Box of Present Box for Conpa- Days | nventi on

-ative Purpose 1 No change of No change of contents

contents .

10

15

20

1

BACTERIOCIDAL GAS COMPOSITION AND PROCESS AND APPARATUS
FOR PREPARING THE SAME

PECHNICAL FIELD

The present invention relates to a method for the
preparation of germicidal gas compositions and germicidal
synthetic resin films. |
BACKGROUND OF THE ART '

Various foods, glass products such as lenses,/” -
leather products such as leather boots, leather jumpers
and fur coats and products of paints and pastes formed of
starch or cellulose are apt to mould. This considerably"
reduces validity of the goods or calls for waste disposal
thereof.

Apart from mould, increased growth of harmful
microorganisms, too, considerably reduces validity of the
goods or demands for waste disposal thereof. For example,
in the case of foods, there are caused problems of
fermentation and food poisoning due to increased growth of
bacteria,

It is known to seal-pack an article together with an
oxygen absorber with a packing material and to maintain
the oxygen concentration within the pack below 1% or less
for the purpose of preventing the article from moulding.
While this method can effectively prevent

Tris is the replacement sheet
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2 - ibid - Fungi generated on steaned bread 3 -
I bid - Mal odor slightly occurred from steaned bread 4 -
ibid - Fungi generated
' _ - 2 -

generation of mocld by aerobic bacteria, this cannot be an

effective means for preventing increase and growth of
anaerobic bacteria which account for food poisoning or
fermentation.

5 ' It is also known to seal-pack an article
together with an ethanol-emanating agent and to £ill the
inside of the pack with ethanol vapors for the purpose
of preventing the formation of mold and the growth of
ordinary bacteria. With this method, satisfactory effect

[O cannot be obtained unless ethanol which is expensive is
used in a relatively large amount. | _

Further,’l-a number of mildew-proofing agents and
anti-bacterial agents are. hitherto known. Most of these
chemicals, howev_ef, have toxic'ity to human bodies so that

_|5 the use thereof is subjected to severe restriction.

A number of  natural ©products having an
antimicrobial -éctio-n are hitherto known. Especially,
Eutrema wasabi is known to have an excellent germicidal
activity. It is also known to subject food to a

2O germ-destroying treatment using an  isothiocyanate
(hereinafter referred +to simply as ISOTC) which is a
major component of wasabi. For example, Japaness
Published Unexamined Patent Application No. Sho-57-99182
discloses an aqueous emulsion composition obtained by

35 emulsion-disperéing, in water in the presence of an
emulsifier, a solution of ISOTC dissolved in an oil. This
aqueous emulsion composition is wused by mixing into a
food so as to sterilizing the Ffood. However, the
incorporation of such an aqﬁeous emulsion into £foods |is

30 not preferable not only because taste of the foods
deteriorates but also because ISOTC in foods is apt to
decompose. Japa_nese Published Uriexam'ined Patent
Application No. Sho-58-63348 discloses a method for
preserving vegetables and fruits wherein Ehe vegetables

3S and fruits are. packed in a packaging vessel together

' This’is the replacement sheet
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on bread 5 - ibid - Fungi generated even over the entire
I nsi de - ' '
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with a synthetic zeolite which has a pore diameter of 5-10A
and which is jmpregnated with ISOTC in a proportion of
about 5 % by weight. The ISOTC-impregnated zeolite does
not emanate an effective amount of ISOTC vapors in air.
5 It can adsorb mojisture in air when subjected to a high
humidity condition of a relative humidity of 90 % or more
with the simultaneous generation of ISOTC adsorbed
therein. This known method has problems because the
synthetic zeolite with a pore diameter of 5-10A to be
O used as an absorbent of ISOTC is expensive and because
the amount of ISOTC adsorbed thereto is very low of about
5 % by weight. The known, ISOTC-absorbed, synthetic
zeolite has also a drawback because it cannot emanate
ISOTC vapors unless it is subjected to a high humidity
|5 condition. Thus, the ISOTC-adsorbed, synthetic zeolite is
not effectively utilized as a general ISOTC vapor-
generating agent.
As described in the foregoing, several
techniques for destroying germs with the use of I1SOTC
Q0 which is a major ingredient of wasabi are known. However,
none of them are satisfactory from the practical
standpoint.
With attention paid to the fact that the ISOTC
8s one of major ingredients for wasabi is an oily
IS substance, the present inventors® have succeeded in
dissolving the 1I1SOTC in a particular oily substance and
providing a germicidal composition in a liquid form
having an irritating odor controlled to an extremely low
level and easy to handle by controlling the concentration
20 of the ISOTC in the liquid form.
The present inventors ha\re previously provided
a germicidal composition in a- solid form capable of
generating the 1ISOTC vapor by ‘having such an oily
germicidal agent contained in a.variety of solid materials.

This is the replacement shest
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26 THE CLAI M5 DEFI NI NG THE | NVENTI ON ARE AS FOLLOWS: - 1. A process for
preparing a gas conposition possessing germdestroying action, said process
conprising bubbling a gas into a mxture of a liquid isothiocyanic acid

ester
4

The intention of the present invention is to improve
and enlarge the technology for the germ-destroying
treatment using the ISOTC.

DISCLOSURE OF THE INVENTION

5 According to a first aspect, the present invention
provides a process for preparing a gas composition
possessing germ-destroying action, said process comprising
bubbling a gas into a mixture of a liquid isothiocyanic
acid ester and an organic liquid having a boiling point of

10 at least 180°, said mixture containing 0.01-50% by weight
of said liquid isothiocyanate acid ester, to obtain a
gaseous admixture of said gas and a vapour of the
isothiocyanic acid ester, said gaseous admixture
containing 50ppm to 1000ppm v/v of said vapour.

15 According to a second aspect, the present invention
provides a process for preparing a gas composition
possessing germ destroying action, said process

comprising:
impregnating a column of a porous material
20 impregnated with a mixture of a liquid isothiocyanic acid

and an organic liquid having a boiling point of at least
180°C, said mixture containing 0.01-50% by weight of said
liquid isothiocyanate acid; and
passing a gas through said column to obtain a
25 gaseous admixture of said gas and a vapour of the
isothiocyanic acid ester, said gaseous admixture
containing 50ppm to 1000ppm v/v of said vapour.
According to a third aspect, the present invention
prov1des a process for preparing a germicidal synthetlc
30 resin film which comprises bringing a resin film into
contact with a gas containing 50-1000ppm by volume of
allyl isothiocyanate vapour prepared in accordance with
the inventive process and a germicidal synthetic resin
film produced thereby.
35 The term "germ-destroying action" used in this
specification is intended to refer to "antimicrobial

This is the replacement sheet
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5 -and an organic liquid having a boiling point of at |east 180[err],
said m xture containing 0.01-50% by wei ght of said |liquid isothiocyanate
acid.ester, to obtain a gaseous adm xture of said gas and a vapour of the
i sot hi ocyanic acid ester, said gaseous adm xture containing 50ppmto 10
1000ppm v/ v of said vapour. : s

action" which includes both germicidal action and
germistatic action. The term "germ" herein is intended to
involve bacteria, fungi, spore, alga and other harmful
microorganisms.

5 As the isothiocyanate (ISOIC), there may be used
various aliphatic and aromatic esters of isothiocyanic
acid. Preferably, allyl isothiocyanate (CHz=CHCH3NCS) and
alkyl isothiocyanate (RNCS, R: alkyl)

THis is the replacement sheet
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2. A process for preparing a gas conposition possessing germ destroying
action, said process conprising: inpregnating a columm of a porous nateri al
i npregnated with a mxture of a liquid isothiocyanic acid 15 and an
organic liquid having a boiling poi gt -of at |east 180[err]C, said mxture
contai ning 0.01-50% by wei ght of said

are used. In the present 'invention, mustard o0il may be
used as such.
Further, the agent for generating the ISOTC vapor
referred in this specification is intended to mean any
5 agent in the form of a 1liquid, solid or gel, capable of
generating the ISOTC vapor from its surface.
(Agent for Generating ISOTC Vapor In a Liquid Form)
The liquid agent for generating the ISOTC vapor
is a solution obtained by dissolving ISOTC in an‘oily
O liquid. As the oily liquid, there is used one which has
.vapor pressure (saturated vapor pressure) at 30 °C of 2
mmHg or less, preferably 1 mmHg or less. Since a solution
of ISOTC dissolved in an oily 1liquid having such a low
vapor preséure can significantly suppress the
IS vaporization of ISOTC and since vapors emanating £rom
such a solution contains almost no vapors of the oily
liquid and substantially consist of the ISOTC vapors, the
contact of an article with such vapors does not cause
troubles resulting from the vapors of the oily liquid. An
<O oily liquid having a boiling point of at 1least 180T,
preferably at least 200 C, more preferably 220 *C, is
generally advantageously used. As .the oily 1liquid, there
may be mentioned, for example, £fats and oils such as
olive oil, sesame oil, safflower o'il, soybean ©oil,
25 tsubaki 0il, corn o0il, rape o0il, castor o0il, sunflower
0il, cottonseed o0il, peanut oiJ_., cacao butter, palm o0il,
clove o0il, coconut -oil, beef tallow, fish o0il, hardened
0oil, turtle o0il and yolk o0il; waxes such as 1liquid
lanolin; hydrocarbon o0ils such as liquid paraffin, 1liquid
20 polyisobutylene and squalane; higher fatty acid oils such
as oleic acid, 1linolic acid and ricinoleic- acid; higher
alcohols such as octyl alcohol and oleil alcohol;
polyalcohols such as polyethylene glycol, polypropylene
glycol and glycerin; and ester oils such as linolic

35S acetate and hexyl laurate. It is preferred that the oily
This is the replacement sheet
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l'i qui d i sot hi ocyanate acid; and passing a gas through said colum to obtain

a gaseous adm xture of said gas and a vapour of the 20 | sot hi ocyani c
acid ester, said gaseous adm xture contai ning 50ppmto 1000ppm v/v of said
vapour. 3. A process according to cl %i m 1, wherein said gas is

liquid be preferably odorless or almost odorless.

' The amount of ISOTC dissolved in the oily
liquid is 0.01-50 % by weight, preferably 0.1-40 % by
weight based on the oily liquid solution of ISOTC.

5 The ISOTC generates a strong irritating odor
even if present in a small amount and is difficult to
handle. However, when used in the form of an oily liquid
solution as described above, vaporization of ISOTC is
effectively prevented so that ISOTC can be handled

IO without difficulty.

In dissolving ISOTC in the oily liquid, various
auxiliary components may be added or dissolved thereinto
as desired. Examples of such auxiliary components
include a surfactant; a high molecular weight substance;

5 a higher alcohol, a higher fatty acid, a fatty acid ester
or a fat oil which are solids at ambient temperature; a
colorant; viscosity-controlling agent; and an
antioxidant. Further, a lower alcohol such as ethanol or
propyl alcohol or a 1low boiling point solvent such as

Q0O acetone, methyl ethyl ketone, ether, ethyl acetate or
hexane may be added in a small amount as an auxiliary
component to control the amount of ISOTC vaporized from
the oily liquid.

The ISOTC-containing oily 1liquid according to

25 the present invention may be prepared by dispersing
I1SOTC-containing seeds or cells, as -such or after
pulverization, into an oily 1liquid. The amount of the
seeds or cells dispersed in the oily liquid is 1-80 % by
weight, preferably 10-60 % by weight based on the oily

30 liquid. Such an ISOTC-¥containing 0ily liquid may be used
under a condition where the seeds or cells are present.
(Agent for Generating ISOTC Vapor In a Solid .or Gel Form)
| The agent in a solid form for generating the
ISOTC vapor may be obtained by impregnating a porous

35S substance with the above-mentioned oily 1liquid solution
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at |east one gas selected fromthe group consisting of nitrogen, air and

carbon dioxi de. 25 4. A process according to claim?2, wherein said

gas is at |east-one gas selected fromthe group consisting of nitrogen, air

and carbon di oxi de. 5. A process according to claim1l further conprising
- 8 -

of ISOTC (hereinafter referred to also mgrely as ISOTC
solution). When the porous substance is impregnated with
ISOTC by itself, a large amount of ISOTC vapors is
genera.ted at the time of impregnation of the porous

5 substance with ISOTC because of the high evaporation' rate
thereof.. As a result, the working environment becomes
poor due to ISOTC wvapors. Additionally,' it Dbecomes
difficult for the porous substance to stably support
ISOTC for a long period of time since vaporizability of

IO ISOTC carried by the porous substance is still high.
According to the present invention, such difficulties
can been overcome by supporting ISOTC as a solution
dissolved in the above oily liquid to a porous substance
by impregnation. While ISOTC easily reacts with water and

|5 is poor in storage stability, this problem can been also
solved by using it in the form of a solution in the
above-mentioned oily liquid.

-As the porous substance, those which are
generally used as an absorbent, a filler, etc. may be

SO used. Examples of such substances include clay or clay
minerals such as diatomaceous earth, yellow earth, clay,
talc, ze_olite, attapulgite and sepiolite and other
substances such as activated carbon, silica, silica gel,
alumina, -'magnesia, silica—alumiha, silica-magnesia and

A5 synthetic aluminosilicate. As the porous substance, there
may be used those of a variety of shapes such as in the
form of powder, pellet, sphere, coiumn and cylinder. As
the porous substances, it is preferable to use calcined
or dried materials from which moisture has been

20 sufficiently removed.

Impregnation of the  porous subst:.ance with the
solution may be performed by a method wherein the porous
substance is mixed with the ISOTC solution, a method

- wherein the ISOTC solution is sprayed over the porous
35 substance, a method wherein the porous substance is
' This is the replacement sheet
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di luting said gaseous adm xture by adding an additional 30 gas thereto
to obtain said bacterial gas conposition containing said vapour of

i sot hi ocyani c ester in a predeterm ned concentration. 6. A process
according to claim2 further conmprising diluting said gaseous adm xture by
addi ng an addi tional

-9 -

immersed in the ISOTC solu.tion, or the like method. The
proportion of the  1SOTC solution supported by
impregnation to the porous substance in not greater than
the saturated ébsorbing capacity of the porous substance

5 and, generally, 1-100 parts by weight per 100 parts by
weight of . the ~porous substance. Preferred content is
suitably determined according to the kind of the ISOTC
solution and the kind of the porous substance. ’

In the present invention, when the porous

[0 substance impregnated with the ISOTC solution is in the
form of powder, it 1is possible to shape it by a
conventional shaping method into tablet, spheres,
columns, pellets, etc. The shaping may be effected by a
tablet shaping method, an extrusion molding method, etc.

IS5 In performing the shaping, a molding aid is |used.
Examples of the molding aid include organic binders such

as carboxymethyl cellulose, polyvinyl alcohol and sodium
alginate and inorganic binders such as bentonite,
kaolin, alumina hydrogel and silicic acid hydrogel. As
20 the ‘molding aid, various.short fibers such as gypsum
whisker may also be used. For the purpose of controlling
the emanation of 1ISOTC, the ISOTC solution-containing
porous substance may be coated with a resin capable of
allowing the ISOTC vapor to pass therethrough. The
<5 provision of such a coating can Ffurther suppress the -

emanation of the ISOTC from the porous substance.
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35 'gas thereto to obtain said bacterial gas conposition 27 contai ni ng
sai d vapour of isothiocyanic ester in a -

10

BRIEF DESCRIPTION OF: THE DRAWINGS

Fig 1 is a flow sheet for a process for preparing
germicidal gas composition containing the ISOTC.

Figs 2 to 4 are flow sheets for variants of the

5 processes.

Fig. 5 is a flow sheet for a process for bringing a
synthetic resin film to be treated into contact with the
ISOTC wvapour.

" The present invention will be described in more
10 detail hereinafter.

The present invention provides various processes for
the preparation and use of germicidal gas compositions
exhibiting germicidal activity including:-

(I) a process involving a step of bubbling gases into a
15 liquid of the ISOTC or a mixed solution of the liquid of
the ISOTC and an organic liquid (hereinafter referred to
also merely as ISOTC-containing solution) and an apparatus
for use in this process;
(II) a process involving a step of passing the gases
20 through a column which is packed or filled with a porous
material impregnated with the ISOTC-containing liquid and
an apparatus for use in this process;
(III) a process involving a step of bubbling the gases
into the ISOTC-containing liquid and a step of passing the
25 gases through a column which is packed or filled with a
porous material impregnated with the ISOTC-containing
liquid, and an apparatus for use in this process;
(IV) a process for preparing the gases containing the
'ISOTC vapour in a given concentration by mixing a required
30 amount of the gases with the gases containing the ISOTC
vapour -as prepared by the process (I) to (III), and an
apparatus for use in this process.
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predet er mi ned concentration. 7. A process according to claim1, wherein
said organic liquid has a vapour pressure at 30[err]C of 2mHg or less. 5
8. A process according to claim1, wherein said organic liquid has a

vapour pressure at 30[err]C of | nmHg _orlie_ss. 9. A process according to

claim2, wherein saig, Qa4 Cthe present invention provides a novel
gas composition having gerniicidal action, which comprises
nitrogen gas ”or carbon dioxide gas containing the I1SOTC
vapor. |

5 Fig 1 is a diagrammatic representation of the
apparatus for carrying out the process (I) above. In Fig.
1, reference numeral 1 denotes a nitrogen bomb, reference
numeral 10 denotes a tank for the ISOTC-containing
liquid, reference numeral 15 denotes a bubbling tank,

{0 reference numeral 25 denotes a mist separator, reference
symbol PI denotes a pressure gauge, reference symbol F
denotes a flow meter, and reference symbol LC denotes a
level controller.

In order to prepare the gases containing the

15 ISOTC vapor with the apparatus as shown in Fig. t, a
ligquid containing the 1SOTC is supplied from the tank 10
to the bubbling :tank 15 through a line 12 by a pump 11.
The amount of the liguid to be supplied to the bubbling
tank 13 is adjusted by the level controller L _

Jo Then, a flow controlling valve 2 is opened to
supply a compressed gas to a gas dispenser 18 £fitted
within the bubbling tank 15 through a line 6 and Bubbled
into the 1liquid, followed by withdrawal £rom the bubbling
tank 15 through a 1line 20. In the bubbling step, the

<45  ISOTC vapor is mixed with the gases withdrawn from the
bubbling tank 15, and the gases containing the ISOTC
vapor is fed to the mist separator 25 in which the mist
accompanying the gases are separated. The gases separated
with the mist separator 25 is then circulated through a

20 1line 26 to the bubbling tank 15, and the gases containing
the ISOTC vapoi' fror_n which the mist was separated are
then discharged from the mist separator 25 through a 1line
G-1. |

In the apparatus as described hereinabove, as
3S needed, a portion of the gases withdrawn Ffrom the

I
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l'i qui d has a vapour pressure at 30[err]C of 2nmHg or less. 10. A process
according to claim2, wherein said organic 10 | i quid has a vapour
pressure at 30[err]C of 1mrHg or less. 11. A process according to claim

1, wherein said organic liquid has a boiling point of at |east 22Q[err]C.

12. ‘A process according to claim?2,_wherein said organic

bubbling tank 15 through the line 20 is bubbled into the
liquid through a line 22, a blower 23 and a line 27 and
by the aid of a gas dispenser 19 mounted to the bubbling

tank. The concentration of the ISOTC vapor within product

%S gases to be withdrawn from the line G-1 can be increased

in accordance with this operation.

When the product gases are %to be prepared in

the manner as described hereinabove, the amount of the

liquid within the bubbling tank is gradually decreased as

{[O the preparation of the product gases proceeds.

However,

the amount of the 1liquid decreased can automatically be

supplied by the actuation of the pump 11 in response to. a
signal from the liquid level controller LC. If the nature
of the liquid within the bubbling tank 15 oversteps the
s predetermined extent, the 1liquid in the bubbling tank 15
is returned via a pump 16 and a line 17 to the tank 10

where the nature of the liquid is adjusted again or the

liquid therein is discharged out of the system through a

line 18.

Ve ——
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liquid has a boiling point of at |east 220[err]C 15 13. A process for
preparing a germicidal synthetic resin filmwhich conprises bringing a
resin filminto contact with a gas containi ng 50-1000ppm by vol une of allyl
I sot hi ocyanate vapour prepared according to any one of clainms 1-12.

13

Fig. 2 is a diagrammatic representation of an
apparatus for carrying out the process (II) as described
hereinabove, in which reference numeral 35 denotes a
column filled with a porous material 37 impregnated with

5 the liquid containing the ISOTC, while the same and
similar elements are provided with the same reference
numerals and symbols as those shown in Fig. 1.

As specific examples of the porous material, there

may be mentioned, for example, active carbon, sepiolite,-

10 diatomaceous earth, silica, alumina, zeolite and so on.
They may be of any shape or form, such as granules,
cylindefs, spheres, and so on.

In preparing the gases containing the ISOTC vapour
by using the apparatus as shown in Fig. 2, the gases from

15 the gas bomb 1 are first introduced into the column 35
‘through a line 6, thereby allowing the gases to pass
through the column while being in contact with the porous
material impregnated with the liquid containing the ISOTC,
which in turn are packed within the column 35. The

20 contact of the gases with the porous material allows the
ISOTC impregnated within the porous material to be
gasified as vapour which in turn is mixed with the gases.
The resulting gases.containing the ISOTC vapour is then
withdrawn via a line G-3 from the column 35 as product

25 gases.

When the product gases are prepared in the manner as
described hereinabove, in cases where the length the
porous material is packed within the column 35 would be
insufficient, where the speed of passing the gases through

30 the column or where the concentration of the ISOTC vapour
within the gases to be ‘discharged from the line G-3 would
be too low, it is pfeferred to circulate a portion of the
gases withdrawn from the packed column to the column 35
through a line 36 via a circulating blower 23. The

35 concentration of the ISOTC vapour within the product gases
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20 14, A germcidal synthetic resin filmprepared in accordance with

claim13. 15. A process for preparing a gas conposition possessing
germdestroying action substantially as herei nbefore described with
reference to the acconpanying drawings. 25 - 16. . A process for preparing

a germcidal synthetic resin
14

to be withdrawn through the line G-3 can be controlled by
adjusting the amount of the gases to be circulated.

Fig. 3 is a diagrammatic representation of another
apparatus for carrying out the process (II) or (III). 1In

5 Fig. 3, reference symbol G denotes an apparatus similar to
the apparatus as shown in Fig. 1.

In preparing gases containing the ISOTC vapour by
using the apparatus as shown in Fig. 3, product gases
prepared by the apparatus G as shown in Fig. 1 are passed

10 through a column 35 which has the structure similar to
that shown in Fig. 2. The product gases are then
_ withdrawn from the column 35 through a line G-4.

In this apparatus, mist of the ISOTC accompanying

the gases within the column 35 can be removed, so that the

15 mist separator 25 as used in Fig. 1 can be omitted.
Further, the column 35 is so arranged as to adjust the
concentration of the ISOTC vapour within the product gases
passing through the line G-3 by operating a circulating
blower 23 in the manner as described hereinabove. This

20 serves as operating the apparatus G readily because the
passage of the gases containing the ISOTC vapour through
the column 35 can adjust the concentration of the ISOTC
vapour within such a level as being practically applicable
even if the concentration of the ISOTC vapour within the

25 product gases prepared by the apparatus G would be too
high or too low as compared with the applicable level.

Fig. 4 is a diagrammatic representation of an
apparatus for carrying out the process (IV). In Fig. 4
reference numeral 40 denotes a buffer tank of a hollow

30 container type, reference numeral 41 denotes a gas mixer,
and reference numeral 42 denotes a control device
containing a detection system for detecting the
concentration of the ISOTC vapour such as a gas
chromatography, etc. A system consisting of the buffer

35 tank 40, the gas mixer 41, the control device 42 and a gas
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filnféubstahtfaliy as héfeihbefore described with reference to the
acconpanyi ng draw ngs.
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bomb 1 constitutes an apparatus for adjusting the
concentration of the ISOTC vapour.

In order to provide product gases so adjusted as to
contain the concentration of the ISOTC vapour by using the
apparatus as shown in Fig. 4, the product gases prepared
by the apparatus G as shown in each of Figs. 1 to 3 are
led to the gas mixer 41 through a line F while gases from
the gas bomb 1 were supplied to the gas mixer 41, too,
through a line 6. Both of the gases are then mixed within
the gas mixer 41 and the resulting mixed gases are
supplied to the buffer tank 40. The buffer tank 40 is
connected is connected to the control device 42 containing.
the detection system for the concentration of the ISOTC |
vapour, which transmits a detection signal to a flow
adjusting valve 4, thereby allowing the detection signal
to operate the flow adjusting valve 4 to feed the gases
from the gas bomb 1 through the gas mixer 41 to the buffer
tank 40 so as to adjust the concentration of the ISOTC
vapour within the buffer tank 40. The product gases
having the concentration of the ISOTC vapour adjusted to a
predetermined level are then withdrawn from the line G-5.

The concentration of the ISOTC vapour within the
product. gases according to the present invention is
adjusted to the range usually from 50ppm to 1000ppm (v/v),
preferably from 100ppm, to 500ppm (v/v). As a carrier gas
for the ISOTC vapour, there may be employed any gas
capable of carrying the ISOTC vapour and such a gas may
include, for example, nitrogen gas, carbon dioxide gas,
air, and so on. When the product gases are to be employed
for the purpose of germ-destroying food or retaining
freshness of food, the use of nitrogen gas or carbon
dioxide gas is advantagecuély for preventing
transformation of food due to oxidation.

The gases containing the ISOTC vapour according to
the present invention can be applied to various uses by
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taking advantage of the germ-destroying action of the
ISOTC vapour. .

The product gases according to the present invention
may serve as filling gases for containers thereby
effectively preventing microbial transformation of food
and retaining or holding the high degree of freshness of
food.

Further, the product gases according to the present
invention can appropriately be employed for germicidally-
treating material or products on which the growth of
harmful microorganisms may cause problems. For instance,
such harmful microorganisms adhered to those materials ox
products can be destroyed or killed by bringing them into
contact with the product gases cdntaining the ISOTC wvapour
according to the present invention.

The product gases according to the present invention
may also be stored in a pressﬁre-resistant container
(compressive bomb) and they are practically applied to
various uses for germ-destroying or sterilising various
products or articles by withdrawing them from the
container. ' '

It is also to be noted that the product gases
according to the present invention can be employed for the
preparation of materials oxr products having germicidal
action. 1In particular a germicidal synthetic resin film
may be produced by bringing the synthetic f£ilm into
contact with the product gases according to the present
invention which contain the ISOTC vapour. The resulting
germicidal materials or products are capable of gradually
evaporating or generating the ISOTC vapour therefrom and
exhibiting germicidal or germ destrdying action.

With reference to Fig. 5, in preparing the
germicidal products (hereinafter referred to sometimes as
the material to be treated or as related words), the
blower 1 is operated to supply gases to the vapour-
generating chamber 2 through a line 6 while discharging
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the gases containing the vapour of the ISOTC through a
line 10, thereby introducing the gases into the treating
chamber 3 in which the material to be treated is
accommodated. As the gases. together with which the vapour
of the ISOTC is carried, there may usually be employed
air, althdugh nitrogen gas and so on may also be used.

'The concentration of the ISOTC vapour in the gases to be

discharged from the vapour-generating chamber 2 may be
adjusted by recirculating a portion of the gases through-
the line 11 and the valve 12 to the lines 9.

When the vapour of the ISOTC is admixed in the
required concentration with the air in the treating
chamber 3, the blower 1 is suspended and the valve 13 is
closed to retain the tfeating chamber in a closed state.

" The ISOTC is allowed to be adsorbed on the material to be

treated while the closed state is retained for a
predetermined period of time. In the treating chamber 3,
a fan is provided to flow the air within the chamber and a
dispersion of the vapour of the ISOTC within the chamber
is preferably enhanced. The concentration of the ISOTC
vapour within the treating chamber may range from 50ppm to
1000ppm (v/v), on the volume basis. The treating period
of time may last as long as a sufficient amount of the
ISOTC can be adsorbed on the material to be treated and it
may vary with the kind of the material to be treated or
the concentration of the ISOTC vapour within the treating
chamber and cannot be determined in a uniform manner, but
it may generally range from 1 minute to 60 minutes,
preferably from S minutes to 20 minutes. The vapour of
the ISOTC to be used for the present -invention has a very
high degree of permeability and it is adsorbed strongly on
the material to be treated.

After the adsorption treatment has been finished,
the valve 15 is opened and a blower 4 is so operated as to
discharge the air within the treating chamber into the
open atmosphere from a line 22 through the adsorbing
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device 5. In this case, in order to avoid the reduction
in the pressure within tﬁe treating chamber, a valve may
be mounted to the treating chamber so as to release the

air into the open air therethrough. The adsorbing device
5 is so filled with the adsorbing agent as to adsorb the

-ISOTC vapour contained in the air and remove it from the

air. The contact period of time between the air and the
ISOTC in the adsorbing device may be as long as required
for the removal of the ISOTC by adsoiption to a sufficient
extent and be adjusted by recirculating a portion of the
air to be discharged through the line 18 from the

‘adsorbing device 5 through a line 19 and a valve 20 to the

line 17. The treating chamber 3 and the adsorbing device
5 may be provided with a heating mechanism or a cooling
mechanism to thereby control the temperature at which the
ISOTC is adsorbed. When the adsorbing agent contained in
the adsorbing device has adsorbed the ISOTC to a saturated
level, the adsorbing agent can be recovered by passing a
heating medium such as steam through it.

The introduction of the ISOTC into the air within
the treating chamber may be carried out by sprayihg an
ISOTC liquid or a solution thereof directly into the air
and gasifying it in the air, in addition to the admixture
of the gasified ISOTC with the air in the vapour-
generating chamber. Further, it can be noted that the
ISOTC can be removed from the air in a chemicélly reactive
manner, not by the aid of the adsorbing agent, by using a
substance.having reactivity with the ISOTC, such as a
solid amine or the like.

The treating chamber may be of any structure as long
as it is of a closed structure. The gases containing the
ISOTC may be introduced continuously into the treating
chamber 3, unlike an intermittent introduction in the
manner as described hereinabove, and discharged
continuously therefrom through the line 14. 1In this casé,
a portion of the gases discharged from the line 14 may be

B e o TP
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recirculated into the treating chamber 3 through a flow
valve.
The treatment of the material to be treated in the

‘treating chamber 3 may be carried out in a continuous

manner or in a batchwise manner. In treating the material
to be treated in a continuous manner, the material may be
conveyed through the treating chamber 3 at a constant
speed.

In accordance with the present invention, the thus.
produced germicidal synthetic resin film containing the
ISOTC in the manner as described hereinabove is
subsequently preferably coated on its surface with a resin
to thereby control the amount of the ISOTC to.be
evaporated or gasified from the surface of the film. 1In
this case, the resin coating may be carried out by
immersing, spraying or the like. The resin to be employed
for the resin coating may be a conventional one and it may
include, for example, a thermoplastic resin such as of an
acrylic type, a vinyl type, a polyamide type and so on;
and a thermosetting resin such as of an amino type, a
phenol type, a polyester type, an epoxy type, an
isothiocyanate ester type and so on. These resins may be
coated in a form of a solution, an emulsion or the like.

The plastic films may include a variety of films of
a polyolefin type, a vinyl chloride type, a polyester
type, an acrylonitrile type, and so on.

The present invention will be described in more
detail by way of examples.

Example 1.

As a sample, a fish (horse mackerel or saurel) which
has been cut into halves, dried to a half-dry state and
frozen, was defrozen and placed in a nylon bag in which 10
grams of silica gel (Sumikagel: Sumitomo Chemical
Industries Co., Ltd) packed in a small paper bag in turn
was placed as a drying agent, and further 8 grams of
granular diatomaceous earth impregnated with a 10% by
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20

weight allyl isothiocyanate (rate of impregnation: 30% by
weight) were placed therein as an agent for generating
vapour of allyl isothiocyanate. '

As a comparative purpose, the frozen horse mackerel
cut into halves was defrozen and placed in a nylon bag in
substantially the same manner as in the manner described
immediately hereinabove, except for no use of
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: - 21 - _
allyl isothiocyanate as the agent for generating the allyl

isothiocyanate vapor.
A packed body with the defrozen horse mackerel
in a half-dry state was allowed to stand for five days and
5 then opened. As a result, it was found that a decaying
smell had generated from the sample for comparative
purposes while no decaying smell had generated from the
sample in accordance with the present invention. This
means that the sample was subject to germ-destroying
{O action by the allyl isothiocyanate vapor used for the
present invention and has caused no decaying smell.
Exampie 2: _

A pan was placed with 500 grams of polished

rice and the rice was washed with water. Then, the rice
[ was cooked in conventional manner after the addition of
0.5 cc of allyl isothiocyanate.

The cooked rice was packed with a plastic £ilm
and the bag was allowed to stand for four days. Then the
bag was opened and, as a result of observation, it was

X found that the rice was subject to no transformation
without any smell originating from allyl isothiocyanate.

As a comparative purpose, the rice was cooked
in substantially the same manner as described immediately
hereinabove. As a result of observation after a four-day

a5 storage, the cooked rice packed. in a plastic film was
found to generate strongly decaying smell.
Example 3:
In a nylon bag, there were 'placed 500 grams of
polished rice and a paper bag with 15 grams of granular
20 diatomaceous earth impregnated with soy bean oil having
allyl isothiocyanate dissolved therein in the amount of
10% by weight (rate of impregnation: 30% by weight), and
the nylon bag was closed. The nylon bég was opened after
having been stored for one hour at 'room temperature, and
25 the rice was washed with water and cooked in such
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conventional manner. .

The cooked rice was' packed with a plastic film
and stored for four days in substantially the same manner
as in Example 2. As a result, no change was seen in the
cooked rice packed with the plastic film in the manner as
deécribed hereinabove.

Example 4:
(1) Preparation of material for retaining freshness of food:

A filter paper (100 cm?®) was impregnated with 5
ml of a raw solution prepared by dissolving 1 part by
weight of allyl isothiocyanate in 10 parts by weight of
sesame o0il, thereby y:i:elding the material useful for
retaining freshness of food. The oder generating £rom
this material was that of sesame and the material did not
substantially smell the odor of allyl isothiocyanate.

Separately, the material useful for retaining
the degree of freshness of £food was prepared by
impregnating a filter paper (100 cm?) with 5 ml of a raw
solution prepared by dissolving 1 part by weight of allyl
isothiocyanate in 10 parts by weight of olive oil. The
odor generating from this material was that of olive and
the material did not substantially smell the odor of allyl
isothiocyanate. "

(2) Tests for retention of freshness:

A given amount of commercially available noodle
was placed in a 1l-liter cont'ainer, together with the
material for retaining freshness of food prepared in the
manner as described hereinabove, and the packed food was
allowed to stand in a closed state at room temperature. As
a result, it was found that no fungi has occurred for a
one-week storage and, .when the container was opened, no
odor originating from allyl isothiocyanate substantially
smelled while fragrance of sesame or olive was imparted.

As comparison, a given amount of commercially

available noodle was placed in a -container at room
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temperature yet without containing any material useful for
retaining freshﬁess of food. In this éa.:se, it was found
that fungi had occurred in four days.

Example 5:

5 As a test sample for a material to be fumigated,
500 grams of unmilled rice infected with rice wheevils
was placed in a nylon bag in which a paper bag containing
5 grams of granular diatomaceous earth impregna_tted with
soy bean o0il so dissolved as to contain 10% by weight of

[0 allyl isothiocyanate (rate of impregnation: 30% by weight).
Then the nylon bag was closed ahd allowed to stand for
one day. After opening the bag, it was found that all of
the rice wheevils were killed.

Example 6:

5 In a 5,000-ml container were twenty termites,
and a flat glass dish with a l1id so arranged as to have
an opening, in which a mixture of 30% by weight of allyl
isothiocyanate and 80% by weight of corn oil was so placed
as to come into no contact with the termites.

SO As a result of observation, it was found that
the motion of the termites becaine very slow in 10 minutes
and the termites were killed in 2 hours.

Example 7:
Commercially available woven cloth made of poly-

s propylene fiber was placed in a nylon bag. And
diatomaceous earth impregnated with soybean oil dissolved
in 10% by weight of allyl isothiocyanate (rate of
impregnation: 30% by weight) was packed in a small paper
bag and then the paper bag in turn was placed in the

SO nylon bag, too. The nylo'n bag was then allowed to stand
in a closed state for 30 minutes at room temperature and
then opened to take the cloth out. After the cloth was
allowed to stand for 24 ‘hours, it was still found to
smell like mustard and confirmed that the cloth has

325 generated the allyl isothiocyanaté vapor from its surface
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even after 24 hours.
Example 8:

Commercially available polypropylene £ilm was
placed in a nylon bag. And diatomaceous earth impregnated
with soybean o0il dissolved in 10% by weight of allyl
isothiocyanate (rate of impregnation: 30% by weight) was
packed in a small paper bag and then the paper bag in
turn was placed in the nylon bag, too. The nylon bag was
then allowed to stand in' a closed state for 30 minutes at
room temperature and then opened to take. the f£film out.
After the film was allowed to stand for 24 hours, ii: was
still found to smell like mustard and confirmed that the
film has generated the allyl isothiocyanaté vapor from
its surface even after 24 hours.

Example 9: _

One of two 10-liter foamed styrol boxes was
allowed to adsorb allyl isothiocyanate by £filling the box
with air containing 1,000 ppm {(v/v) of allyl isothiocyanate.

. Then, both of the two boxes were packed with
five pieces of steamed bread and two rolls of bread and
closed with a 1lid, followed by allowing them to stand at
room temperature for predetermined period of time as

follows. The results are shown as follows:
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TABLE 1

Box of Present Box for Compa-
Days ' Invention rative Purpose
1 No change of No change of
contents contents
2 - ibid - Fungi generated
on steamed bread
3 - ibid - Malodor slightly
occurred from
steamed bread
4 - ibia - Fungi generated
on bread
5 - ibid - Fungi generated

even over the entire
inside
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THE CLAIMS DEFINING THE INVENTION ARE AS FOLLOWS:-
1. A process for préparing a gas composition possessing
germ-destroying action, said process comprising bubbling a
gas into a mixture of a liquid isothiocyanic acid ester
5 and an organic liquid having a boiling point of at least
- 180%, said mixture containing 0.01-50% by weight of said -
liquid isothiocyanate acid ester, to obtain a gaseous
admixture of said gas and a vapour of the isothiocyanic
acid ester, said gaseous admixture containing 50ppm to
10 1000ppm v/v of said vapour.
2. A process for preparing a gas composition possessing
germ destroying action, said process comprising:
impregnating a column of a porous material
impregnated with a mixture of a liquid isothiocyanic acid
15 and an organic liquid having a boiling point of at least
180°C, said mixture containing 0.01-50% by weight of said
liquid isothiocyanate acid; and
passing a gas through said column to obtain a
gaseous admixture of said gas and a vapour of the
20 isothiocyanic acid ester, said gaseous admixture
containing 50ppm to 1000ppm v/v of said vapour.
3. A process according to claim 1, wherein said gas is
at least one gas selected from the group consisting of
nitrogen, air and carbon dioxide.

25 4. A process according to claim 2, whefein said gas is
at least one gas selected from the group consisting of
nitrogen, air and carbon dioxide.

5. A process aééording to claim 1 further comprising

diluting said gaseous admixture by adding an additional
30 gas thereto to obtain said bacterial gas composition

containing said vapour of isothiocyanic ester in a

predetermined concentration.

6. ‘A process according to claim 2 further comprising

diluting said gaseous admixture by'adding an additional
35 gas thereto to obtain said bacterial gas composition

* c L L] S *
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containing said vdpour of isothiocyanic¢ &ster in a
predetermined concentration.

7. A process according to claim 1, wherein said organic
liquid has a vapour pressure at 30°C of 2mmHg or less.

8. A process according to claim 1, wherein said organic
liquid has a vapour pressure at 30°C of 1mmHg or less.

9. A process according to claim 2, wherein said organic
liquid has a vapour pressure at 30°C of 2mmHg or less.

10. A process according to claim 2, wherein said organic
liquid has a vapour pressure at 30°C of lmmHg or less.

11. A process according to claim 1, wherein said organic
liquid has a boiling point of at least 220°C.

12. A process according to claim 2, wherein said organic
liquid has a boiling point of at least 220°C.

13. A process for preparing a germicidal synthetic resin
film which comprises bringing a resin film into contact
with a gas containing 50-1000ppm by volume of allyl
isothiocyanate vapour prepared according to any one of
claims 1-12.

14. A germicidal synthetic resin film prepared in
accordance with claim 13.

15. A process for preparing a gas composition possessing
germ-destroying action substantially as hereinbefore
described with reference to the accompanying drawings.

16. A process for preparing a germicidal synthetic resin
film substantially as hereinbefore described with

reference to the accompanying drawings.
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