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CALCIUM SULPHATE-BASED PRODUCTS

This invention relates to improved high temperature resistant calcium sulphate-based
products and, in particular, to calcium sulphate-based products having reduced shrinkage at

high temperatures.

BACKGROUND
Calcium sulphate-based products are widely used in the construction of buildings, for
example, to form internal partitions (using wallboard, also known as dry wall, gypsum board

or plaster board) and ceilings or to encase ducts (e.g. ventilation ducts) within buildings.

Calcium sulphate-based products such as wallboard are typically formed by drying an
aqueous slurry of the hemihydrate of calcium sulphate (CaSQO,."2 H,O), also known as
calcined gypsum or stucco, between two sheets of lining paper or fibreglass matting. As the
slurry dries and the calcined gypsum is hydrated, a hard, rigid core of gypsum (calcium

sulphate dihydrate - (CaS0,.2H,0)) sandwiched between the lining sheets/mats is formed.

When wallboard or ceiling tiles are exposed to high temperatures such as those experienced
in a building fire or those experienced by wallboards used for encasing ducts carrying high
temperature fluids, the water of crystallization contained within the gypsum is driven off to
yield the anhydrite of calcium sulphate. Initially, this has the advantage that heat transfer
across the wallboard/ceiling tile is reduced thus helping to contain the heat emanating from
ducting or generated during a building fire. However, at temperatures around 400-450°C,
the initially formed Alll phase anhydrite (also known as y-CaSQO,4 or “soluble” anhydrite)
converts to the All phase (or “insoluble” anhydrite) and this phase change results in
shrinkage of the wallboard/iile i.e. a loss of dimensional stability. This shrinkage (which may
be around 2% of the wallboard’'s/tile’s length or width, or around 6% of the wallboard’s

volume) often causes the wallboards to pull away from their supporting structures. This is
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obviously undesirable. It can leave ducts exposed to high temperatures. Furthermore, in
situations where wallboard is used for internal partitions and a fire breaks out, shrinkage can
leaves gaps exposing rooms adjacent to the fire source to the effects of the heat/fire. Gaps
also allow ingress of oxygen into the fire source thus fuelling the fire and negating the effects

of any fire doors.

At higher temperatures (in excess of 600°C), the insoluble anhydrite goes on to sinter
resulting in large reductions in wallboard volume. This results in extreme shrinkage which
eventually causes collapse of the internal walls/ceilings/duct casings as they are no longer

held by their supporting structures.

Efforts have been made to improve the heat resistance of calcium sulphate-based products

such as wallboard in an attempt to reduce shrinkage.

It is known e.g. from EP0258064 to use micro silica as an additive in the gypsum core of

wallboard to reduce shrinkage.

However, these additives only have an effect at temperatures greater than 600°C i.e. they do
not resist the shrinkage of the board at lower temperatures and linear shrinkage of more

than 10% is still seen as temperatures around 1000°C.

It is known from W(Q099/08979 and WO00/06518 to add sodium trimetaphosphate (STMP),
sodium hexametaphosphate (SHMP) or ammonium polyphosphate (APP) to a calcium
sulphate wallboard core to improve strength, sag resistance and shrinkage during drying.
No effect of these additives on shrinkage during exposure to high temperatures is recorded.
The trimetaphosphate ions and APP were found to accelerate the rate of hydration of

calcined gypsum thus decreasing the set time for the wallboard core.
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WQ02012/069826 discloses use of aluminium and ammonium phosphate additives for
enhancing fire resistance of calcium sulphate-based products. Ammonium polyphosphate
(APP) was found to reduce hydration time of the calcined gypsum and accelerate setting

time.

Calcium sulphate-based products are also used to cast metal objects. Calcium sulphate
moulds are heated to 700-900°C prior to being filled with molten metal. It is important to
control high temperature shrinkage of such calcium sulphate-based moulds to ensure that

the moulds do not leak and to ensure that the cast metal products are not warped.

A preferred aim of the present invention is to provide an improved heat resistant calcium
sulphate-based product having reduced shrinkage after heat exposure e.g. when in contact
with ducting, during a building fire or during casting of metal products. Such an improved
heat resistant product may have particular use as wallboard or panels for forming internal
partitions in buildings, ceiling tiles, wallboard or panels for encasing ventilation/smoke
extraction ducting, joint filler materials for joining wallboard/panels/tiles or for moulds for use

in metal product casting.

SUMMARY OF THE INVENTION
Accordingly, in a first aspect, the present invention provides a calcium sulphate-based
product comprising gypsum and a shrinkage resistance additive wherein the shrinkage

resistance additive is melamine polyphosphate or melamine pyrophosphate.

Melamine polyphosphate is CsHeNe(H3sPO4)n where n is greater than 2. Melamine

pyrophosphate is C3HsNg-(HsPO4), where n is two.
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The inventors have found that including melamine polyphosphate (MPP) or melamine
pyrophosphate in the calcium sulphate based products e.g. the gypsum core of a wallboard
reduces shrinkage of the wallboard when the board is exposed to high temperatures. Unlike
micro silica which only has an effect above 600°C, MPP/melamine pyrophosphate begins to
have an effect around 350°C where it undergoes an endothermic decomposition (to yield
phosphoric acid) and thus acts as a heat sink. The MPP also acts to increase the
temperature at which the transition from the soluble to insoluble calcium sulphate anhydrite
occurs thus allowing the product to resist the shrinkage arising from the phase change until

higher temperatures (around 800°C) are reached.

The term “calcium sulphate-based product” may include wallboards (with or without liners)
(with or without fibrous reinforcement), tiles (e.g. ceiling tiles), duct encasement panels, joint
filler materials (e.g. for joining adjacent wallboards/tiles/panels etc.) and moulds for casting

metal products.

The calcium sulphate—based product may be a composite product e.g. it may be a wallboard
having a gypsum matrix core (containing the shrinkage resistance additive) sandwiched

between two liners (e.qg. paper liners or fibreglass matting).

The term “gypsum” is intended to refer predominantly to calcium sulphate dihydrate

(CaS0..2H,0).

MPP is used as the shrinkage resistance additive in preferred embodiments. Unlike APP
which has been found to accelerate the setting of the hemihydrate (calcined gypsum) to the
dihydrate (gypsum) of the gypsum, it has been found that MPP does not cause any
acceleration. Acceleration of the setting is undesirable because it restricts the possible
addition level and gives the production plant less control over their processes. In fact, MPP
has been found to cause a slight retardation of the setting.

4
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Preferably, the MPP/melamine pyrophosphate shrinkage resistance additive is included in
an amount from 0.1 to 20 wt%, preferably 1 to 10wi%, more preferably 1 to 5 wit% and most

preferably 2 to 5 wit%.

Preferably, the calcium sulphate-based product does not contain glass fibres. The glass
fibres are typically used form a mechanical network within the gypsum which helps maintain
the structural integrity of the product after exposure to heat. However, the present inventors
believe that the inclusion of MPP/melamine pyrophosphate may reduce shrinkage by such

an amount that the structural integrity can be maintained without using glass fibres.

The calcium sulphate-based product may contain additives such as accelerators to off-set
the slight retardation of the set time observed for MPP. The accelerators may be, for
example, freshly ground gypsum having an additive of sugar or surfactant. Such
accelerators may include Ground Mineral NANSA (GMN), heat resistant accelerator (HRA)
and ball milled accelerator (BMA). Alternatively, the accelerator may be a chemical additive
such as aluminium sulphate, zinc sulphate or potassium sulphate. In certain cases, a
mixture of accelerators may be used, e.g. GMN in combination with a sulphate accelerator.
As a further alterative, ultrasound may be used to accelerate the setting rate of the slurry,

e.g. as described in US2010/0136259.

In a second aspect, the present invention provides a method of forming a calcium sulphate-
based product by drying an aqueous slurry comprising calcined gypsum and shrinkage
resistance additive wherein the shrinkage resistance additive is melamine polyphosphate or

melamine pyrophosphate.

The term “calcium sulphate-based product” may include wallboards (with or without liners)
(with or without fibrous reinforcement), tiles (e.g. ceiling tiles), duct encasement panels, joint

5
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filler materials (e.g. for joining adjacent wallboards/tiles/panels etc.) and moulds for casting

metal products.

The calcium sulphate—based product may be a composite product e.g. it may be a wallboard
having a gypsum matrix core (containing the shrinkage resistance additive) sandwiched
between two liners (e.g. paper liners or fibreglass matting). In this embodiment, the method
comprises drying an aqueous slurry comprising calcined gypsum and MPP between two

liners (e.g. paper liners or fibreglass matting).

The term “calcined gypsum” is intended to refer predominantly to calcium sulphate
hemihydrate (CaS0,.2H,0) but may also encompass any other calcium sulphate compound
having a lower bound water content than calcium sulphate dihydrate (e.g. calcium sulphate

anhydrite).

Preferably, the MPP/melamine pyrophosphate shrinkage resistance additive is included in
the slurry in an amount from 0.1 to 20 wt%, preferably 1 to 10wt%, more preferably 1 to 5

wt% and most preferably 2 to 5 wit%.

The preferred shrinkage resistance additive is MPP. This has been found not to accelerate

the setting time of calcined gypsum, unlike APP.

The calcium sulphate-based product preferably contains no glass fibres. The glass fibres
are typically used to form a mechanical network within the gypsum which helps maintain the
structural integrity of the product after exposure to heat. The present inventors believe that
the addition of MPP/melamine pyrophosphate reduces high temperature shrinkage to such
an extent that the glass fibres are no longer necessary. Therefore, preferably, the method
comprises drying an aqueous slurry comprising gypsum and MPP/melamine pyrophosphate

in the absence of inorganic (glass) fibres.
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The method may comprise adding glass matting to the slurry prior to drying. The slurry is
typically dried in a mould. The matting may be added by laying it onto the surface of the
slurry after some or all of the slurry has been added to the mould or it may be laid in the
bottom of the mould before the slurry is added. If the matting is laid in the base of the empty
mould or laid on the surface of the slurry of the full mould then the matting will rest at the
surface of the gypsum core. |If it is added to the mould when only some of the slurry has

been added, it will be embedded within the gypsum core.

The calcium sulphate-based product may contain additives such as accelerators. The
accelerators may be, for example, freshly ground gypsum having an additive of sugar or
surfactant. Such accelerators may include Ground Mineral NANSA (GMN), heat resistant
accelerator (HRA) and ball milled accelerator (BMA). Alternatively, the accelerator may be a
chemical additive such as aluminium sulphate, zinc sulphate or potassium sulphate. In
certain cases, a mixture of accelerators may be used, e.g. GMN in combination with a
sulphate accelerator. In these embodiments, the method comprises drying an aqueous
slurry comprising gypsum, MPP/melamine pyrophosphate and accelerator, optionally
between two liners as discussed above. Glass matting may also be included (as discussed

above) along with the accelerator.

In a third aspect, the present invention provides the use of melamine
polyphosphate/melamine pyrophosphate as an additive in a gypsum matrix for reducing

shrinkage in a calcium sulphate-based product during heat exposure.

Preferably, the MPP/melamine pyrophosphate is used as an additive for reducing shrinkage
in a composite wallboard having a gypsum core (containing MPP/melamine pyrophosphate)

sandwiched between two liners (e.g. paper liners or fibreglass matting).
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Preferably, an amount of from 0.1 to 20 wt%, preferably 1 to 10wt%, more preferably 1 to 5
wt% and most preferably 2 to 5 wt% MPP/melamine pyrophosphate is used to reduce

shrinkage in the product.

DESCRIPTION OF THE DRAWINGS

Figure 1 shows a graph of area shrinkage for the control and MPP samples after heating to
1000°C and subsequent cooling;

Figure 2 shows a graph of linear shrinkage for the control and MPP samples during heating
to 1000°C; and

Figure 3 shows a graph of linear shrinkage for the control, MPP and melamine

pyrophosphate samples during heating to 1000°C

EXPERIMENTAL

The following examples are given by way of illustration only.

Control sample 1

1500g of stucco was blended with 0.1wi% (relative to the weight of the stucco) ground
gypsum accelerator (GMN — Ground mineral NANSA) and added to 1350g of water at 40°C.
This was mixed for 10 seconds in a large Waring blender and the resulting slurry was poured
100 x 50 x 11mm and 200 x 200 x 12.5mm brass moulds to harden. The thumb set was less
than 10 minutes. The thumb set is taken by depressing a thumb end onto a portion of the
setting gypsum. The time is recorded when sufficient strength is attained such that an
impression can no longer be made in the setting gypsum. After leaving the samples to
hydrate for an hour, they were transferred to an oven at 40°C and left to dry overnight (at

least 12 hours).
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Control sample 2

1500g of stucco was blended with 0.1wt% ground gypsum accelerator. 0.5wt% (based on
the weight of the stucco) (i.e. 7.5g) Johns Manville glass fibres were dispersed in 13509 of
water at 40°C for 10 seconds and then the dry blend was added. This was mixed for 10
seconds in a large Waring blender and the resulting slurry was poured 100 x 50 x11mm and
200 x 200 x 12.5mm brass moulds to harden. The thumb set was less than 10 minutes.
After leaving the samples to hydrate for an hour, they were transferred to an oven at 40°C

and left to dry overnight (at least 12 hours).

MPP sample 1

15009 of stucco was blended with 0.3wt% (based on the weight of stucco) ground gypsum
accelerator. 2.5wi% MPP (based on weight of stucco) was dispersed in 1350g of water at
40°C for 10 seconds and then the dry blend was added. This was mixed for 10 seconds in a
large Waring blender and the resulting slurry was poured 100 x 50 x 11mm and 200 x 200 x
12.5mm brass moulds to harden. The thumb set was less than 10 minutes. After leaving the
samples to hydrate for an hour, they were transferred to an oven at 40°C and left to dry

overnight (at least 12 hours).

MPP sample 2

1500g of stucco was blended with 0.3wt% (based on the weight of stucco) ground gypsum
accelerator. 0.5% Johns Manville glass fibres and 2.5wt% MPP (based on weight of stucco)
were dispersed in 13509 of water at 40°C for 10 seconds and then the dry blend was added.
This was mixed for 10 seconds in a large Waring blender and the resulting slurry was poured
100 x 50 x11mm and 200 x 200 x12.5mm brass moulds to harden. The thumb set was less
than 10 minutes. After leaving the samples to hydrate for an hour, they were transferred to

an oven at 40°C and left to dry overnight (at least 12 hours).



10

15

WO 2014/096152 PCT/EP2013/077315

MPP sample 3

1500g of DSG Stucco was blended with 0.5wt% (based on the weight of stucco) ground
gypsum accelerator. 5wi% MPP (based on weight of stucco) was dispersed in 1350g of
water at 40°C for 10 seconds and then the dry blend was added. This was mixed for 10
seconds in a large Waring blender and the resulting slurry was poured 100 x 50 x11mm and
200 x 200 x12.5mm brass moulds to harden. The thumb set was less than 10 minutes. After
leaving the samples to hydrate for an hour, they were transferred to an oven at 40°C and left

to dry overnight (at least 12 hours).

MPP sample 4

1500g of DSG Stucco was blended with 0.5wt% (based on the weight of stucco) ground
gypsum accelerator. 0.5% Johns Manville glass fibres and 5wt% MPP (based on weight of
stucco) were dispersed in 13509 of water at 40°C for 10 seconds and then the dry blend was
added. This was mixed for 10 seconds in a large Waring blender and the resulting slurry
was poured 100 x 50 x11mm and 200 x 200 x12.5mm brass moulds to harden. The thumb
set was less than 10 minutes. After leaving the samples to hydrate for an hour, they were

transferred to an oven at 40°C and left to dry overnight (at least 12 hours).

Control 1 | Control 2 MPP 1 MPP 2 MPP 3 MPP 4
Calcined 1500 1500 1500 1500 1500 1500
gypsum/g
Water/g 1350 1350 1350 1350 1350 1350
Accelerator/g 1.5 1.5 4.5 4.5 7.5 7.5
Glass - 7.5 - 7.5 - 7.5
Fibres/g
MPP/g - - 37.5 37.5 75 75

Table 1 — Summary of MPP Samples

10
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Melamine pyrophosphate sample 1

2.5wt% melamine pyrophosphate (based on weight of stucco) was dispersed in 140mL of
tap water for 5 minutes using an Ultra-Turrax high shear mixer and then 200g of stucco was
added. This was mixed by hand for 1 minute and the resulting slurry was formed into 12.5
mm diameter gypsum cylinders. They were transferred to an oven at 40°C and left to dry

overnight (at least 12 hours).

For comparison with this melamine pyrophosphate, gypsum cylinders a) as above but with
no melamine pyrophosphate, b) as above but with 2.5 wit% MPP instead of melamine
pyrophosphate and c) as above but with no melamine pyrophosphate and 2.0wt% (based on
weight of stucco) micro silica. The results of the comparison are discussed below and

shown in Figure 3.

Area Shrinkage

For each of the 100 x 50 x 11 mm samples, the initial measurements (length and width) were
recorded and then the samples heated to around 1000°C over 120 mins (at 20°C/min up to
around 200°C and thereafter at a steadily and slowly decreasing rate). After cooling, the
sample’s dimensions were re-measured. The area shrinkage was calculated as the
difference between the initial area of the sample and the heat treated sample and is shown

in Figure 1.

It can be seen that all samples containing MPP showed a considerable reduction in area
shrinkage compared to the control samples containing no MPP. The reduction in shrinkage
is achieved with as little as 2.5 wt% MPP. Indeed, doubling the amount of MPP to 5wt%

does not show a significant further reduction in area shrinkage.

The samples were inspected for cracks and the results are shown below in Table 2.

11
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Observations

Control sample 1 Numerous visible cracks — some very wide -

sample disintegrated

Control sample 2 Numerous visible cracks
MPP sample 1 A couple of very fine cracks
MPP sample 2 A couple of very fine cracks
MPP sample 3 A couple of very fine cracks
MPP sample 4 A couple of very fine cracks

Table 2 — Observations after heating to 1000°C

Linear Shrinkage

The linear shrinkage of the 200 x 200 x12.5mm samples was measured using a ceramic rod
attached to a linear displacement transducer. The samples were supported by other
ceramic rods and the heated in a furnace to 1000°C at an initial rate of around 44°C/min up
to around 600°C and then at a steadily and slowly decreasing rate (in line with ISO 834).

The results are shown in Figure 2.

It can be seen that the linear shrinkage at 1000°C is reduced to around 5% for all samples
containing MPP. The biggest reduction in linear shrinkage was seen in the samples

containing 5% MPP.

Figure 3 shows the linear shrinkage results for melamine pyrophosphate. It can be seen that
the reduction in shrinkage is comparable to that obtained with the MPP i.e. a shrinkage of
around 10% compared to around 19% for the control sample (with no melamine

pyrophosphate).

12
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CLAIMS

1. A calcium sulphate-based product comprising gypsum and a shrinkage resistance
additive wherein the shrinkage resistance additive is melamine polyphosphate or melamine
pyrophosphate.

2. A product according to claim 1 wherein the shrinkage resistance additive is provided
in an amount from 0.1 to 20 wi%.

3. A product according to claim 2 wherein the shrinkage resistance additive is provided

in an amount from 2 to 5wit%.

4. A product according to any one of claims 1 to 3 comprising substantially no glass
fibres.
5. A product according to any one of the preceding claims further comprising an

accelerator.

6. A product according to any one of the preceding claims wherein the product is a
wallboard, panel, tile, joint filler material or mould for metal casting.

7. A product according to claim 6 wherein the product is a composite wallboard
comprising a core of the gypsum and shrinkage resistance additive sandwiched between two
liners.

8. A method of forming a calcium sulphate-based product by drying an aqueous slurry
comprising calcined gypsum and a shrinkage resistance additive wherein the shrinkage
resistance additive is melamine polyphosphate or melamine pyrophosphate.

9. A method according to claim 8 wherein the aqueous slurry contains melamine
polyphosphate in an amount from 0.1 to 20wt%.

10. A method according to claim 9 wherein the aqueous slurry contains melamine
polyphosphate in an amount from 2 to 5wit%.

11. A method according to any one of claims 8 to 10 wherein the aqueous slurry

comprises substantially no glass fibres.

13
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12. A method according to any one of claims 8 to 11 wherein the aqueous slurry the
further comprises an accelerator.

13. A method according to any one of claims 8 to 11 wherein the product is a wallboard,
tile, panel, joint filler material or mould for casting metal.

14. A method according to claim 13 wherein the product is a composite wallboard and
the method comprises drying the aqueous slurry between two liners.

15. Use of melamine polyphosphate or melamine pyrophosphate as an additive in a
gypsum matrix for reducing shrinkage in a calcium sulphate-based product during heat
exposure.

16. Use according to claim 15 wherein the calcium sulphate-based product is a
wallboard, tile, panel, joint filler material or mould for casting metal.

17. Use according to claim 15 or 16 wherein an amount of from 0.1 to 20 wt% of the
additive is used for reducing shrinkage.

18. Use according to claim 17 wherein an amount of from 2 to 5 wit% of the additive is
used for reducing shrinkage.

19. Calcium sulphate-based product substantially as any one embodiment herein
described.

20. Method of forming a calcium sulphate-based product substantially as any one
embodiment herein described.

21. Use of melamine polyphosphate or melamine pyrophosphate substantially as any

one embodiment herein described.

14
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2. RIEBUNEESR 1 ik 507 i, Foo, A SO a5 InRI B &0 0. 1wt % ~ 20wt % .

3. MRIEBONZER 2 Frid 597 b, 2oy, I SOl s In Rl &8 2wt %6 ~ 5wt %,

A FRIEBORER 1 2 3 AR — TR 7= b, AR EAE S B4

5. MR RIA BN ZER AL — TR IR (97 d, 32— D A5 el

6. R BT BOM ZER AR — TRATIA (77 i, Fer, Jrdd 7= do Sl TR  PLBR  $24%3H
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TRIEBONEER 6 ik (7 i, Fe oy, Binide e il B b, HA & AP AS A 2Z )
(¥ BT A & AT e o TN 7R RS S

8. — MhIEIE TR PSR Bk T R ER E5 A7 d (K 75155, P /K PERORH R B 1 A
B AU AA NI, e B SO 4 I 2 = 3R Ui R IR B = R mUR AR IR

9. MRYEBUF EER 8 Pk (1 757%, Fer, Frid /K PESROBME A 0. Twt % ~ 20wt % ) = JEFUIL

TR o

10. ARAEAAN R 9 Frid (7715, Ferr, Frid /K PEROBHEL 2 2wt %6 ~ Bwt %6 ) = FUE R
TR o

L HRYEARUR 23R 8 %10 AR TP (7574, Herh, FnidoK PRSP AR AR5 334
4
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SRR THEE MR,

14, MRIEARNER 13 Frik B9 757%, Hodr, Brid ™ ioe 5 G 16R, I B TR 77 i 046 15
TEPAS At 22 B B T IR A

15. =R FUL IR E = R E I R N om B L 5T A A iR T sk 2 T T B
)72 AT B R e A ) e 4 = 10 &

16. FRABFURELR 15 Frak (0 e, Forfr, Pirdt BT B 45 107 it 2 3 AR PL B L IO AR 4%
SRR THEE MR,

17, FRAE BRI EER 15 8% 16 Frid B9 F &, Hodr, 0. 1wt % ~ 20wt % ik dsin 7 A Tk sb
g =

18. FRAEBURIELSR 17 Frid 9 &, Horb, 2wt % ~ 5wt % BRI B Tk DUk 4 &

19. FEAR b A SC R AT AT — Fh St 77 2 A0 2 T BR S | 7 o
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BT MBS0~ m

[0001] AR B0 B A RO il TR 0 22 T IR R 415 10077 e, AR, 0 B A iRyl B HLAT sk
/b FRVAL A B P 2 T R R 5 A 7 o

EEEA

[0002] & THRERES 7™ vz TR g2 304, 9, T Rl == R (3 F Bt , R A
TEKEE A BREKIRIR ) FERIERBEZEZTY T EE (FEREE ) .

[0003] 2T R4S (10 7 vt 20t it AR 08 55 308 3t I 7 TP A e 4R AR BRCIBE 3 4 4 2 2 [W) O T 1
KA (CasSo, » 1/2H,0) , AR R4 B BUK Je K PR BT . Bl & 2K
TR AR A0 B A KA, TE R IEAE AT iR/ el Bz [ R R WM B (R ERES — /K&
M) - (CaS0, » 2H,0)) HILER.

[0004] “EEMRECRAEIR FLEL (tile) 2 T @i, thIE B R F &R B T
A0 T SR VAR 1 T I BAR 52 10 RHE A B B S 04 SRR, 72 AR AR IR A
AR E . B, X EAW TS, RIS RER / RAEHR PLH R4 PR, Rk A 3 T a5
METE FR G BUR IS B K R BBIE BT = AR [ A (EL, 7249 400-450 C RS R, I
R ATTT ABBEA B (HFRRA v —CaSOBL “ Rl VE " A E ) AL AL A (B AER”
WA ), AR T ENER / LB, B0 RS R MR 2k . iUk (LT RR R /
FLHL K B BUTE B I 4 2% , BRASARARFA 2] 6% ) I3 AT A3 R AT B B AT ST S5 1 o X
BREATEN),, oS ERET &R AN, AR AT = AR R KRS
BT WA ] B R B [ A5 S K IRARIE B D Al S e T / K sgma FRfST A8 S N K
T TR A A K R IE T B AT AT K AR AR

[0005]  {ERE EIRSE (HEIT 600°C) T, NEMNAE A B g, TSR KRG/
X FEARK RS &, H R &G A S/ RAEIR / EIEEERIHE, B e A B8 eiIm)
AR REF

[0006] L5577t 8 T B A (17 i Al A o P DAt s e 4

[0007] 4141, HH EP0258064 LA, Af A AN — S AL REAE A B iR A B O 3 m 7 BA s Ui
4h

[0008]  fHJZ, iXELFRINFNNAE KT 600°CHIILE A XL, BIEA7E AR R AP 4
It H MR N2 1000° CRHIS AT KT 10 % 2 I s -

[0009]  HH W099,/08979 F1 W000/06518 CLAI, AN = mBEEREN (STMP) . 7S Imigk BR8N (SHMP)
B IR (APP) R0 B B AR O iR DA TR ) O3 9 2 e S S AU 4 05k T
R T R IR I B X B A% T UR T4 RIL=AmBEIR B8 11 APP I e i A & 7K
A B R, DRI D T B AR GE ( [E AT 7] W02012/069826 /A FF T 45T IR £h AN s 1% SR s I
7 T30 R L T AR AR A 1 77 R i K MR i . RN 2 BEIREE (APP) Ja /M B R B AT B 7K
A B [0 R A g ] A4 B 1]

[0010] & THRERES ™ it H TH 1 G mE . 7Emm B 1 B E AR s Bl () 6 J& 2 /T
B HINIAZE 700-900°C o H B[, F8 MR 19 2E T B B AT n B HL 1 iR i, DA AR R
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AT Ho RGN S8~ s AT i

[0011]  AKBAARIEHT B b2 BB Ot st 1 i Sk (0 2 T R ER S 1) 7 i, FEAE R R 2 )
191 G =4 12 A 7 T P 1 4 SR TR ) B < Je 7 ot Y 3 S 1) AT R WA o XA I
B AR A7 ] AEAT 4 9 T3 PR R Bl 490 v = PA) 8 W7 s AR BT AR R TR PL R
T AR/ il RS TE R SRR T 45 S HE R / AR / FLH AR IR A R
T8 IS R

LZRAE

[0012] PRIk, AEZ5—J7 I, AR R AL 1 2 T IR ER 45 1™ &, HoAR 5 B MHiie4e A n
), Hodr Brd sl da i in sl = R e R IR E = R s BT IR .

[0013] = 5 &% 5K % R 2 CHNg-(H;POpn, HihFn KT 2. = KA KEHRK S
C,H N, (H,PO)n, i n & 2,

[0014]  AKEHN &K IMAEEE T IRER S 7™ i A, B a1 8 O R = R a5 R
g (MPP) BY =R UKL, YT AR 2 5 T S s 55 R ik 46 . ANMEAAE 600°C
< FEEH A — Ak, MPP/ = R FKAEE IR AR L) 350°C T A ek I, H 42 J Wi
iR (PP AR ) T H IR 2R ARES E R o MPP BT & K A A FTIA I B AN TR
R AL A B I % A2 IR T, DR AT 7™ iR T A AR U4, BLBA B3 m R (4
800°C ),

[0015]  RIE“IHET-HRERES )™ i "ml DV FERS IR (AERA M) (B A A 4E3E5wR ) |
R (BltnRAetk L ) BB AR TR  BEaE Rl (B T 456 AR 3R / FLE / T
R ) M T8 &R mii .

[0016]  EETHRERHS 007> it Al LAJe A7 i, a0 AT DA HAT AR A A (6 et 4%
BB TR AR ) Z R ERFG (BEPIRgamms ) kiR .

[0017]  RiE&“HE” BT EIRRIRE —/KEY (Caso, » 2H,0) .

[0018]  FEARIERISEHETT A, MPP FAEST R4 i insf) . AN R BLIE WA (12 K&
W CBRERAE) BREN ZKEY CAE) MEALR) APP, T4 K I MPP A& AT in
Ao Bk IR 2 AN A BB, (R HLBR T BB s N7k Y, I BLAE AT 4 A A R 3
A Gy ¥Etle HE b, Ca R MPP & sl AL AR uR 28 . AR, Fr o4& MPP/ = R &l
IR NI &N 0. 1wt % £ 20wt %, fLieih 1wt % & 10wt %, AL 1wt % &
5wt %, Lk 2wt %6 & 5wt % .

[0019]  fRiEME, 2T AR ERES 0 /= M ANE & B A 4k . IR A 4 A T2 5o & A LG
W&, A B T 4R AR TR S w8 M. HeE, AR AN NN =S
5 MPP/ = JR T A IR ] LAY D WSe 4 3143 AN [ FH 3833 A1 2 R % (R 15 ik 45 1) 5 B
[0020] T BB (1) it AT LA 25 8 05 4 42 3 77 DA DR Kb MPP B A0 252 2] 1) [ 14 Bsf 1] 1)
THRWOR 2% o BT 3551 ] LA, 930, B A s s B T v MR R R S R B . XA
(PR 33 770 T L FE T B K0 470 )5 NANSA (GMN) it #2375 (HRA) ATER S A2 35 751 (BMA) o« 7]
e, B2 3t v LU A 2 as N, L anas iR4s I BR EE BRI BR A1 o AEFELLE I T, AT RAT
AR A4, 140, SRR ShAR 45 A 1) GMNG AR it — P Rk 3%, 8 A mT LU T
TR AL, 4, AR US2010/0136259 BT 1
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[0021]  FE55 = ANT7TH, AR IR AL T 38 i 05 oK 1 R S T RS 1™ i R T V2
Bk KPR R RE 1 oe 1 A B A b e s in i), Hodp3iUi e s insfl & = R s R R e =
BRI -

[0022]  AGE“HETHRERES 7= 57 n] LEFEREIR (BB A WAL ) (BB A 4EIG0E ) |
R (R Aetkmst ) B E AR IR  EsE R (B T 456 AR IR / FLs / T
R M T8GR M.

[0023]  EETBRERES (1™ it Al LU B S0k ™ i, i an, Hor] DL HA AW A (4
WA RBO S A 4L ) 2 (Al B 2L O iR (S Bilda s g ) o L7 A,
TR 7B TR AT (I 4RER B IR A 4 48 ) 2 o) A & JB R 110 A B AT PP (1
IR

[0024] ARIB“EHRIVAE” BT EIRMRE LK EY) (Caso, «2H,0) , {H &t n] a5 LR
FRES KA EA ARG A K S ERMEA AR &5 (BIRERS A E ) .
[0025]  flLidesth, Frid Rl P ARG R MPP/ = R F MR IR A A &8 0. lwt % 22
20wt %, fLe s 1wt % & 10wt %, AL 1wt % & 5wt %, S Ui 2wt % & 5wt % .

[0026] & HI BTN AR A N 774 MPP. ANME APP, TV 48 R B AN I 1BRE 1 47 & 1) 13 AL Bt
18

[0027] BT BRERES 67 St e s A0 5 BRI 4 4 . BRIl AP 4 o T a8 T a Lk
W&, A BT 4R e R 8 T I 51 G sE 88 o AR B A MPP/ = S FU A
TR TR T A JITCH: e S A o /D 28 [ AR B A AN B2 RIS o BT DA, Lkt , ik 77724,
FETBRAERA AL (BEE) A4EE00T & H A8 M MPP/ =R TN LR IR /K Rk o
[0028]  FTiR 7732 ] DAALREAS N 3 24 22 Frak 2Rk, SR 05 T4 . Pk ROphd s fERE B h
W o P #ga a0 77 A 0, BIAE— SRR BT A R R i B B 2 5, TR
B S INAE BRI b B RS IR Z 81T, 7T LA Biridk P 4 76 A5 2L 1 G0 i
FIr 3 ER 0 £ 25 B L IR S BT B AE e WA L I OB AR T, W ik g S B T R E O
IR AR AN — L2 ORI PR S I B A R, M rd S SN A B S
[0029]  EET-HRERAS ™ i Al AL S A IR AN (e HE 0 o B (a3 77 AT B, 49, A s n )
PEECR VS PRI R BRI S R B o X FERIRE 570 mT LA B B A7) 5 NANSA (GMN) < i
PAEFE (HRA) FNEREEFIMEHER] (BMA) o AT, PR sk R ml DA AL 22 a8 7 o i PR
IREREF UM IR . 7EFELLAF AL, Al LM A R ITR &, B, SRR SRR R 461
GMN, 7EIXLEsjii 77 7, Frid TriE A FE 85 A0 8 MPP/ = RS R AE 27 i K P
kb, AT, FE AT Z 18], 0 EATHe . AT DVEREIEE (L Arien ) Bk
Rt

[0030]  7ESE=TJ7 10, AKIRM 7 =RFAICRHR / = RKFMEBRIE A B AR K
IS ISR T b A0 #i s e A TR) 2 TR B A 10 7 ot e 4 T FH O

[0031] e, MPP/ = SR FUl FEREIRAE s Insm) T ak > B JRAE AN A (3 A 4%
BRI A AR ) Z A B S (5 WP/ = RERERR ) (034 RIS .

[0032]  fILikHh, 0. lwt % & 20wt %, fEik 1wt % & 10wt %, AL 1wt % & 5wt %, ik
2wt % & Swt % IR MPP/ = 5 FU e SRR I FH T sk Fiodk 7= it i 4
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B =135¢ BR
[0033] K& 1 BoRAEINIAE 1000°C HEEJE % A1 22 J5 , o HEAE oA MPP A8 et ) TETRR W 4 &0 1)
K

00341 [l 2 SERAEINHE 1000°CHAI, % HERE H AT MPP BES: FU LML U4 & A
[0035]  [&]3 SEIRAEAMANE 1000°C 6], 5ok ERE it PP 1= e U0 A A RE it 4 O ME A4
B,

SCHE ]

[0036] AN ST A I 77 T4 o S ]

[0037]  SPHEEES 1

[0038]  1500g WK VE-5 0. 1wt % (AN T KIEHIE & ) B (1) F & (2377 (GQIN- Bif &
(K490 5 NANSA) V& &, 3f HAE 40°C RN & 1350g (KK IX7E KB LA EENL (Waring
blender) FEA 10 £, 3 H A5 A3 2 RHEEI 2 100X 50 X 11mm A1 200 X 200 X 12. 5mm 24
R DL . R /NT 10 4380 @ G im R AE 5 A A B EiEAT G [
A 5E o RIS EISAE AL A B EAE A TR i R B R, IO H] . fERE KA
— /NN ZJE B ENEE R ACREFE T I BT R (2D 12 /88 )

[0039]  XofHEAES, 2

[0040]  1500g (K K5 0. 1wt % B EE A B AR AR G- 0. 5wt %6 (T ARKJeE &) (R
7.5g) Johns Manville B¢FEA4E 4 HU/E 40°C 1 13508 BIZKH 1070, SR G i INTF 115 1R M) - 1X
TERI LM FEAL (Waring blender) FVRA 10 70, 3 HAE FrfS S EMBI I 22 100 X 50 X 11mm
FH 200X 200 X 12. 5mm s FAH LLARA . SRR E /N T 10 208 TRE KGNS, 1
BN R A0CHIEFE T IF BT R (240 12 /88 ) .

[0041]  MPP #£f4 1

[0042] 15008 KI5 0. 3wt % (T KEMNESR) BN A ERHEFESG. 2.5wt %
MPP ( 3T KB E & ) 2 HUAE 40°CHI 1350g HIZK o 10 B2, SR IN TR B R Y. X1E
KW TLARIEFEAL Waring blender) FIRA 10 #2, 44 Fr45 2 EHMEUE 22 100 X 50 X 1 1mm Al
200 X 200 X 12. 5mm BEAABLE DLAEAL o 45 40N T 10 4080 fFRERKEG—/ D25, B8
EER 2 A0 CRER I TRt & (20 12 /088 ) .

[0043]  MPP #£f4 2

[0044]  1500g I KYe5 0. 3wt % (FETKIEME =) MR A BERERRE.0.5% Johns
Manville BEFSA4EAN 2. 5wt % MPP (FETKIEE & ) 7 HiAE 40°CHY) 1350g 7K 10 #5,
SRIGIRINTRBIRY . XAE R TLMSEHENL (Waring blender) HEA 10 #2, HFrig 5k
B3] 100X 50 X 11mm 1 200 X 200 X 12. 5mm 2 FAEH DUELL . HHFR 4L/ NT 10 280, fHAE
KGN Z A, e SR A0 CRIEFE I Tt w (240 12 /i) .

[0045]  MPP #£4 3

[0046]  1500g ¥ DSG K5 0. 5wt % (HETKEMEE) HERAERIEFIES. owt%
MPP ( 3T KB E & ) 2 HUAE 40°CHI 1350g HIZK o 10 B2, SR IN TR B R Y. X1E
KW TLARIEFEAL Waring blender) FIRA 10 #2, 44 Fr45 2 EHMEUE 22 100 X 50 X 1 1mm Al
200 X 200 X 12. 5mm BEAABLE DLAEAL o 45 40N T 10 4080 fFRERKEG—/ D25, B8
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T Z 410CHBFET IR BRI (2 12 /08 ) .

[0047]  MPP ¥/ 4

[0048]  1500g ] DSG AKYet5 0. 5wt % (T KEMESE) HHENABRERES. 0.5%
Johns Manville IHLAL4EM 5wt % MPP (T KK H & ) 7HAE 40°CHY 1350g HI7KH 10
B2, SRIGESINT- R BIRY) o IXAE KRB FLMIRHENL (Waring blender) FIRA 10 70, ¥ Fr1g S
EME R A 100X 50 X 11mm AT 200X 200 X 12, 5mm ZLAEHE DLA#AL . S48 [E AL/ T 10 4304,
fHRE KA —/ NI 2 5 B B T 40°C FIERA T I BTl (2B 12 /hB) .

5/6 I

[0049]

Xf R TR 2 |MPP1 MPP2 MPP3 MPP4
BT /g 1500 1500 1500 1500 1500 1500
K /g 1350 1350 1350 1350 1350 1350
fEHEH] /g 1.5 1.5 4.5 4.5 7.5 7.5
WREAYE /g |- 7.5 - 7.5 - 7.5
MPP/g - 37.5 37.5 75 75
[0050] 3R 1-MPP A5 45
[0051] = REEEBHRIEM 1
[0052]  f# A Ultra-Turrax @E BT VIR A 8%, 2. 5wt % = R FPLERER (BT RKENES)

A3HERAE 140mL (1) E kKA 5 408h, SRS E N 2008 WK Ye. IXIEE FINRA 1 75490, 3F B
FrAS R BIE A 12, 5mm AR B, GBI 2 40°CEF S AT Rgr (20
12 /B ) 6

[0053] AT HiZ=RKEIEMRILEL A B a) W B fHRA =R RN ERRR, b)
m ErAR RE 2 H 2. 5wt % MPP AR = B F AR TR ER, Al o) 0 EPTiA iH 2 A = K a5
FERIR, HF H A 2. owt % (FETKIEMES) WMl —Hunk. THiHs bR 4 H R
NEE 3 .

[0054] W4 =
[0055]  XFTREAS 100X 50 X 11mm K5, ICRATUE N B (KEFTERE ), SR G RE S ik

FE 41 1000°C A 120 2%F L E (BL20°C /min 4 200°C, HJGHaE M IECHEE ) . A4
ZJa s BRI ERE SRS o TARWACAR S U1 S e Sl AT 46 T AFURT B A B i PR ARE 5 22 () (1)
Z=, e 1

[0056] T UL, AN B MPP (¥ 6f BEAE B LU A, 402 MPP 18 BT A 5% i B o T AR IR 4 & 1) 2 2
TFE. DA MPP2. bwt %6 IX AR/ [ B SLIL T s B> . R, MPP I EINAE & Swt %6 A
BRI AR 10 B E 3 — Db

[0057]  WWEAESN IRL, Hah R EIRAE R 2 s

[0058]

MEELE R
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X HEAE b 1 V2] WAL - —HEEH 5 - R
Xof HEAE b 2 VrZ ] WAL

MPP # i 1 JUIMEE g R A

PP £ & 2 JUIMEE g R A
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Abstract

This invention relates to improved high temperature resistant calcium sulphate-based
products e.g. gypsum wallboard products and, in particular, to products having
reduced shrinkage at high temperatures. The invention provides calcium
sulphate-based product comprising gypsum and a shrinkage resistance additive. The
shrinkage resistance additive is melamine polyphosphate or melamine
pyrophosphate.
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