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ETAMINES

WARNING! This book is intended for informational purposes only!

o

this book. This book does not condone nor imply that any proce-

The reasons Strike wrote this book. The reasons ynn’ra reg

matter. Even if the chemistry were legal Strike would not advise

dure Tisted herein be used by the reader or anyone else for that

rea

this book. Ecstasy is the most benlgn drug Strike has ever en-

anyone to try these procedures unless they have a thorough un-

countered—itis-passive-yet-powerful By powerful Strike dogs niot
mean that it incapacitates or makes one dangerous. It is. in fact

ILI IIIULIIU\JUIUQ)’
Even the most basic chemlcal or reaction has the potential to do

quite the opposite. lts power is in its ability to evoke a total sen-
sory hath of tacti

great harm.

ception is perfectly clear. Hallucinations are nonexustent The

reehngﬂcmeﬁrasvhtéran%—eﬁwy Plus, itis one of the few nar-

cotics in the world that is not phvsc‘allyiddmtueguhyih&sub—

stance was taken away from the pecple is a question that only

nmmrnmnnf-ﬁ inded scientists-can-an

1ISWer,

And Tet's riot forget Meth (speed, crank, crystal) Then agaln .why
don't we just forget about th

anything nice...etc., etc.

Final Products

Ecstasy Casy Amphelamine Class

I w CL»

0 CH, H.
\i/\ e ‘I/\ - Pk
\
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3,4-MethyleneDioxyMsthAmphetamine {Speed}
CH,CH, SN /hu_ar'us
J Ll
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34 yElhylA i EthylamphetamIine




of extra thlngs attached toit. The chemlcal structures of the major
ecstasy class drugs and speed class drugs can be seen in the
preceding schematic:

volve the Ieast watched chemlcals and are the strongest MDMA thetlcaIIy though one wouId need 3 thlngs a comblnatlon heat-
and speed although less strong and shorter lastmg, are percelved mg magnetlc stirring plate, chem:cals and glassware The

are very subjectlve They are equally t' ne in the|r effect except with crude makeshift equment But believe Strlke the most ef—
that MDA is better The sooner the chemist accepts this, the fective chemistry possrble is achieved W|th a good heatmg st:rplate
respects So when Strlke uses the blanket term of ecstasy o X can be had before we d|scuss the back upplans Thereare baS|-

rougho is book Strike may i DA or o =
MDMA (mostly MDA). Strike will let you know when a specific ing scientific stuff.

dn‘ference is requtred Anyway, if one were to look at that nitrogen

more carbon groups are added on, the weaker the drug becomes These k|nds of stores carry hobby/craft supplies, gimmicky sci-
So MDEA and PEA are even weaker than MDMA and speed, but irproj m ent of basi
they do retain some pretty fair activity. And a few pages away you scienceware products such as beakers, thermometers, scales,

are gotng to actually learn every excruciating detail of how under- rubber stoppers and most of the basnc chemlcals such as actds

t|on of any b|g c|tys yellow pages and are reIatlver safe pIaces to
get most of the basic lab necessities. The drawback s that they
are really expensive and don't sell very large guantities of any
chemical. It is possible to have these places special order a
needed-chemical-as-long-as-it's-nota-controlled-chemical————

(2) Local middlemen companies

These places are aiso local businesses that can be found in the
chemlcals section of any big C|ty s yellow pages except that these
plauc L}

are licensed distributors for some of the biggest chemical and
scienceware companies and manufacturers. Those big compa-

nies a thing to a punk like you or Strike. Evenifa

punk like you or Strike was to present a fake business front or
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something they would scrutinize it very closely and would require

proofs of clientele etc., etc. What the chemist is looking for are product companies that sell
everything but glassware and chemicals. The reason for this is
Its needless to say that this is too much to ask of a street punk. that if they know they don't sell anything that is watch
That is where these drstrrbutors can help They have the llcense have no reason to care who buys therr stuff In fact they want to
d -

the chemrst needs and are not subject to the same polrcres that look for are those that accept credtt cards and money orders as
a put= payment. These companies obviously sell to individuals. All of

down but these distributors are like car salesmen. The only way th i

they make money is through the commission on sales. This the chemist needs espectally low pnced magnetrc st|rp|ates vac-

companres PdeUCtS to. They just want to sell Sthf A chemrst electronrc scales and, in some lnstances chemrcals and glass-
pie ware. These companies are just like local distributors only bigger.

thermometer or water and then pays for it promptly. Having then

establrshed an aocount (a foot in the door) the chemist erI have 4) Brg name science houses and chemrcal manufacturers

9°°d customer Then next trme a little catalyst ether or, per- Alitech, Aldrich and Slgma It is very hard to get a fledgling ac-

g already established count with these grants but if one can then the skys the limit.
that the chemist is a good customer they tend not to ask for the

reqmred permrt to buy glassware or as to the purpose that some

No matter what type of company the chemist chooses to purchase

re the prime choice a chemist will use
to get that specialty chemlcal or piece of glassware. There a
thousands of such places around the nation, Canada and Mexico.

from |t is a good idea to have some of the actual catalogues from

is because it will help to have the company's actual product cata-
logue number whether one is orderrng from a distributor or from
the comp:

catalogues are down at the university or the chemrst can request

(3) National distributors
ist were to go down to her local university or graduate
research school she could find science company catal

lrbrary and |n the divisional labs and offrces of the research center

books and are just plain interesting to read and daydream of the

iy Y day when one can order such-and-such an apparatus as is de-

manufacturer like to drop off tons of therr catalogues in the hope i ver

[ thatsomeone will order some of their products. [f the Wlm—ptctedmmgewhate
none, then the chemist goes up to one of ; ;
somepne if she could take a look at some of their catalogues.

chemist to order. The following is an example of how a typical call

‘ 6 stu- will proceed and how it will be handled by a chemist no matter
dentskwho are dying for attention. Some have so many cata- what business she calls:

logue they don't use that, if asked, they would probably give the
chem st some.

=RingtRingt=
-10-
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EV|I chemlst "Uh yes, this |s'Fake Name calllng for Fake Com-
pany possibly open an
account.”

companies is a cat-and -mouse affalr that Ieaves susprmons hrgh

nnot be further from
the truth. These companies want to sell theur products. If they had

Rep: "Does your company currently have an existing account with

to file notice to the DEA or demand documentation every time

someone called then they would be broke in-a-week—This-does

us?"

not mean that a chemist should be careless. It's just that if a

[ They always ask this whether or not they were just told that a
customer is a new one ]

chemist is polite, friendly and smart then almost anything can be
had. And since, as this book will point out, most eve

pany but they couldnt seem to get our orders on t|me

chemlst needs WIII be unwatched there W|II not be a great deal of

th|ng the chem|st never orders anything to the same place she

Rep: "And what is your company's name and address?"

cooks at.

[They ask this first because they want to bag the chemnst as cus-

the chemist Iater to buy more of thelr stuff ]

Science dealershlps arent the only places to get the stuff one

methanol ethanol, tquene methyl ethyl ketone DCM(as a con-

. " 1 " B

stituent of some strlpplng agents), sodlum hydroxide in the form of
lye

precious tools can be bought there cheaply and in great quantity.

every
few companies that will deliver science preducts to a P.O. box]

Then there are other places such as chemical waste exchanges,

| Rep:"0OK Mr Fake Name, what can we do for you today?"

pool supply companies, electroplating companies, photography

panies and just about any place where a chemical can be sold.

she wants and the quantity of each. After the order is confirmed

Finally, if one simply cannot find the thing one needs then it's time

the chemist asks that the entire order be shlpped by overmght ex-

for the purchase order number of the purchase she just made S0

to hit the bibles of industrial and commercial sources: "Chemlcal

Register”. These three source books can be found at most Ilbrar-

ing to
chemist uses a reputable money order and sends this money or-

es ju every busi-
ness in the country. No matter what the chemist needs, it can be

der to the company vra prlor|ty overmght mail. All this rushlng ac-

professnonal goal- orlented company, and |t also glves no one any

found |n these books Even if it takes going one-by one through

she needs and someone that erI seII |t to her

V-
ery site.

The one source Strike does not condone is theft. If you steal then

you are a weasel and a coward.

e
w
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n
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|ng for all reactlons solvents aC|ds and bases to be held in Pyrex

{borosi or
degrade when exposed to

GLASSWARE

all these harsh chemicals
and conditions. This is no R

Ionger true! Any reactron

bottomed flasks.

Ideally, the chemtst wants a disfillation kit WTh jomts that are of the

jze 24/4 This is the for ac-

du
book that does not re-

commodating both Iarge and smaII fIasks Speaklng of flasks, the

Flat-| bottomed ﬂasks allow one to heat on flat

quire dlrect heating can

ene {PP) or polyethylene

surfaces such as a heating strr plate. In the first of many beautiful,

throughout this fine book

(PE) container.—This 15

@’ SEPARATLRY
regardless of the chemi-
AUDICT LOND

FUNNEL

one can see the components and proper conf'guratlon of a regular

cals involved. Polypro- " rFunneLl

. =3
highly desirable but can be lived without or made (as shown later)

pylnnn (D P) and

polyethylene (PE) are

are shown in figure 2.

very inert and chemically

resistant to almost any-

THERMOMETER, thing this book describes.
Buckets,—tubs,—funnels; :
THERMOMETER PHERELS,
ADAFTER | and all sorts of containers 3 -NECK
Y of this whitiSh,  opaque, Frase
pliable plastic can be [Figure 2]

found for penmes at any d|scount or grocery store These con-

chemlst a fortune in glassware As was mentloned earller plastlc

ADAPT ER

vALUUM / 74 /
et
o

ware s sfarting to make its mark in biological and chemical Tabs.
Buchner funnels

separatory funnels come m PP and PE These glassware substn—

REACTION ey 0 tutesarethe-abso >
FLASK watched versatile and 1/10 the cost of glass. If the chemist is
/ \ Pa) ) \ unsure what plastic a container is then she can look for the fetters
( PP or PE somewhere ontheproduet.
K ) STIRPLATE
N / VACUUM
RECELVING
FLASK s, . . g
The chemist is going to need a source of vacuum. When d|st||||n'g
{Figure 1} high boiling stuff like valuable ecstasy free base oil, a vacoum is

15




npplind i | the
pressure inside the entire distillation apparatus is reduced well

HEATING AND STIRRING

E> EVE=
rythmg to boil at a much lower temperature. If high boiling oils are

allowed to distill/boil at their normal temperatures and atmospheric
ount of product could be lost due

to scorching. The other purpose for a vacuum is for vacuum filtra-

magnetic stlrrlng plate nor is there any reasonable excuse not to

get one. These are perfectly legal to buy and can be found at any
science outlet for about 200-400 dollars. Here's one area that the

tion, which is a very useful process and is described tateron:

chemist should not skimp on. This piece is going to be the center

Any commercially available vacuum pump is perfectly fine for the

of
or every action-in-the

a surface area as possible is a definite plus.

phragm pump, which is more resistant to the often-harsh chemical
vapors that are sucked through it. Most vacuum pumps C

However, the stronger the vacuum the better. If a

too stupid or unwilling to get a stir plate. In this case a single unit

chemlst is looking to pull 1mm of Hg (don't ask) like the girls in the

port
accomplished by water or 0|I baths. Stirring can be accomplished

can run well over $5000.

by attaching a shaft and paddie to a power drill or any gear driven
motor,

ion i imple little aspirator that attaches fo

ones faucet or hose. This $15 device pulls a decent vacuum;

these babies 10-12 hrs a day is a despicable waste of a commu-

nity's water supply.

WATER PUMP

This is going to supply the cold water that courses through the

condenser whether that condenser is set up for reflux or is part of

facl the perfect example is one of those I|tt|e submerglble fISh

tank pumps that one can find at any pet store for about $10. All

| the chemist does is aftach a hose to the outiet, chunks the little
pump into a bucket of ice water, attaches the hose to the con-

UGI e
that's attached to the windshield washing fluid reservoir of any car

in a junk yard The chemist removes the reservoir (pump still at-
ted power source to the pump and uses

the plastic reservoir to hold the ice water.

-
an

-1/7-




W=
——————— HOW-TO-MAKE The best replacement for borosmcate glassware is stalnless steel.
Stain

is about as resistant to chemlcal degradahon as the chemist can

) hope to find. For those ifems that won't be subjected to dlrect
Strike is sure that an imaginative person can look around her eve- heat there can be some steel/met -

ryday surroundlngs and th'nk of somethlng that can act as are- ure 3 is shown how flasks of any size can be made with two
om by omy

other glszS As it so happens Strike has thought abOUt this too. vacuum adaptor and condenser For the condenser only the inner
be pipe need be steel. The outside pipe can be copper or something.
made. As for the other components of a di

made just as they Iook

In figure 4 is shown how a separatory funnel and a pressure
equallzed addition funnel are made The funnel part is Just a PP

extension of tubing to the top of
the funnel? Well, that's how one can make a sealed addition fun-

nel out of the ordmary glass separatory funnel that one gets with a
disti

St

f o
il /ﬁ /j/? e 27
@/” - /*,n’” i X
y 3)- ) /
o) & 2 @

[Fig 3]

— 18-




All of the pieces pictured here are not going to fit perfectly into

each other and that's gomg to cause all sorts of leaks The an-

s ape: oves O apet expensive

product is found in the plumbing department of any hardware

store and is the duct tape of the next century Teflon tape is

nnri

around any piece of pipe or joint, said part then jammed into its
i i ctit.

Hell, it can mummify a whole joint complex to make it absolutely

impregnable.

So what's the downside of using a stainless steel distillation kit?

ist can't see shit! There is a definite advantage of being

able to see a reaction as it takes place and to see when some-

thing starts to distill over. All Strike can say is that the chemist

3
momeief

and have a greater faith in the chemistry she is doing. By this

otrike means that since there is probably going to be no more

than 2-3 different the

chemist need be aware of is what thlng comes over first , second

lIU Hioie LUIIIPIEX
than that. But if a chemist gets the hang of distillation it really can

be as simple as that.

PIPE BOMBS

A pipe bomb is not a bomb. It is just a device to hold high hoailing

or high- -pressure | reactions in an enclosed cell. The bomb should be

GIRLS IN DA HOOD

Dlg of an inner alame-

which can be seen in figure 5. One end is permanently sealed by

. . Some of the reactions that the chemist may use will just naturally
!
ter as ossible w1th bubba!). There are two ood confi ™ —Usually if something smells bad then it's probably bad

for the chemist to smell it. Some reactions are, by design, sup-

welding—The other end, o mmatter whichconfiguration is used,
should have as much and as fine a threading as possible. Also
when sealing up the pipe bomb, it is a great idea to wrap a lot of

form an absolutely air tight seal. It is also possible to substitute a

posed to vent bad thlngs that , when unchanneled have nowhere

to-go-but-is

no guarantee that a method will go as planned There may be a

mistake or unforseen side reaction and some of the most deadly
shit imaginable can be evolved. That is why the chemist will con-

stainless steel pressure cooker for some sealed, pressured reactions.

struct the one thing that may end up saving her life: a fume hood.

-21 -




In professional laboratories fume hoods are big metal boxes rest-

rng on counter tops and are connected by ducts to blower motors

the air from the hoods to the outs|de so that chemlsts will not be

A fume hood is constructed in the manner shown in figure 6.

e-arew-ine ame being ade o ¢]¥ can be made
of rebar or, preferably, from PVC pipes and jomts so that it can be

i ey are working with inside
the hood. The same precautions are taken by non-dead under-

ground chemists.

assembled and disassembled with ease. The frame is enclosed
with plastic drop cloths or

front face of the hood is halfway covered with plastic whlle the

bottomt €Cls In or out an
to manipulate things. On top of the chamber is attached some

clothes dryer duct or some such crap which is led to a leaf blower

outside.

Although a leaf blower is probably way too strong it may stil be

adequate at its lowest setting. To insure that a correct airflow is

the hood's opening and looks to see if the smoke trail is being

pulled into the hood. If so, then the hood works just fine.

Many houses have outside-venting blowers over their stoves.

around their stovetop to make a perfectly adequate hood. How-

24

ever, chemists who live in apartments never, ever attempt any
. : ) Y

stoves lack an outside vent but to vent a constructed hood

gllUUlb
living about is just plain stupid. It is also stupid in another very

important way. If a chemist fucks up and blows herself up or

to put a Iot of her nelghbors out on the street, in the hospital or in

i jeopardize oth-
ers in this manner. That is why drug making is always done in a

house, barn, mobile home (watch out for tornados), submarine or
cave.

[Fig €]
_22.




METHodology

If the chemist has done the appropriate thing and bought a heat-

Ing stirplate then a magnetic stir bar is always stirring in the reac-
tion flask. If the ch

Just in case you are not familiar with basic laboratory procedures,

gomg to have to add some b0|I|ng stones to the flask. Boiling

techniques and almost every method in this entire book will re-

stones—¢ d up balls of
teflon tape or little pieces of a shattered porcelaln counter top tile.

quire many, if not all, of the protocols to follow. So pay attention!

Al of these things have Iots of mlcroscoplc pockets of air |n them
that help to facili

DISTILLATION

this book espectally organlc solvent squt|ons need these boiling

You see that distillation setup in fig. 1?7 Well, when one puts

ated. If there are no boil-
ing stones, then a phenomenon called superheating may occur

somethlng into the reaction flask and heats |t low bonllng stuf'f l|ke

condense |n5|de the condenser They then drlp down |nto the re-

whereby the solution will start to get hotter than rts actual bomng

will have gone splooshl |nto the condenser Not good

ceiving flask Next (usually) comes water then finally (as far as
d il

Another thing or two to remember when distilling is to wrap alumi-

lation is the most preferred and reliable way to purify substances

num fonl around the reaction flask. This will help stop heat loss so
th: o

b
—fromone-another:

times, if one is going to distill a solution that is just solvent and

There are three basm forms of distillation: stmple vacuum and
two

product, all that pure solvent that comes over first is perfectly re-
usable and should be saved for future extractions

Simple dlst|llat|on is jUSt plain oId d|st|l|at|on W|th no vacuum andis

such as ether For vacuum d|st|IIat|on a thlck walled or relnforced

ping out of collection flasks When d|st|ll|ng under vacuum |t will

hose is connected from a vacuum pump to the nlpple (tee hee') of

cept an added glassware component such as a small Vigreux col-

be necessary o remove the flask that has cotlected all the solvent
d repl !

quick Stnke does not mean llghtnmg fast. Just quick enough SO

umn or a Clalsen adaptor packed with shards of glass is placed

Elther of these addltlons create a gauntlet of extra surface area
st pass rder to con-
dense. This affords a greater degree of separatlon between

that the hot solution in the react|on flask does not get too much

the vacuum is reapphed |t may pull a little form of that superheat-
! T,

mlxes of oils that have similar boiling points. However it has been
boale

REFLUXING

BOOK

using distillation can be achieved with regular old vacuum distilla-

-24-

Refluxing is all over this book and the proper apparatus to use is
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" . concern when refluxing large aqueous solutions such as acid or -
’ wiere 15 base hydrolysis seen later in this book.
a condenser attached to the flask so that nothing escapes. The

condenser must be supplied with really cold water, especially

I when refluxing-high boiling solutions. One side Tote about the drying attachment is that it need nof be a
vacuum adapter. Anything, such as a funnel, that can hold a plug
of drying material and fit snugly into the condenser will work.

g EXTRACTION

In_thi
solvent such as benzene, DCM, ethyl ether (a.k.a. ether) and hex-

| an aqueous solution. The most basic way to extract is to pour the
'P \\ { water solution into a PP contalner add some solvent and stir the
two as fast

y a large separatory funnel to shake the two liquids. When using a

separatory funnetitis very important to vent the funnel as soon as

the stopper is smacked into the top. This is done by immediately

inverting the funnel so that the stopcock end is facing upward
nnnnlnn the

stopcock The sep funnel is given a quick shake then vented

again. This is repeated a couple more times after which the pres-

sure production will have pretty much ceased. The rule is to then

[Fig /o] shake for 2 minutes and allow the Iayers to separate for 10 min-

fig. 7a’? Well a cIoser Iook at |t in f|g 7b W|Il show that it has

some drying agent sandwwhed between two cotton balls and the Most science papers caII for thlngs o be extracted 3 tlmes (3X)
l * T
can be either a commermal product called Drlerlte or calcium chlo- t|mes is usually sufflclent Somehmes one has so much product
4ﬂde_1:h‘t§a&ﬂu llllclll. lo plﬂhcu on lup Ul‘ g bullucllocl vvhcll re oil that it Torms |tS own heavy Iayer (Usua"y a.t the bottom) There
fluxing solutions that have no water in them and must remain that is no need to extract such a large amount with solvent. In such a
way durlng the tlme they are refluxed Al this is to prevent mois- case one would merer draln the 0|I from the water or, |f using a

face of the of the |ns|de waIIs of the condenser Th|s w1l| surely then be extracted once W|th solvent and the solvent added to the
= i~ VVIII Ullp UUWII IlIlU 0"_

the reaction flask and ruin the experiment. This is not so much a

-27-
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WASHING

layer (most likely the one that was obtained from the extraction of

ter free, bubbal) for some of the recipes in this book that call for

some prewous aqueous solutron) which usually contains product
i g the

Drying-isn't it i =
ipe stresses its use then an evil underground chemist will do so.

water. A solvent layer is often washed with a dilute acid or ‘base

from previous extractions. These salt solution washings are then

followed by clean water washings.

This procedure is used to separate crystallized product from sol-
vent or to remove crap and solids from a liquid. Figure 8 shows

Since we're on the subject of clean water, thrs is as good a t|me as

y
clean water Strike means drstllled water (dH;O) All reactlons are

the proper apparatus to use. The collectlng flask is called a slde

uum source. The th|ng that is shoved through the rubber stopper

to use d|st|lled water (deo) only AII solutrons and dilutions are to

gallon down at the supermarket Tap water is an absolute no-no

is called a Buchner funnel and is usually made of wh|te porcelain

can be seen to have lots of pin holes in the botlom surface of its

in chemistry except for cleaning the glassware.

reservoir.—Over this surface is tayered @ singte sheet of rounded

filter paper or paper towel.

DRYING

To_filte a 0 ll one attaches m

with laundry, drying often follows washing and i ed
to r|d the solvent of any water that |t absorbed All solvents ab-
Orp O & wWdle < ouUg you d ce '.lIlI I d O I

the solvent/product of any water, especrally before distillation,. be-

and pours the solut|on into the Buchner fun-

funnel. The liquid that has collected in the

flask-is—how called-the filf e he

cause it's one less thing to worry about and because there is an

heated with product oil under distillation conditions.

HaSK a JSUa

filter cake is then washed W|th a little b|t of
clean what-
ever-kind-of-solvent-it-was-just-filtered-from.

fIask leaving what is called a filter cake in the i -»

All one has to do to dry something is to take a sheet of filter paper

That extra washlng is then combrned with the

or paper towel, fold it into a cone and place it into a funnel. About

nthar fi
DT

is going to see ina clandestrne chemlstry lab

is dumped |nto the filter and the solvent poured through it. It is

extra clean solvent to insure that everythmg gets washed out of

is at the very end of the drug makmg process
ill he

\
\
\

freebase oil into a flnal marketable form and

the drying agent. The Na,SO, is a white crystall|ne salt that tastes

ily dissolving

then—needs—to scpﬁﬁmcmﬁus Tom
the solvent they are in. [Fig 8]

and leaves the solvent water free. This way of dry|ng is also an

[ option for making some solvents and pure liquids anhydrous(wa=
-28-
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| d

involved the chemist informs the company of

the fake name of her busine: al es soaps, in
cense, potpourri or is an aromatheraplst (no kidding). Other
places {o order essenti cts

SAFROLE

houses toiletry base companies, soap companies, flavoring com-

panies, aromatherapy stores and organic foodstuff companies.

T lb
a good idea! Every amphetamlne is a chemical. And since your

As of the year 1998, small quantities of sassafras oil are still being
sold-onret i 0Z sizes.

government doesn't allow one to own or buy the chemical itself,

Anything larger is usually sold only through distributors and

(nr

sometlmes |IIegal) chemlcals that are as close to the final drug as

manufacturers And as of 1998, the DEA has informed most of

ported of most if not aII sassafras oil purchases Mlnd you it is

frole not rllegaﬁtrbuyrthml—lt‘sjt@rth—t you will be put on a fist if you
ing X todav. As a pure do. The operative term here is 'Watched Substance’. Solutian:
ng X today. As a pure
chemical it is a schedule | controlled substance and, obviously, is have someone else buy it for you.
dsfi?ai;; ‘IZW" (zl:emrjr)t/av:rm:oum ao rf:nr;n:f /\o Strike has also been poking around the DEA and is getting the
safroe is | ponent { distinct impression that they will very soon reschedule sassafras
the essential oil of sassafras which is still Q oil as schedule |. Then one won't ble {i { without
strong licorice smell which is imparted to “ l permit or some serious deception.
it from the safrole molecule. ~“Commer- X All of the above safrole/sassafras oil sources are the more stan-

cially, there are two kinds of sassafras i
oil being sold today: American sassafras (Sassafras albidum) and

dard avenues to gef these commodities. There are some rather
exotic sources of -

safras contains about 80% safrole but the Brazilian sassafras oil is

taIly challenged cntlzens of the future. Certaln kinds of Asian cam-

almost 90-95% safrole and can pretty much be used as is.

pl 1or—0Of

safrole (another term to look for is 'Camphor 1070"). Sources

So where does one go to get sassafras o||’7 Well, if one were to

cense shops there on the shelves, will be smaII bottles of 80-90%

selling 'arfificial sassafras oil' are actually sell|ng a mix of 50%

ciable amounts of safrole can be found |n star an|se oil, and
sm i oilS O amon, mace, betel

ecstacy starting material labeled as sassafras oil. Larger quanti-

|dea of what some of thelr essentlal oils can be used for so thev

leaf and nutmeg (lots of fun things in nutmeg). Also there is a

on the region it was cult|vated in.

might ask But they st|II have no legal reason not to sell these

the counter to hippies just down the street Just to make every-

The sassafras tree itself grows like a weed in the wilds and along
disturbed fence lines throughout the south, southeast, eastern

30-
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Usual Components of Sassafras Qil

(YO
(>0}

States. The trunk and root bark of older, mature sassafras trees COmoonem_tangeﬁimntent_boumgpo#@agme;—

can be steam dlstilled to afford the safrole- containing oil. Another

. pinene 2=10% >4

grows down in the Iow woods and swamps throughout the coastal phellandrene 2-10% 175
Tole d-camphor 0-5% 204
[61]. The plant is known as III|c|um parviflorum michx and Strike safrole 80-90% 234
has no idea what the hell it looks like. eugenol 0-10% 252
A new source of safrole that Strike has just stumbled upon is in [Table 1]
Strike's back yard. Momma comes home from the local nursery
M;Wmuc- No m ;

culents and grow l|ke crazy Strike “What ya got there Momma'7" sassafras 0|I it is always a good idea to try to get rid of as much of
M 3 ver y 0 ' as possible. The most basic way to do this
write, YOU sick ||tt|e monkeyl" Str|ke C“Aw c'mon, Mom Let's "lOt is to throw alI of the crude sassafras oil into a PP container and

get into this again. Stnke doesn't... Momma “WeII I needed st|r it with an equal amount of 3-5% sodlum hydrox1de (NaOH)

twisted licorice th|ng .so0 | bought these weeds that are caIIed ter Iayer The water iayer is poured off and saved That eugenol

—'Licorice-Plants™” Is valuable. Eugenol is usually the main contaminant in safrole in
more ways than one. It is the only molecule in sassafras oilthat

Stnke breaks off a piece of the plant and smells it. Oh Yeah! will react the same way as safrole so |f it hangs around with the

name is Hojo Santa Strike Ioves Stnke s mother AIso eugenol is about the closest to safroie in both structure and
] bailing point so that frying o get rid of it by fractional distillatlon will

Suffice to say that anything that remotely smelils like sassafras oil be very tough indeed. Anyw:

or licorice or any of those strong rustic spices is gomg to have off the o|l that remains is stirred WIth 3 washings of clean water

det' nitely somethmg There is Just no other substitute in nature for know why But |t never seems to hurt anything Afier the thlrd
[ the aroma these Unique compounds give. washing is poured away from the oil, the oil is transferred to an
ordinaQLcookmg_poLand_bMe(LatJOOLJcmajemmmutes to boil
The sassafras oil that one gets these days is not only gorng to off all the water. What would you think of french fries cooked in
H = Uli, huh?

of the compounds seenin Table 1 [6]

Strike wrote the above paragraph relying on the few acoounts of
fras oil content th

has come across more substantial data showing that Brazilian

SdO5

many bees who have stated that no appreciable recovery of

-33-
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eugenol is observed when washed with the dilute NaOH. Strike

has also had commermal samples of both sassafras and brown

top-t0recipes discussed — The one pr Wi is metho

is that, having been disturbed, some of the safrole molecules'

double bonds will tend to mlgrate or reform in the more energeti-

there was no eugenol in elther So glve it a shot W|th NaOH or

i i rs.

What was aII that egghead shit Str|ke Just sald'7 Str|ke said that

The above procedure was a good step towards purity and may be

us— For

not only will safrole reform but there may also be a small amount

those that have a distillation kit its time to get rid of the rest of the
stuff by fractional distilfation. This still isn't going to be easy be-
cause even with a packed Claisen adapter or Vigreux column the

of isosafrole that forms as well. Also, some very intuiti

have suggested that it may be possible to connect the isolating of

complex into one of the oxidation reactions found later in this

entire mass of oil is going to distill over with barely a 5 degree dif-

usually occurs at around 170-180°C under normal vacuum). The
best strategy is to distill the oil at least 2 times, discarding the firs
illili f distil and leaving th

book. Could be. Could be.

After Strike wrote the first edition and started up the old web site,

mLs behind in the reaction flask (discarding them as well).

tion from our founding father of cyber chemistry: Eleusis. This was
his proposat: .

It will be a little tricky but one can also try to purify by freezing!

* Purification of Sassafras Oil v2.0

The sassafras oil is thrown into the freezer to chill. Safrole itself
- i i n

The Sassafras plant is an excellent source of Safrole, a highly

be cold flItered ina prechllled vacuum f||trat|on setup. The f||trate

lode of safroIe freezes up. This again is flltered cold but th|s time

useful compound The p/ant yields up to 9% orl by we/ght wh/ch is

the Carolrnas Tennessee and parts of Canada The preferred

the frozen mass of safrole crystals are washed with some ice cold
ly at -14°(‘) to wash away the unfro-

zen high-boiling constituents.

method of extracting oft out of the plant is by Steam Distillation.
The most common method of obtaining Sassafras Qil. though, is
by purchasing it ;-).

If one is absolutely serious about ultra pure safrole then it can be

According to the Merck, and "Essential Oils" by Guenther, Sassa-

separated from the eugenol free sassafras oil by treatment with

that only safroIe has The Hg(AcO)z latcheson to safrole at that

fras QOil is composed-of the followina:
Ha 1HS-Comp the-tollowing:

10% Phellandrene

ay
that eugenol was. The safrole can then be separated from its still

7% Camphor

cily buddies by vacuum filtration. Safrole is then regenerated to

which ﬂICkS the Hg(AcO)z off the safrole and the safrole double

per
forms intact so that it can be reused again such as in one ofthose

3% Eugenol & various Sesquiterpenes (Cadinene et al.)

| have der/ved a pmcess for preferent/ally separatrng the Safrole

erties of the vanous components Ilsted above comb/ned wrth a

-34 -
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This is an expensive, messy, and drﬂ‘rcult process -in short im-

pecially since this will take quite a while
depending on how much you have to distillifevaporate)

practical. My process that I am proposrng takes. advantage of d/f-

5) After dijstillation terminates (Ethanol boils ils af 78 4C), test your

the mrxture down to only two components The two remarnrng orls

with or wrthout vacuum, a feasible separatron method To wrt Sa-

Safrole usmg the physical propert/es data below to confrrm purrty

heoretica prod o hotte

frole and Phellandrene are left, Safrole boils at 232C while Phel-

The-entry for Safrols-in-Lange'sindicates-the-following properties—

landrene bhoils at 171C. The difference of 61C is targe enough-to

permit excellent separatron of the two, though some texts feel that

Safrole 3, 4-methylenedioxyallylbenzene - Bielstein ref # XIX-39

71 0isti ee Vogel), it
is generally accepted that fractional distillation is necessary only

Molecular Weijght: 162.19

when the borlrng points approach 25C of each other (see Zubrick).

have to do the drstrllatron since Safrole is so/uble in ethanol, whrle

specmc (;navn‘y 1.700@20C

Boifing Pomt' 233-234C

pheliandrene isn't!

Insoluble in water, Soluble in Ethanol, Miscible with Ether and

Enough of the arguments, Iet’s take a look at what Is going on
here.

Chloroform

Materials —-—-- Separatory funnel (2x volume to contain) Simple

Note that this procedure has been moadified from the earfier ver-

Distillation setup or pot on stove ;-)

target it's rnsolubrlrty in ethanol as a means to separate it from sa-

1) First wash with a volume of Glacial Acetic Acid equal to the

frofe—tthink-wecarr IS is @ much befter way, eh?

PPN ad TP
remove cuge

nol, Pinene and Camphor from the oil.

This procedure, Strike believes, was not tried by Eleusis. But his

2) Wash with water to remove any salts made from other contami-

theory on the use of pamal solublllty is very oId and founded

Taken, a are, b e-gen belo B

nants and to crash out any partially dissolved Safrole (it might
emulsify from the shaking, if so, add common table salt to help jt

‘TDK' contracted a Phrllpplne research Iaboratory to apply this

crash).

prupuam_HEI'E"IS_Whﬁt they said:

3) Wash wrth rectrfled sprnts {azeotrope of Ethanol + water also

Phellandrene behrnd Of course, one should use only the amount

of alcohol necessary to dissolve the expected yield of Safrole. 1.1

4) Setup for simple distillation, on the water bath, or if you don't

wish to recover the alcohol (shame on you) just heat gently with a

Thrs was pretty simple and is well suited for someone without any

e to work, but could be an ex. Ji jorrequipment!

Starting weight. 112 grams sassafras oil.

Placed 454 gr. b ic acid i 2 fiter separatory funmnel.

- 50 -
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recipe Strike knew of at the time. There ic refer-

ars-humerous bas
ences for it in the literature and a couple of very convincing exam-
he—landm exander and Ann

. L — ——
to form its own lop layer. There was no separation using 99.5% ples_inthe
acetic acid.

Shulgln Pioneers in the research of amphetamines they are

Added 112 grams sassafras oil. Shake for a couple of mlnutes

Sounds good enough for Strike so someone other than Stnke
gave it a few shots

two layers bottom layer orl t0p layer acetlc acrd eugenol + the

other solubles.” Separated the oil from the others, washed the olf
layer 2x with fresh dH,O. Weight after acetic acid & water washes:

What happens when isomerization lS performed is that the double
bond of the al =

101.5 (-10.5 grams).

cally favorable position between the alpha and beta carbons of the

propytside-chain-Thusisosafrote, a propenylbenzene, is born.

Added 100 grams denatured alcohol, no layer formed as the orly

ns—of—d urvzu Fhis

pulled the ethanol and other product into the top layer, bottom

To isomerize i i =

layer contalmng some ethanol and safrole Separated layers

rlght to 234 C. The ethanol and water came off <=100 C - The

frole to start W|th Th|s usually, is not the case. Quasi-pure safrole

aight-uUp sassafras oil is probably ok
too though not recommended The safrole i

in-
tained @ 234 C. Product was yellow orange in color, suitable for

under a condenser) in a saturated KOHlethanol solution for about
a

whatever purpose one has in mrndl BTW afler the safrole cooled

owmg to the fact that the ethanol (usually boiling around 65 -70°C)

NeC

from this glfted chemlst Iater onin the book.

NO he ethano ed mo aiwa yarou I

8|
has no water. The closest one can get commercnally to anhydrous

ethanol—is—Everclear which is 95% ethanol and 5% water (190
proof). A lot of chemical supply

ISOSAFROLE

proof) ethanol because it is a potable (drlnkable) product, This

me some other

At this point the chemist has what can be loosely considered as
afrole. She can u is f
to isosafrole for others. Isosafrole is the runner-up precursor for

state permit to sell the stuff and that is a hassle that many don't

10 Dother with.

most exclusively safrole.

The 95% eth i ratio a

the producer decided to stop at, mind you. It so happens that 95%

the best reC|pe for maklng isosafrole

ethanol and 5% water is a constant bomng mix that no more etha-
nol can be purified from. Th

with—concen=

trated KOH (Potassium Hydroxide) in

I Strike had previously written that about (|)
RN
LZN

ways to remove that water such as producing a ternary azeotrope

by the addition-of benzene but they arekind of ahassleandmay

ethanol. This was actually the only

30
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not be necessary. Why? Because an alternative reaction for iso-

merization would be to use a saturated agueous (water, Zak) KOH still- be-dark regardless and washing this ethanol with water at this
pera- point cannot be done because water is infinitely soluble in ethanol

ture of reflux to over 200°C but is not too bad an can be used if (and visa versa) so two layers will not form,
T, lllell '.IIU IIU.IU Ull

of water (say 5%) in Everclear shouldn't effect things too greatly Eiltered.o : . .
except raise the reflux temperature a tad. 2 ¥ OMCUMES Jun eheved
pl T per of |ts ethanol by openly borllng lt on the stove or by dlstlllatlon Any
ethanol removed by distillation is saved because it is clean and
Atareso . ) erfectly reusable (remember, it will 9 r). One
can use NaOH (lve) in place of KOH but the yields will go down. should not remove all of the solvent th|s way because things can
Also, what about usrng denatured alcohol mstead of pure ethanol? =T y-
The methanol is there because |t is p0|sonous and prevents peo- Mo

ple from using the ethanol Tor drinking. Tnis me

p
the giant hardware stores can carry gallons of cheap contami- the flask WhICh is perfectly normal. A”y solvent that remains will

beneg S going to

gztigeedthanol as many of you have discovered. This product CAN overwhelm it by adding a buttload of water. If there is abgut ‘?00-
- 200mL_ of dark oily layer then a liter or more of water is pored in

So now that we have all the reagents out of the way let's see how layer of clear isosafrole form at the bottom, a murky brown lyikes!
the reaction proceeds. There's the clear- yellow smzasmglrwﬁ'—ﬁ_—mmmwmmwr on top.
the bottom if the flask and the clear saturated KOH solution is The oil is separated and the emulsion is dealt with in any way that
dumped in. The solutlon is heated to .—eﬂux etc. and yes, some is best from the below mentloned strategres for emulsion fi fghtlng

if the safrole is not pure. These byproducts should be expected to |sosafrole in lt If one is patrent then one can add solvent (DCM is
some extent because concentrated basic (OH) solutions can be good) to the remaining water/emulsion layer, shake then vacuum

dfu filter. The crud remaining in the filter is the junk that was causing
KOH is less |ntru5|ve towards the dellcate methylenedioxy rlng all the trouble. With it gone one can now extract the rema|n|ng

the |sosafrole oil then remove the solvent by bo|l|ng or dlstlllatlon

to get pure isosafrote ( 70-80% trans, 20-309
After 12-24 hours of reflux the reaction is, for the most part, com- getp ( ° ITans, 20-30% cis).

plete. The reaction mix W|ll be a dark brown So what does one do

any. The solution should be unlformly dark. If any SOIIdS can be caused by mtroducmg the water is to slowly acrdlfy the water layer
; ] voi-and-canbere- with HCI. As the water layer acidifies one WI|| see the emulslon

moved from solution by gravity or vacuum filtration through a cof- vanis s thi

fee filter or some paper towels. If it takes a day to drip through the and stuff start to exit the water layer and go into the DCM layer.

o - ovenstimae
Sveryme:
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Gee, that all sounds fine and dandy. But Strike savedthebestfor

throw last. Without a doubt, the cleanest, fastest and easiest method for
the whole mess into a distillation set up and fractlonally distill. Sol- isomerizing s e CaoH:
vent comes first, water second and (eventually) isosafrole will Someone who is ‘Not Tim' (Strike’s name for her) emailed Strike
| come as well the-Chemical Abstracts entry for the procedure:
Sound easy? Well, procedura"y itis. But the yleld can really Suck "CA 47 9360. Isosafrole from safrole. Yoshiharu Ogata (Regen-
peop 3 amphor Co.). Japan. 5331 ('51), Sept. 15. Safrole,
been pleased with it. Strike wasnt But what can you do? b 1?,_40 100, CaO 15, apd KOH 1-gare heated—15-min—at——
Well, someone named Osmium sent Strike a journal reference 243.59, the CaO and KOH filtered off and the filtrate distd. to ob-

about domg the exact procedure above but carrylng it out in & mi- tain 95% isosafrole, b.240-80. K. Kitsuta"

microwave heatlng. They had strangely hlgh ylelds (aII above

im*said-Strike-was wasting everybody's time with the etha-

9 th ways. Both 2M and 4M KOH concentrations were Y A
3ge/‘d) l:: Ire]?hiajr.i:ol prc}:panol and butanol. They also found that add- /KOH recipe and you wanna know what? He was kinda right
|ng M KCl along wrth the KOH helped thlngs The really cool (B ut, those Brazman lmprovements above aren't here just to take
A s D Sha method is spoono-e vl

had to apply 15mln of b0|I|ng to get a yield of 99%I Stlll the other anl \ .
% All-onedoes s follow that CA recipe to the letter. In a small flat-
reacnons n propanol and ethanol only needed 2-5hrs fg; ?P,;,Q bottom flask place 100g safrole, 15 Ca0 and 1g KOH. Now the

afforded by the Iarger aIcohoIs and such may very well help re- flask is heated dlrecty ona stlrnnghotplate (stlrrlng is nice but not

ing source a shallow 0|l bath can be employed to get even heat-

- ng. The really neat thing about this method is the proof—posrtlve
Usmg the microwave Just decreased the reaction time to 3 heat gradations that erI OGOUr. Th

v 0 pa
Sure enough after only 15m|n of thls the 1emperature will reach
oven. They then killed themselves most likely. But not before they a
were able to scratch down this procedure as they slowly burned to tsr;ey ";E:{ boiling point of isosafrole (~243-250°C). And that, as they
death:

D aline solution is pre-
pared by prolonged st:rrmq of 8.8g (or 4. 4a) of KOH peffets in
30mL of alcohol The alkaline solution is placed ina round bottOm

wh|ch is always lovely One can then add some water to take up
the unreacted salts and separate the oil from thlS If an emulsron

systems) Then 4. Og of Safrole (or eugenol) is added and the S0-
Tatiorm heated.

clean enough to proceed with but it can of course be distilled for
\tha puluy
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(Strike can't believe Strike ean actually qu ike’

i izati i ary, produce al-
most 100% vields of isosafrole. But about 20-30% of that isosa-

;I'hat is so freaky!)]. Most of these thlngs wrll make amphetamrnes
Sible 1o play

frole is in a screwed up configuration called 'cis’. This cis isomer

made from it will not be recognized in the same way as trans in

around with some of the little side groups on these to eventually

ome other interesfing psychotomlmetrcs With few
exceptions these precursars are all sub: i

the brain cells of users. Tsk.

like safrole. They_ are all found in the same kind of legal oils and

/=9 [0

Id in th
sold-in the s fras. Finally, these pre-

cursors are turned into their own respective amphetamines using

the exact same conversion recipes used for safrole,

ANETHOLE_: Up to_90+%_in anise seed oil, 70+% in fennel and
inbetel leaf, dill seed, car-

rot seed and coriander oils.

trans- s rote

H,CO~._

The chemist can try to separate the two isomers by careful frac-

s

o
both the cis and the trans have practically the same boiling point.

N

rid of that cis isomer. The cis configuration is less stable than the

trans and may swrtch over to the trans conflguratron w;th a little

150°C for an hour or so. She can also try the same heatlng ex-
i role

can be fractionally distilled to ultra purity and then be allowed to

ANISALDEHYDE In small amounts (less than 5%) in anise,

d eoils:

simply srt for a couple of days Trans rsosafrole may spontane—

then be separated by filtration.

damn cis lsomer in with the trans Its not reaIIy going to hurt

lt WI|| be Iost in the process long before X is made. It might even

When all is said and done, the chemist may just wish to leave the
. JJ—l—kaﬁtEiﬁ‘V—cf—t celery leaf oil, up to 30% in parsley leaf and seed
e = = -

oils, and in small amounts in

correct itself during some of the conversion steps.

OTHER PRECURSORS

You people won't believe the potential amphetamine precursors

just sitting around in naturally occurring oils and essential oils [6, 7
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ASARONE; 70-80% of calamus oil. In trace amounts in Asian car-

Di-L-APIOLEUp t6 60% in Indian dill seed ol and in varying
amounts in other parts i i i

I rotseed and clove bud-oils. :
amounts in fennel and carmot seed oils.
Lt Co f\’\H
3 ' N 3 I /\ o
H,CO ‘ﬂ j

BENZALDEHYDE: The precursor for speed. It makes up nearly

/
Heo” O X

o i il._Not a very popular oil with the DEA.
Some hints: Benzaldehyde is indispensable for the flavoring in-

é)CHé

dustry. It is the flavor in almond extract and

A i—10 ] y
flavorings. Also, there is currently a little loop- “ J\

: » €lemi, mace, nutmeg,
parsley snakeroot and tarragon.

hole in the system when it comes to a product HO
called ‘Roasted Cassia Oil'. Apparently, some

OCH,

manufacturers take cassia orl and run |t through some sort of in-

tell Strlke the pamculars of how this was done But one company

H,CO | /L
W

T

chemist gave me some hints (You can get really chatty with some
of these guys).

=
oo™ NN

mply
running it through a senes of distillations. This even happens in

the AS|an fields when the orl ls harvested so it obwously |s not a

crnnamaldehyde Any of you g|r|s have any rdea what these com-

EUGENOL In very large amounts in bay, cinnamon, clove and
i i e yptus and tejpat.

Lots of trace amounts in many other orls

de-
hyde? Might be beneficial for you if you do.

OCH,

CHAVICOL: Up to 20% in West Indian bay oil.

HO
N

METHYLCHAVICOL: Up to 80+% in most basil, chervil and fennel

oils. In small amounts in star anise and wormwood.

- 46 -
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PHENYLACETIC ACID:

H3CO\/\

recently was it banned by the DEA. Fragrance companiés still

~

ca " ! . (] jas-
mine oil (very expensive).

Cl

METHYLEUGENOL.: Up to 60% in various parts of the basil plant.

0 T . nis in s S-

A At B

sie, myrile, pimento, pistacia, pteronia and some forms of tarra-
gon. .

?,3,4,5-TETRAMETHOXYALLYLBENZENE: In varying amounts

(')CHa grab bag of psychedelic a;nphetamines!).
HCO_ OCH,
1 7] H,CO_ L
S ™
MYRISTICIN: In moderate amounts in dill, carrot, celery, fennel, H O = N

mace and nutmeg (no more than 10% tops). Makes up about 40%
A : o :

parsley leaves and seeds. Give nutmeg a rest folks! It just don't

VANILLIN: In vanilla beans of course. But never more than 2%.
Thi . . . f

[ 9
Oy

PN

H,CO

OSMORHIZOLE: Makes up 25% of the essential oil of chervil.

Very hard to find this oil though.

The standard way that scientists get these allylbenzenes and

At thae Hi H
other-goodies-out-of these oils

CH,

You can see from above that some of the mc'Jre desirable allylben-

—Or

Zenes do not occur in high concentrations in the oils they are
found in. So that means there is a lot of crap one has to get rid of

to isolate the goods. This is not as big of a concern as one might
think

10
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sulfate intermediate with the eIemlt:|n causing it to migrate out of
Essentlal oils from pIants are technrcally known as voIat|Ie olls the ol layer and go into the sulfuric acid Iayer And Slnce elemicin

them wrll eventually evaporate lf left to stand So there is a defmlte alkene, it is 90'”9 to be about the °“|Y fhlﬂg that QOGS into the acid
boiling range for these oils which, compared to other things in na- fayer—PrestolAlkene isofated. Well, almost. What the chemist

when these ails does next is separate the acid layer (still cold mind you!), place it
were extracted from the plants they come from, they were taken in some vessel and pour in a big °|d excess of water The tem-

v ) i drog b
with compounds that have relatively low boiling pomts wrth 300°C drolyzed by the water to form an OH Oﬂe can also heat for 5
being close to the max. And Strike can tell you right now that in minutes to insure conversion.
ast

always going to be the hlghest boiling compounds. Usually the What happens dunng hydrolysrs is that the OH forms and the
bulk of the oil is constituted with compounds below alcoholtrops-out-of solution-and-fo s-own-oi

the allylbenzenes. layer. Of course one wont see this because the solution is a big

old brown mess, Iousy wrth emulswn panlcles Emulsrons suckl
h e

of th|s fact, Just boil or distill off most of the o up o the tempera- filtration and the like. Anyway, after a l|tt|e work up one gets some
ture of your preferred allylbenzene and stop. There is a very good C f
| chance that what is left will be a majority of what is wanted. Strlke would have that OH stuck nght on the middle (beta) carbon

of the species. Work could then progress on using that OH to get

wouId prefer a more specrf c squtron Unfortunately Stnke has Strike was prepared to PUf in this book!).
one. For over half a year preceding thls second ed'f jon Stnke was .

opropyl But that is not the case. What the Korean lab found out was that
mtermedrate out of safrole using sulfuric acrd (please don't ask) when this procedure is performed the OH stablllzes on the alpha
WelI things d|dn t work out for the isopropy! lntermedlate but it dld any use for it as is then that is f|ne But what is most preferable is
confirm the following procedure as a nifty way of isolafing allyl- toreduce the OH to get the propenylbenzene (say isoetemicin for
benzenes (sort of) chemically our example). Using the simple potassium bisulfate reduction

recipe, one can get rid of the OH with no problems at all.

—Theiterature states that if one uses fce cotd, concentrated suifuric

acid on a terminal alkene (ak.a. allylbenzene) an alcohol (OH) Hey! That really wasn't a lot of work. Just a lot of talk on Strike’s

|ntermed|ate will form ‘Markovnlkovly on the secondary carbon i id, & water an
ple. Say one |so|ated One gets some pure propenylbenzene without distitlation.

has some elemi 0|I and wants that elem|cm that is in it What one Done on a massive scale, this is a cheap method for getting lots of

for about 100- 200mLs of concentrated sulfurlc acid (at least 90% mixes. And since Strike blew so much dough on this glorlfred ex-
conc.). Next, one just mixes the two together for about 5 min. traction protocol, someone better damn well use it (In an aca-
e a hydrogen demic lab of course).
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A much more forgiving yet limited extraction method can be used

to isolate phenol species such as eugenol and chavicol. You see

farther back in this chapter where one can use dilute NaOH to re-

move eugenol from sassafras oil? Well, why not use it to isolate

So let’s say, for instance, that some deranged lunatic did the exact

——the-damn-things-for further research-it-works like-a-charm!

opposite of what this book says, and went ahead and got some

There are probably other methods for punfylng the products one
t in the

and/or the precursor of their choicg. They may very weII decide to

real sense of the word Stnke has no reaI |dea of the true applrca-

you this?). But on the Hlve Strike gave it a few stabs Things like

do somethrng to it to get it farther along the path to frnal product.

precursor for X and. amphetamrne productron IS the phenylace-

recrystalhzatlon (don’t ask), partlal solubllrtres Irke what our friend
- = |nn rn

tone—For—cry at. phen-
ylacetone (a.k.a. phenyl-2-propanone, a.k.a. P2P). For X the

a two soIvent system solld phase extractlon and alternatrve forms

brnatron All of these are ways that an |ndustrrous chemist may

precursor would be called 34-Methylenedroxyphenylacetone

Strrke knows it should technrcally be wrltten as MDP- 2 P, but

wish to further study and apply. So hit the library, Bra'!

Strikehas aiways written it incorrectly as MD-P2P and that is just
how stupid-ass Strike is always gonna refer to it.

And now for the hardcore chemistry you've been waiting for...

/\n

MD-P2P P2P

That double bonded oxygen (a.k.a. ketone) is very amenable to

attack and replacement and is the ideal stepping stone to final
product. There is_inter-

medrate Many of which Strike is now gonna lay on you!

METHOD #1: Strike’s sentimental favorite. The one Strike has

dreamt about so very oﬂen Thrs method |nvolves taklng hydrogen

is subsequently hydrolyzed wrth sulfunc acrd to grve the ever-

IOVer Ketone.
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=i i e it involves a lot of

distilling, but it is so easy to do and the results are absolutely pre- The color of the solution wi i
dictable! The productlon of MD P2P or P2P usmg thrs method has turn orangy as the dnpplng continues. After about ZOOmLs of ad-
. h ! dition—the—chen W e tha € temperature won't rise so
scribe the ||ttle thrngs You know those lrttle bullsh|t thlngs that much if the dripping is mcreased When addition is complete, the
y into offici ul ut always thermometer and separatory funnel are removed. A plece of foil is
cause a ot of stress to the novice chemist. plac
stir overnlght The solution is reddish orange after the addition.
I~ ~p No-more-ice ice tray and the solution, as it stirs
/ T ,.( | ovemight, will eventually come to room te
7Y A4
o I = ormic a0, : SN 9 the ice melts away.

\l\/\/\ H,SO0, WJ\ The next day comes and the hung-over chemist wakens to see a

dark red solution stiring away. In some cases where the chemist

turned to the sti

tone is vacuum dlstrlled from the fIask After all the acetone has

ifferent ways. One

way is to jUSt keep on drstlllmg the solution until all of the formic
acid has been removed. The chemist knows that just about all the

fori

black Irqu1d remaining in the reaction flask and hardly any clear
formic-acid-isdripping over into the collection flask, I one were to

swirl the reaction flask, the liquid will appear s

Safrol MD-P2P had made an enormous batch of thi
arrote small mass of crystallme prempltate at the bottom of the flask.
o . d go-away ep. If the chem-
t had made thls ina flat bottomed flask (wh|ch she really should
ma netlc Stll‘ late Into the fIask is poured 340g of 30% hydrogen is
pef,x.de (Hz(i, always store this chemical in the fridge or T Wil have for convenience) then the i ice tray is removed, the flask re-

degrade over time) and 15009 of
88% formic acid. The formic acid

when the stuff is being transferred to
the flask but as the solution starts to ]

much and will barely be noticed. ‘
3244 i ; (o236 I

benzene for meth) and 1000mL

. - - coat the S|des of the flask. This is more evident when the ﬂask
ntaine
acetone are mixed in a PP cont or\l; t/ . oo
funne| which is situated as shown in : A\ still in there, but it should be too minimal to be of any concern.
] ]

etone sotution is
added drop by drop into the cold
formic solution so that the tempera-
ture stays hetween 10-20°C. The _
t ' i i ic aci ion then ex-

to rise a little of the acetone would be to cool the formic acid solution th
temperature h b d tract the whole thing with ether. The black ether layer is then

DRI hat th - - washed with an ice cold 5% sodium
:Zemggfaﬂ{:’r% ':t:;s"mf\g 25802; atthe trigure-9} to neutralize any formic acid that was carmied over, then washed

The problem with removing large amoun i i istil-
lation is that it takes a long time to do so. Really big batches can
f - ot ;
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heavy mass just as would have been attained by removal of for-

time. One thing to add about this alternative is that it does not al-

ways work for everybody There can be some heavy emulslons

mic acid by distillation except that it was done in a fraction of the

would extract the whole HZSO../orl solutron wrth ether then wash
fch is now , by the
way) is transferred to a small flask using ether and vacuum dig-

Thrs is best tned under strict adult superV|S|on But |t may not alI

tllled (The oil is still very black wrth contammants whlch need to be

receiving flask has been exchanged W|th a clean new one, it may

be bad. The following is a Hive post by ‘Quirks’ letting people

ether extract:

seen likeamn eternity for the 6il to get hot enough to come over.

But, eventually, the clear yellow oil front will sta

glassware and into the condenser About 2509 (60%-70%) of
MD-P2P wi

“If you netralize the formic_acid mix with 26% NaQOH the layers

tilling when the oil flow starts to get a little orangy.

separate out nicely. It takes ~7510f 25% NaOH to neutralize the

The MD-P2P produced here is very pure and is suitable for usein

soln for i
After you hit ph 4.5 add it very carefully cause it'l run away to 9+

any of the final product conversion recipes.

rea/ quick. You can then back extract the water with DCM, or !

it smks to the bottom and some product ﬂoats on the top, so you

*+HOT TIP #1***

Di

end up with three layers... But then my lab fech SUXS!T (nof that
{'d partake in illegal activities :p"

from complex mixtures such as relieving our P2P from its annoy-

ing—black uu::tammantsiusFMrrmmarwas—crone—above But
wouldn't it be nice if there was another way to do it for those with-

Ihlaale aver H
aREACK-SYrup—

the bottom’ of her flask. Into it she pours 500mL methanol and

out a distillation apparatus or who just didn't have the time to dis-

2500mL 15% sulfuric acrd solutron If the chemist does not have a

processed in batches As soon as the sulfuric SOIutlon hits the

til? Well, there actually is such a way, and it works-fabulously!

BISULFITE not BISULFATE) to actually crystalllze a ketone out of

IUIIH uedu
and sink to the bottom. The solution itself will get kind of milky

solution in order to separate it. As it so happens our happy I|tt|e
MD-P2pP _j

and hazy. Now all the chemist does is slap a condenser into the

the solution is allowed to cool down to room temperature. Now, in

mixed with a saturated solution of sodium bisulfite (NaHSO3) the
- stalliz Ut as a ‘bisulfite addition product. It can
then be easily separated by filtration. Here's how it goes...

rget llldll l”lb
one, its just not feasible to extract all that liquid with solvent to re-
move all the oil. Just about all the oil is sitting at the bottom of the

possrble adds fresh water stlrs decants the water adds new

use the bisulfite. One should not try this method
unless the oil is rid of most solvent. In the Method #1 above, one

T W ove any
traces of HgSO4 Ieft in the oil.

would apply it after the ether from the final extractlon has been

removed Iml boi

T
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plies!). In the methods to come, Strike will let you know when it

chem
e

can be done.

chem " ave been due to the solven
the isosafrole which gave the P2P a chance to form : i?,l,vi:;;g ot
LAARER i ta—'i

Anyway, one has the P2P/crap oil, right? Right. Next one makes a

saturated sodium bisulfite solution by dl§§61V1|i§ as much sodium

bisulfite as will dissolve in a given amount of water (say, 1000mL).

Strike Sees-a_pointto—this—in—Vogelste
Xt Prach
Chemlstry (Sm ed. )I37]. In it, Vogel crystallizes his k: - rganic

Now one adds the MD-P2F oil into some of the saturated solution

ise

isulfite solution that al:
vent This is in contrast to the  aqun 2 litle sol

=

and a big old mass of PiP crystals will form. People often say that

solution that Strike d . v
Pane 342- 1 escribed above. Here is what Vogel said on

the crystals look like chicken fat. Those crystals formed because

the bisulfite from the sodium bisulfite latched onto the ketone of
the PZP to form a preC|p|tate And smce the P2P is probably the

any consequence that crystalllzes

‘Prepare a saturated solution of sody
temperature for soq oy on of & .‘ b;lf/te atthe laboratory

373,',"/ of water are requrred Measure the volume of the restqu
vent. ol ifs volume of rectified spirit

f 2P-bisulifite
addition compound are then separated by vacuum f||trat|on

(or methylated spirit) [ethanol or methanol or both, dude} : add

T waler
separates. (8bout 45mL.) fo just dissolve the precipitate which

——washed-with-a littte clean—dH20-then-washed-with-a—couple-hun

dred mbLs of ether, DCM or benzene. The filter cake of

Either pure-agues
pure-aqueous-or-aqueous/solvent solut|ons work. It is en-

MD-P2P-bisulfate is processed by scraping the crystals into a
- 5 : .
10% HCI solution are added (HCI works best). The solution is

MD-P2P-bisulfite complex will be busted up and the P2P will re-

tirely up to the preference of the chemis
0 makKe one feel more secure, there is a Iittle test one can do

with the bisulff put a Tittle
of that ketone known as acetone into the saturated solution and

turn to its happy oil form The P2P IS then taken up with ether,

think of that?!

W,
Yt nice how chemistry works?!

NOW then ere are some Chem. y
en, |
ists tha ely o blsulflte as a tool
to phVSlCa X. but some

This procedure can be applied to most P2P mixes but is especially

chemis
ghemi i ts Using some methods, are rightfully sure enough that

effective on the methods to follow However, in super clean meth-

duced the iso byproduct can |nterfere W|th crystal formatlon

heirketones-were produced in such high yields, and 0 cl
eanly,
that separation isn't necessary at all. But even they, 4

else, would Stl" like to know for sure that what they made was

P2P. Thi
s well. Tf one

OMEOS 0-1S-Not-
amount of isosafrole was formed to the detriment of MD-P2P, the

want
wa nts to know if what they made is P2P all one has to do is just

oil screwed up the crystal matrix disallowing it to form. Confused,

grop-a-mk-or-so-into the saturated bisufite solution an
happens. If crystals form, one ha s s

7

solution by extracting out the oil to try other things. But when the

up.

[ solvent hit the solution, the P2P crystallized out. Go figure? The

One can even use this test as a quantitative measure. The chem-

|e+ rel
oFtheir P2P product, crystallize it and weigh

-58 -
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their product is honey, and how much is not. Get it?! As Strike

hopes you can see, this simpfe sodium bisulfite tool has arn erior-
| mous amount of potential for helping the evil chemist out.

that do not sell sodrum blsulflte (NaHSOs) In fact a lot of compa-

-0 / el

nres list sodrum brsulfrte in their catalogs but tell the reader to see
the only form of this

\“/ \j PACIRICUCUDME MD-P2pP
—

compound they carry. In other words, a lot of companies sell so-
lum me ve—to-the

NN

other. The Merck Index even says about sodium bisulfite that “the

Safrole /
0.\

[sodium] bisulfite of commerce consists chiefly of sodium metabi-
strlfite—NazS,0s—and—for—all_practical purposes possesses fthe

same properties as the true bisulfite”. What this meant to Strike

was that metabisulfite would work just as well. So some was pur-
| chased and tried. And it really does work just the samel!

Isosafiole

making P2Ps. This method is known as the Wacker oxidation and
|nvolves mixing safrole (or any other allylbeénzene), pa adiu
ide and dimethylformamide in an oxygen

The reaction proceeds via the above schematrc And

as ore can
see in the above schematic, the maj product of the reaction
is not tar or junk but is the very useable rsosafro|e This is Just

grate to the lsosafrole position when g|ven the chance, The cu-

atmOSphere to get MD P2P very qmckly and ina totally clean

Strlke ranked |t #3 in the Top Ten from the first edition becau
he idea of using such an

prous chloride (CuCl) and oxygen are there to i
the PdCI; in a +2 state (don’ p e o

ratus setups that a chemrst can use to comp|ete th|s reC|pe de-

shows a setu
using a three-neck flask and frgure 10b shows how the samz

expensive catalyst as PdCIz Street chem|sts are often tightassed

duction. But this has not been the case wrth thrs procedure as

system can be attained usmg a srn fe neck flask Al
use the single neck flask hy pla . opter fram

one’s distillation set into the flask's neck.

Stnke has happlly found out. At $7.00-$9.00/g, PdCI, is still pretty
emists have

No matter which flask is used, an addition funnel is required. An

found. Nor should it be. Thrs procedure works so weII that it wou|d

pid o
credrted licensed research lab. The following is what Strlke fll‘St

addrtron funnel is just like a separatory funnel except there is an

sure (whrch this one is gomg to have) Strike knows! Stnke

wrote about it.

ken
knowst rree:_.t_ue sounds complicated but this one isn't. You'll
see. The addition funnel can be bought, made from a separatory

funnel as explained in the How to Make section of this book, or
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S as being
used then the openlngs on top of the addltlon funnel and the un-

used-neckof the :tasfvare—ptugfed with stoppers and the stoppers

secured in place with wire or strong ta

The pressure is going to come from oxygen that is applied to the
ystem usmg a baIIoon Pure oxygen |s easy to get The chemist

or se can plow through the grannies down at the local pharmacy

the chemlst fills up a balloon wnth oxygen plnches |t closed with
h

and releases ThlS setup can look pretty cool dependlng on what
kind-of-battoonthechemist chose. Maybe one of the three foot

and get a small, personal use bottle there. The oxygen is then

elliptical kind or one with a ducky printed on it

walled carnival [ n

be bought at any toy store.

Anwa%mpweoxygewhasrmﬂﬁatetmmn of the en-

cIosed system and the solution in the reaction flask is allowed to
eXpOSE at oxygen for 1 hour. At first the solutlon is
brownlsh black but as it ab:

it will turn an olive green. After 1hr it's time for the chemist to add
the s safrole is being

added it will start to take up all that oxygen causing the palladium
Olack again (shows that things are working) but after the
addltlon iIs complete

MD-P2P the palladium will agaln start to soak up the remaining
oxygen olution remains sfirring at

room temperature for 16-24 hours, If the balloon loses significant

volume during the reaction, one just fills it up again. Nothing bad
will happen.

The nextd ontainer o mL cold 3N

HCI out of the fridge and pours the contents of the reaction flask

into it. The mlxture is stirred a little and extracted 3 times with
100mL portio

to be added here is that the DCM extract needs to be washed 2 to
3—times—with—water—Many bees have reported that this re-

duces/prevents an emulsion from happening in the next step. The

plied. So 100g of safrole is in the addition funnel and stirring

500mL of agueous dimethylformamide {made by mixing 62.5mL

solvent is then washed with 200mL saturated sodium bicarbonate
Na O ion_then 00n satdrated—N olution:
Technlcally the washlngs can be sklpped but either way the sol-

rough sodium sulfate in ﬁer paper and
the sodium sulfate washed with a little extra =

deO and 437 5mL DMF) Dlmethylformamlde (DMF) is not the

scrlbed in the methodology sectlon of thls flne book The solvent




" SR 0 s TIOt OME'S CUp of Tea, then there are
mmMgM% WWHOWWWmEWW%WMWHtHMSMmdmm%%md

that using quinone (benzoqulnone) can accompllsh the same thing

| Oh boyl Here's ancther case where there is a couple of similar 112]. To do thi safrol

bomng olls that the poor chem|st is going to want to separate and qumone stlrrlng in the reaction flask except for the water that

going to sa he best w o-do-this f X d th dt . aIwaerlsgomgtobethethlngthat

olumns is going to be to allow that the irs is placed in the a Hon unnel an

ga.qgsrnisi?r:ﬁ?t?atc distills over?s ggmg to be mostly isosafrofe and Ancther oxygen source can be that of 30% hydrogen peroxide

| the rest of the clear cil that comes over is going to be the [14]._Thi hod except

MD-P2P. Strike has never been a believer in predicting the pre- that the aqueous (.I)DMF is made with 30% hydrogen peroxide in-

i aH;0.
ize of the distillation apparatus. It varies

fo‘ﬂl guvcicilﬂ ?; trrtlt:?v;r apphcable to any glven circumstance. Other aIternatlves for this procedure can make it even more ver-

o kno hinas in in : 1) solvent always satile.To-dec ha Span o ubatiorvstirring one can
comsover flrst at low temperatures and in a VefY rapid manner, run the entire reaction at 60-70°C from the beginning of addition,

50 The reaction need only proceed for about 3 hours. The downside

vacuum (who the hell knows what that is?), 3) after about a 3-5 is that a thr : -

degree increase in temperature (usually no increase 'Slllot'gziﬁ';)l mometer and reflux condenser Another switch can be made by

importan after abo -10m na O " -

oride stead of cuprous chioride (CuCI)
|t's', t|me to sw1tch flasks and start to coIIect what is assumed to be Both work equally well exce t that CuCl, has
e ” lv of licorice? Does all the n;l?tet e product slightly. Strike has since learned that any and an
i s of oil smell strongly of licorice? o | €
?eos?si)m?tgr:itl fmﬁp I-Strike cannot answer this either. The |so:af— chapter for all the goods on it
ferent relative to the type of reaction it is borne from. Pure So anyway, that was what Strike told ev
= oesnt have tha Isually be People then ran with the |dea and came up with some very |nter-
overpowered by impurities that will always carry over with it from esting cbs
the reactnon |t came from. So MD-P2P that comes from a reactlon account of the PdCl; method contributed by our good friend TDK
g id-or-mercLiry Compounas I8 O FiKe Knows of TDKsheseemstobeaVery accom-
dlfferently than one that came from a react|on usmg paIIad|um phshed careful and intuitive ¢
However, the distinciion between isosal = gal of course. But she always seems to be comlng across evil
is quite evident. [n the end, a little of one in the other is not going methodologies th

to hurt things much.

“I"contacted my sister's friend and went over fo her compound for

'Of course the chemist may wish to forego purification and separa- a complete run down on w,
tion of the two remaining oils by distillation a : A educational nature and so should the following be construed as
| bisulfite procedure described earlier. That particular method is Just

perfectly suited for this situation. Perfectly.

The Wacker Oxidation a.k.a. #3 of 10 (most fool proof of the lot)
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CuCladded. Insert the claisen head adapter into the ﬂask Be
sure to apply some

funnel in the center hole Add the 500 grams of safrole to the fun-
irring solution. Next fill the
Also, noted are balloon up with O,. She said that she filled it up pretty tight _but
don't blow it up. Carefully aftach the balloon to the remammg
open hole on the claisen adapter and then TAPE or-wireit-to pre-
vent any Ieakage For those of you that don't have access to vari-

The following is her interpretation, simplified to its MOST BASIC
FORM, for the layman with little experience:

First she lists the equipment, next the reagents..
the book's quantify and her dream of a 5x Scale Up:

Equipment for 5x scale: 0us pieces of glassware, placing the balloon on the addition funnel
Phase One - Equipment will work as well. This was described in the book Total Synthesis.—
&-liter flat bottom flask (single 24740 neck) pages 52 to 86,
i ar (24/40)
! P;a;':m ,:;; t’:o:dfillifr’;erl\(24/40) You let the solution stir for 1-1/2 hours so it absorbs as much O,
1 1-liter a 1ai as possible before you start adding the safrole. Everythmg is kept
Wz—b:’lloon at room temperature for this procedure_ The
1 heavy duty ba it very dark, almost black in color. Now slowly add the safrole from
1 roll of'elec_tnca ape the ad or the
"nrer
Hre! grams to drip in. Thers is no noticeable reaction as the safrole is
Support stand and cl aan;ps dripped into the stirring solution. Once this is completed et it stir
We_wf away for the next 24 hours. Note: In her dream.
1 plastic funne, balloon at the 12- hour mark It has gone down in size as O, is

being-absorbed-b 2 ofutio Shie inflated another bal-

TaSe ; foon, removed the cne that had been on there for the past 12
gh;a gl': 500 grams 100 grams fours and placed the new, full balloon on the open hole. Tape or
p:”rad,-um Chloride 53 grams 10.6 grams wire it so there's no leakage. This ensures-an adequate Oy at——————————
Chloride 300 grams 60 grams mosphere while the process ﬂmshes (excessive, yes, but cheap
Cuprous ) fter 3-4 hiours of stirmng the solufion
o : 62.5 mLs changes from a dark almost black color to a da
Distilied H20 3125 mls dark olive green in color.
—————t-eylinder-of ptre-O; After 24 hours, the stimng is stopped. Now it's time to filter out the
Suprots—Chioride, wirich s ane of the two slight nuisances re-
The above reagents (Ok the safrole and H,O arent reagent) are garding this procedure. Note: forget about & alladium Chloride

weighed or measured accordingly. The flask is securely clamped

to place on the magnetlc stmer Add the DMF and Hzo Start recovery. It's too complex for the srmpllmty of this procedure and
info p i .

ch/nde f you add ihe powders first then the Ilqmds you'// have per gram. We'll caf this next pl’ocess Phase Two.

problems with the stir bar finding a place to spin. Phase Two - Equipment (Vac filtering)
Vacuum pump

Now you have the DMF and H,O stirring away with the PdCl, and
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aturated solution of

Buchner tunnel sod/um blcarbonale Thls washlng is_absolutel
Y _necessary (the
Whatman filter paper book says it can be skipped - DON . Th
|4 d-liter filtering flask (Heavy Walled) this is the other nui . ) v problem o (and
Support stands and clamps lt‘ehmulslon develop from the wash neutralizing the acidic nature of
the-extraction—The-easiest-wayto deal with s fo vac-filter th
Phase Two - Chems mess.  Your rid yourself of the scum and breakup the e;u?smi
3N HCI Book calls for 1500 mLs, on the 5x scale up she used into a fa/rly easy to Separate liquid. One washlng with sodlum bi-
3000.mlLs carbona I
Silica sand (white, sterilized and washed) or sodlum chlonde then once with fresh H,O. Now the extract is
ol ' €. Your are ready for vacuum distillaf
Methylene Chloride The DCM extraction should be golden to d}ark brown in color. o

cation. Flrsl set—up your vac—flter ﬂask w;th vac- lrap, Buchner Vacuum pump

funnel & vac source and start the filtering process. A Sxscaleup — vacuum=Trap set-up

will take about 6-8 hours to filter. The cuprous chloride is in sus- Heat Mantle with heat controller
pension and it almost completely clogs the fllter paper maklng the Oor fot p/ate with oil bath

BotHam)
at-bottorn)

and reduces lhe fllter time to about an hour Set—up your 3-way adapter (sllll head) 24/40
vac-fllterlng as usual moisten the filter paper with a little en

nlized and washed white srllca sand Vacuum adapter; condenser to receiving flask (24/40)
on the filter paper. Mo:sten the sand w:th a small amount of H;O 1 1-lifer r OU"d or flat flask (USEd for receiving ketone)

right into the sand. The sand will keep the cuprous chlorlde from 1 fhermomeler 10 0 400 C
totally clogg/ng the paper up. Cellte can be used in place of the Tubing for water in/out
s are Misc fittings to hook water lines up
sofd. Its a slandard and unwatched laboralory ltem Cellte Works Aluminum foil ( !0 Wrap flask & still head-insulation)

able w:thoul hawng to deal w:th a chem/lab suppller Pjace the
filtered liquid into a PP container and add the appropriate amount

| of 3N-HC! She stirred it with-a wooden paddle for a few mintites

€ sojution is 1e r
DCM and broke it into 4 extrachons of about 1500 mlLs each (she Washed & dried DCM extractions
had a 2-liter separalory funnel) Srnce DCM goes to the bottom a




vacuum. Her vac-pump woufd only pull 100mm Hg, so the ternp at co enan

wh/ch product flrst stan‘ed commg over was 1 98- 200 C (approx 60 the fmal yield was 362 grams Ketone 72.4%, 5 1 grams isosafrole
3 g Y Ty little work and it is d
was 308 grams 61.6% + ) The plus belng resldue that could not thls Upl Once the safrole is added, vou ¢ very difficult to screw
be distilled as there was not a small encugh flask to finish the dis- time to check the bafloon.”
| tiflation. DO NOT run the larger fiask close to dry. If you do, upon

coolmg the res1due will carbonlze and push black crap through the Note TDK's appalling pronoun use. Actually, niether TDK nor
v v Strike—canbeheld —accountable because this was written by

expand 50 rapydly that the carbomzed mass Wl// cause the flask to someone else who addresses the

push away from the condenser and possrb/y break a valuable aside, look what happened in that account. Seems like the tradi-

ay have been
overklll leen enough t|me to react very small amounts of PdCl,
Jobjust fine. That certainly makes a difference in one's

lllled it's tlme to stop Elther save fo pool WIth other slmllar mate-

separate and purify. This was explained from experience; she ran wallet!
/t close to dry and had the worse happen. Black crap shootlng

mple v apo & Hive by a bee named TaRa

(Could be an ahas of TOK. Stnke ain't sure.). It is essentiallythe

same old song except this girl proved that CuCl, (cupnc chioride)

tlllahons dld completely nd it of the dlscoloratlon orsmell.

*Yleld isosafrole, 60 grams (12%) TOTAL-MDP2P, 338 grams can indeed be
7 6%) The smaller pon‘lon was dlst/lled II'l a 500 mL flask and glves you more examples of techmque The more of this one has
c 6% . Mo onficle ey—willbe underst:
12% (ISOSAFROLE) method. neing’ of the
The above dream was scaled up in exact portions, as it was her “Intorestingre : a5 tHought To b
first. Her next dream had somne variations to weights and meas- cause [Lost Cause?!]. Dreamt about using CuClg for %mipaqqlc;ts?t
! me as follows:
Nated are the changes (o the above dreanT: In this dream the book writer's chapter began like this - It took 800
Phase One - Chems 2
Safrole: 500 grams (same) ) ) stlrred in Oz atmOSphere WIth balloon for 96 hours in a 3-neck 12
Eolladi . o5 $ K, yield - was 69- arstited, did bisulfite and then re-
Cuprous Chlonde 300 grams (could have cut thls to 200 g) dlstllled lhe oif from the b/sulf/te procedure).. Note hetter lab tech-

DMF (n,n-dimethyiformamide): 1500 mLs — (31% reduction) niques would get better yield. Materlals lost in washing and filtra-

Distilled H,Q: 300 mLs tion, purific
1 cylinder of pure O, (TS) outline, but a few s:mple variations were applied. To elimi-

: - — nate-the sty emuision from the sodium bicarbonate wash they
Do everything else the same except; let the solution stir in the Oz washed the initial solvent extracts (right after acidification) 3x witt
almosphere for 72 hours. You'll need to check thie ballocn every H,OL Used DCM as extract solvent. Removed a good deal of
12 hours or so. Replace as needed (when it starls to sag). The CuCla+ some PdCl, with-those—H,O-wa
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i of DMF + funnel was coupled to the
: to it. Thennometer was attached to side tube. At midnite, one mi
he vessel The cata- in
100 mis of HZO before they were added to t ) ]

o | added—te Oc.Brisk Stir rate. 15 min et and

ysts J the fask another ml of h2o added External heat if needed is used. At 1-gg
balloon wouId hoId as they fee

much pressure as thel Z utting the bailoon on the top op on- another mi was added, and temp held at 70c at2 30 the final mI

d:rectly from the O, cylinders p o was added, and there should be

8 at70c for 30 more minutes, aIIowed to cool to room temp ﬂooded
hose from the regulatorﬁ fo feed O, ’"‘:/‘7 the sy stem. Was easr/y \ &d— 20 —and extracted w/ startihg fAuid(nod to
fiask as fuli as possi 00 of
able to K::pllled boavond camacity and it will q:ve vo v a rush that's Q)....BOOOOOM! yield: over 70

not forgotten easily’.(makes you think you biew you rxn up)”

Interestmg note usmg CuCIz for the ﬁrst hme NO OLIVE GREEN

FhatHooks great, Spiceboy. Thanks, Bra’ And to show you that
Spiceboy isn't making this up, the following. experimen

prove it. This was taken from the review [13] wrltten by the same

- " ht dark or oI/ve) doctor th at Strike drew
h the rxn. Never came cIose to Green (hg St
:/’!I/It?:r? rxn finished solution was very dark reddish-brown, even from to formulate this recipe. And just as Spiceboy says above
| when acid washed it stayed dark reddish brown there s o need for any copper compound or balloon. Also, the
. ir time. 98 reaction time is seriousl

needed is drastically reduced:
hours maybe excessive, | believe they were hoping it would turn 1s drastically reduce

green and the longerihey Waﬁed“theﬁnmﬁhermcmghhrwab “ * In a 100mL round-bottomed flask fitted with a maqnetic stirrer is
lost cause. Fortunately it worked out on the +++ side ;) placed a mixture of pafladium (i) chlonde {89myg, 0. 5mmol) p-
benzoquinone (5.94g, 55mmol) and 7:1

(20mL). To the solut/on 1- decene [substitute safrole for this com-

noundf

pound]—~7-0g,~50mmmoi}—is—added 10 min and the mixture is
ost from a ve |nﬂuent|a| chem|st named Spice- stirred at room temperature for 7h, The solution is poured into.cold
Now here is a p ry y 3 normal hydrachloric acid ( 100mL) and extracted WIth 5 portions
i ly the idea of usmg of &
of course). She decided to go ahead and appl
Id mean o
benzoqumone as the oxygen source. If this works it ous i loons of 10/7

To read more about the use of CuCl; read ref #15.

aqueous sodrum hydroxide solution and a portion of
dried After removal of the solvent, the residue is

the entlre apparatus much more simpler and causmg an mcrea(se dlstmed to give 2-decanone [P2P]: yield 6 1g (78%)
A pame V)
Iy The . .
' iceboy dreamt might happen if this were actua

= S“Z?f weLse ’ Ever-butchlng about the rarity and price of chemicals, the bees
i havethrusttheir anger at the DMF used in this method TDK sent
' Strike an article that gives some cre )
Holy Kotone! What a droar.... d w/ a cohols methanol, ethanol, 1-propanol ethanedml and others were
Dream setup, 100 mi of DMF stlrrlng in a ﬂask equ;ppe o i olace oF o ! diol and othe

t 11g of p-b nzoqumone was added Stlr sample expenmental from the amcle (just plcture usmg safrole or

of p-be

g’t’;eaxéznt%%t:g Fcllfglly, 7% of ﬁ;dcl2 was added. A dry addition altylbenzenein place of the 1- -hexene):
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fore—bed pressurize aga/n allow to stand overn:ght My tlme
'2' and 3-Hexanone-—A 50 ml pon‘lon of 0665 M 1-hexene elapsed: 13 hours af bedfime g 1 ooan. »
/ ' ° lime. Hit it w/ 3N HCL and extract per usual, KA-FUCKIN’ BooM,
haken for 120 min at 50C under 3 atm oxygen The reactlon 80% -+ I«
fn/xture contained 2.0% water from all sources (salt hydration, im-
he alcoho! and w of Ooxj
charged, 13% (by gc area) remalned unreacted and 86% was

the hexanone peak showed 7576% 2-hexanone [or MD-P2P for
the Ilkes of us] and 24-25% 3- hexanone both ldentlf ed by means

ow thls Wacker oxidation method works There are a Iot more
authent,c samples interesting vari posting on the Hive i
. ou wish to read more.
yhaddya mean it won’t work for things like safrole just because y

the subslrate used was 1 hexene’N The only thmg Strike had to go

’ that It produces 70-80% MD 2P or | P2P, and 20.30% isosarols
And yet lhe method translatesl Thns last contnbutnon (by Splceboy p o 4

" ideprody e chemist were to
:gd as has been suggested by others can lead to a redUCthOII} in :;J;Tni':l;;d ?::np ;z:e;ztg';;?f;;m;oﬁmi
the amount eatalyst needed. Strike doesn't khow what the hell is could climb to w r 90%!

7

METHOD #3-

HOD #3:-As-of the printing of this book, this method is stlll in
“Welcome back.. now before | give up dream dEtaI/S / want to the experimental stage. But it represents the ne
OsmiL, i

€ ac er omdatlon and should if properly reallzed, scorch the

Wnt to say thatthls is another offshoot ! guess of #3 but wrth

old on
some --process or oleiin work of Osmium, TDK and an aggressively active European
with 2 qofpdc/Z and 8 q of cuci2. There will be no oxygen tank. uuvullst_ﬁa‘med_sunhgnt They, and maybe Others found the Jour'
FUCK THAT SHIT! The reference lbased thls on Indlcated that air

nal reference, contemplated it and started dreaming abo

plication. All Strike is doing is filling you in on what Strike has seen
and been told

14 95 p,ece of shit tlre pump from walman‘ It w:ll pressurize the
SRV if ajout 10-20 seconds. Here we go:

The method is basically an appllcatlon of the Wacker oxldatlon
except that the catalyst used is pallad 3

v k v " H,02) [17
Pressurﬂe the SRV to 37 psi. A tlre gauge works greatt Aftter ozne ( 202) [ ]
he pressure and immerse in warm water for 2-3
nour e ? ; hourly. At night, be-
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. —0 action time="6h_[or in other words] 0.5x10°° M Pd(AcQ),; 0.75 M
/ ? / | 1-octene; 3.75 M H,0, (30%); salvent ACOH; temp-80C-*

O
UY\ Pd(OAc),H,0, \l/\l 0 The experimental procedure:

“The olefins were oxtdlzed in a three-necked 1L thermostated

MD-P2P glass reactor equij
Safrole N 100mL glass funnel (for introduction of HzOz) and connected
. . i A areUD i Rrotigh-a—gas—cot € evajuation of O, evolution} to the
ings about French science. On the one hand they are usually quite atmasphere. H,0, solutlon was introduced dronwt&&lﬂt&themlx-—

fure of olef in, solvent and catalyst durln 30 min at the reaction

correct in thelr chemlstry On the other hand they are always too ot o reac =‘ g e ete tureWas
reat the are, but the dont cooled and Water was added. The yellow upper layer containing

ner. |t s like they want t° tel you how gre v el parated and passed through a column of alu.

cause Strike has yet to have anyone from France buy any of mina in ocder fo eliminate the cata
Strike’s books, so Strike knows they won't see this one either (tee pressure.
hm:-l)

Yeeshl What the hell did all that mean? Well, let's see what Sun-
fnary mterpretatlons are as were secreted to Strike
- via encrypted messages. It i
very clear: first machinations of a recipe come to life:

“This paper describes-a very efficient catalytic nmr-prlum for the

frole] to meth /I ketones [ie MD- "Well, I've started to work a few days ago with palladium acetate
oxrdat/on o oleflns [1e s ] A = Normally T start with quantities of 10 - 20 cc of safrol, but this llme
ing il Is [ie no CuCl or animated becuase you [not Strikel] s

ating in the absence of halogens and co-mela

ied out e/lher in biphasic me- this way is good, Imake a direct productlon test with 150 grams of
CuCIz needed] Thrs ractlon is carri Io) way 00, | make a di roduction test wilh 150 grams of

tert- bu I alcohol or acellc acrd .a mlnules and when I came back, rxn was no controllable. a exho-

h%?ﬁfr%fa sczlnlgg:s/o%szg 1= octenetay (90-95%) was obtained ar- termic xn started with a lot of evaporation of acrd ! dld another
Zer ~3h or reaction time...Under these conditions, 1 mol of pafia- mistake when trying to
dium was found_ fo transform ~400 mol of 1-octene into 2- mosphere. If was hard near intoxication. Other test with small

) 0 Mmuc e product oblained was

only a clear brown tar with no ketone. The problem was thetemp,

That, folks, is an incredible reaction ratel They are essentially if's too high. 've staned again with my classic tests. I put yester-
saying that, less than a gram of Pd catalyst will turn 100+g of sa- day 10 cc of s
frole into MD-P2P in less than 3 hours! The cryptic optimal reac- % “and 70 cc of acetic acid at room temp (30 C). After 16 hours

Ore go o WOrK, rxn was nof complete {in the night
temp goes down), and | think in 24 hours it wi
temp = 80C; H,0, (30%). T-octene = 5; 1-octene:Pd = 1500 re- piece of glass in the flask and wait to acetic acid is evaporated,
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more volahle than ketone, after 5 minutes (or more dependmg ra-

5 it of NaHCU; (4 grams ) and salt to saturate solution,
Stir a bit more. Separate layers, Extract one more-time-and-distifi————

tio safrol'ketone) start the ketone smell. | can now smell fhe ke-
tone in my fingers. | don't know how yield c,

probelms are if temp is not used, it's [necessary more solvent may

Time depends on reaction Speed. Reaction speed depends on the

eemns fo be good,
more catalyst, less time. More temperature ? May be more by-

bUIll[Jllbdlb'
extraction, although in my test there are 70 cc and it seems to

products, this is what happen when acet/c acid s the solvent.
Probably a good way wil

0

work, but it is nol an homogeneus solufion. In JOC they say the
be_my next try, if it

Pphase is easy to extract ans uses less chemicals.

runs, it will be the best, just stir safrol with H,0, and solvent (I’II try

g 1 3 »
separate layers, distill. Perfect simplicity, will it work ? It seems

! hope my reaction success and I can run the 1
omorow. Ancther difficultie IS now water tap is at about 29 C ( to
distill ) may be I'l u. ink—it-wil

best temp will be 40-50 C, it will increase reaction speed.”

[

enough to d/stlll ketone at about 180 C.

A few days later:

Couple of questions for me:

“I'm working now, Best results were obtained with dual phase with

?2>Add the foluens + g

toluene at 50-60 C 24 hours shnng The lsolated oil smelled a lot

>Pd(AcO),, then start stirfing, then start dripping in H,0,?

of sodlum metabfsulphlte and shred pract/cally all reacted fonnmg

Well, I think it's better to add a bit of H.0; to the toluene + safrgl -+

the addition product that precipited ta the bottom. | think it's about
80 % yield, but it's only an impression, may be less. Now I'm re-

catalyst to prevent catalyst decomposmon for example, with 100
Cccofs. : 7 dropwise.

peatmg the exper/ment to detennme condmons and then I'II do a

is needed a good stlrer and | was workmg with a motor cassette

€ amount of acetic acid exact, for example would 5 cc
ul

with two magnets, T realised only 300—400 pm. Then I bought a

must run 24 hours...

>the ~n or help it (m your opm/on) . I don't think more

e maore by-products! 7

The recipe will be something like :

Well, I thought previosly a bit of acetic ac:d can help reaction to
prevent decomposition of cataly: -

100 grams of safrol
150 cc of toluene

JOC article 1425 times, acetic aCId is not needed at all, because if

caf,

100 cc H,0; 30 % added dropwise

cat more dissolved, so why add
acetic acid ? My last test wrth 10 cc of safrol had 0'4 cc of acetic

160-ccH;0730-% added dropwise at-6 hours

100 cc at 12 hours

acid, but 'l omit it in next rxn.

100 cc at 18 hours...

0.5 - 1 gram of Pd(AcO), stir about 24 hours.... thats all.

T8 IS a hyper oxydation of oleofin
as side reaction, and gives organ/c acids, probably MDPhenylace-

tic acid and may be a bit of piperonylic acid. It's easy to realise I,
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more important when temperature is high. My last try was dual

afrol +1 g Pa(AcQ), + 500 mis fert butyl alcohol + 400 mis
35% H;0,. Added everything but H.Q: toa s

phase, 10 ¢c¢ safral, 0.7 Pd{AcOg), 20 of foluene and about 45 ce
H,Q, in three times and o0 much high. So
decrease temp reaction, we must increase time or catalyst lf we
add-moure, arnd
H20, concentratlon decrease, so reactlwty decrease also a bit (|

equipped with a reﬂux condenser thermometer, and dropping

ounted agood-magnetic stirrer. Started
st/rrmg while brlng/ng the temp to 80C. At 78-80C start to add the
H20, It was added over a 30 minute time frame As this was
added, they noticed

thrnk ) Best solution will be /ncrease a bif catalyst. BTW, in my

yllds also ketone. So I do a sample wrth exact condltlons to

(02 from the HzOz) Monltored stlmng and temp with no unusal

0ocuUrTa hots ailysofution was a light orange
brown after 4 hours in started to turn a very deep orange, almast

I ork With
PdCl,. Now when | come back to home, I'll extract my last 10 cc

reddish color. Also the smell of safrol was completely gone and
was replaced with a ui -

reaction, and I'll see the Iose of materlal in carboxyllc ac:ds be-
cause fhn\/ Wil

about 50—60 % only, far from des:red 80 %, but not bad hawng the

able to this xn as it differs from the smelt of the wacker oxidation
o 0 ed Or & total of 6 hours, maintained temp af
79 to 82C. Color at the end of rxn was deep orange- reddjsh, pH

S (toltene and H,0,, and the litlie effort
that supposes. But ! would prefer 70 +. So try to send me the in-

of solution was 2.

formation of your fiend’s fnend may be there is some key in lt im-

elegant cheap, OTC, high yleldlng procedure I have only a blt

To separate the orl added an equal volume of fresh cool water

ote—waited ofutiorn coole g the water). The
OI/ started to drop out perfectly, used DCM ta extract all traces of

more than 100 cc of safrol. Tl do one or two tests more and then
Il process the rest. And Ketone rese
be I'll have your post tomorrow ?

Gl

Je !

the oil. This work up is by far the cleanest, eas:est and s:mplest

O gare greame A -. moethaoa

Sis)... Once the ol was extracted the extracts were pooled

ha
Thanks

waShWWrthTodrum vicarbonale 7%, Saturated solufion of NaGl
1x, and two washes with fresh dH,0... Same time was required

See how things happen when a competent, energrzed chemlst

gettmg a little uncomfortable wnth the results (as was communi-

for the work up as there was a little emuls:on from the use of the

W W Udg-
gested uslng an alumlna column to remove the catalyst (could be

tive
use of tert-butyl alcohol and other solvents. as was discussed in

abetter way o go).

the French journal article. But just days before this book went to

ylacetones forever. TDK bolstered by the reassurances from a
rently n using
recipe for years but forgot to tell everyone else, came throuuh

So now we have thls solvent contalnmg ketone dned w:th

solvent/ketone and placed in beaker on stir plate and boiled off the
€ resuiting oil Was a nice reddish-orange color. Had a
very umque smefl too. Took about 2 grams worth of this ofl,

again. The following is the proof positive definitive application of
! ine:

added to a test tube containing a saturated solutlon of sodlum bl-
SL

yellow mass (very similar to what acetone would do if added to a

bisuffite solution). Never had this quick of a crystallization. Not

“80-
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aving a

sis, | would say the punty of this ketone is >90% and the yleld Wlll

100%of the reactants consumed

be minimum 78% and probably as high as 86%. No isosafrol ei-

of 3-(3,4-methylenedioxyphenyl) propyl-
ene, .25 mole of methyl nitrite, .5L of methanol, 36q o

.00025 mole of tnmethylamme and . 0005 mole of palladium chlo—

ride as a ngmlu

The convers:on of the stamng material was 92%, the yield of

had to go to press, the ball was still up in the air on this one. Con-

MDP-2-Pwas 83% and the Pd Turnover Number was 166.

flicting, cdd results have been seer from many different-groups:
Th&gjeihod has a lot of advocates and proof of its efficacy. But it

Example 68: Add .1 mo

seems to be a Iltlle fickle at times; the causes of which are still

\/

ene, .25 mole of methyl nltrlte 5L of methanol 36g of water, .006

mole—of bi

-

mole of ystto a
flask.Stir magnetically for 1.5 hours at 25C. The conversion of the

ETH isis a recipe i
Ju:kemm&nlnmbout it until Strike saw everybody talking

starting material was 100%, the yield of MDP-2-P was 88%.

about |t on the net. But it seems to be e)ctremely popular Shulgm

about it. And there.seems to be a Iot of posts regardmg its h|gh

cess rates. Most people get started from the me -
Hon re they were first published. The

Example 86: A maole _amoun rting

hydroxyphenyl) propylene, 0.25 mole of methyl nltrlte 0.5 liter of
oride catalys

were charged mto a reactlon vessel. Then,the reaction was car-

following are some representatlve examples from the U.S. Patent

ried out at a temperature of 20.degree. C. for 1.5hours.”

cetor loo g

[~ ~0

Those ‘propylene’ species that the authors were using are no dif-

O s /
[ ]

ferent than safrole or aIIbeenzene In fact, safrole is a perfect
!

understands it, there has already been a detaned writeup of the

Y
O\(\ MeNO,/Et,N n\”/ \W ﬁ
K/\/\ PdCle W\

by-the-numbers amhmmmmnt as written, This,

Strike believes, can be found in Uncle Fester's “Secrets of LSD

Safrole MD-P2P

Manufacture” and/or “Secrets of Methamphetamlne Manufac-
ture”

and submitted a new, hybrid form of this method which she seems

"Example 24: Add .1 mole of 3-(3,4-methylenedioxyphenyl) pro-
ium bromide as

to-have formulated after a fot of “thought' on the matter. So here
again is Sunlight:

a catalyst, 5L of methanol and 36g of water to a flask. Stir mag-
ically T % 3,
methylenedioxyphenylacetone (also known as , 4~

ve, I've performed a new reaction
[she's just kidding folks!] with the new experience, with is much

better than the other. Darkness part is extraction (yes, a lot of dark
Q2
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and bubbled in a soluti
catalyst (A).

This W&mﬁlﬁha#beerrdonewfmyuwy@ag K

This is real.

A. 50 cc of sammﬁmeman@/,—%égmm&e#Pdelz—

B. 100 grams of NaNQ,, 60 cc of methanol and 200 cc of H.0

C. Chilted solution of 38 cc of H:SO, and 85 cc of H,0

istry —of

Japanese  patent #4 638,094, process for producing

T aitery of drears. in
SOMM (Uncle Fester) we have three versions of this patent, one

Cor-apart of Cis putin a sep. funnel wich is connected to flask

containing B ( wich can be a bottle ), and a tube connect thisflaske—

uses PdBrz, other PdCIz and the prefered" uses PdCIZ and

because in the scheme of 'rxn Fester Iets 6 mols of NO and

to the bubbler lnto flask contafnlng A w:ch have other tube to redi-
No_and nitrite gase wate O Keep 1xn

temp befween 20 - 30 C /reactlon is slightly exothenmc) and stired

nitrites to go out free of rxn vessel (see Eleusis vs, Fester
Rhodium's page, eleusis it's right). Well, both gases are v

good ventllatlon is not enough and these gases must by carried

magrnetically,. MeONO s bubbled in A with a bubbler that provides
little bubbles ( not necessa j i
enough, you must increase then B and C ). Bubbler is all deep as

IUUUUI GLU’J ur o

two necked flask). Also in this sample a precipitate that is taken

it is possible.
2 -

out, these are undes:rable byproducts, also washes must be done

We start rxn, one dmp / second or sa Cin B. Semetimes we close

Twa explosions
have been reported when distilling, may be because thls reason.

Sep funnel and shake flask B fo ensure a constant rate of MeONO
generation. Addition speed is limi

" TiZing
evaporation time, less catalyst and less NaNQ, Otherwise, |
agree Uncle Fester his work because he have shown me a ot of

between flasks. If it is too much quick, then MeONO gas go

0 funnel” and wait a bit till
generatlon is low. The addition of C in B takes 1 hour. we clase

| things, I recognize also the good part of his work.

Sep funnel and shake a bit B to finish reaction. If rxn (A) cllmbs
temp too much, we ¢

Interesr of this reactlon is rhat uses OTC chemlcals or non Suspi-

rts reaIIy easy. Methanol used is drugsrore methanol PdCIz is

temp touchmg a part of solution that was out of water bath. At the

alpa ay be water is to much cool, so we can fake if out. After
the addition of C in B we wait one more haur.

Procedure is as follow :

Now we open ﬂask A. We can put a plece of glass and smell it
once meth =

ji i i is dropped in a solution a
methanol, water and NaNO, (B), then methyl nitrite is generated,

ent, it's the dialkoxy der/vahve of safrol, ixn is completed perfectly.

of water and Stir 45 minutes mare. There s a
Precipitate. We filter the reaction. | don't know wh

also black tar, I thought this may be palladium complexes, this is a

Q&
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organic compound that bums easily and may be contains Pd. This
will forme tar later, now we don't have it. We can now smell an-
other time rxn. This smell is ketone, we have more than 80 % of

welding it with a flame (Bunsen). When do
it . ne, you can b
through it in water to see there are many bubbles. It;:‘ enough. fow

MDP2P (patent says 91 %). Good extraction procedures will give

[ P

better yin,lrie

FtasksFlask containing B can be a bottle. A i
- . A is a round b
flask, it's better because in a bottle or a flat botom f o

This is my version, but may be better done. First one, evaporate
methanol, better with vacuum. Then we have two layers similar in
volume, we add 100 of solvent and 50 cc of basic solution (sodium
carbonate, bicarbonate or 10 % NaOH ). We shake it and may be
we will have litfle more precipitate or tar. Also may be we can't see
separation, then we add a bit more solvent without shaking to see
separation. We make two more extractions with 50 cc of solvent.
Even if we can't see separation, we can add enough HC/ and

wich is nof dissolved in methanol untif it it
reacts,
comner of flask without reacting. could be in the

Hazards. If you add two much qui i

1 quickly C in B, MeONO goes
throygh sep. funnel. So close the key, but if there was too rguch
addition or you shake immediatly then generation is higher than

the possibilities of bubbler, and rubber i i
lot of foam and R‘n/lm'nn' For thi o,? 'ﬂaSk B can Smp V;”th 2
2

shake, this will forme some tar and layers will be distincts, so we

N eparale angd maxe a pas MaSh ometime g_done

acld wash, but | can't sure it's better. I'm thinking now may be

an

dissoled, to prevent surprises, but it's not hecessary, Be patient

and sfrake--Don't forget redirect NO and
window. MeONO fumes out to the

VS frite e B ATt oot b
— s better to-doall extraction—as Strike's top#3.Add-acidsofution,

like 250 cc (less PdCl, and no CuCl) 15 % HCI, extract and make
a basic wash.

This procedure has been tested for a lot of bees and conditlons
are similar. Distill solvent and distill ketone with a water pump. My

Cleaning flasks. Flasks specially distilli i

i , ly distilling flask are really dirt
w:tll a brown black semisolid tar. it's easy lto clean them. A}:fakeyé
25 % or stronger NaOH solution (from drugstore, of course), put it

in the flask and heat, till boiling if necessa It
Use gloves, please. 1. &l far go out easy.

2 OF Th s, o]
0 1Y, VT LUUioGl Tl pruLeudurc

have been done with 150 cc of safrol, but with 1'75 | of methanol

with simialr yields, so I've prefered to present this version wich is
i iti itri in 2,5

Bisulphite. My persaonal nightmare. | 1 i
obte g use met_ab/sulphl{e, what |

hours. When scaling, water in B can be decreased if we have
problems with our volume flasks, but this means a lot of NaNO; is
not dissolved, so each 15 minutes, we close sep. funnel, and
shake B a bit, and when there is no foam, we can open sep. fun-
nel again (1 drop or abit more /second). My opinion is 150 Is ok,
but theorically you can scale more. More time rxn is not a problem

couldnt be recovered with NaOH solution. Investiga -

great chemist. Solvent, NaNO, or PdCt, may be cgntgle Ir’:dggéda
but I think the quantities in this sample are really good. Solvent is'
easily .evaporated, NaNO2 could be only slightly reduced and
PdCl, is about 4,5 % versus 6 % in patent, but it's enough be-
cause all safrol reacts. Well, I think it's all...*

£y mprnyels gt
U pTouaots

Bubbler. I've done it widening the end of a glass tube, then puting

in"the hole with pression a piece of glass sponge ( for feet) and
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METHOD #5: Could something this easy really work? Actually,
yesl WeII ya wanna know something’? ActuaIIy Strike doesn't

read the followmg whlch was what Stnke wrote in the flrst edition

dH,O and 32g HgOAc This is stirred a little, then 82g of safrole is
slowly poured in. The solutnon should be brlght yeIIow Now,

over a perlod of 4hrs. The chemlst will keep chunking pieces of

ice in the tray 10 keep the temperature at 25°C +- 5°C and the

of TS). Safrole is converted to MD-P-2-P in about 8 hours with no
hemi and a yield of 70%-80% [19]. The ction is

solutidn will turn dark gree

shown in the accompanying diagram.

SOUE-ES U IN

Salrole

the solution stirs for 4hrs more.

When completed, the solution is merely dumped into 1L of dH,O
and extracted 3 x 100mL Et,0 or DCM or benzene. BUT when
that solution hits the solvent, the biggest, ugliest emulsion Strike
has ever hypothesized occurs. it is wicked! The chemists can try
all the usual tricks to get rid of that bitch, but when it comes down
to it, there is only one way that works. The chemist is going to

have 10 extract with hundreds upon hundreds of mLs of solvent.
The idea here is to

with so much solvent that a separate solvent layer can form. Once

> [

The solvent is then washed 3 x 50mL dH,O and, if desired, can be

o
x
CIL g
NN
o Fosgent el ° y
| o — MD-P2P
<nJ\)\)\m HAOA o s
o < Ij\/\
o SN
isosafrole

This will work for conversion of allylbenzene to P2P. And the bo-
nus is that the major side product is isosafrole.. The mercury (ll)

washed once with 100mL saturated NaCl! solution. Finally, the
solvent is dried through Na,SO,, removed by vacuum distillation,
and the first 5 to 10mL of oil that distills over is saved because it is
isomerized safrole (iososafrole), which is suitable for reuse. The

ari . whi
be made quantltatlvely (100% bubba) from mercuric oxude (HgO)

rest of the oil that comes over erI be the ever lovely MD P2P
which is perfectly s

and acetlc amd (why anyone would do that is beyond Strike since

this book.

e made from

HgO and proplonlc aC|d The oX|dat|on of the intermediate aleohol
is achieved by using Jones reagent [153]. An 8M solution of
Jones reagent is made mixing 267g of cold chromic acid (CrO3)
230mL cold H,SO, and 400mL cold dH,O then the solution is
brought up to a final volume of 1L with dH,O (or can be pur-
chased). The working concentration that one wants is 2M, so the

What you have just read is what Strike wrote in the first edition.
Strike laid down one day just before publishing and had this bad
ass premonition regarding the recipe. But most people since then
have not. Let's see what the problem is.

Strike got the journal article for this recipe as literature citation

Wmﬂmgmm%ﬁe—ugd in the original Wacker oxidation Strike used for Method #2.

In it both mercuric acetate, an

The chemlst now glves her knuckles a crack and beglns An ap-

the stlrplate
_88 -

Into the flask is dumped 800mL acetone 25mL

duced ketones as descrlbed Someone-Who—Is Not-Stnke aIso

wrong Most people on Strlke s snte say thls mercurlc acetate thmg
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just ain't happening. But some say that it does. Funny how Strike
only happened to save those positive posts...

oxidation requires NO excess to be present during the oxidation.
That's why one has to drip in over a four hour period. Also, after
the {‘lrip, the fi i i i e

“Posted by Dr. Quack on March 08, 1998 at 16:53:53:

temp should remain stable...QuaaaaaacK,

B. Big secret.. Quackinlii, Use approximately a total of 600 mi——|

So there's this little duck and round and round she struggled with
this method. But here is the report for all to benefit from, Quack,

Quack...

So for all you book owners out there, boy did you get )
your money's worth. Check this out (btw, Dr. Quack hps NO idea

—how this came about, but Quack!, Quack! it what the pigeonstold—separate out from them.

T ,
Dr. Quack - promise):

(twice the amount prescribed) for the three extractions. Don't
quack at me...its starting fluid. It's cheap!!ll Quack! Here it is; Let
the first extraction sit for several hours (or overnight) and the
seperation will be VERY clean. However, there will still be an
emulsion present in the ether layer. Now, the Quackload of prod-
uct will be in the first extraction, so the emulsion and settling of the
following two will be much quacker (faster). Combine ALL three
ether extracts and note that there will be a little water that will

0 251 Mer Ace

plce of reagent grade materials:

1. Ether - Starting fluid (works great - Quaaaaack!) 2. Home made
mercuric acetate (Now this stuff can be special ordered from ones
chem supplier but there's a delay, may look funny - Quaaaaack{,
and is more expensive. So what is the solution to this? Make it

itati Il 7. Strike menti Ik ifes.”Should recaver 90%+ of the original weight of oil.
WWWWWWWTM—ZWMO i of seturatedt bisuie® oy Sont ofoll |

in the bgok and ;;oints ducks to a reference. Follow the EXACT

C. Big

secret #2...Quackillll...One MUST filter this 600+ m/ of
other...but a du n't o aif-at once .50 one must filter in
vacuum filter in 200 m/ portions...changing the duck paper every
time and wash the filter cake with ether...Dr. Quack thinks a vac-
uum filter (apirator) at this stage is a must...Quack!!in

D. Now the ether will be a deep reddish yellow. Distill off the
ether...quack...and take the femp up to 170 C to drive off any

0 {o more-—o he home

same procedure for Mercuric Propionate except use glacial acetic
. ) ’ o
a {] O

brew mercuric acetate since it is a little contaminated with acetic
(ducks can't get it totally dry without a vacuum ovef1). 3. NaOH
washed Brazillian is fine!!! Quacki!!l No need to purify further for
starting material!

Now here is the secret(s):

rénge of 20 to 30 C during the dnipping of the Jores Reagent. Ei-

hours...Quacki!iill Vacuum Filter, the duck fat crystalsiit Waéh
with-water-and-ether—yield-dullfine—ppt-inthefiter cake—stable
bisulfite addition product...can be stored forever...Quackill Yield
~50 to 80% depending on a ducks techniquel!lli

Dr. Quack thought ole Strike had a screw loase at first, but after

continual quacking and persistence, Dr. Quack is convinced...this

method is great as welllli Quaaaaaaaaaaaaaaack!!!INNIII Hope
i eared some things up for some

ther add tepid OR cool ice to the water bath to keep it in this
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of you bees and ducks. Quack, Quack.”

Someone-Who-Is-

right in line with what
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Not-Strike may have seen. But what Dr. Quack did that SWINS
did not was use the bisulfite test with positive results. What does

“Well the gospe! according to Sodium Bi i it |
sulfate confirms
ketone. Whether that's all it is 'l know tomorrow.” tis a

2

the bisulfite addition product. Could an aldehyde have formed

is_again. But-even-whe IS person sat down
contemplated the use of the P2P nothing but misery followeij?gig

raethed-hastowork becaus jal i
ethod-h ause its potential is massive. But it needs

(don’t ask)? Maybe. But highly unlikely considering the mecha-
nism of the reaction.

Later on Strike noticed a few posts from Dr. Quack grumbling
about how things did not, in the end, work out with the products of
this procedure. Is Dr. Quack cwazy? Yes! Is she a bad chemist?
NO! So what gives? Well, the following is a personal communigue
from Merlin: a chemist that all of you will thank when you see the

further study! Yeeshi!!

METHOD #6: This one is for meth cooks onl iti i

' Yy as it is only practical
for making P2P not M’D-PZP because Strike don't knzvs where
one can get ‘piperonylic acid’. it has been around awhile and
works really well [20]. Therefore the chemicals needed have been

restricted for quite some time, But if
osticte I one can get them then what

“#2 without water - proceed as follows. After the 4 hours stirring is

@ coon — | ] T

. ] er wi
do nothing so add more till a layer forms. This is due to the need
to drag the acetone out from the water. Water and Acetone mix,
the Ether needs a hell of a pull to drag it out. The layer will be
huge as it includes the Acetone. This will leave the mush which
wants to form an emuision in the water layer which can now be
discarded. The ether/acefone layer is now washed with water

NN

Phenylacetic Acid p2p

This is a way to do this procedure without havi

aving to use one of
those crazy tube fumaces stuffed with thorium oxide or manga-
nous omdg catalygt [21]. The key here is to use an excess of ace-

amount specified will

which will extract the acetone from the ether, leaving a small ether

insure that.the reaction proceeds in the right direction and the bad
>1a€” reaclion tormation of dibenzylketone will be minimali
(don't ask). 18g piperonylic acid or 13 6g pheny i e

colour. After three washings (leaving the boogers in the lower

ji it sodium saifate. Only a tiny amount
of isosaffy will come over beforehand (a couple of mils) which will
float on top of the product (which | hope is MDP2P as this method
is so fucking quick and easy compared to Isosaffy bastards and
that palladium chloride method). This extraction method would
take 3 hours in total including purification, no need o fuck about
with nasty emulsions, and the yield seemed to be nearer 60%

acetic anhydride and 50mL pyridine are refluxed for 6 |
hours and
the splvent remgved by vacuum distillation. The remaining resi-
Idlt{e |s(tcjaken up in benzene or ether, washed with 10%, NaOH so-
ution (discard the water layer), and isti ~
PP (a5es yer) vacuum distilled to get ~ 8g

METHOD #7: Ancther piperonylic-acid-method for your perusal

(rather than 50%) giving just less than 60g product from 82g of

[22, 2:’3]. 7_Og pi_peronylic acid or 65g phenylacetic acid in 250ml.

DCM nd 64g SOCI; is added dropwise. The

saffy.”

- solution is heated to reflux until no m !
: e sofution. The chemist should have a tube leading from the top

92

of the reflux condenser to a glass of water to catch all that HC!
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gas. What the chemist now has is a chloro-intermediate oil that is
fractionally distilled to purify. 65g of this oil is added to 100mL

also discussed in this book. This rocedure
massive proportions. P oan be scaled up to

isa to-a soly
e10-a-50id

tion of toluene containing 210g of methyl zinc iodide (MeZnl). The

METHOD #9: -This is a |j .
ansforms

solution is stirred ovemight at room temperature, poured into ice

water, acidified with H,SO4 and the toluene layer distilled to give

P2P in yields of about 40-50%.

METHOD #8: Check this out! This uses benzene or
1,3-benzodioxole (for X) as the starting material [24]. This method
is better suited for speed makers because the AICI; catalyst can
tear up that methylenedioxy ring structure of the X molecule pre-
cursor. Chloroacetone can be easily purchased.

piperonal or benzaldehyde into a quasi-cyclic intermediate that will

Ban

laad- i Y s A A
iead-directly to MD-P2P or P2P [25].

A, =0 e — 0

Piperonel o] 0C;Hs
MD-p2P

Over a 4 hour period 23g of powdered sodi

to a stirred solution of 509 piperonal (40g b .
bromoprentian f 509 pipt '( 9 enzaldehyde} and 61g

Benzene P2P

41.3g AICI; and 100mL anhydrous benzene are stirred in a 500mL
flask fitted with an addition funne! and reflux condenser. A tube is
attached from the drying tube atop the reflux condenser to a water
trap to catch the noxious HCI gas that is going to be evoived. The

dropwise from the addition funnel over a period of 30 minutes.

of ice and rock salt. After addition the solution is sti

hours at room temperature, then for an additional 6 i:r&;fl?sf:: r1e?
qu_x. lce water is added and the solution acidified with dilute acetic
apld. The solution is extracted with ether, the ether washed with
c_illut_e sodium carbonate solution and dried through Na,SOQ,. Dis-
tillation af:for;is about. 50% glycide ester intermediate (don‘?t‘ ask).

3-or efiuxed for 5 hours in 150 9
NaOH in ethanol. The ethanol is then removed by m'L Ik

After addition the solution is continued to reflux for 5 hours to give

2U0mL dH,O is added to the residue and acidifi i i
acidified solution i i o st e Thlf

added from the addition funnel to destroy any remaining AICl,.
This will cause more HCI gas to be evolved until all the catalyst is
gone. After such atime 20mL dH,O and 20mL concentrated HCI
are added, the benzene layer separated and the aqueous layer is
extracted once with benzene. Both benzene portions are com-
bined, vacuum filtered, dred through Na.SQO, and vacuum dis-

rated. Remember, this is not an MDA or amphetami

talking about so acidifying is not going to bring &ist;rtrmﬁewv?ataerf
Thg e@her is removed by simple distillation to give a residual oil-
Thls oil remains alone in its flask and about 0.2g of copper powdef
Is added. A condenser is placed on the flask and the oil is heated
to _‘IBOf’C for 18 hours. The procedure claims reflux occurs but

eu.—The gtod over 1s-benzene; thenabout 9g of a SIS CoUDU tha ux-as we know it will happen. After 18
low boiling oil which will be the P2P and then 10g or so of black, hours the MD-P2P or P2P is vacuum distilled directly from the
high boiling crap that the chemist leaves behind in the reaction _rlatsk t.]dlEttspent the last 18 hours in to give ~ 45% yield from the

ifi i isulfite intermediate.

addition product out of it which is outlined in this reference and
-94 - -95-




Well, that's the end of Strike's section on MD-P2P/P2P synthesis.

AMPHETAMINES AND
METHAMPHETAMINES

But that's not all this book has on the _subject. For the goods on

FROM PHENYLACETONES

go and ch'eck out Rhodium’s Chapter. You won't regret it!

With all of that MD-P2P and/or P2P lying around, there's a good
possibility that an evil underground chemist might turn it into final
product. Dear God! The thought of it just sickens Strike! But what
can ya do? And what again were those final products? Why it's

these suckers right below:

Einat Products
Ecstasy Class Amphetamine Class
O
e
o)
MDA Amphetamine
3,4-MethylensDioxyAmphetamine (Benzedrine)

Hy

3

NS
N A

© CH
LK

MDMA
3,4-MethyleneDioxyMethAmphetamine

Methamphetamine
(Speed)

o
_CH.CH, SN _CHGH,
HN ‘ HN
o A
DEA

PEA

Mi
3.4-MethylenaDioxyEthylAmphetamine

Ethylamphetamine

-06 -
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So without further ado, here’s the recipes you've been locking for!

solve any polymerized mass (No, Strike still ain’t gonna tell you
how to calculate '3N’. You really need to learn:to calculate Nor-
mality & Molari igh! in thi = ieh =

teed to put tr;e starch in your socks! This isth Ieanest,

lelding procedure for making MDA from VIL= 3
Z‘ver known. It is absolutely impossible to fuck up.

ighest

proximately a 10% HCI solution). The entire solution can, if
desired, be po in PP iner. Here is where the chem-
ist comes to a slight variation in what is normally considered |

(0] - o]
[~ /!
o o NeBH,CN/CH,COONH, NH,
MDA

MD-P2P

washing and extracting. The MDA is , at this point, an acid loving
species and is actually going to stay in all that HC! solution even if
that solution is mixed with an organic solvent. This gives the
chemist an excellent chance to recover all of the valuable, unre-
acted MD-P2P which is not acid loving and will go into the solvent.
So the chemist extracts the HCI/MDA solution with a few hundred
mLs of DCM (a.k.a. methylene chloride, or dichloromethane) and
saves the DCM to recover the MD-P2P for later use. Technically,
the i issolved in and then 'ex-

4.
- Concentt

The catalyst needed is called sodium cyanoborohydride

tracted ' three times with about 500mL of 3N HCl each. Strike's |

s that

(NaBH5CN). It is not very common but there are 1&

way works just as well.

—still i the
ill_sell it. 1t is very prone to take up water.ou't pf the air so
chem?st makes sure that she doesn't leave it sitting out all night.

The method is simplicity itself.
Into a large flask or glass tea jug is dumped 200g MD-P2P (or

i i 2000m! methanol
0g P2P) oil, 920g ammonium acetate, !
zrae%H) ar)1d then 73g of powdery sodium cya_noborohydnde

After the DCM is separated from the HCVMDA, it's time to release
the MDA from the water. To do this the chemist has to make
some saturated sodium hydroxide solution. A saturated solution is
made by dissolving as much sodium hydroxide as possible in an
amount of water (say, 500mL). This NaOH solution should be
chilled in the freezer. So, the chemist is going to place her
MDA/HC jonina ainer an ititinan ice bath tray
with stirring. Next she starts adding the cold NaOH solution in

CO and

aBH;CN).
baby nitrogen tank is blown f
the air and the flask is immediately covere ;

small increments so that bubbling wont get out of hand. The solu-
tion will start to get w. i

______light yellow solution stirs at room temperature for 24hrs.

That's it! The MDA has now been made. The,solutnonuls :?!Ts:
pletely clear with not one iota of tar produced, and a oStrike
achieved at room temperature with no pressure neededi_tI ke
told you this was good. The solution is now cleaned up a little a

the MDA isolated.

beautiful, clear-amber beads of MDA freebase il will appear all
about the solution (most of it settling at the bottom) and the
chemist adds a little more base to insure an excess so that all
MDA will separate out. This is one of the more pleasant events of
drug chemistry.

Now the chemist-need-only—exir i e water

The methanol is vacuum distilled from the flask (this occurs be-

tween the temperatur B + the . S5
times upon cooling the concentrated mixture will polymerize into a

with some DCM. Yes, this time the MDA will go into the DCM,
mist merely pours about 400mLs of DCM into the con-
tainer and stirs it really well f i i

i is wi in the next step. To
ig, white gummy mass. This will go away in t < . To
?l':ge concen%rate is added 2000mL 3N HCI solution which will dis
' -98-

TV. As much of the water as possible is poured off or separated
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in a separatory funnel and then the DCM layer is dried through
100g of sodium sulfate ( see methodology chapter). The DCM is
en removed by simple o m distillation to afford a cle

N < < a
light-amber MDA freebase. This oil is so clean as is that it can be

aluminum foil to reduce ketones Strike thou i
\ ght that it was proba-
bly a bL_mch of baloney because this procedure was :Iways

» mpeaq N ne p A Fm®,
npy ' ackwa ) \ examples so it didn't look
as if it merited much consideration. In fact, this procedure works

- ; ithit
to get rid of the color impurities, but there is so little contamination

very wettand s super easy but the yield is a little low (50-60%).

But since the catalyst is plai

and, besides, what litfle there is will separate out in the process of
crystallizing the product for consumer usage (see Crystallization
chapter).

The yield here is 80-90%. No, that is not bullshit! This method
has not been given the proper credit it deserves and sometimes
has been dismissed without due process. Does Strike sound de-
fensive? You bet! Strike has been in the science game for a long

that's ok, because those who do not use this methed simpl'y get

prove to be the perfect ‘foil' (ha hal) for those who can’ i
hands on other high-powered catalysts. Strike did sayt ?:;tt:\;:g
method V\_/ill produce methamphetamines, but the trade-off for
those Sp0l|e.d babies that just have to have this kind of drug is that
they are going to have to use a watched chemical: the dreaded
m_ethylamlng. it's pretty groovy that this book has gone this far
without having to rely on any controlled substances except for
precursors. As one of the most watched chemicals of

€ 1S going 1o have to be made. In the chemicals section of

this book is an eas

hammered by those who do!

that is required for this meth ich i i
e (Gl s od which is methylamine hydrochlo-

For those chemists that prefer MDMA or meth, this method can
work for them too [27]. Everything about the catalytic reduction
remains the same except that instead of using ammonium acetate
as the amine source, one is going to use 1000g methylamine hy-
drochloride (see the Chemicals section on how to make). The
screwier thing about this procedure is that someone is going to

every now and then. The reaction has to remain neutral (pH 6-8,

iromi=iyn

bubbal) the entire fime, but that ain’t going to happen because the

dissociation products from the methylamine are going to start to

. MD-P2P MDMA
Here's how the chemist proceeds. Next to the

turn things basic. So someone has to keep it neutral by checking
the pH with pH paper and adding a couple of drops of
straight-from-the-bottle concentrated HCI. Aside of the two
changes, the reaction, cleanup and yield remain exactly the same.

METHOD #2: By far the most popular method currently available.

meth and MDMA (‘ecstacy'). It is a very clean procedure, akin to
at of the NaBH; method, using amalgarnated aluminum
catalyst made from ordinary household foil [26, 28]. When Strike

thetically unemptied ashtray full of cigarette and joint butts, the
rave fllers and the decomposing cat carcass the budding chémist
may find her roll of aluminum foil, 50g of the foil is cut up into 1in
X 1in squares and chunked into a big flask or glass sun tea jug.
Older methods suggest that those pieces of aluminum foil be

washed with some dilute aqueous NaOH, drained, then washed
three more i 5 m ! €

{]
surface of the aluminum be

me A esh dH-0O hi

fore it.is amalgamated. This really isn't

a.

was reading all the underground literature on the use of household

- 100 -

Either way, the happy little foil pieces end up lying at the bottom of
the flask ready to be turned into a catalyst. To do this the chemist
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pours a solution of 1.3g mercuric chioride (HgCl;) dissolved in

1700mL dH,0 and stirring is started. The Hg_start§ to immediatelg

this way for 3 hours. Usually, the temperature never seems to ris
over 30°C no matter what one does. Some folks say that heat is |

the solution will start to get really hot. This is_allowed Fo continue

nec ry—Strike does not think it is. The solution looks very het-
erogenous. By this Strike m j i irti

ith-get
cloudy grey with metal particles from the degradation of the alumi-

around in the flask. Amber beads of P2P go flying by as do

chunks of foil, grey dust-and-frosted-beads of oil;

num.

couple of notes to consider here. Just about all of that
gg\i;ee?cg(ei ?iust ig amalgamated catalyst, which is great except that
almost all of it will be lost in the next <_:leanup step. One can m_ake
up for the loss of catalyst by increasing the a]ummum batch size,
but care is necessary in doing this. There is a danger point in

After 3 hours the stirring is stopped and the solution allowed to
settle. By this time just about all the foil will have turned to dust,
which is going to make the next step of vacuum fiitration very diffi-
cult because it will Plug up the filter paper in a second. So the
chemist lets it settle, then pours off the liquid through the vacuum
filtration setup (see methodology section).  The flask is rinsed
with 100mL methanol, th

i i AlHg. Beyond the size of a 150g of Al,
making tqo big a batch of AlHg yond the bt

canic steam cloud may erupt. It can get freaky! Also, the amount

cake and the filter cake discarded. All of the filtrate is placed in a
flask isti & methanal, isopropyl

of HgQIz should not be increased peyond the ra!tio given.hgrint:ﬁ:

alcohol and water which will leave the chemist with oil and junk in

ing but dust.

i i the catalyst leav-
After 15-30 minutes the water is decanted from :
ing just enough to cover the metal chunks. If the catalyst is ex-
posed to air it quickly degrades. The alumlr)um is then wgshed 4
times with fresh dH,O decanting each washing so that a little wa-

the-bottom of the fiask,

The cleanup of this oil is exactly like that which was done in
Method #1. The oil is dissolved in about 500mL of 3N HCl and the
solution extracted with 100mL of DCM. The chemist remembers
that in this particular case the MDMA or meth is going to stay in
the HCl/water but that unreacted, v i

—ter remains to cover. inthe cleanwater-thecatalystfookstobe
g

frosted with grey dust and is now ready for the big reaction. After

ing to be in that DCM so it, of course, is saved. The HCYMDMA
< ; ; .

the last decanting the chemist, in rapid_fire succession,_ dumps the

(1) 76g methylamine-HCl in 76mL dH,0
(2) 230mL isopropy! alcohol )
(3) 183 mL 25% aqueous NaOH solution
(4) 67g MD-P2P or 50g P2P

€d NaOH so that at around
PH 9 the happy little beads of final, freebase product will appear in

e-solution.  As usual, the oil is extracted with DCM, dried
through Na,SO, and the DCM removed by distillation. The final
product here is usually a little darker in color than the product
achieved in Method #1, but it is still remarkably clean and may be
crystallized as is with the crystallization process removing maost of
the color impurities. Of course the chemist may wish to vacuum
distill to afford clear product. The aver d i i

ohot

is 60-70%.

The flask is placed in a plastic tray becauge an ice bath may be
so that the temperature stays below 50°C and the solution stirs
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METHOD #3: This is a simple one pot version of Met =
onia is used instead of the watched methylam-
ine.HCI so one can make MDA instead of MDMA [29]. This is
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pretty low yielding and can get messy. It is strongly suggested that
one consider doing #2 above before trying this method. 54g
VAN, P2DP ar 4 athano O0m 0, €4

now. Methylamine is no longer a stumbling block in the aluminum
amalgam reductive alkylation method of producing MDMA as this
procedure prod is i i j d-fickle make

0.3g HgCl, are stirred together. The mixture will heat itself up

materigl, in situ, dunng the reductive alkylation of MDP2P to
MDMA—from—very—commonnitromethane. Nitroriethane when

subjected to the simplest of reductions forms methylamine, so why |

pretty good so an ice bath can be applied to insure that the reac-
tion doesn't get too violent. When the reaction has simmered
down, the solution is refluxed for 2 hours; then the solution is vac-
uum distilled to remove all the ammonia and methanol. What's left
is water, MDA and particulates. This solution is basified with 120g
KOH or NaOH to release the freebase oil which is then extracted
with ether. This ether is then itself extracted with 3N HCI, the
ether discarded and the freebase liberated from the HCI by basi-

not make methylamine at the same time MDMA is being produced
instead of gaing through the hassle of making it separately?

Nitromethane is a very common material. Just go down to your
local drag strip and pick up a gallon or two for doping your high
performance cars fuel. It's also available up to 40% pure in RC
model fuels. Simply fractionally distill the nitromethane (bp 101°C)
out of the model fuel mixture ou’ adv to-ao ;

and re read

i

fying again with NaOH to give clean freebase with a yield of ap-
H 0,

present in the fuel formulation, some will azeotropiéally distill over
i f ing i intstightly, but this
does not present a problem.

named Ritter..She is adamant about this method and considers.it
a major breakthrough. Ritter wants to do what was done in
Method #2 except without the insidious methylamine.

n/\ i . /CH:,

So, how does this whale thing work? It's as simple as it sounds.
An alcoholic solution of nitromethane and MDP2P is dripped into a
mass of amalgamated aluminum immersed in alcohol first reduc-
ing the nitromethane to methylamine, allowing the Schiff base of
the amine and ketone to form which is then further reduced to the

desired MDMA.

O/\cl) AlHg/MsNO, X HN

Set up a 2 jiter -,

MD-P2P MDMA

“Whao Needs Methylamine Anyway?
by: Ritter, edited by The Professor

Dedicated to Eleusis

a reflux condenser and provide with a heat source. Not much heat
is needed here so anything from a water bath on a buffst range to
a heating mantle is fine. Stuff 55 grams of one-inch squares of
aluminum foil into the flask. An important topic must be addressed
here which has been formerly neglected to a confusing degree -
the proper type and thickness of foil. The problem with aluminum

]

The following procedure may prove to bel one of the largest ad-

three major factors, and depending how you play these factors

fection—and
dissemination of the Wacker oxidation procedure for producing

you may either have a complete failure or an explosion, or better
yet if you follow this advice a p ield!

MDP2P. This reaction is based on a published process tha.t
somehow has escaped discovery by underground chemistry until

- 104 -

mentioned foil type, the degree of amalgamation allowed by HgCl,
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solution before ketone and amine are reacted, and finally, the
temp the reaction runs at. Thick foil tends to react siowly at a low
temp and very thin foil, such as generic food grade aluminum fo,

Now the easy part -isolating your product. One of the_‘mastatt[ac-;

sheets .04mm thi I F
sheet of tissue paper. It is used for sealing flasks and the like be-
fore they are autoclaved. For those of you who can't get this, don't
worry. Heavy Dulty Reynolds Wrap will work fine, only a more
careful eye must be kept on the reaction rate. Others have re-
ported success using cut up pie tins. The main idea is don't use
real thin foil.

tlve_ f&;{gtures_ of this new synthesis is that the standard Al/(Hg)
G o 8 eaqrou yTiHereéed O eparate e proa-
uct frqm the spent alyminum hydroxide sludge at this point. The
i 1S most frustrating step and will probably give
many a new outlook on the potential of the Al(Hg) reduction.

Mix up about 1.5 or 2 liters of 35% NaOH solution and aliow to
coo]. Slowly add the gray aluminum gook produced in the first re-
action to the NaOH solution and pour into a large seperatory fun-
nel. Two distinct layers will appear after sitting for maybe an hour,
the top being a reddish alcoholic solution of product and the bot-

Fill the seperatory funnel with 50 grams of MDP2P and 50grams

-nitromethane ed in O00ml-methano n-anothe

liter vessel add 1.59 HgCl, _(mercuric chloride) to a }iter of metha-

tom garbage NaOH/AI(OH)s. Simply separate off the garbage
discard-Don'twomythere's no-producttied-tpii

it, and remember that no filtration is 'needed anywhere in this re-

—_noJ and allow all solids to dissoive. Very carefully (HgCly is deadly
poisonous!) pour the methanolic solution of HgCl, onto the alumi-
num foil pieces in the flask and stand back and watch the magic
begin. If all of the foil isn't covered by the methanol just add more
until it is. In a few minutes effervescence will begin and the reac-
tion may be started. After about 5-10 minutes the bubbling should
be sufficient and you may start adding the methanolic mixture of

covery process compared to other synths out there! Take the fop
{ayer and evaporate off the methanol to give an amazing yield of
Impure amine and a little bit of water. Unscrupulous souls not
wprth their weight in shit can take this product and crystallize it
directly but there is a lurking deadly poison in it at this point--- sol
vated mercury salts! These can be easily removed by dissolving
the crude product in about a liter of toluene and washing it with |

nitrometh_ane and MDP2P drop by drop from the seperatory fun-

ne 4 me proqgr ne on_ma g D 0 the Do

boi}ing and reﬂq{(ing of the alo will ccr. Ts i n ble

know many disagree, but dream about this and you'll see!} The
addition should take roughly one hour and the mixture should be
allowed to react for at least 4-6 hours after or until all pieces of
aluminum are reacted into a gray suspension. Temperature con-
trol needs to be addressed here. If the reaction proceeds under
ideal conditions, it will run exactly as described above. In less than

several portions of w?ter in aseperatory funnel and finally with a

ed Ng olution /)

drous MgSO, made by heating drug

! ] powdering. After sitting for an
hour or until the toluene is no longer cloudy, chill the dried toluene
solution of freebase in the freezer and bubble away with HCI gas
to produce beautifully pure MDMA hydrochioride crystals. If they
are a little discolored they can be easily cleaned up with an ace-
tone rinse to pristine purity WITH NO MERCURY
CONTAMINATION!

ideal and more commonly, the reaction will start to slow down

[see ref. CA, 51 11278 (1957)]"

intain a good re-
action rate. If the Greater Powers really are against you, an addi-

P P B P TN

7 101 solution—added-tothe
mix will kick it back in.
- 106 -
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METHOD #5: This method is extremely easy to do but can be
messy. One needs to read everything Strike says in this section to

action nd it con\;erts P2|55 into amphetamines or methamphet-

is merely an aluminum sauce pan with enough corn oil in it to
equal the height of the liquid in the flask. A thermometer is placed
o aced-in-the 3 &

n the flask d ano
setup looks like figure 11.

amines as shown Delowﬂmmtmi%—vemmm
been grossly misreported, especially where its applicability to X

Stirring is started and heat is applied

uction is concemed. The method that's been floating arouqd
frlrg?osgest for X is the one found in Chemical Abstracts [9]. This
method works but it is very messy and the yields suck (about
20%). Strike is going to detail how this method works, but a few
paragraphs away Strike is going to lay down lots of ways that this
method can be better for both X and speed production.

mix achieve a temperature of about 120°C in about an hours time.
Itis at this point that CO, bubbles will begin to emerge signaling
that the reaction has begun. Some amount of ammonia will start
to be given off at this point so the apparatus, if not already in a
hood, should be placed in one. It is from this point that the solu-
tion will start to turn from its clear yellow color to that of a more
orangy hue. The temperature of the solution is allowed to slowly
climb until it reaches the blistering temperature of 190°C. It is

hetdat this temperature for 5 hours then allowed o cool. What
the chemist will have at this point i

[+
Il
o N manide Xy v H NaCH ( oﬁ
Formamide —_— | NH,
<Om (oﬁ I - =}

MD-P2P N-fomyi-MDA MDA

tar that has probably gotten so thick from polymerization and

evapor:

23g of MD-P2P or 17g of P2P that was made by any method and
65¢g formamide (HCONH,) is poured int a small Pyrex flask (sorry,
glass is a no-no
here). If one wanted
to make meth or

When cool, 100mL ether is added to the flask to dissolve all the
tar and then the black tar/ether is poured into a separatory funnel.
The ether is washed once with 100mL dH:0, the upper ether layer
separated away and the water extracted once with 100mL fresh
ether. The two batches of ether are combined and the solvent

would use 60g of a

removed by simple distillation leaving the chemist with a black
mass of oil in the bottom of t i

chemical called

8mL of methanal into the flask, swirls to mix the tar with the MeOH
N . o

instead of formam-
ide. However, this
chemical is ex-
tremely  watched
because of its use
in this recipe so it is

. xed for three
hours during which time the whole solution becomes black. The
chemist is using HCl to hydrolyze the formyl intermediate. The
solution is allowed to cool then is basified with concentrated
NaOH solution until pH 9 is reached. The chemist won't really
need to check the pH with litmus paper because, as usual, dark
drops of MDA oil will appear all about the surface of the solution

as @ pleasant indication. All that is left is for the chemist to extract
the MDA with ether or DCM a isti

_ chemist would use.

not something , '_
Strike would expect L?'_'mﬁ’
& &

an underground ( )

ever, separating the solvent layer from the water layer is a bit

tricky in this case becat

This flask is placed [Figure 11]
in an oil bath which
- 108 -

CasSe-0eCa

it may require a lot of squinting and a flashlight to spot the inter-
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face between the two. Needless to say, the oil obtained is way to
filthy to use and must be vacuum distilled to afford clean yellow

o.

YD o s O

H

the effort to gét this sorry yield is not worth i, espécially if this is

0,
N NFAN or )I\/v"’\‘z — Hi¥
o HCOONH, ‘g F Fomie <\o I o

tried in large batch amounts. By large Strike means an attempt at

__ conversion of at least 200g MD-P2P or P2P

ME-P2P MDA
Unstable inlermediats N-tomy- MDA

If ever there was a reaction that was batch size independent then
it has to be this one. A chemist can try to process 200, 500 or
even 1000g of P2P using this version of Leuckart and never re-
cover more than 100g no matter how careful she is. This proce-
dure is more in line with those who wish to make steady
reasonable supplies of X and should not be used to process more
than 100g of P2P at a time. In fact, it shouldn't be used to make

If one is using formamide or N-methylformamide then one is not
going to have the advantage of creating formic acid as a break-
doyvn product, so the idea is to have formic acid already in the re-
action mix. To do this one takes the 65g of formamide and mixes it
with 30g of 88% formic acid, places this flask in the oil bath and
at.taches a simple distillation set up to it as shown in figure 12
Since the formic acid has some water in it the chemist is going to
remove that water by heating the oil bath -170°

any drugs at all. You see that would be illegal.

lowing the water to distill over with no vacuum. When
water disti i i il

Strike's mission with this book is to provide as many methods for a
great difference; and to become a truly great chemist one should
be aware of both the good ways and the bad ways and what it
was that made one recipe a poor one and another a good one.
Then, when a chemist comes across other or future experiments,
she can make a more educated assessment as to its worthiness.

This whole Leuckart business is a good example. The Chemical

adds the 239 of MD-PZF’, reattaches that distillation setup and al-'

: o-stowly rise in temperature to 160-170°C. The re-
a_ctlon_stays at this temperature for 5 hours, any longer makes
little dlff_erence. Also, if the temperature rises above 170°C then
destruction, not production, will occur. The distiliation setup is
there to c_ondgnse any product that happens to exit the reaction
flask. This distillate is returned to reaction while things are still
hot. Using formic acid effectively doubles the vield

Abstracts article has been around so long and its merits so few

when there have been so many blatantly better recipes staring

illegal chemists in the face. Not until very recently has some cor-

Falla

Ure— 1 0ikS
interested in speed manufacture should read this closely. It all
relates in every way to the betterment of methamphetamine syn-
thesis.

The Leuckart reaction was originally conceived using a chemical
called ammonium formate (HCOONH,) which is very similar to

— formamide (HCONH;) [30] It is pretty much believed that this

molecule donates its ammonium part to the P2P and then the for-

mate part turns into formic acid (HCOOH) which then acts to re-

e :
ive-(don't-ask).
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are more amenable to production. Whichever way was used, the
chemist is going to have a cooled solution of formyl intermediate,

anda rormamide el nere e puple o O pro

stuff from hre that are better nd more convenient than the origi-

nmatway {22,311

Instead of washing the reactants with water, extracting the product
with ether, removing the ether then hydrolyzing, why couldn't one
just hydrolyze right off the bat in the original reaction pot? As it so
happens this can be done. The chemist can put 200mL of 30%
aqueous NaOH or 200mL 30% HCI right into the flask and reflux
for 5 hours. Using NaOH to hydrolyze has two advantages: it is
gentler on the methylenedioxy ring structure of the X molecule and
it is faster to process. After hydrolysis is over and the solution has

[els] 0 sto i ract with ether to obtain the

oil because using NaOH means that the MDA stays as an oil

throughout. A really frugal chemist can do one extra thing to help

herself out.—St

few hundred mLs of 3N HCI. This, as usual, will cause the MDA
to go into the water layer but what is going to be left behind in the
ether besides tar is going to be a lot of unreacted, valuable P2P.
The chemist saves that layer to deal with its P2P payload at an-
other time. Meanwhile, all that remains is for the chemist to re-
lease the MDA from the water/HCI| by basifying and extracting with

[Fig 12]

ether.

what the dudes did

Of course, there are a couple advantages to using HCI as the hy-

droly

in the old days: ammonium formate [25]. Th?s way uses 60g of
ammonium formate, no formic acid, and a dlstlllanon.setu.p. An-
other combination that works equally well is 1:1 formic acid and
ammonia in place of formamide. It is also perfectly flne_to remove
the water under the distillation setup, then replace it with a reflux
condenser and conduct the reaction under reflux for the 5 hours

MDA or amphetamine is in the water solution, the chemist can
vacuum filter the solution to get rid of all the tar and crap which will
give a remarkably clean water solution. The X is released by ba-
sifying and extracting with solvent.

Since the formamide reaction solution is going to be a lot cleaner

. re-
In fact, T
actions.

than the tarry mess of the original recipe, the chemist has yet an-

other option to explore. Instead of hydrolyzing in the reaction pot,

ount of tar immensely and keeps

the chemist can add 500mL of clean dH.O and stir just like in the

the reactants together a lot longer under reaction conditions that
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per water layer is decanted from the oil layer. That water, by the flask with the formyl-MDA residue, the condenser from the distilla-

way, can be acidified with HCI to form crystals of formamide that tion set is plopped in vertically and the solution refluxed for a mere
i i one at the bottom 30 _minutes. ioni idif: -

of the flask can be hydrolyzed as is with either 10% HC! or 10% solution, the distillation setup reattached and all the ethanol dis-
- - - rvacuum. at is left is MDA and aqueous HC! and

and outcomes of hydrolyzing with either of these two compounds. from this the MDA is liberated ifyi i

extracting with solvent, drying the solvent-and distiliing to get MDP:

By utilizing the improvements stated above in any combination in 70% yield.

preferable to the chemist, convenhience will be enhanced and yield

will jump from around 20% to that of 50%. Not bad, but there is Dear readers please take notice: Not once has the flask left the

one more oddball form of the Leuckart reaction that was devised stirplate since the formamide and P2P reaction started up to the

specifically for X production and produces a yield of 70%! This last point where MDA freebase was liberated. That's pretty damn

little procedure [32] has been around for 40 years and has, until convenient. Technically, the Leuckart reaction can continue as a

recently, failed to be reported as a superior Leuckart conversion one pot synthesis from the last part of P2P cleanup right up to fi-

— method by underground sources. This sort of thing really frus- nal product.

trates Strike.

The last thin'g that Strike has to say about the Leuckart reaction is
A o ety

his- brocedy orks—equa NEe or-botn-—A-and-Speed-progus He—dS56-0 Mz A a einoa o aK al freebase

tion. The set up used is the same as fig. 12 (remember, no vac- the formyl intermediate. What we have gone over so far iosuthoe

uum) and into the reaction flask is placed 275 mL formamide, 80g method of boiling the formy! intermediate one gets from the form-

MD-P2P or 70g P2P, and 55mL of 9% glacial acetic acid (50mL amide reaction with HCI to hydrolyze the species. What happens

dH,O and SmL glacial acetic acid, bubbal). This is slowly heated when one does that is that the bond between the nitrogen and the

to 140-150°C in the oil bath and kept there for 5 hours. The lower N-carbon gets ripped apart allowing the amine to form. But if one

the temperature at which a sustained reaction (bubbling) can oc- uses LIAH, instead of HCI, what happens is that the double
—cur the better.Suffice to say that 150°C should not be passed. bonded oxygen of the formyl species gets stripped away without

Very early on the water and glacial acetic acid will have distilled any carbon-nitroge i

over and can be discarded. MDMA instead of MDAI And without having to use the restricted

AL lAnOhuIFnrmarniAA N P |
Ry rormannUe OGOt

After 5 hours the reaction is stopped and the flask cooled. The

formyl-MDA can be isolated and hydrolyzed by any of the ways /\O 0 /\O

Strike just mentioned a few paragraphs back, but this method of- CH
fers a third, very convenient way which should be tried. What the o HN/U\ H A o HN/ 8
chemist does is forget about letting the flask and its contents cool. _— -

Instead, she removes the oil bath, places the flask back on the

in ittati i , attaches a vacuum and
distills off all the formamide. What remains is a dark, heavy for- N-Formyl-MDA MDMA

myl-MDA precipitate that is allowed to cool down while the chem-

To make MDMA from the formyl intermediate obtained by the
Leuckart reaction the chemist is going to have to distill it to get the
clean-yellow oil first. That black crap one gets from the formamide

-114 - -115-

OOm hanl and 125mL dH,O. This solution is poured into thé




reaction is too dirty. 50g of cleanish N-fomyl-MDA or ampheta-
mine is dissolved into 300mL anhydrous (dry, bubba!) ether. This
h j i i ining 38g LiAIH, in

lI(IIETI-'IOD #'(: [34]--This turns a P2P into an intermediate called a

200mL anhydrous ether and the reaction mix refluxed hard for 4

IS,
coursing through the condenser and that there is a drying tube

solution of 259 MD-P2P or 18g P2P in 40mL ethanol, 10g hydrox.

_ d_.:uml_ dR;0U'is added a solution of 6
NaOH in 20mL dH,O. This mix is then refluxed for 2 hours dig-

placed on top of that condenser. After four hours have passed
100mL of dH;O is poured into the flask to destroy any remaining
LiAIH,. The ether layer is separated, vacuum filtered and ex-
tracted with 3N HCl. The MDMA or meth is, of course, now in the
HCI water, not in the ether. That water layer with product is sepa-
rated from the ether and the MDMA is liberated with NaCH to give
MDMA or meth (80%).

lutec_i with 100mL dH,0, acidified with HC) and extracted with ether
to give a ghick, red oil upon removal of the solvent. 10g of this
ketoxime intermediate, 100g acetic acid and 50mL dH,O are
stnrreq together, then 300mL of 3% sodium amalgam catalyst (see
chemicals section) is slowly added, then the solution stirred for &
hours. The solution is basified with NaOH, extracted with ether
and then the ether is extracted with 3N HCI. The free base is re-
leased from the apid water, extracted with ether, blah, blah blah.

ell, that's about as i tions
as Strike can give. Strike feels that after reading all of those

Th vigl)
Fhe-yiel ave been reported as high
as 90% [35]. However, these results are from a group in tﬁe

similar, repetitious steps, one can start to get a good feel for
j i i nens

II;le'th‘erlands which happens to be right next to Belgium. And from
olai . h )

to MDA when it's mixed with acid or base, or what happens to ke-
tones (P2P) under the same circumstances. One can see now
that it is possible to not only isolate safrole and P2Ps chemicaily
but that the same can be true for the final MDA or meth freebase
oil. Repeated washings with acid or base and solvent can effec-
tively clean up a compound to an almost presentable state without

the use of vacuum distiflation. ca ppen,
have confidence in the chemistry.

who you are you piece of shit! If Strike doesn't.catch u with
before Strike dies then Strike will definitely be waiting l1)‘or yOl)JI c::
hell, you coward! Anyway, there has also been proposed a way to
reduce that ketoxime intermediate using NaBH, instead of the
harsher sodium amalgam [36].

: ing method contrib-
uted by some person named Feck. Don't know who or where thig

guy came from. But one day a care package with some very star-
tling research arti i ike' i i

1) ueous
q

methylamine is stirred at reflux for 30 minutes then 15g NaBH, is
added over a 10 minute period and refluxed for 1 hour longer (an
even longer reflux time than that would be better). The reaction
mix is cooled on an ice bath and carefully acidified with concen-
trated HCI yielding a thick white precipitate. The aqueous acid
layer is washed with DCM or chloroform (discard the solvent) and

characte(. This one was the best because it actually used P2P as
an experimental subject [54]. So you already know the method
works on our favorite ketone species!

The article was a complex read for such a simple process. Strike

t;as done Strike's best to interpret this article correctly for you.

basified with NaOH to release the freebase, which is takenup-with
ether and distilled to give MDA (yield =30%). Are you starting to

Fir . i X authors
have a lot of caveats about the materials needed. Important is the

see how all this chemistry is just the same bulishit over and over
i j j i ere or

finding that the pH must remain between pH 7-9 or nothing wi
happen. Next, the gr. i e A

there'}
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give much higher yields than the finer powdered magnesium. The
purity of the particular Mg used was 99. 5%. The last note is that
ds

bined extracts were dried (K,CO,), filtered and evaporated on a
rotatory evaporator.”

monium acetate to make MDA or amphetamlne or methytamlne

Strlke is stoppmg the quotatlon here because the chem|st |s a

has left after evaporatlon (or d|st|llat|on) is freebase reS|due with

in methanol for MDMA. But methylamine is optimal because it
gives higher yield and less byproducts. Also, if ammonium acetate
is used, one must use either ammonia (NH,) or a primary amine
(any of one’s choosing, Strike supposes) in place of the triethyla-
mine in the reaction.

In articles like this one, the scientists don't have the time nor the
space to write out the details and amounts of reactants used for

of the precursors they tried and use their numbers as an example

some contaminants. The chemist can work this up as usual which
would be to do a little more acid/base clean up like has been done
with all freebase recipes. Or crystallize the final product for rec-
reational use. The authors continue by making an oxalate salt out
of their freebase. One can make whatever salt they want out of an
amine freebase. Making an HC|, like what naughty chemists nor-
mally do, is just one way of doing things. Here is the rest of the
experimental. We're continuing right where the last sentence

of how the reaction typlcally goes. All one does is just substitute

one for the one in the
example while keeping everything else the same. This will not be
too big of a stretch of the old imagination with the first example
below. The example ketone is just phenylbutanone. One little car-
bon more than phenylacetone, but a methyl ketone nonetheless
(don't ask). They react exactly the same. As it so happens this first
example is also the one using ammonium acetate to make MDA.

The residue was dissolved in MeOH (20 cm’) and added slowiy,

with stirring, to a solution of anh. Oxalic acid (5.40g, 60mmol) in |

MeCH. Complete precipitation was effected by adding Et,O (50
cm’) to the mixture and cooling it to -20°C.”

They are actually using crystallization to purify the amine from any
non-amine contaminants. They later freebased the crystals and
fractional distilled to get pure amphetamine with a yield of 50%.

. o1
oweet!

Wow! That looked pretty good, huh?! The following example is

“1-Methyl-3-phenylpropylamine--—In a 250 cnr’, single-necked

flask _were combined 4-phenylbutan-2-one (7.41g, 50mmol),

AcONH, [ammonium acetate] (38.54g, 500mmol), Mg (6.08g,
250mmol) and 70% aqueous MeOH (100 cm®). The flask was
capped with a mercury filled bubbler [feel free to substitute this
one}, to reduce escape of NH,, and the mixture was stirred at 20-
25°C, for 12h. If the reaction was not complete (TLC), additional
AcOH (6. Og, 5 7cm3 100mmol) and Mg (2 43g, 100mmol) were

ture was poured into Water (600 cm ) to which NaHCOa (509) was

then added: the whole was then internally steam distilled until 500

em® of the distillate collected. It was made alkaline (pH > 12) with

one of the papers experimental exampies of using Methylamine
as the amine source. This allows one to get MDMA or Meth. The

authors used methylamine in methanol. That means they are us-
ing the MeNH, freebase, not MeNH,HCI| . The authors explain
that they made their methylamine/MeOH solution by dripping
(Strike thinks) ag. 40% methylamine onto solid KOH and bubbling
the liberated MeNH; into ice cold methanol. One can do this, or
buy a gas cyllnder of MeNH; gas which can be bubbled into the

N-Methyl-1,5- i -3- - -
glenecked flask, were combined 1,5- d/phenylpentan-3-one (7 15g,

50% aq. NaOH and extracted with CH,Cl, (3 x 50 cm’) The com-
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(5.4mol dm®, 44.5 cm’, 240mmol), and Mg (3.28g, 135mmoi).
AcOH (14.4g, 13.75 cm®, 240mmol) was added with a pipette be-
low the surface of the liquid and the flask capped with a m 2
f/lled bubbler to reduce escape of MeNHz The m/xture was st/rred

( TLC) add/t/onal Mg {0 73g, 30mmol) MeNHz solut/on (11 1 e,

As you are about to see, the standard methods for using the
NaBH(OAc); catalyst call for it to be in a dried, powder form. Strike
inthe above reaction can be dnstllled off to
leave dry catalyst. But don't quote Strike on that! Maybe 0
be made in situ in the DCE solvent of the reactlon to come (dont

60mmolj and AcOH (3.6g, 3.4 ¢, 60mmol) were added and the
stiming continued until complet/on (3-6h). Work-up afforded the
monooxalate salt (6.72g, 65%)."

METHOD #9: This method is not #9' because it is bad. It's just
that it, and #8 above, are still in the experimental stage as far as
underground chemists are concerned. So Strike placed the less
tested methods down here so0 as not to confuse people too much.

ask).-Aw_helll Just go-and-buy-the-shit!

Anyway, with catalyst in hand it is time to proceed with the reduc-
tive amination [56]. As far as Strike can see, this method will not
work well in making MDA. 1t will not use ammonium acetate in the
same way as NaBH.CN. So one is stuck with making MDMA or
meth using this method. And without further ado, here’s your rec-
ipe:

But this method has been generating more rabid attention than
any other in the underground. Feck sent Strike some articles on it.

__ Osmium emailed Strike some of the same references [56, 57}

“General Notes

m/xed in 1, 2-d/chloroethane and treated with NaBH(OAc):, T

Everyone is talking about it. And for good reason. It is essentlally
the second generation of reductive amination using superclean,
gentle catalysts. Just think of it as Method #1 - except that the
NaBH;CN has been replaced by a more workable catalyst: So-
dium Triacetoxyborohydride [NaBH(OAc);].

UH,LL, or CHCN may also be used as solvents [but a longer re-
action time will be necessary].

(b) Acetic acid (1 - 2 mol equiv) may be used in reactions of ke-
tones [the paper says that AcOH acts as an accelerator to speed
up the reaction with the P2P. But without it, the reaction will still go
to completion. It will just take longer to do. ]

(c) Reactions are normally ¢

l Il
does not suffer from the same potential toxmlty that NaBH.CN

methylamine freebase One can saturate the react|on solvent with
IIInNI-I befare—st 5

does. It is also different in that one can synthesize the damn stuff

MMMMMMMM—EWeNHZ HCL ) may be used. In this case 1-2 equiv of
will require a very complicated and dangerous cyanide generation nelylamine] is added fo the reaction mixture. The EfsN

apparatus as is shown in the Chemicals section of this book. The
following is about all Strike has on the making of the catalyst
NaBH(QAc), [55]:

“Treating a benzene suspension of sodium borohydride (4 equiv.)

POTOC—ST
—ravy,

must be removed from basified product prior to salt formation.”

And here's the two representative methods one would use. Just
imagine the carbonyl precursor as a P2P and the amine as meth-
ylamine. Visualize....man!

With-glacial-acetic-acid-(3-:25-equiv}-And-refluxingthe-mixturefor
15 min under nitrogen, after the initial rapid gas evolution sub-
sided (ca. 3 mol of H, liberated) [No Smokingl], gave a clear solu-
tion of NaBH(QAC)s .

“Method I3 Th/s procedure is used for most ketone react/ons A

none [P2P] w:th hexamethylenerm/ne [MeNHz] Hexamethyl—
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errearminie (1.0g, 10mmol) and cylclopentanone (0.84g, 10mmol)
were mixed in 1,2-dichlorosthane (35mL) and then treated with
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sodium triacetoxyborohydride (3.0g, 14mmol) and AcOH (0.6g,
10mmol). The mixture was st/rred at roomn temperature for under a

s were consumed-as-de

precursors, then that method had better have a lot of merit and
unigue potential.

termined by GG analysis. The reaction mixture was quenched by
adding TN NaOH and the product was extra
ether extract was washed with brine [NaCl solution] and dned

This really crazy Iooklng method is one of them. There are a lot of

the article: Rajender S Varma You wnII see in the Nltropropene

(MgSO,). The solvent was evaporated to give the crude freebase
(1.6g, 96%).

Method Ii. The above procedure is followed without the addition
of glacial acetic acid. The reaction mixture remains cloudy
throughout the reaction. This procedure is more appropriate with
most aldehydes and unhindered aliphatic ketones [which P2Ps
happen to be]. A representative example IS the reductlve amma-
tion of 4-pyridineca yde P Wi f

piperidinecarboxylate [MeNH,]: Ethyl 2+ plpendrnecarboxylate

section—of thi rpa

the book) that this guy has been making a lot of strangely applica—
ble advances in catalysis, amination, and reduction of ampheta-
mines and related compounds. It is uncanny how often Strike has
come across this person’s work. lt is like he is the Shulgin of basic
precursor and amphetamine progress. Go figure!

The other attraction is the method itself: clay, a Sears microwave

one sent Strike this method via fax but dumbass Strlke dld not get

(1.57g, 10mmol) and 4-pyridinecarboxaldehyde (1.07g, 10mmol)
d then lreated with

the p - t -

sodium tnacetoxybomhydnde (3.0g, 14mmo|). The mixture was
stirred at room temperature under N, atmosphere for 24-30 h. The
reaction mixture was quenched by adding aqueous saturated Na-
HCOs, and the product was extracted with EtOAc [ethy! acetate].
The ElOAc extract was dried (MgSO,), and the solvent was
evaporated to give the crude freebase (2.4g, 96.7%)."

Anyway, there have been two very hot topics in chemistry lately:
clay & microwaves. Both have been shown to do remarkable
things in preparative organic chemistry. And this article Strike has
[58], has combined both to produce some stunning reductive ami-
nations of ketones to final amine products. The procedure in-
volves mixing naked ketone, the amine, some clay and some

Both those methods look pretty equal to Strike. Still, Strike tends

ple of minutes. That's it. The general procedure is as follows:

to thlnk that the Method | looks like it's the best of the two. There
the

ypical ___Procedure. The  synthesis  of  N-phenyl-p-

NaBH3CN one. But aII in all they Iook about even to Stnke It's
great to have options though. Isn't it?!

METHOD #10: You girls need to know that Strike is not just listing
every method that produces a precursor or makes a final product.
There are hundreds out there Many make the product but are too

both There are special cr|ter|a that makes a method worthy of in-

chiorobenzylamine is representaive of the general procedure em-
ployed. A mixture of p-chlorobenzaldehyde (0.7g, 8mmol), aniline
(0.455g, 5mmol) and montmorillonite K10 clay (0.1g) contained in
a 25mL beaker was placed in an alumina bath inside the micro-
wave oven and irradiated for two min. The in situ generated
Schiff’s base was mlxed thoroughly wrth freshly prepared NaBH,

The reactlon mlxture was again /rrad/ated for 30 sec (65°C) Upon

clusion in this book. Often, a method has been reviewed by many

bUIH[JICHUH UI lIIU Ib'db(lUH, IIIU”HUIVU orr ILL/ UIU [JIUUUL[ wdas
extracted into methylene chloride (3x15mL). The removal of sol-

_person that has actually tried a particular method on our special
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chlorobenzylamine in 90% yield."

This next one is a power pulse modification for using lower boiling

and helpful man. When asked how he would modify his method to
lnvolve e|ther NH3, MeNHz, or EtNH; , he said that DMF (Dimeth-

point amines (read why later on below):

yuunnauuuc] 'VUUIU bc l.llt: lll

be the second choice. He indicated that water may woerk, but that

“N-(1-Propyi)aminocycloheptane: A mixture of cyicloheptanone

experimentation would need to be done to be sure.

. y s =, . , - Y
(0.1g) contained in a small beaker was placed in an alumina bath
(heat sink) and irradiated for 6 min in a MW oven at its 20% power
using pulsed method (one min cooling between (wo successive
iradiation of 2 min each). The in situ generated Schiff's base was
mixed with sodium borohydride (0.19g, 5mmol) and K10 clay
(1.53g) to which water (1mL) was added and the reaction mixture
was lrradrated in MW for 45 sec at its full power. Upon completion

extracted

So now we have a modified method where one has ammonia,
methylamine or ethylamine freebase saturated in a small amount
of DMF. The author next suggested that a power pulse protocol
would not necessarily be needed, but that the power output from
the microwave should be between 20-40% of full power. Also, the
water in the clay would still be needed for the reaction.

Lastly, Strike asked what he thought about the scalability of this

info methylene chlorrde (3x15mL) The removal of solvent under

(EtOAc-MeOH) i

process. Can it be upped to 1 moI or more? He said he was up to

irradiation also dld not need to be any Ionger than the written pro-

Can you see what happened there? Ketone and amine react to
give final freebase. Very nice. The authors even suggest that sim-
pler matrices such as alumina or silica might work in place of clay.
But, regardless, there is one small problem. The authors did not
use any of the amines that an underground chemist would. As a

tocols:

So what the hell are all of you waiting for?! Nuke it!

That is about all Strike has for this section. But Strike is well aware

or solid at or above room temperature The Iowest bollnng amlne

of all the ways that P2Ps can be converted to amphetamlnes or

v W 19
them to use a modlf ed pulse method S0 that it would not get too

ney—nlckel and platlnum in complex pressure apparatuses often

hot and escape the reaction matrix.

So you can see that to make MDA or MDMA using either NH; or
MeNH; one is going to have to think of a way to keep them in the
fray. Strike's first impulse is to dissolve the amine in a solvent. But
what solvent? And would the reaction even work in any solvent?

Rhodium thinks that maybe an agueous amine solution would

for ar
relatively clean, with good yields, but they are not what this book
is about. Strike feels these ways to be too involved for those
looking to make a decent profit while avoiding overly-complex set-
ups or expensive catalysts. These ways of conversion are meant
for those who are intent on enormous yields, founding an empire
and being placed in a correctional facility for a good part of their

work considering the clay is moistened with water anyway.

lives. Don't get Strlke wrong, theres absolutely nothmg wrong
with these metho

Well, when in doubt ask the guys who wrote the article. And that is

just what Strike did. The co-author of the method was a very Kind
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and wnshes to become a professronal drug lord, then they would
QBTI
of the type of apparatus necessary to do these pressure reactions.
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Apart from the academic literature, one should read the book "Se-
crets of Methamphetamine Manufacture" by Uncle Fester [18].

B-NITROPROPENES

— This book-explains—all-about the in-home applications—cf these

pressure methods. Strike, however, emphasizes reactions that

are purely chemical.

The next major category of precursors, apart from the phenylace-

tones, are the B-Nitropropenes. One can see the two representa-
tive examples for X and meth in the little drawing below:

=9
° NO, NO,
v P

MD-Phenyl-beta-Nitropropene Phenyi-beta-Nitropropene

As you can see, there is a nitrogen right in the exact place where

one—w

Strike was not very keen on these intermediates because there
was really only one decent way to make them that Strike favored
and the ways to make final product out of them were not too hot
as well. But a lot of things have changed for Strike in a year’s time
and there are a lot of new promises for this route.

So read what Sfrike has for ya here, then go {o Rhodium’s Chap-

found. Let's start things off with the basic recipe for this precursor.

METHOD #1: This section is going to be as thoroughly helpful to
those interested in X production as it will be to those interested in
amphetamine production. The process is known as the Knoeve-
nagel-Walter condensation which can turn a substituted benzal-
dehyde such as piperonal (X) or plain old benzaldehyde (speed)
into an intermediate called a B-nitropropene. This intermediate

can then be transformed into MDA (Benzedrine for speed) or
MD-P2P (P2P for speed) dependi

chemist.
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9 9

feeling that ammonium acetate is heading towards the schedule |
graveyard.

|
0 [e]
X C,HsNO/CH,COONH, Y\ NO,

Ina flask the chemrst mlxes 50g plperonal |nto 200mL glacral ace-

The solutlon is then refluxed 4 hours and takes on the color of

NUZN AN

Piperonal MD-Phenyl-beta-Nitropropene
©\ C,H;NOZ/CH,COONH, (j\)l\l\O2
=
CHO
Benzaldehyde Phenyl-beta-Nitropropene

yellow to yellow-orange. After 4 hours and cooling, yellowish
crystals of B-nitropropene will spontaneously form. If not, the so-
lution can be diluted with 50ml of dH,O and chilled in an ice bath
for an hour to form the crystals with some slushy glacial acetic
acid and water intermixed. The mass of crystals is broken up and
plopped into a Buchner funnel to be vacuum filtered. The filter
cake is washed with a little extra acetic acid or water. All of the
filtrate is saved.

Both piperonal and benzaldehyde are List | controlled substances

These B-nitropropene crystals the chemist now has can be

jUSt as safrole and isosafrole are, but the speed maker has the

quasl Iegal bltter almond orl whereas there is no natural source of
piperonal. Piperonal, also known as Heliotropin, can be made
from sassafras oil. It is also a very important chemical in the fra-
grance industry. But there are so many ways to make both it and
benzaldehyde in the Build from Scratch section of this book that
the Knoevenagel synthesrs has a potentlal for resurrection from

p By y
stnke means that not only are the precursors controlled but so is

alr-dned and used as is, but that is not advusable What they need

crystall|zat|on To do this the chemlst is gomg to use a solvent that
everything in the reaction that the crystals came from is soluble in
but that the crystals are not. Get it? No? Well, to demonstrate,
the chemist will boil 200mL of methanol in a beaker and start
knocking chunks of the impure B-nitropropene filter cake into the
hot solvent lf all of the crystals will not dlssolve in the 200mL of

soon as all the crystals are added and have d|ssolved then the

the main processlng chemlcal mtroethane This substance does

across some in daily l|fe (yeah rlght) or the stuff can be made as
described in the Chemicals section. In fact, we have quite a few
more recipes for making nitroethane than before!

This procedure has been performed in a variety of ways [28 p714,
38-42] with variations in solvent, base and time of reaction. For

chem|st turns off the heat and ChI"S the mlxture to 0-5°C What lS

remain dlssolved in the now cold methanol but all of the
p-nitropropene crystals will ‘recrystallize' when cold. This solution
is now vacuum filtered and the now clean crystal filter cake is
washed with a little bit of extra, cold methanol just to make sure.
That extra methanol washing and the filtrate can be reduced in
volume by distillation and chilled to retrieve a second crop of

—piperonal conversion, the consensus is toward the use of acetic

acid as the solvent, ammonium acetate as the base and 4 hours

P-NIroprop
thing to add is that the chemist has a choice of recrystalllzatlon

of reflux time. Dr. Alexander Shulgln a glant in th|s field, prefers

doubt thls mans chorce especrally since Stnke is also gettlng the
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You know how just a couple of paragraphs ago where the chemist
first filtered the crude crystals from the chilled reaction mixture,
then washed them with water or acetic acid? Well, all that liquid

procedure is really easy and has high yields [28 p734-735]. 329
element_al (electrolytic) iron (Fe) and 140mL glacial acetic acid are

filtrate has a lot of valuable, unreacted piperonal or benzaldehyde

__ init. To rescue the stuff the chemist dilutes the mixture with

heated in a flask or beaker to around 60°C or, in more vague
terms, to the temperature that is as hot i i

500ml dH,O and extracts it with DCM. The DCM is washed with

o0on % Nalo solution-thenvacuum-distilled-togive adark of
which is unreacted aldehyde. Hey! That's a lot of good material
that can be put through the process again.

There are some slight alternatives to this process that, for educa-
tional reasons only, Strike is going to lay out for you now.

(1) It has been shown that by doubling the amount of nitroethane

formation of white precipitates. One might want to do a couple of

ture is slowly dripped a solution of 10g MD-nitropropene (that's the
B-nitropropene made from piperonal) and 75mL giacial acetic acid.
The dripping is adjusted so that the reaction does not become too
violent or foamy. The color of the reaction will progress from or-
ange to a deep red with the formation of white salt precipitates.
After addition the solution is heated for an additional 1.5 hours at
70°C "during which time the body of the reaction mixture be-
come(s) quite white with t i i

amount of ammonium acetate used can be reduced considerably

climbing the sides of the beaker"[28, thanks Dr. Shuigin]. When

cool-there

br Fa Lok
[28-p703}

(2) The cooled reaction mixture can be induced to crystallize its

2%,
with 100mL DCM and the DCM extract washed with 1N NaOH

B-nitropropene payload by simply dumping the whole thing in a

large volume of ice water [40].

(3) Once the reaction mix has cocled after reflux, 500mL of room

temperature dH,O can be added and the whole solution extracted

with DCM. The DCM layer is separated and the sclvent removed

by distillation to give the R-nitropropene as an oil of all thinghs.
. . i i i ike the

solution. The DCM Tayer is vacuum distilled to give ~8g of pale
yellow MD-P2P. Strike must say that that was a pretty easy one-
pot procedure using 2-3 simple chemicals with an 80-90% yield.

METHOD #2: This may work on safrole but Strike has never tried
it on the molecule. This should make good use of isosafrole and
its cis isomer [44]. 76g silver ni iodi

crystalline form was [38].

(ﬁpd this at some pharmacies) are stirred in 600mL ether for 30

isone-is
no different [43]. These mothers claim that piperonal or benzal-

gentle breeze of nitrogen from a baby nitrogen tank is blown into

dehyde will react with nitroethane by sitting in the dark at 10°C
with only a couple of drops of ethylenediamine. Almost 100%
yield no less! Strike has never tried this nor does Strike fall for
Russian science, but if anyone is interested...

the air space of the flask. The nitrogen displaces atmaspheric
oxygen from the flask so that it won't mess with the reaction mix.
The solution is stirred at room temperature for 4 hours, vacuum
fitered, washed with a solution of dilute NaHSO; then washed
with saturated sodium chloride solution. The ether is separated,
dried through Na,SO, and removed by simple distillation to afford
a dark oil residue which is an iodo-nitro inte i '

plas—'idcig pouct hic can read about in the next

Now, Strike could be wrong (and often is). but the way this article
o . : A ; ;

for. ion ng B-nitropropenes is 1o
turn them into P2Ps. The chemist has to do something with the

this intermediate to the final B-nitropropene can occur in two dif-

stuff because if it sits around too long it's going to degrade. This
-130-

ferent ways. The Implied way is o add 300mL ether and 300mL
pyridine to all of the intermediate oil sitting by itself in the flask and
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stir it at room temperature for 2 hours. The nitrogen in pyridine
plucks the |od|ne off of the |ntermedlate causing an ellmlnatron

tane and water The pentane Iayer is washed repeatedly W|th

There |s an |ncred|b|e amount of energy in the carbon nrtro bond

has four' Startmg to get the plcture’7

fresh dH,O, dried through Na,SO, and vacuum distilled to give

Tetranitromethane was used as a double bond detector and for

product at +50% yield. The other way this may be done is listed a
couple of paragraphs up in the article in the section titled 'Prepa-
ration of 3-Nitro-2-cholestene’. To the intermediate oil is added
119 silver oxide powder and 500mL methanol and then refluxed
for 4 hours. After cooling, the solution is vacuum filtered and the
methanol removed by distillation to give product (89%7?). There is
also an interesting, simple zinc reduction of the nitro product to
ketone. Could this be ancther way to make P2Ps from
B-nitropropenes instead of using Fe that is detailed in Method #1?

the detection of tyrosine in protein sequences. As you can guess,
isosafrole's double bond is the paint of attack. The problem is that
there is not any accessible chemical company today that makes
this compound anymore. So the rave rat is going to have to make
it herself, and that's where the trouble begins. The best method
for making tetranitromethane is in Organic Synthesis [48] using
fuming nitric acid and acetic anhydride. All the glassware is
cleaned with scap and hot water, rinsed

Eleusis seemed to thmk s0 when asked So here |s the experi-
equal

thoroughly with distilled water, rinsed
with acetone then rinsed once more with

amount of B-Nitropropene in place of the '3-Nitro-2-cho|estene

distilled water. The glassware is placed

—and P2Pas the product:

“Reduction of 3-Nitro-2-cholestene . - Zinc dust (800mg) was
added in portions during 1 hr to a stirred warm (40°C) suspension
of 250 mg of 3-nitro-2-cholestene in 15mL of acetic acid and 0.5
m/ of water. After 4 hr reflux, the mixture was filtered hot and the
zinc washed well with hot HOAc. Addition of water and extraction

Upsi %
Al ¥4 B
and baked at 425°F for 1 hour. Baking
destroys any remaining organics which
can set off the tetranitromethane to ex- 4
plode. This glassware washing proce-
dure, by the way, is the preferred way to
wash up all of one's glassware after a

with ether gave 116mg of product.”

long day's experimenting. It is the same
procedure used by ali the organics labs [

METHOD #3:[45-47]--Do not try this method! Strike repeats do

that Strike has been fired from.

— ot try this method! This is the method popularized by Dr. Shuigin

and reported in some of the underground literature [8] which uses
the most dangerous compound in drug conversion chemistry that
Strike is aware of: tetranitromethane. The reason this method
keeps hanging around is because one can get clean, hyper yields
of B-nitropropenes in less than 5 minutes. But the ultimate method
can exact the ultimate price (death, bubbal). Rave rats are very

The apparatus to use is seen in figure 13
which consists of a burette, thermome-
ter, Erenmeyer flask and a two-holed
rubber stopper that has a small
V-shaped wedge cut out of one side of
the rubber stopper to allow the inside

idealistic and flgure they can tangle with this method if they are

contents to vent. 31.5g of orangy-red
fuming nitric acid (see chemicals sec-

at least Iay down the proper way it is accomplrshed
-132-

tlon) is poured into the Erlenmeyer ﬂask

and thermometer is pIaced on to the [Fiaure 131
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flask. The HNO; is cooled to below 10°C with an external ice bath
and is never aIIowed to go above 10°C for the entire addition 51g

chill back to around 0°C. As the solution chills, B-nitropropene
crystals will form and can be removed by filtration. The flltrate can
be extracted with DCM and the DCM n

clear acryllc that the chemist buys at the home |mprovement store

Yield an additional crop of crystals. The y|eld is about 50g (90%)

These cryst

is placed between the chemist and the apparatus to act as a blast

HESC-CGFYSt

dripping to the cold, stirred HNO,. The solution will not change
color throughout the addition. When the addition is complete, the
burette is removed from the stopper but the solution continues to
stir in the ice for ancther 4-6 hours then it is slowly allowed to
come to room temperature by allowing the ice to melt. Once at
room temperature the flask is removed from the stirplate and the
solution should be manitored closely for at least 3-5 mare hours.
If the temperature of the solution starts to rise above room tem-

Now Strike s going 10 tell you a story. Once upon a time there
was a beautiful kingdom of weaith and good will because God, in
his infinite wisdom, had seen fit to biess the land with an abun-
dance of bee pollen. it was the want of 49% of the citizenry to
partake of this bee pollen because it made them happy. One day
an army called The Majority invaded the kingdom and took seize
of the bee pollen. You see, The Majority did not like bee pollen. in
fact, the majority disliked bee pollen so much that not only would
t

perature during this time, then the ice bath must be reapplied. If
monitoring, the

idea of others eating bee pollen as well. There was much despair

stopper and thermometer are removed the flask covered w1th an

In the kingdom among those who liked bee pollen and many Ila-

mented their own fate. Some citizens became angry that those |

place for 7 days

After 7 days the solution is poured into 300mL cool dH;O in a
500mL flask and slowly distilled with no vacuum. The first 20mL
of distillate that comes over will be clear heavy tetranitromethane.
The chemist will know that all has distilled over when the last clear

drops that come over will be water that will start to form a layer on
top of the tetranitromethane. The product is washed with dilute

with might would impose their will on others. So those angry citi-
Zens took to tending bees in their cellars. It was of great expense
to conduct such an undertaking and it forced many a citizen to
forfeit a week's wage to obtain what they had once had for free.
The Majority soon discovered that not only did many of the citi-
zens have a distaste for the law against bee pollen, but that many

they were forbidden to do so. This affront angered The Majority

NaOH, then water and dried through a very small amount of

so much that they decided to actually imprison citizens who ate
bee pollen. The enormity of such a task soon became apparent |

ne

With tetranitromethane in hand, the chemist proceeds to convert
isosafrole to B-nitropropene at an astonishing speed. 41g isosa-
frole, 300mL anhydrous acetone and 24g pyridine are well stirred
in a flask and cooled to 0°C by means of an external ice bath (eve-
rything behind a blast shield of course). 54g of tetranitromethane

as millions upon millions of citizens were sent to languish in dun-
geons for eating bee pollen. Confident in their cause, The Major-
ity continued the inquisition unabated.

Meanwhile, in a stately laboratory atop a hill, the second finest al-
chemist in the land cast her sight beyond her potlons and upon

is cooled te¢ 0°C and then quickly poured into the reaction flask.
The solution is allowed to react for exactly 2 minutes and then the

speak anud "How have thlngs come to thls’7 Although | am

_reaction is immediately stopped by adding a mixture of 16.8g KOH

minutes of reaction and the stoppage, so it is allowed to stir and
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pieased for the good fortune that has come to my Triends who
contract and build dungeons, and who enforce the bee pollen
laws, | cannot help but feel that...that...aw fucketh it!". And for no
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reason at all, the chemist decided to make tetranitromethane. The
chemist made a 5X batch of the stuff and had just set the flask to
incubate for 7 days behind a blast shield in a bathroom of the

AMPHETAMINES FROM
-NITROPROPENES

house. Being the second greatest chemist in the land meant that
i t of

conditions. And then, without any warning, the unattended solu-

produced a shock wave so powerful that the tiles were ripped from
their foundation as the blast plowed through the bathroom door,
down hallways, around corners and shattering its way through half
the windows of the house.

Strike thinks you get the picture now. Do not try this method.
How did the story end you ask? Strike doesn't remember exactly.

One cannot directly make a methamphetamine from a p-
Nitropropene, But who needs ‘em anyway when MDA and Benze-
drine will do very nicely, thank you. Below is the no-brainer sche-
matic for the conversion:

neighboring Bee Keeper Empire. -

s |
o
\\.)\ NO,
”\NK

MD-Phenyl-beta-Nitropropene

-9
o)
\.)\ NH,
LA
MDA
NO, NH,
=

Phenyl-beta-Nitropropene Amphetamine

What goes on in this conversion is that the 8-Nitropropene under-

goesa <
bond, and the nitro’s oxygens get replaced with hydrogens. All this
happens in one pot with, usually, just one reaction.

When Strike wrote the first edition Strike considered there to be
only cne, decent reduction method for the B-Nitropropene. But
since then Strike has come across quite a few new ways that

make this conversion very, very easy and varied. A'lot of the ways
were conjured up by one, industrious iab from Tennessee. We'll

get to those in a minute. But first let's start off with the basic, de-
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METHOD #1: [155, 28 p715]Using the setup in fig. 9, the chemist
stirs 55g of LiAlH, in 200mL THF and adds dropwise to this a

tory funel. After addition the solution is refluxed for 24 hours

METHOD #2: “Synthesis of Alkylamines. General Procedures.

viethod {A). The sy oI -phenethylamine is representafive.
A flame dried, nitrogen-flushed, 100 ml flas i ]

—during which time there will be the formation of a lot of white alu-

minum salt precipitates and the solution will also start to darke

The solution is cooled, 50mL dH,O is added, and the solution i

vacuum-filtered. The chemist washes the filter cake with a little
extra THF and discards the filter cake. The filtrate is placed in a
distillation setup, the THF removed under vacuum and, if desired,
the dark MDA/amphetamine oil in the bottom can be distilled over
as well to give clear yellow freebase. An alternative cleanup
would be to forget about removing the THF and instead adding the
solution to 200mL 0.5M H,SO,, extracting it with DCM then re-

septum inloet, magnetic stirring bar and reflux condenser was
ooled to O A B HE splutio 2 mol-9-5-mf-of-1-7-M)-wa
injected into the reaction flask via a syninge, followed by the slow
addition of a solution of B-nitrostyrene in THF (4 mmol, 0.6g in 6
mi THF). After the addition, the ice-bath was removed and a cata-
Iytic amount (~40 mg) of NaBH, was added to the stirred reaction
mixture by means of a spatula. A moderately exothermic reaction
ensued. The reaction was then allowed to proceed for 6 days at
25°C . The reaction mixture was poured on o ice-water mixture
(50 mi), acidified with 10% HCI (~20 mi) and then stirred at 60-

moving the DUM to get the freebase. Reduction using LIAIH, gives
yields from 60-80%.

65°C for 2 h. After cooling to room temperature, the acidic layer

was —wa n—the

phenylethylamine was fiberated via the a;ddition of aqueous so-

Rajender S. Varma, Laila H. M. Guindi and George W. Kabalka
etal. They produced a series of papers in the 1980's that blew the
fuck out of nitro compound science. Their methods for reducing f-
Nitropropenes are novel and easy. And the best part is that they
almost always used our exact precursor (Phenyl-B-nitropropene)
as an experimental example. So there ain't gonna be no guessing

dium hydroxide. Solid NaCl was added and the product extracted
into ether (3x50 mi). The combined ethereal extracts were dried
over anhydrous MgSO, and the solvent removed under reduced
pressure to yfeid 0.43 g (88%) of S-phenylethylamine.”

The authors say that the 6 day reaction time at room temp can be
a o .

_ Theyarel

as to whether their methods are applicable to our precursors.

did not specify how much heat or how much time woﬁld be re-

3 el
duced:

icles on Strike’s own, our
good friend and learned scholar Osmium emailed Strike some of
the above group’s articles and quite a few more that we wiil get at
in just a bit. The following methods can be read about in the origi-
nai articles in which they were published [49-51]. But there is a
nice review by the same authors in which a representative exam-
ple of each of their methods is included [52]. The following were

METHOD #3: The authors next stepped back and considered the
cosmic imbalance caused by that 6-day reaction time. The next
recipe was what they came up with.

taken from that review. X and speed chemists just substitute an

A\ opronene-fn o

ction
termediates.
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mil) at 0°C. After the addition, the ice bath was removed and the
contents were stirred at room temperature for 15 min. The solution
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of p-nitrostyrene in THF (2 mmol, 0.3g in 5 m! THF) was then in-
Jjected dropwise into the reaction flask via a syringe and the reac-

by the addition of a solution of g-methyl-p-nitrostyrene (Tmmol, 1.4
g in 5 mi of THF). After the addition, the reactlon mixture was
stirred

or 5.5 h. After cooling to room
temperature, the reaction was quenched by careful addition

water (25 ml) the m:xture acidified (1N HCI, 25 mi), and then

to room

ml) was then added and heated at 60-70°C for 15 h. The m:xture
ixture was
stired and heated at 60-65°C for 2 h and then cooled fo room

1gto-room term
perature, the product was isolated {75%) as described in method
A [from above, folks]."

METHOD #4: The last one from this review [52]. The authors
found that reduction occurred using some spacey sounding cata-
lyst called lithium triethylborohydride. But something interesting
occurred in the process. The catalyst reduced the nitro group and
all to give only a small amount of the predicted amphetamine. B

it also stuck one its ethyls on the nitrogen to give a majority prod-

temperature. The acidic water layer was washed with ether (3x30
mi) to remove N-hydroxylamphetamine. The pH was then adjusted
to 10 and the product extracted into ether (3x30 mi) and dried
(MgSOQ,). The solvent was removed under reduced pressure fo
Yyield 0.73 g (64%) of N-ethylamphetamine. The hydrochioride sait
was prepared and recrystallized from an ether/ethano! (20:1)
mixture.”

Ieast to Stnke) that this reductlon method can work to reduce the

{2
-~ uctef N-ethylamphetaminel!

o

formyl intermediate made in the Leuckart react|on directly |nto
MDMA instead of needing to hydrolyze to

/ 7 / 0 CH,CH.
o 0 Ptk A
N (j)2 LIEL,EH NH
—
o BH,
MD-Phenyl-beta-Nitropropene MDEA

i a neat little" way one can ge
ever lovely MDEA (Methylenedioxyethyl amphetamine, the softer

ask). For this reaction one substitutes an equimolar amount of -
Nitropropene for the 3,4-dimethoxybenzylcyanide in the repre-
sentative experimental below:

“NaBH, (4.56g, 120mmol) was added to a solution of Me;SiCl
(26.04g, 240mmol) in THF (100mL) and the mixture refluxed for

dimethoxybenzylcyanide (10g, 56 4mmol) in THF (50mL) u;as

cousin of X). Strlke hears you asklng “So If one uses Ilthlum trl-

group’7" Good queshon Unfortunately the answer is no. The
authors say “Interestingly, N-alkylated products were not produced
when other alkylborohydrides were used." Fair enough. Here's the
recipe:

“Reduction of Nitroalkene with Lithium Triethyiborohydride (Su-

then added over the course of 10min. The solution was reﬂuxed
for a fu 4 Me ere

added and the volatiles removed in vacuo. The restdue was taken
up in dilute HCI and washed with ether. The aqueous solution was
treated with excess dilute NaOH and then repeatedly extracted
CH,Cl,. The organic extracts were combined, dried over Na,SO,,
and the solvent evaporated to afford 2-(3,4-
dimethoxyphenyf)ethylamine. Yieid = 9.16g (90%)."

perhydride)_and borane. General Procedure. The reduction of

The authors caution that “MeSiH is formed. It should therefore be

methyl-f-nitrostyrene [a.k.a. Phenyl-B-nitropropene, folks] with su-

perhydrlde {LIEthH) and borane {BHg) is representatlve lnto a

ensured that this volatile silane (b.p. ~10°C) can escape from the
reaction vessel.”

tum lnlet magnet;c st:mng bar and reﬂux condenser was added a
so/utlon of LiEt;BH (10.5 mmol, , 10.5 mi) via a syringe, followed
- 140 -
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BROMOSAFROLE &
PHENYLISOPROPYLBROMIDE

The basic premise for making bromosafrole has been to mix sa-
frole with Hyd;nhrnmir Acid (aka h\mlrnrmn bremide; HE.").

That's it. The HBr does what is called a Markovnrkov addition re-

€ bond of satrole and

preferentially attaches its hydrogen to the gamma carbon and its

alogen
species. ln the world of chemistry, scientists look to add thrngs or
change things with a molecule by exploiting ‘functional groups’. So
far we have been exploring the possibilities of the ketone func-
tional group (P2P) and the nitro group (B-Nitropropene). And al-
though there are lots of different things that can be considered
functional groups, the only one left that really has any broad utility
for the underground chem|st is the halogen called Bromine. When

rale-or

bromine to the middle beta carbon (don't ask).

o 9

© © Br

TO1€Of

allylbenzene (or however one can arrive at that point) one will get

Safrole Bromosafrole

But the key to success is gettlng the right form of HBr for the reac-

/\o

tionA fot OT peuple st -
ous 70% HBr as the reagent (this abstract is essentially a rewrite
of Merck's original patent) [59]. The following is the write up:

“Safrole (5.3g) added dropwise at 0°C to 21g. 70%HBr, the mixt.
left 14 hrs. at 0°C, poured on ice, extd. with Et;O, and the ext. Dis-
tilled in vacuo yielded 97% 3,4-CH,0,CsH;CH,CHBrMe.”

ide

97% yi 9

Bromosafrole is a great stepping stone to final product and was, in

to synthesnze MDMA. Unt|I very reoently it was the defacto method
that most underground chemists started out with (Someone-Who-
Is-Not-Strike included) because, at first glance, it seems so simple
and uses basic chemicals and equipment. Once someone has the
bromosafrole, all one has to do is just swap out that Br with sim-
ple ammonia or methylamine and the deed is done.

Certalnly no place that Stnke is aware of It does not exnst in other

make a supersaturated aqueous solut|on of HBr. All commermally
available hydrobromic acid solutions are 48% HBr which happens
to be the constant boiling point percent for that species in water
(please don't ask).

Some people think that 48% aq. HBr is good enough and, until

But one has to get the bromine on the safrole in the first place,

recently, some underground chemistry texts agreed. But it is not!
T h : f

right? And that has proven more drchult than most people
thought. Not beca i

ple have been mlsmformed on the subject for a long trme
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catalyzed hydratlon (dont ask) when the medrum |t is in is water.
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The problem really isn't the concentrat|on of the HBr, but rather is

ig
cant amount of water present in the reactlon mix with safrole that

HBr from the tank is slowly bubbled into the acetic acid. Ever so
often the chem|st Wlll stop the bubbllng and rewelgh the flask to

would like to have around 1509 of HBr in that acetrc acnd whrch is

water is going to compete W|th bromine for that juicy beta carbon

to use non

now quite orangy in color.

5 - wot—HOM

aqueous HBr solutions. )
For the past year Strike had been in consultation with contract
labs over the making of phenylisopropyl alcohols using sulfuric
acid and allylbenzenes (don't ask). The lab owners would listen
patiently as Strike primitively described how and why an OH
should go on the beta carbon. And without exception, the lab
owners would point out to Strike that the best way to get an OH on

Another way would be to generate ones own HBr gas. If you were
to take a look in the Crystallization section of this book one
would see that the apparatus used is essentially an HCI gas gen-
erator. Substituting the commercially available 48% aq. HBr in-
stead of HCI will give one dry HBr gas instead! That gas can be
channeled directly into acetic acid just like above,

The last thing to remember is that the more HBr one packs into

the beta carbon would be to put a Br there ﬁrst "But Stnke don't

put on dlrectly using squunc aC|d!" The Iab guys had to do what

that acetlc acid, the greater and quncker the yleld will be. 70% HBr

proper HBr solution in hand the eV|l chemlst can proceed with the

Strike said because Strike was holding all the money (...a fool and
her money etc.). But out of curiosity Strike asked how they would
get that Br on the beta carbon. Every one of them said it was sim-
ply a matter of using the 48% HBr in acetic acid. They even
showed Strike their stock solutions (usually from Aldrich or
Fisher).

conversionof safrofe:

Currently, there are commercially available 48% or higher HBr

acetic acid is usually used more as a solvent than an acid. It al-

Bromosafrole

lows the water-loving HBr and the water phobic safrole to mingle
with each other in a very positive way. If one cannot get a ready-
made solution of HBr in acetic acid then one can make one quite
easily.

To make her own HBr solution the chemist needs to go down to
the local specialty gas supplier. These sorts of businesses sell

METHOD #1: To proceed, the chemist uses her concentrated
homemade solution that she made above or uses ~350g of any
concentrated HBr reagent, places it in an appropriately sized flask
and places the flask in an ice bath [60, 154]. The setup is going to
look exactly like the one seen in fig. 9. In the separatory funnel is

placed 137g of safrole or 100g allylbenzene The HBr/acet|c acid
solution |

tanks of oxygen to hospitals, acetylene tanks to weldlng shops

of acetlc acid in a small PP container or flask and then weighs the

too cold the acetrc amd will turn to ice) then the safrole is slowly

]
d|ssolve qutckly |nto the cold acid mix. Good constant stirring as-

frask with its contents. Next, the flask is stifred in an ice bath [léy

that has just a small amount of ice to keep the contents cool and
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sures that everything comes in contact with everything else. After
addition is complete the solution is a dark orange and is allowed to
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come to room temperature slowly by letting the ice melt away.

Then the solution is covered with foil and stirred at room tem- When Strike first started the Hive web site Strike was sent a

newsgroup post by a very famous underground chemist called
Pugsley Pugsley had apparently been toylng with the idea of in

layered burgundy solutlon The chemist pours this solution into a
confainer of 300 00g crushed ice made earlier
from dH,O. Things will look lavender in color with the he

bromo-safrole sitting at the bottom. The bromo-safrole is sepa-
rated from the water and the water extracted once with 100mL
ether or benzene which is then added to the bromo compound.

following is her recipe. Strike knows it works becauseStnkes

sity lab and gave it the old thumbs-up!

The bromosafrole/solvent is washed once with clean dH.O, once “Subject:  Pugsley's bromosafrole prep > From:  no-
with 3% sodium carbonate, then dried through Na,SC,. What the body@zifi.genetics. utah.edu (Anonymous) > Date: 1996/06/28 >
chemist has now is a dark red bromo-safrole compound in some Message-Id: Newsgroups: alt.drugs.chemistry > [More Headers]
solvent: The chemist removes the solvent by distillation then vac- Here is the onl bromosafrole (or bromo I syn-
uum distills the bromo compound over to get a clear, slightly or- ther; ; 4 e ( propeny. enzene) 4 )
ange bromo-safrale (yield=00%). Actually, the broma compaund reagents, and generates no obnoxious fumes to give you away.
is pretty clean as is and can be, if desired, used as is hemi o AR .
who rs mindful of the potential of this bromo-safrole would make (like what isn't M‘/atched already- air, water, ?) To 100 ml of chilled
- is perfectly suited for | i bromina DMSO add 7.8ml conc. H,SC;, (i.e. drain cleaner). To this add 30g
tion procedure is perfectly suited for large reac lons. of NaBr. Stir well and repeatedly. Solution will turn orange as all

. h is b the NaBr is tumed into Na,SO,. Do not filter, leave crystals alone
If the chemist wants to know whether her final product is bromo- in case there is some unreacted NaBr left. If the H,SO, and
safrole and not just a bunch of unreacted safrole there is a simple DMSO is anhydrous, so will the HBr be anhydrous. Add 5 mi of
little test she can do. Safrole is soluble (will dissolve in) cold con- p scale aty of hi for more sassafrass
chemist can take a shat glass full of straight-from-the-bottie b . NaBr. In 1 or 2 davs soluti " s
H,SO, and place it in the freezer until it's ice cold. Then she takes there is unreacted r. In 1 or 2 days solution will proceed as in
it out and drops a few drops of mystery product into it. If the oil

FUbtUl ’b !‘ullll.lly Yroerl, l‘hl‘;ll lJul}JI’U, l‘ht«'ll yradual'/y buryuudy. TU
understand why this works so well, see Fieser and Fieser "Rea-
gents in Organic Synthesis™ under monograph. Nofe

there are two pathways for HBr to react. Via an ionic mechanism
gene rates the desirable compound. Via a free-radical route forms
terminal bromo compound, which cannot be used (you can try for
interesting analogue, but who cares now that all mind altering
chemicals are fllegal under the Analoges Act, including all those in

bottom and does not dissolve it's the goods..

METHOD #2: Speed chemists have used hydroiodic acid (HI) for
years to reduce ephedrine to meth. So when the government
placed HI on the restricted list, speed chemists took to making the

HI themselves. One of the ways they used was to make HI in ev ) ine. even Jesse Helmes committing felony
~ DMSO-(dimethylsulfoxids, a common solvent) by reacting Nal or rf he has any bram cells left) The crude sassafrass oil conta/ns

K! with sulfuric acid. This a standard way to make both HBr or Hi ) )
In water (see the Chemicals section of this book) except these Thus you wrll get better product If you don't purify out safrole Also

ivent DMSO_in-
—speed chemists_were using-the non-agueous-sciven in Keep reaction mixture away from air and UV light, both generate

stead of water.
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free radicals. The final mixture gets 500-1000m! of water added.
The crude bromosafrole which settles to the bottom is seperated
without adding any organic solvent. If you cool it it gets pretty

To 250g. of 48 per cent. hydrobromic acid contained in a 500ml,
round-bottorned flask add 75g. (41 ml.) of concentrated sulphuric

sticky and syrupy so the water layer can be just poured off.”

acid in portions with shaking (1); some hydrogen bromide may be
evolved. Add 88g. (110ml.) of

to make Hl WhICh is even better than HBr in any of these reC|pes
lodine adds much better and swaps out with the amines much
better. Yield are much higher! The other thing to notice is that re-
action carries itself out in DMSO. Seems logical to believe that
one could bubble their HBr gasses into this solvent instead of
acetic acid.

(32 5ml ) of concentrated sulphunc acrd in several portions Wltl'l

condensor to the ﬂask and reﬂux the mlxture gently on a wire
gauze for 2-3 hours; during this period the formation of sec-butyl
bromide is almost complete and a layer separates above the acid.
If the preparation is camed out in the open laboratory, fit an ab-
sorption device (compare Fig. 11,13,8 and Fig.!ll,28,1) to the top of
the condenser i order to absorb any hydrogen bromide and sulfur
dioxide which may have evolved. Allow the contents of the flask to
cool,

—  METHOD #3: This is not really a method. It is more of an idea

Strike and others have been toying with. Eleusis had been sup-

connect the condenser to the ﬂask by means of a wide {7-8mm

portmg the |dea that one could make use of the common 48% aq

UI
drops of sec-buty! bromide to pass over (30-40 minutes). Transfer

that the water was competlng w:th the Brin the normal 48% squ-
tion. But the literature demonstrates that in conditions such as
this, a competing acid can strip away the water (dehydrate) from
the beta carbon allowing the Br a second chance to pop in.

to occur Strlke does not know if that actually works Could be. But

the distillate to a separatory funnel and remove the halide which
forms the lower layer. Wash it successively with water, an equal
volume of concentrated hydrochloric acid (2), water, 5 per cent.
sodium bicarbonate or sodium carbonate solution, and water.
Separate the water as completely as possible and dry with 2-3g.
of anhydrous calcrum chlonde or anhydrous magnesitm sulphate

cofton wool p/ug rnto a 200ml drst//l/ng flask, add a few chips of

what Strike and Eleusis draw on are the examples given by Vogel
[37 p277]}.

When Vogel wants to brominate something using regular old 48%
aq. HBr, he has sulfuric acid already present in the pot. The fol-
lowing is a representatlve recnpe from his book Just read it. Strlke

plaln Stnke s interpretation afterwards.

porous porcelain and distill either from an air bath (Fig.11,5,3) or on
an asbestos-centered wire gauze. Collect the portion boiling at

100-1030. The yield is 155g.

Notes (1) the acrd mrxture may be prepared (compare Sectlon

lce m a 500mi. ﬂask coolmg the latter in ice, and passmg sulphur

dioxide (from a siphon of the liquified gas) into the bromine layer
at such a rate th

__ “M),35. Sec-Butyl Bromide (HBr-H,S0Q, Method)
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shaken occasionally, and the flow of gas is- stopped lmmedrately
the red colour due to free bromine has disappeared; the mixture
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will then have a yellow colour. The resulting mixture is equivalent
to 250g. of 48 per cent. hydrobromic acid to which 75g. of con-
centrated sulphunc acid have been added; it need not be distiile
for preparation of sec-buty! bromide.

sa_frole he is starting with. 1t is an OH alcoholl”. That's true. But in
this instance ig does not make a difference. We know that at 48%

i (o] e beta carbon
anyway. So starting with an alcohol will make no difference. The |

Owing to the comparatively negligible difference in the cost of

clincher is the presence of the H,SO,. It is there not only to strip
off > - ook

bromine and the equivalent quantity of constant boiling point hy-
drobromic acid, there is little to be gained--apart from the instruc-
tional value-- in preparing the hydrobromic acid from bromine in
the preparation of alkyl bromides.

CAUTION. Bromine must be handled with great care and in the
fume cupboard. The liquid produces painful burns and the vapour
is unpleasant. Bromine bums should be treated immediately with

dominant.

So if one were to replace sec-butyl alcohol! in the recipe above
with an equimolar amount of safrole in the above reaction, Strike
will wager that a positive bromination experience will occur. And
all this using the very common 48% aq. HBr! The only difference
being that once the reaction mix had cooled, one should do either
of two things: (1) distill as described except the bromosafrole will

; 'ed, relief may
be obtained by soaking handkerchief in alcohol, holding it near the

be the last thing to come over (not the first), or (2) flood the reac-
tion mix wi j i i

nose.

it can be physically separated by decanting or sep funnel or some

(2) The crude bromide contains a little unchanged alcohol and is
said to contain some n-butyl ether (b.p. 141°). The former is re-
moved by washing the concentrated hydrochlonc acid and this
punfication process is satisfactory for most purposes. Both the al-
cohol and the ether are removed by washing with 11-12ml. of
concentrated sulphuric acid; the butyl bromide is not affected by

o et
SUCIT ST,

Anyway, this is just an idea. But in case one feels inclined to use it
or make HBr gas from 48% aq. HBr, Strike has provided quite a
few recipes for the manufacture of the 48% in the Chemicals sec-
tion.

this reagent.”
You see that substrate they were using: “sec-butyl alcohol”? Well
to Strike that looks just like MD-P2Pol:
/\ o]
© OH
D- 2.

i ; Y

alcohol just like the one on MD-P2Pol and replace it with a bro-

mine. “Wait a minutel” you may say, “That isn't a double bond like
’ -150 -
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AMPHETAMINES &
METHAMPHETAMINES

given here are designed to insure that this will not occur. Even
handled carelessly the potential for harm is not as dire as it may
seem. Nevertheless, these procedures should be done in the

FROM BROMOSAFROLE &

hood and, if possible, performed behind a clear pane of acrylic
he chemi

PHENYLISOPROPYLBROMIDE

Relax. Trust in the science and read the articles provided [62-67).

With bromo or iede compound in hand it is time to quit and turn
one's self over to the proper authorities. Wait! There are a few
who would continue. Most likely in the following manner.

METHOD #41: The bromine on the safrole or aIIbeenzene is in

if one were to try and screw around with that bromine where it is

The setup used is the one pictured in fig. 9 except there is no ice
bath tray. In the reaction flask is stirred a solution of 30g NaNjs in
400mL ethanol (Everclear is perfectly ok) or propanol (chemist's
choice) and 80mL dH;O. 120g of bromo-safrole or 80g
bromo-allylbenzene is dripped into the solution from the separa-
tory funnel over a period of 20 minutes. After addition the ther-
mometer and separatory funnel are removed a condenser |s

and replace it W|th somethlng like ammoma (which would give

cur. Ammonia is a s0-s0 nucleoph|le and if it tr|es to muscle the
bromine from its spot then the most likely thing that would happen
is that an elimination reaction will occur and the double bond will
reform (giving safrole and isosafrole as products) or unwanted in-
appropriate additions may occur (please don't ask). As it so hap-
pens, an azide (Ns) is as good a nucleophile as bromine and will

combined and dried through Na,SO,. The chemist now vacuum
distills the ether/azide fraction to get what is now safrole-azide
(yield=50%).

A much greater yield can be had if the chemist uses carbitol as a

filits position quite nicely. Having a nitrogen where it's supposed

to be on the safrole or allylbenzene molecule is certainly a step in

solvent instead of propanol [62]. Carbitol is a really hazardous
solvent and should not be breathed or placed on one’s skin. The

the r|ght dlrectlon even though it happens to have a couple of ex-

stacle as you WI|| see.

By =y =

biA
reactionprocee

reflux and cooling the mixture is slowly poured into 1500mL ice
20.

layer extracted with 200mL ether which is then combined with that
upper solvent layer. The combined solvent portions are vacuum
distilled to afford safrole-azide (or phenylisopropyl-azide for am-
phetamine) with the yield rising to 70%.

A newer and equally effective way of swapping azides with halides

Bromosafrole Safrole-Azide

(bromines or iodines) is in the use of phase transfer catalysts [68].

The best a2|de to use these days |s sod|um azide (NaNa Itis in-

plode upon degradatron and are toxrc to breathe. The methods
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butylamine is offered as an effective alternate with yields ap-
proaching 75%. The figure 9 set up is again used with 100g
bromo-safrole (80g phenylisopropyl-bromide), 30mL dH.O and

The following two reductions are, hands down, the ways to go for
reducing azides [71, 72]. 200g safrole- aznde or 160g phenyliso-

nrobvi-azide and 1000mlL—meth

SOg SOdIUlTl aznde are stirred in the reaction flask. 5g of butyla-
tion slowly
brought to reflux and kept there for 8 hours. After coolmg. the so-

Y

POy -alaC—anG oot

ice bath with stirring. All the chemist needs now is 34g magne-
sium (Mg) powder or 60g calcium (Ca), which can be purchased in
pure form down at the pharmacy or in the vitamin section of the

A=A" I A
provide the azide product. The chemist should keep in mind that
here, as with the previous two azide procedures, will be a signifi-
cant amount of salvageable isosafrole formed as a byproduct.

One of the ways that this azide method is going to make it resis-
tant to intervention by law enforcement is that the azide species
comes in so many forms aslde of plain old SOdIUlTl azide such as

ilyl e [69] etc. How-

local hippie health food store (you know, Strike thinks Strike
shouid stop bad mouthing the hippie health food stores). This
powder is scraped into the cold solution in small increments. Al-
most immediately, heavy bubbling and heat will evolve. The bub-
bling is released N, gas which lets the chemist know that things
are working. The solution stirs in the ice bath for 15 minutes more
and that's it. The methanol is removed by vacuum distillation,
cooled and 500mL ice cold dH.O added to the residual oil left in

ever, what makes th|s method S0 stellar is the number of ways th|s

the flask. The soiution's pH is adjusted to between 9-10 with di-
lute NaQH solution and saturated with NaCl. This solution is ex-

When most underground methods mtroduce that precmus mtrogen
there is always a catch. y there is a formyl or acetyl group
attached that has to removed in sloppy, destructive ways. Some-
times the amino group is introduced through expensive high-
pressure catalysts and equipment usually using that hyper-
watched chemical called methylamine. The chemists using azides
are in a unique position because the mechanism by which those

tracted W|th ether the ether washed wnth dllute NaCl solut|on then
glve MDA or amphetamlne in y|e|ds of 98%'

A cousin to this reduction is one using stannous chloride (a.k.a.
SnCh, a.k.a. Tin chloride) which is done exactly as the calcium
one except that about 100g of SnCl; is used in place of the Mg or
Ca and the addition occurs at room temperature and the solution

n be flicked off and replaced with hydrogen

are varied, easy and successful in producing almost 100% yields.

is stirred for one hour rather than 15 minutes. Some very good
reductions that operate almost exclusively at room temperature

The chemist can use older methods to reduce such as pressure

with no pressure and gwe almost 100% yields are to follow The

reactions using Raney-nickle, PtO, and Na amalgam. Until re-
cently the most popular way was to use LiAIH, [70]. To do this,
the chemist mixes 50g of safrole-azide with 200mL anhydrous
ether and slowly drips this solution into a stirring mix of 40g LiAlH,
in 200mL anhydrous ether. After addition, the solution is refluxed
for 4 hours, during which time the chemist will notice profuse bub-

ing which is harmiess nitregen gas (N,) being evolved. After 4

chemlcals mvolved are a I|tt|e less oommon than Stnke is used to
but all are available to the public. These alternatives include:
acetlylacetone and triethylamine [73], propanedithiol and trieth-
ylamine [74], triphenylphosphine [75}, NaBH, with phase transfer
catalyst [78], H.S and pyrdine [77], and palladium hydrox-
ide/carbon with hydrazine [78], stannous chloride dihydrate [85].

hours and cooling, 100mL dH,O |s added to destroy the catalyst
of

Recently, a nice bee named Quirks submitted an article from our

70%.

new, favorite patron researcher Rajender S. Varma This time the
good doctor i
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one is going to need a good nucleophile (like Nj) to swap out at
such a position. Ammonia is not a very good nucleophile, so in
order to do this the chemist is going-to-need-alot-of it Strike is— |
talking a lot of it! This will not onIy push the reaction towards sub-

quote from the journal article [88]. if you like the looks of this ex-
perimental, then go and read the entire article for more detail.

“Alky! Azides from Alkyl Bromides and Sodium Azide : General

procedure for the synthesis of alkyl azides. In a typical experi- stitution, but witl hefp prevent elimination and competing reactions
her (3 (don't ask). The most basic ammonia available to the chemist is

ammonium hydroxide which is ammonia (NH,) dissolved in water.
What the chemist needs is as concentrated a solution of ammo-
nium hydroxide as possible. A desirous term for a good solution
would be one that has a specific gravity of 0.9. An even better
option would be to buy a solution of ammonia in methanol or
ethanol. A good concentration of ammonia in such a solution
would be 18-25%. Using,methanol or alcohol means that the
bromo-safrole or phenylisopropyl-bromide oils can dissolve into
the medium so that they can come in greater contact with the

mlL) and sodium azide (180 mg, 2.76 mmol) in water (3 mL) are
admixed in a round-boltomed flask. To this stirred solution, pil-
lared clay (100 mg) is added and the reaction mixture is refluxed
with constant stirring at 90-100 'C until all the starting matenal is
consumed, as observed by thin layer chromatographv using pure
hexane as solvent. The reaction is quenched with water and the
product extracted into ether. The ether extracts are washed with
water and the organic layer dnied over sodium sulfate. The re-
moval of solvent under reduced pressure affords the pure alkyl

— azides as confirmed by the spectral analysis.” ammonia. What may prove to be the best choice for the chemist
would be that of going down to the specialty gas cannister com-
- s - pany-and-buying a-t
METHOD #2: This “?e”‘“ Is a packup use f°r. all that that gas into ice cold methanol or ethanol until that solution can
brom%-safrole or phenr)‘lhzoprop‘yl-bromldte’ thkat the ch§m|srt‘ madei gain no more weight in ammonia. All of this work with ammonia is
It is the simplest method in the entire book, uses the cheapes ing to stink lik s I
most basic ingredients and happens to be the first method that going ink like crazy so good ventilation is a must.
Strike ever 'studied' [59]. Strike does not have many fond remi- Now. contrary to popular opinions. thi
, , this method need not be con-
nlscences about thls method because it kind of sucks but the ducted in a ;yealeg pr?pe bor?wb. Secondary amination by substitu-
! ph ich hetic tion is as much a reaction of opportunity as it is of brute force and
chemist. The reaction proceeds as follows which uses ammonia heat. In fact, heating can tend to cause the reformation of safrole
~toreplace the bromine giving MDA or amphetamine directly: and isosafrole. So the simplest way to do this would be to use

500mL-of ammenium-hydroxide-er alcohelic-ammenia-orfor those——
wishing to make MDMA or meth, 40% aqueous methylamine or

/\ o] /9
o 0 alcoholic methylamine (to tell you the truth, methylamine is prefer-
Br NH; or MeNH, NH, able in this method because it is more reactive that ammonia so
_ yield will increase). This 500mL is placed in a flask and into it is
poured a solution of 35g bromosafrole (30g phenylisopro-

pyl-bromide) mixed with 50mL methanol. The flask is stoppered

Bromosafroie MDA and stirred at room temperature for anywhere from 3 to 7 days.
The chemist could also reflux the same mixture for 6-12 hours or
AII this busmess of swapping out bromlne would be a Iot easier |f she could throw the whole mix |nto a sealed p|pe bomb (see How

make ita pr|mary bromlne (don't ask) As it so happens the bro-
mine in bromo-safrole is at a secondary position which means that
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When whichever reaction is complete, the excess ammonia and
alcohol is distiled off. The exhaust coming from the vacuum or

out-of doors or

METHAMPHETAMINES FROM
AMPHETAMINES

Lt OT GOOro—0On

bubbled into a container of NaOH solution because all that am-

mania discharge will become devastating. The remaining liquid is
acidified with 500ml 10% HCI solution and extracted with 100mL

ether. By now you readers realize that the MDA product will re-
main in that acid water and extracting with ethér will remove valu-
able unreacted safrole, isosafrole and bromo compound. The
ether is separated and the water layer, which is normally brownish
gray at this point, is basified with concentrated NaOH solution and
then. will appear dark brown droplets of you-know-what.
You-know-what is extracted from the solution with ether or some
other solvent, dried through Na,SO, and removed of solvent by

MDA or benzednne freebase is mlxed W|th 100mL methylformate
in a small pipe bomb. The sealed bomb is placed in boiling water
or a 100°C oven for 12 hours, cooled and the solvent removed by
distillation to give approximately 8g of N-formyl intermediate. Yes,
that's the same kind of intermediate that one gets from the
Leuckart reaction, and this recipe is going to employ the LiAIH,
way of stripping the double bonded oxygen of the formyl side
group to give methamphetamine. The 8g of formy| intermediate is |

distillation to afford you-know-what.

dissolved in 50mL ether and added dropwise into a solution of 6g
LiAlH, in-100mL ether and refluxed 4 hours. The solution is al- |

Right about now the chemist is probably screaming, "Hey, where

lowed to cool, 50mL dH.O is added, the solution vacuum filtered

way of aminating is easy but chemically it's a crap shoot with
yields anywhere from 10-50%. The theoretical odds are against
the reaction but if it is done as outlined here, the chances of suc-
cess are better. Actually, Strike thinks the yields could be higher
because half the problem was probably caused by low bromosa-
frole yield which we have hopefully corrected in the preceding

then extracted with 3N HCI . The MDMA/meth freebase is liber- |
ated from the acid with NaOH extracted with DCM and removed of
solvent to give ~8g.

METHOD #2: [89]--1M MDA or benzedrine and 1M benzaldehyde
is dissolved in 95% ethanol (Everclear), stirred, the solvent re-
moved by distillation then the oil vacuum distilled to give 95% vel-

section!

low oil which is a Schiff base intennediate. 1M of this

interme

that's dumped in boiling water for 5 hours giving an orangy-red

g o, its volume o

is added and the solution refluxed for 30 mlnutes Next, an equal
volume of water is added and the whole solution boeiled openly un-
til no more odor of benzaldehyde is detected (smells like aimond
extract). The solution is acidified with acetic acid, washed with
ether (discard ether), the MDMA or meth freebase liberated with
NaOH and extracted with ether to afford a yield of 90% for meth

and 65% for MDMA. That's not a bad conversuon but what's W|th

ha\lmn 10 ¢

another aldehyde can substitute.
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METHOD #3: [90]--The folks in this article made an acetyl inter-
mediate out of an amphetamine to act as a form of protection
group so that they could screw around with the molecule without

ADVANCED SHRIMP PREPARATION
TECHNOLOGY

anything happening to that precious amine group. This method
i ieldi i ched

acetic anhydride. This method is only for the weird. 80mL acetic

A-freebase, 509 80-
dium acetate and 300mL dH;O, which is then shaken until the
exothermic reaction ceases. The cooled solution is filtered and
extracted with ether to give n-acetyl-MDA, which can be stripped
of its oxygen with LiAlH, just like was done in the Leuckart
method.

Strike has been very disappointed in the lack of responses re-
garding the shrimp recipes from the last edition. Only two people
contacted Strike saying they had tried them. Naturally it was the
best food they had ever had. Strike can’t understand what was
wrong. Was it a problem with translation for the Europeans (hint:
‘shrimp’ in European is 'prawn’, possibly ‘langoustine’)? Was it
that all of you can't afford shrimp? Can't cook? If you can't cook
then this book is of no use to you.

Actually, the problem is clear. If all of you would stop taking am-

phetamines you would regain your fucking appetites! Here's the

ron aX.
QX

Shrimp Diablo

Jumbo shrimp
Jalapeno peppers (seeded and halved)
Bacon strips (blanched 1 min in boiling water)

Teriyaki sauce

-Cut the blanched bacon strips in half. Place one jalapeno half

toothpick. Place all of the shrimp 'brochettes' into a bowl and
marinated at least 30 minutes covered with teriyaki sauce. Broil 5
minutes and serve. Yum!

Shrimp ala Strike

Jumbo shrimp
Thinly sliced prosciuto or pancetta

Gruyere cheese
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-Cut the cheese into french fries-sized pieces, place one piece
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with a shrimp and wrap with a slice of prosciuto. Broil this for five

minutes and serve as is or with a dipping sauce of butter and After all the butter has been whlsked in the sauce will be creamy
lemon. Double yum!! ahd-w

over the place the sauce has broken. You failed. Actually, the

—The following is the tastiest shrimp dish ever! It is complex. But sauce will still taste fine, it just won't be creamy like a snooty

the reward is heaven. Er

water bath or by stirring over low heat. Anyway, at this point one
Shrimp Acapulco stirs in the soy sauce and pmeapple into the sauce and drapes it

over the k-bobs. Oh God is it the best flavor in the world. You
Jumbo shrimp have been warned!

Beef sirloin or tenderloin, cut into 1" pieces
1/3 cup peanut oil

2 tablespoons soy sauce

the juice of 34 limes (or lemons)

1 large shallot, minced

2 sticks unsalted butter, cut into tiny pieces and put in freezer
. ;

1-2 ounces Grande Marnier (or any orange-flavored liqueur)
1-2 tablespoons of crushed pineapple with juice {canned is fine)
¥z tablespoon soy sauce

Alternate beef and shrimp on skewers. Mix the peanut oil, soy
sauce and lime juice in a bowl! to use a basting sauce. On a nice,

—hotcoal-or wood grili, cook the k-bobs until medium rare {or to

taste) brushing them often with the basting liquid. Put aside and

keep warm.

In a skillet or shallow sauce pan heat 1 tablespoon butter, the
vinegar and the orange liqueur, add the shallots and saute them
lightly for about a minute or until soft. Now the tough part. You're
going to make a tricky butter sauce. Luckily for you, Strike is a
trained professional chef (true!). You're gonna take the butter
pleces out of the freezer and grab a whisk. Now, while the pan

00 hot) start adding the
butter piece by piece while whisking vigorously. Keep moving the

to

pan off and on the heat source so that enough heat gets through

1334
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RHODIUM’S CHAPTER

perature of the solution had dropped to 0°C, an ice-cold solution of
4g of NaOH in 20ml dH,O was added at such a rate that tem-
perature never rose above 10°C. A white precipitate formed at the

bottom of the flask duning this addition, which was broken up with
a glass rod. The stirring was continued for another hour, while the |

[ThIS |s a chapter wrnten entlrely by a chemlst named Rhodlum

cerned, the world S Ieadlng underground saenttst Knowledgeable
in nearly every aspect of drug chemistry, this chemist has been
the savior for many a person that was lost. Here he has contrib-
uted some new reactions for your reading pleasure. Radical stuff
that you can bet will become the next wave of synthesis protocol.
The rest of this chapter is Rhodium's voice.}

temperature of the solutlon was never aIIowed to rise above 5°C

the solutlon whlch caused even more preC|p|tat|on of whlte solld
The whole slurry was poured into 100 ml of ice-cold 2M HCI solu-
tion in a 500ml Erenmeyer flask, which was gently swirled, and
there was a slight bubbling and fizzing, with the color of the solu-
tion shifting from white to blue to green to yellow in under a min-
ute. Quite spectacularl When the fizzing had subsided, the
solution was once again placed in an ice-bath with magnetic stir-
ring. When the temperature had dropped to about 5°C, the solu- |

tion was clear wnth yeIIow granules of crude product at the bottom

ha gran

IPA. After alr-dryrng, the canary—yellow crystals amounted to a

Preparation of 3,4-methylenedioxyphenyl-2-nitropropene
(from piperonal)

In Pihkal, Alexander Shulgin mentions that the preparation of
MDP-nitropropene can be carried out in cold methanol witn aque-

aven

yield of 65-70% of theory.

This nitropropene should be used within a week, or stored in the
cold, as the color fades to a slight orange over a couple of weeks
in room temperature, which is a sign of decomposition.

Ref: A.T. Shulgin, Pihkal, #100,

cven

more reliable, and gives higher ylelds than the other method ad-

A.l. Vogel, Practical Organi¢c Chemistry, 5th Ed.

vocated by the dear doctor in his book.

Preparation of Phenyl-2-Propanone (P2P)

o o

(o} (o] nitropropane with sodium borohydride in methanol, followed by
CaHaNO, NO, hydrolysis of the nitro group with hydrogen peroxide and potas-
P sium carbonate, a variety of the Nef reaction. The preparation is a
CHO one-pot synthesis, without isolation of the intermediate.
Piperonal MD-Phenyl-2-Nitropropene

In this preparation, phenyi-2-nitropropene is reduced to phenyl-2-

159 of piperonal was dissolved in 40mi of mettianol under stirring
in a 250ml Erlenmeyer flask. When all of the piperonal had dis-

solved, 7.1g nitroethane was added to the solution. The flask was
put in a ice/salt-bath with magnetic stirring, and when the tem-
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NO, ©\)Niz ©\j‘\ Ref: R. Ballini, Synthesis 723-726 (1994)
/

2P Preparation of Phenyl-2-Propanone oxime

rop: 14

enyl-2-Nifropropene enyi-2-1 ] Phenyt

Eﬁorts dlrected to prepare MDP2P via this method results in good

imes by SnCIz The second method is a modlflcatlon of the flrst
also allowing terminal nitroalkenes (such as nitrostyrenes) to be
reduced to aldoximes. The oximes, in turn, can either be reduced
' . to the corresponding amines, or cleaved to form the carbonyl
16.3g (0.1 mole) phenyl-2-nitropropene was dissolved in 200ml compound.

methanol in a 250ml Erlenmeyer flask situated on a magnetic stir-

rer, and chilled to 0oC with an ice/salt bath. Then, with good stir-

and is probably the proplophenone formed by mrgratnon of the
nitro group during the hydrolysis.

ring, 7.6g (0.2 mole) of NaBH, was added a little at the time, and NOH
the temperature was not aflowed to rise above 15°C. When the .
N £} t had_subsided, the jcafsa t_baih was removed k)\)\ I\/K/lk

and the solution was stirred at room temperature for two hours. At Phenyl-2-Nitropropene Phenyl-2-Propanone Oxime
ice/salt bath and the selution was allowed to cool to 0°C again.
100 ml of 30% H,O. was then added, together with 30 grams of Method 1
anhydrous potassium carbonate, and the solution was left to stir A sodium stannite solution was o

. " prepared by addition of agueous
for 18-24 hours at room temp. During the addition of Hz0./K.CO, sodium hydroxide (2.5 mol, 100g) to aqueous stannous c?hloride
a white, sticky precipitate forms, which can be a bit too thick for a (0.25 mol, 56g). The initially formed precipitate redissolved to form
weak magnetic stirrer to handle, so the mass can be stimed with a a clear solution. This solution was gradually added to a solution of
glass rod now and then durlng the first two hours, after which the 16. 39 (0 1 moI) phenyl-2 nltropropene in THF at room tempera-

About 300 i of acid 15 needed. When the pH of the 5°'““°“ pooled extracts were evaporated under vacuum to give essentially
turned acid, the color became significantly more yellow, but the pure P2P oxime in 80% yield.

acidity was confirmed with pH paper. All of the precipitate was

also be gone at this point. The solution was extracted with

3x100ml CH,Cl;, and the pooled organic extracts washed with Ref: G. Kabalka, Tet Lett 26(49) 6011-6014 (1985)

100ml 2M NaOH and 200m! H,O. The organic phase was dried

over MgSO,, fitered with suction, and the solvent removed under

vacuum to give a clear yellow oil. After distillation of said oil at as- Method 2
pirator vacuum the yield was around 60-70% of phenyl-2- 16.3g (0.1 mol) ) Phenyl-2- mtroprOpene and 459 (0 2 mol) of stan-

in 200ml ethyl acetate in a 250ml beaker and the slightly exo-
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thermic reaction was allowed to run its course. When the reaction

mixture aga|n had cooled to room temperature it was poured on
ic (nH 7.8

Preparation of MDP2P from safrole

PH—9;

with 5% NaHCQ;. The product was extracted into ether, washed

with @ saturated NaCl solution, dried over Na;S0O, and the solvent

removed under vacuum to qive almost pure P2P oxime in 90-95%

Safrole can be oxrdlzed to safrole epoxide with Hzoz in a two-
ph

yield.
Ref: G. Kabalka, Synth Comm 18(7), 693-697 (1988)

Cleavage of Oximes The classic way of cleaving an oxime to the
corresponding carbonyl compound is through acid hydrolysis, or

formed safrole epoxide is then isomerized to MDP2P with Lil.

O/\o /\o

o}

AN
Safrole MD-P2P

ThIS |s a crude method and has often non-sansfactory ylelds

Alkallne HZOZ can also be used as in Synth Comm 10(6), 465 468

Preparation of the catalyst

—Phenyl=2-Propanone Oxime

{1980).

o — Ui

I‘\ S

aqueous H,O, was stirred and heated to 60°C until a colorless
solution was obtained. To this solution, filtered and cooled to room
temperature, was added 40% w/v HsPO, (0.62ml, ca 2.5 mmol),
and the whole was diluted to 30 m| with water. To the resultant
soluton, 2.09g of methyltrioctylammonium chloride (7% pure,
equiuvalent to 2.027g, 5 mmol) in DCM (40 ml) was added drop-

Phenyl-Z-Propanone

wnse W|th stirring over about 2 min. Stirring was continued for an
hase was then separated, dried

Oxime Cleavage with Scdium Bisulfite

over NaZSO,,, flltered and gently evaporated on a rotary evapo—

14.9 grams of P2P oxime (0.1 mol) is dissclved in 150ml 50% al-
cohol and is refluxed with grams 36.4 grams (0.35 mal) sodium
bisulfite for 6 hours, when the reaction had gone to completion.
The ethanol was removed under vacuum, and the residue mixed
with 25ml DCM and the mixture was treated with an excess of 2M
HCI and stirred until two clear layers formed. The layers were

DCM, and the organic extracts were combined and the soclvent

(98 4%, based on the quatemary ammonium salt charged) of an
almaost colorless syrup.

Ref; C. Venturello, J. Org. Chem. 53, 1553-1557 (1988)

Qxidation of safrole to MDP2P

evapcorated 1o give a near guantitative yield of PZP, which, if it has
an orangish tinge, can be vacuum distilled to yield a light yellow

In a 100ml three-necked, round-bottomed flask equipped with me-
chanical stirrer, thermometer and a reflux condenser, a vigorously

ail.
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stirred mixture of the above catalyst (0.7g, 0.31 mmol), safrole
(13.24g, 80mmol), benzene (35 ml) and 40% w/v H,O; (5.10mi, 60
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mmol) was heated to 609C and kept at this temperature for 60 min
(External cooling is needed!). The mixture was cooled ta room

temp, the organic phase par
Et,O. In order to remove the catalyst, the organic solution was first

stirred with a solution of Na;CQO; (0.75g) and Na,SO; (0.75g) in

b- _O.N;

Na,SO, and passed through a short column (2.5 cm diam) of silica
gel (50g), and ~300m! anhydrous Et,O was passed through the
column to ensure complete elution of the products. The solvent
was evaporated and the residue dissolved in 18.ml of tetraglyme
and treated with anhydrous Lil (0.130g, 0.97 mmol) at 1300C for
5h. After cooling, the products were distilled under vacuum, re-
covering 5.17 grams safrole (saved for the next run) and collecting
6.25 grams of MDP2P.

Reduction with NaBH,/NiCl,

3.68 grams NiCl,*6H,O (15.5 mmol) was dissolved in 300 ml
MeOH, and 1.76g NaBH, (46.5 mmol) was added portionwise
(Caution, frothing!) with stirring to the wonderfully light green solu-
tion, and the solution immediately turned black and hydrogen was
evolved. The solution was left to stir at room temp for 30 minutes,

- 0N .
and-5.0-¢r =2+ propene was added all a
once, followed by 4.1 grams NaBH, in small portions over a period

Ref: C. Venturello, US Pat 4,731,482

of 5 minutes, care being taken for the frothing. After 15 minutes
the reaction mixture i .

C. Venturello, Synthesis, 1229-1231(1992)

Reduction of nitroalkenes to primary amines

jelds in 15

boride and the filter cake was washed with 50 ml MeOH. The sol-
vent was removed under vacuum, and the residue taken up in
100mi dilute H,SO., washed with 3x25 ml CH,Cl,, basified with
25% NaOH, and extracted with 3x50 ml CH,CL. The pooled ex-
fracts were dried over MgSQ,, filtered and the solvent was evapo-
rated in vacuum, thg residue dissolved in a little [PA, and 37% HCI

NaBH, in methanol, catalyzed by nickel boride, can be used to
g : X s ui

min at room temp. The nickel boride is prepared in situ from

W : t ; ' iluted with diethy
ether until turbid, and left in the freezer until all product had pre-

iClz o [ BH;The method
is general, and can be applied to many conjugated nitroalkenes.

:ipitated, The wh_ite c_rystals of amphetamine hydrochicride was

Other novel promising methods are catalytic transfer hydrogena-
tion with Pd/C (Tet Lett 29(45), 5733-5734 (1988)), NaBH, in
methanol, followed by Al/Hg (Tet Lett, 1317-1320 (1977)), NaBH,
and CuSO; (Synlett 419-420 (1990)), and finally NaBH, and tri-
methylsilyichloride in THF (Angew Chem Int Ed Engl 28, 218-220
(1989)) .

same fashion, just use 6.4 grams of 3,4-methylenedioxyphenyl-2-
nitropropene instead of the phenyl-2-nitropropene.

Ref: Osby & Ganem, Tet Lett 26(52), 6413-6416 (1985
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Proposed Synthesis of MMDA and Mescaline
by Rhodium and Osmium 980519

cold (0°C), 70% methanol, and dried in vacuo at 50°C overnight to

give 218.5 grams (95%) of 5-bromovanillin as pale yellow crystals,
mp-163-164°C,

o OMa

J (13 MeO J\ 5-Bromovanillin (alternative) [2]
v NH, | ~ To vanillin (15.2g, 0.1 mol) in glacial acetic acid (75 ml) is added
/ bromine (17.6g, 0.11 mol). After stirring for 1h, the reaction mix-
MeO MeO NH, ture is diluted with ice/water (200ml), the precipitated solid is fil-
. tered, washed with water, and dried to give 5-bromovanillin, yield
MMDA Mescaline 22.0g (95%)

[Rhodium's voice:]

he.longest and most

OMe ?Me

tedlous in the book If one |s going the route V|a myrlstlcm the

Ho A MO,

UII Pt esentin

nutmeg, followed by fractional distillation to purify the myristicin

M A AL

fraction is also added to the labor of the poor chemist. Therefore |
propose a new route to this "essential amphetamine”.

OMe OMe

| — |

Br CHO RO CHO

5-Bromovanillin 5-Hydroxyvanillin

5-Hydroxyvanillin [3]

~F cHo Br” 7 “cHo

Sodium hydromde 61.2 grams (1 53 mol), was dlssolved in 750

Vanilli )

mi—of-w

solution was added 50.0g (0. 217 mol) of 5- bromovamllln and 05g

5-Bromovanillin

To a stirred, cooled (0°C) solution of 152.15g (1.0 mol) of vanillin
in 1000m| of methanol was added dunng 20 min 176 Og (1 1 mol)

, and freated during
s continued for 15 min and the product was collected by

of Cu powder. A white solid precipitated. The reaction mixture was
refluxed vigorously under N, and with magnetic stirring. The color
changed gradually from yellow to green to dark green and, after
ca 6 hours, all solid material was dissolved. After 27 hours of re-
fluxing, the reaction was over, and the solution was acidified with
113ml conc HCI to pH ~2, and was extracted*) with ether (or other

cold water, and dlssolved in an excess of 10% sod|um carbonate

filtration. It was washed with water (4x500 ml), then with 500 ml of

-172 -

solution to release the aldehyde again. The solution was extracted
with DCM and evaporated to yield the title compound.
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*) [Osmium's voice: In the original patent a continuous, 27 hours

OMe OMe
O /]\ 0

extraction with hot toluene was used. This is very impractical. |

-

J
Ll  — 7] )

traction solvent, dissolve the crude product in 400 - 450 ml hot

X AN ) AN CHO ~ o /\//"\,/’\
Myristicinaldehyde 2-Nitro-isomyristicin

hours irt an ice bath. Filter the precipitated product, wash with
about 100 ml ice-cold toluene and dry at 70°C or in a desiccator to
constant weight. Mp. 132.5-134.0°C.]

2-Nitro-isomyristicin [6]

A solution of 9.8 grams myristicinaldehyde in 35 m! glacial acetic
acid was treated wrth 5. 3 ml n|troethane and 3 2 grams of anhy-

It was removed treated wnth HZO wnth good strmng, to just short of

P NZN A2

Fal o
LA \¥iRiv) v A ia v

5-Hydroxyvanitlin Myristicinaldehyde

Myristicinaldehyde {4, 5]

turbidity, seeded with product nitropropene, and allowed fo come
slowly to room temperature. The bright yellow solids that formed |
were removed by filtration, washed with a small amount of aque-
ous acetic acid, and sucked as free of solvent as possible. After
recrystallization from 60ml boiling EtOH, gave, after filtering and

air drying, 5.1 grams of 2-nitro-isomyristicin as light yellow solids
with a mp of 109-110°C.

589 KF (0 5 mol) was shaken together wrth a solutlon of 16.8g

armed

was heated to 110- 120°C for 1.5 hours. The cooled reaction mix-
ture was then separated by ether extraction followed by washing
the ethereal extracts with water to remove DMF and with cold 10%
Na.CO,. Drying and evaporation followed by recrystallization from
hexane afforded myristicinaldehyde in high yields (mp 133-134°C).

2-Nitro-isomyristicin MMDA

MMDA {6}

A suspension of 7.6 grams LAH in 500ml| anhydrous Et,O was

174 -

lut . p!
reflux. The condensing Et,O leached out a total of 9.8 g 2-nitro-
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isomyristicin from a Soxhlet thimble in a shunted reflux condenser.
This, in effect, added the nitropropene to the reaction medium as

OMe OMe

[ 2 . '
the solution were refluxed for an additional 5 hours, then the solu-

HO\\/Jim HOL A\

tion was cooled, and the excess hydride destroyed by the addition
d_suffi-

cient saturated aqueous Na,CO; was added to the aqueous phase
to bring the pH up to about 6.0. This was heated to 80°C and fil-
tered through a coarse sintered glass funnel to remove some in-
soluble fines. The clear filtrate was brought up almost to a boil,
and treated with a solution of 10.2 grams of 90% picric acid in 110
ml of boiling EtOH. Crystals of the picrate formed immediately at
the edges, and as the reaction flask was cooled in an ice tub, the
entire reaction set to a yellow mass of crystals. These were re-

L I
CHO Br” CHO

Vanillin 5-Bromovanillin

5-Bromovanillin: (another alternative) {3]

A 2-[. 3-necked flask, equipped with a mechanical stirrer ther-

moved by filtration, washed sparingly with 80% EtOH, and air

A, with a mp of
182-184°C. Thls salt was treated wrth 30 mI 5% NaOH and the
red solution decanted fror : -
NaOH effectively dissolved everything, and the resulting basrc
aqueous phase was extracted with 3x50ml CH,Cl,. The pooled
extracts were stripped of solvent under vacuum, and the residue
dissolved in 200ml Et;O saturated with HCI gas. There was a
heavy precipitation of white crystals, which were removed by fil-
tration, Et,O washed and air dried to give 6.37 grams of MMDA

o

(0.722 mol, 37.4 ml) Br.. In the meantime, a soln. of 100 g (0. 658

mal) of vanillin in 705 g (470 mI) of 48% HBr was prepared in the

bath, the soin. of vanlllln was dropped |nto the bromine WIth stir-
ring over a period of 1 hr., keeping the temperature at about 5°C.
The bromovanillin precipitated as light yellow crystals. The slurry
was stirred for an additional hour in the ice bath, diluted with 940
ml of water and kept for 1 hr. 0-5°C with stirring. The crystals were
collected on a sintered glass funnel and washed thoroughly with a

HCI, with a mp of 190-191°C.

lUl. =

perature to constant weight Yield: 150.9 g (99.4%), m.p. 163-

164°C, VPC purity 98%.

— [Osmium's voice:]
OMe OMe
HO HO
——
Br CHO MeO CHO
5-Bromovanillin Syringaldehyde
-177 -
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Syringaldehyde: (3,5-dimethoxy-4-hydroxybenzaldehyde): [7]

-bromovanilli i v
CuBr (1mmob in 5 M NaOMe/MeOH (10 ml) for 14 hours. Classi-

cal work-up (addltion of water and acldmcatlon followed by extrac-

stamng from the more soluble 5- bromovanlllme dlmethyl acetal,
reaction is achieved within 2 hours (yield 98%). Preparation of this
acetal is probably not worth the extra work. Substituting EtONa for
MeONa sesmg to work, too, producing 2-sthoxy-3-OH-4-
methoxybenzaldehyde, useful for ethaxy-derivatives of Mesca-
line.

5-Hydroxyvanillin 3,4,5-Trimethoxybenzaldehyde

3,4,6-Trimethoxybenzaldehyde [3] from §-hydroxyvanillin:

Into a 1-. round-| bottomed flask equnpped wrth a magnettc sttrrer

@ above syl
easily scaled up to mdustnal size (French Pat. 2,669,922, CA 118

hydroxyvanlllln 500 mil acetone 91 0 g (0 716 mol) dtmethylsul-

PB734u). It is a general procedure for substituting aryl-Br with -
com-

mol) finely groun 3. , 10 mi of 10%

KOH in methanol Of course equLcﬂat;amwnts&LanhydM

pounds from already known substances, e.g bromination of MDA
yields 6-Br-MDA. This is converted by the above procedure to
MMDA-2, #133, active at 25-50mg, 8-12 hrs.

Asaronealdehyde (245-tr|methoxy-benzaldehyde) can be pro-
1,3-di-

Na,CO; or K,CO; can be used. The heterogenous mixture was
stirred under vigorous reflux for 24 hours, after which the reflux
condenser was replaced with a descending condenser. The sol-
vent was distilled at a bath temp. of ca. 100° until the distillation
ceased. To the solid residue was added 400 mi of water and the
heterogenous mtxture was stlrred VIGOROUSLY for 2 hours at

MeO- benzene Do a thsmeyer aldehyde synthesns Wlth POCI;JN-

methyl
and treat as descnbed above to obtain asaronaldehyde

and air anea to constant welght Yield 55.1g (94%),

m.p. 72. 5-74° After distillation at 0.5mm/130° there was obtained |

Syringaldehyde is easily methylated or ethylated with the known
procedures in high yields forming the highly-desirable 3.4, 5-
trimethoxybenzaldehyde or the 3,5-di-MeO-4-EtO-benzaldehyde
(Escaline, #72, 40-60 mg, 8-12 hrs.).

a 90% yield of 3,4, 5—tnmethoxybenzaldehyde m.p. 73.5-75, VPC
purity 99.3%. (This distillation is probably unnecessary, because
the aldehyde is already quite pure).

S178-
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[7] Tetrahedron Letters, Vol. 34, No. 6, pp.1007-1010, (1993)

[8] Plhkal #72 Online - Pihkal can be found at

Syringaldehyde 3,5-Dimethoxy-
4-gthoxybenzaldehyde
3,5-Dimethoxy-4-ethoxybenzaldehyde [8] from syringalde-
hyde:

A well-stirred suspension of 21.9 g syringaldehyde in 45 mL HO
i a

solutlon of 15 g NaOH in 60 mL HZO The heatmg and stirring was

rated-solids redissotved.-Over-aperiod-of
10 min, there was added 23 g diethy! sulfate, then refluxing was
continued for 1 h. Four additional portions each of 5 g diethyl sul-
fate and of 6 mL 20% NaOH were alternately added to the boiling
solution over the course of 2 h. The cooled reaction mixture was
extracted with Et,0, the extracts pooled and dried over anhydrous
MgSO,, decolorized with Norite, and stripped of solvent. The

crude 3,5-dimethoxy-4-ethoxy-benzaldehyde weighed 21.8 g and
melted at 51-52°C

See the same reference in Pihkal for details on how to use ethyi
iodide instead of diethyl sulfate.

[1] Syn Comm 20(17), 2659-2666 (1990)
[2] Synthesis, 308 (1983)

[3] US Pat 3,855,306
— [4] TetLett 38, 3361-3364 (197

\_4

[5].JACS 99(2), 498-504 (1977)

16] Pihkal, #132 (p. 787)
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PROMISING THEORETICAL METHODS

For molecules similar to safrole or allylbenzene we take the work
done on any terminal alkene such as 1-heptene, 1 octene. An-
other term to look for is ‘olefin’ which is a term for a doublebond

containing species. What we then look for are al’(icles about these

Articles with terminology like ‘methyl ketones from' (P2P), ‘ketones

Strike and others” favorite pastime is to comb the library for new
methods. Even though we have so many proven, high-yielding
methods available (see this entire book), there is always room for
more. Relentlessness drives us to find even cheaper, higher
yielding methods, But the biggest reason is to make a buffer zone
of so many options that governmental restriction is rendered use-
less. That is our power. So many committed, dangerously-
intelligent people around the world with far more motivation than

from’—‘amines from*etc-Or when we want to see about new ways
to amlnate a ketone (make final product from P2P) we look for any
article about ketones where amines are formed. Sound like sci-
ence fiction to you? Well, how do you think we came up with half
the recipes in this book!? It works!

Every article such as these may have the potential to be useful.
But it takes a lot of looking, a keen eye and a sense for what is

Vo

real. The contributions in this section are just that (real). These
h - ;

You're not going to find journal articles with new syntheses written

same chemists that brought you the rest of this book These are

especially for X or speed anymore. The scientists of the world al-
ready have recipes that work and the access to the restricted
chemicals necessary to make them work. So why should they look
for anything new? They don't. There is no reason for them to do
s0.

con e tor your

consideration to use in legal research of your choice. Be wamed,
though. The chemistry here is a littie hairy and, for the sake of
time and Strike’s sanity, is not explained as simply as the other
recipes in this book.

But we have many reasons. That is why the people of the under-
ground are actuaily progressing the fields of carbonyl, amine and

o
SEMI-DIRECT AMINATION OF SAFROLE |

amphetamlne science. Believe it or not, the novel applications of

The dream of every X chemist is to get that amine function directly

narwith

Par with
published research work. Half of the stuff in this book is publish-
able, proper science done by people with no funding. It is actually

amazing when you think about it.

So Ilke Strike was saylng, without any new, dlrect literature syn-

as from-work-on

on the safrole molecule without having to go thru any intermediate
such as the ketone of MD-P2P or the bromine of bromosafrole.
But Strike can tell you right now that that is very, very tough (that
is why there ain’t no methods for it). About the only articie Strike
has ever found for the actual placement of an amine directly on a
terminal alkene (a.k.a. safrole) is the following [79]:

WORSOR

molecules that are 5|m||ar to our own. Often molecules that one

—would not think-haveany refationship atatt:

pylene to isopropylamme and dnsopropylamme was shown to take

-182-
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can react in the presence of cesium amide containing catalysts, hydrofuran is added 0.1 mol of alkene. After stirring at 50 to 90°C
under far milder reaction conditions to give mostly isopropylamine. for an appropriate period (17-24 h), the two-phase mixture is di-
In a specific example, NH; (112 mmol) and CqH, (142 mmol) were juted with 100 ml of 15% aqueous potassium hydroxide and |

treated with a solutron of 2 g sod/um bomhydnde ln 1 00 mi of 15%

reacted in a reactor of 40 cm® total capaClty containing CsNH;
Q%

pmpylamme (13 mmol), n-propylamme (0.7 mmoi) as well as pro- extraction followed by distillation at reduced pressure.” (% yleld for
n; T sses (0-:8 - mmot)—were the representative terminal alkenes 1-heptene and 1-octene were
proaucea. ~ 88% and 55% respectively)

Man, that recipe is WEAK! But hey! That's 10% final product in
one pot. Yeesh! Why bother? Don't take this first method seriously
folks. It was just Strike's way of illustrating the futility of easy an-
swers. All the rest of the stuff in this section is much, much better.

That looks simple and direct don't it?! If safrole was used as the
alkene one would get safrole-azide as product. Just one teensy
little reduction away from MDA. Strike also found some azide pa-
pers that, with a little work, will get safrole-azide in a totally differ-
ent way Strike ¢

So without direct amination we are confined to ‘semi-direct’ ami- using dinucleophilic addition to get an azide and a halogen added
nation (Strike's terminology). In Strike's opinion, the direct addition - ’
i . ide is as secondary carbon and the halogen to the primary carbon (just
good as an amine. But can we get an azide directly onto safrole what one would want if safrole was the substrate).
without having to go thru the bromosafrole intermediate as was
discussed earlier? Maybe we can!
[9 [~o

1 I3 N O

Y \l —_— Y\ N, W\ K/\)\/|
e Safrole 3,4-Methylenedioxyphenyl

Safrole Safrole-Azide -2-azido-3-iodopropane

The first was from a CA article [81]. Various alkenes, styrene and
cycloalkenes were tried. But a more followable method is the fol-
lowing [82]. The ‘supported salt’ of NaNy-Al,O; was made by mix-

This following article was sent to Strike by Osmium and Feck (are
they the same person?). It involves the direct addition of azide to a
terminal alkene (you-know-who) by the in situ production of the

_____ reactant mercury (l) azide from mercuric acetate and sodium az- ing the NaN, with the alumina in water then evaporating the
ide (please don't ask) [80]. mixture under vacuum-ina-water bath-until-dry:
u ; dium_azide “Reaction with I; (1.5 mmol) [or Br.], supported salt (1.5 mmol),
and 0.1 mole of mercuric acetate in 200mL of 50% aqueous tetra- alkene (0.625 mmol), in 5 mi of ethancl-free CHCl, at room tem-
- 184-
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perature for 30-48 h. Work up with aq. Na,S;0; wash, CH,Cl, ex- thoroughly unwatched chemical called 2- -phenyipropanal (a.k.a.
traction, drying (MgSO,) and solvent evaporation.” methyl-phenyl -acetaldehyde, a.k.a. hydratropic aldehyde). Os-

mium was kind-enough to transiate the German artlcle from Wthh
it comes [87]. The following is all Osmi
comments:

nght place and a halogen stlcklng out the end So what°' WeII
Strike” was thinking that since the easiest Grignard reagent to
make is the one at a primary carbon {which the | o Br will be in

this species), one could just make the Grignard reagent out of the
intermediate then destroy it by pouring water into the solution CHO —_— O
which would immediately remove the halogen. Just a thought.

CH,

o

The next method Strike has for seml-dlrect amination |s really

eird. Strike is real istry with 2-Phenyipropanal
this dog. But if one looks hard at the articles cited, the potentlal is “With H2804:
produced 9g 2—pheny/propanal (called Methyl phenyl-acetaldehyd in the ref)

vncmal diamines out of alkenes [83]. Later they found that if they 5
did a couple of things different, they would end up with a ‘mono- to —16°C. Let react for further 15 mins ot
amine’ with the majority product being at the ‘beta’ carbon. The
following is a conjoining of the two paper's experimentals:

15°C The mixture is
poured on ice. An oily liquid and a gummy/rubbery/sticky mess are
evident. All is extracted with ether and distilled (91-96°C/11 torr).
Yield: 5.6g P2P (62%).

“The addition of N-bromosuccinimide (1.1equiv) to a dichlo-

romethane ?:Iu;i%n co,nttaining the aII;ene d(1 tequiv) tand cyatna- With HaCl2:

mide (4 equ e solu onwasmanane at room temperature

3 da( quiv) " ! /niat m ‘emp: ot in 3g 2-phenylpropanal are heated with a_solution of HgCl, (6g
vacuo. Treatment of the bromocyanamlde [|ntermed|ate] with 1% equlmolar amount) in 45"” 75% EtOH na sealed glass contalner

ey dme A d d ltlon of base t the reaction mlxture (50% aqueous solves in the following steam-d:st/llatlon The o:Iy Iayer resulting
KOH, reflux 6h) followed by extraction with ether gave monoam- from this stefm-dlstzllatlon is separated and fractionated. Yield
ine.” (Yield is 48-64% final amine from alkenes analogous to sa- more than 80%.
frole)
They isolated their products after conversion into the solid semi-
PHENYLACETONES i
ALl d and the fact that they dlstllled those tiny amounts make me be-
fieve-that yield-wil 2 route).

Our trusted friend Osmium has been stressing this following rec-
ipe as a breakthrough P2P synthesis for speed from a very un- ] )
likely precursor. It is apparently a novel rearrangement of a ! also found a patent dealing with phenylpropanal rearrangement:
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USPat. 4,694,107 They react 2-phenylpropanal in the gas phase
at 300-4000C with zeolithes (silicate) to yield 86% P2P. Quite hot,

R*=R*=R*=CF;and R* =R’ = HJ. ll may be prepd. By reaction
of dlketone I:gands R’COCHR'COR® with CoCl; in the presence of
KOH in H,0. Thus, 2 mmo! PhCH,CH,CH:CH, was oxidized 2 h

yes, but otherwise not toc difficult, Tthink.

;t; 76° and atom O in the presence of 20 moi% Il (R = R‘ R" =
= f

Strike found this next thing doing an all-nighter Chemical Ab-

PhCHzCHgCOMe and 71% PhCHgCHch(OH)Me Addnl 39

stracts search. Strike does not even want to try to explain it. Just
read it. If you understand it, great! if not, don’t sweat it. Hell if
Strike will ever try the damn thing [88] (Note the P2Pol produc-

tion):
[0

were ox:dyzed alcs. were obtamed as byproducts

This next method for making P2Ps was posted anonymously on
the a.d.c. quite awhile ago. Strike is sure most everyone knows
who did this, but Strike doesn't to this day. So whoever you are-—
Thanks! Although Strike has an original paper copy of this post,
Strike had no copy on disc. So Strike snagged the text from an

Sy

0
\)\ / MD-P2P

/\ o) VK /U\ to see more about this method go Td visit the site where it rests
%)
| —

= 0 o

Safrole o 0
~ OH -

| =
/
Isosafrole MD-P2P

MD-P2Pal

"Subject: Phenyl acetones by electrolytic oxidation

uslng cobalt diketone catalysts Mukoyama Mltsuakl Isayama
Shigeru: Kato, Koji: Inoki, Satoru: Yamada, Toru: Takai, Toshiniro
(Mitsui Petrochemical Industries, Ltd.) Jpn. Kokai Tokkyo Koho
JP 02,121,944 [90,121,944] (Cl. C07C49/04) 09 May 1990, Appl.
88/272,450, 28 Oct 1988; 19pp. R'COCH,R’? and R'CH,COR? [I
; R' = (un)substituted (cyclo)alkyl or arylalkyl); R = H,

From: “guest" <guest@webshack-cafe.com>
Date: 1987/11/08

Appendix - Pheny! acetones by electrolytic oxidation. Process for

(un)substituted, alkyl or aryi(alkyl]] are prepd. By reaction of
R'CH:CHR® with O-contg. Gas in the presence of a secondary alc.

3,4-dimethoxyphenyl-acetone preparation. European Patent Ap-

And a Co (i) catalyst [ll, R, R°, R° R® = H, straight-chain,
ete.; R*, R” = H, alkyl, halo, COH, alkoxycarbonyl: excluding R’ =
- 188 -
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6.27 g of NaBr is dissolved in 25 mi of H,O and 125 mi of CH;CN,
the mixture is then strongly stirred by means of magnetic stiming,
and to it 3. 76 g of isoeugenol-methylether (1) is then added.The

instead of 5 hours. In this way, a yield of ketone (I} of 86% rela-
tively to the olefin () used as the starting material is obtained.

= g d
electro chemical cell, with a constant curent of 850 mA, with two Evample 3
raphite anodes with a fofal surface of abouf 17 cm2, and a cen- o .. ,
Jé@m&ﬁ_teel_catﬂode_hmmﬁam of abaut 25 crm? being To a 250-m| nct-partitioned electro chemical cell, .125 m! of
used, with a distance between electrodes of about 1 cm. 5,200 CHSCN, 25 mi ofH;0, 6.47 g of NaBr and 2.78 g of isoeugenol-

methylether () is added. The mixture is electrolysed at a constant
current of 350 mA, with a titanium anode coated with a mixed Ru-
Ti oxide (50:50 by weight), with a total surface of about 7 cni, and
a central stainless-steel cathode having a surface of about 15 cm2
being used, with a distance between electrodes ofabout 1 cm.
Through the cell 4,000 Coulombs are passed, with the reaction
m/xture being kept at the temperature of 20° C The reaction mrx-
ture

Example 1, until the solution of the reaction product in ethylace-
tate is obtained; to such solution, 337 mg of Lil is added. The

mixture is then r

Coulombs are passed, with the reaction mixture being kept at a
temperature of 20° C.From the reaction mixture, discharged from
the electrochemical cell, two phases, ie., the aqueous phase,
containing Br- ions, and the organic phase, containing acetonitrile
and the reaction product, are separated. From the organic phase
acetonitnle is evaporated off under reduced pressure, and to the
resulting reaction product 40 mi of ethyl acetate is added. The
gas-chromatographic analysis of the organic phase shows the
presence of epoxide (II) with a >90% purity. ’

The reaction mixture in ethyl acetate is then transferred to a 100- 5 hours, and the process is continued as described in Example 1,
mi reactor, purged under a nitrogen atmosphere, 340 mg of Lil is until 2.795g is obtained of ketone (Ilf), with a yield of 92.2% rela-
added, and the whole mass is then heated, with mechanical stir- tively to the olefin (1) used as the starting materal.

ring, on an oil bath, up to ethyl acetate reflux temperature. The
heating is continued for 5 hours, until the disappearance of the
epoxide (I1), as evidenced by the thin-layer chromatography. Example 4
To a 250-minot-partitioned —efectrochemicat—cell, 125 ml—of ——
CHCN, 25 ml ofH,0, 6.40 g of NaBr and 2.675 g of isceugenol-
methylether (1) is added.The mixture, kept at 20° C, is electro-

wrth 1 0 ml of Hzo to the purpose of removing l/thrum /od/de and is i i
en dehydrated over Na,. g is obtained of dimethoxy- electrodes as of Example 1 being used, through the cell 3,625

phenylacetone (Jll), as determmed by gas-chromatographic analy- Coulombs, equalling 2.5 Faradays/mol, being passed. The reac-
sis with an inner standard of 4,4"dimethoxybenzophenone. The tion mixture is then transferred to a rotary evaporator, for CH;CN
yield of ketone (/li) relative to the olefin (I) used as the starting tobe stripped under vacuum. The resulting reaction product is then
material is of 87.1%. extracted three times with 30 ml of ethyl acetate, and is then dried

over Nazso., The orgamc extract concentrated toa volume of 25

ﬂuxmg temperature) for 6 hours. The process is contmued as de—

ith th
fthe-exception scribed in Example 1, and 2.54 g is obtained of ketone (111}, with @
that in the isomerization step 250 mg of LiBr mstead of 340 mg of vletd_at&sﬁhrll;[atﬂ@[v to the o‘(,Jef,-,, (1) used as the starting mate-
A the reaction time resufts to be of 10 hours, rial.
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Example 5

STUFF THAT DEFIES CLASSIFICATION

To a 250-m! not-partitioned electrochemical cell, 135 mi of
fin /ll is

These tast three theoretical methods have ho real kKinship to any

of the major categories or precursors. The first is the one that has |

added. The mixture, kept at 20° C, is electrolysed by using ‘the

same electrodes as of Example ut with—a constant curren
density of 1.7 A being used,until through the cell 4,000 Coulombs
have been passed. The reaction mixture is then processed as de-
scribed in Example 4.2.56 g is obtained of ketone (Ili), with a yield
of 83.2%, as computed relatively to the olefin (I) used as the
starting material.

Examples 6-9

caused Strike more despair than any other. It was once a Top Ten
part and Strike paid for it. Here is what Strike wrote fast year...

If you read the excellent book called "Recreational Drugs" by
Professor Buzz [8] you may come across a little recipe in the am-
phetamine section for something calied N-acetyl-phenethylamine.
So what the hell is that? Weil, actually it happens to be one step
away from being an amphetamine but no one makes this clear to
all the novices reading t

To a 250-ml not part/troned electrochemical- cell, 100 ml of DMF,
0 ml o g of NaBr and 4. g of isceugenol-
methylether (l) rs charaed The mixture is then electrolysed under

nowces Just reading for pleasure need a Intle heIp here and there.

chemlcals and is a more drrect way of amlnatmg safrole or allyl-

the same conditions, and by using the same set of electrodes as
used in Example 1, with a total of 5,670 Coulombs being passed.
At reaction end, the mixture is discharged, to it 250 ml is added of
20% aqueous NaCl solution, and it is then extracted four times
with 50 mi of ethyl acetate. The extract is washed twice with 50 m/
of 20% aqueous NaCl solution, and i8 then dried. The orgamc ex-

evaporated off. On three aquuots, of 20 ml each, of sa/d extract,

benzene without having to go through the making of an intermedi-

ate such as MD-P2P or P2P. Actually, Strike is under the distinct

impression that Professor Buzz got this recipe from the progenitor

of underground chemistry books: "Psychedelic Chemistry” by Mi-

chael Valentine Smith. Unfortunateiy, both these authors simply

copied commentary from the actual scientific article [91] without
ela 3 3 al outcome

the isomerization reactions are camied out at the ethyl acetate re-
flux_temperature, by using the same lithium saits and reaction

oN~

times as shown in Table 1. From the fourth aliquot of 20 mi of
above said extract, ethyl acetate is evaporated off and replaced
with the same amount of acetonitrile. The isomerization of the re-
action product is then carried out at acetonitnle refluxing tem-
perature, with the lithium salt and the reaction time being used as
shown in Table 1(Table not shown).”

Hg(NO;)a <
< Fvy
H,HGNO,

Safrole

= OO O

Nth HCY /\/\/\
7 ° P
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This is almost a one-pot production and uses a simpler borohy-
dnde catalyst (NaBH4) than others that are out there. These cata-

as a whole. Before this method is started, there is one blt of pre-

amount of heat can be applied to hasten the reaction. After 1
hour 200mL saturated NaCl solut|on is stlrred in, the whole th|ng

pIe distillation to afford the mtermedrate 'N-acetyl MDA' or

paratory work that needs o be done by the evil underground
___ chemist. The method calls for the use of anhydrous mercuric ni-

‘N-acetyl-amphetamine’. Phooey!

trate (Hg(NOa,);) but the only commercially available form is a
monohydrate (has one molecule of water attached, bubbal). So
the chemist buys (or makes) the white, crystalline monohydrate.
Next, if the chemist feels she is going to get really attached to this
method then she's going to want to invest in a little toaster oven
that she will never, ever put food in again. This toaster is placed
in the hood or in the backyard because any possibility of vapor-
ized Hg would be bad. In a beaker or mom's Pyrex meatloaf dish

This happy acetyl intermediate is just one hydrolysis away from
being MDA or benzedrine. By hydrolysis Strike means that by
using simple acid or base one can chop off that acetyl group that
is stuck to the nitrogen and replace it with a hydrogen thus giving
the chemist her final freebase. Hydrolysis is going to show up a
lot in this book so lets discuss the two ways to doit. To that acetyl
oil sitting alone in the bottom of the flask is added either 500mL of

15% aqueous HCI solution (HCI in water, bubba!) or 500mL of

is weighed 100g of Hg(NUs)..H,O then the beaker is placed in the
toaster oven which is set at approximately 220°F and remains

there for about an hour The beaker is cooled and rewelghed If

nltrate is then ground up W|th a spoon (spoon thrown away) and
used right away because if it sits around its going to gain water
from the air.

To do the reaction the chemist places a flask in an ice bath on top
of the stirplate and into it is added 100mL acetonitrile (CHsCN)

20% aqueous NaOH with 700mL ethanol and the solution refluxed
for 5 hours. MDA i i
HCI then she bastfles the solutron wrth concentrated NaOH solu-

been released She then extracts the oil with elther benzene
ether or DCM (chemists choice), dries the solvent through Na,SO,
and distills away the solvent to get product. If NaOH was used to
hydralyze then solution is cooled, extracted with ether, dried and
distilled to give product. Either way the yield is ~80%.

and 65g anhydrous mercuric nitrate. A small separatory funnef
that has 33g of safrole or 249 allylbenzene is placed over the flask

The method Strike just described was an extension of an earlier
published report [92] in which things were produced a little differ-

so that everythrng Iooks just Irke that of f|g 9. The safrole is then

A yeIIow preclpltate erI form as the mercuric nrtrate latches on to
the safrole. After the addition is finished, the ice bath is removed
and the solution stirred at room temperature for 1 hour.

After 1 hour 200mL of 3M NaOH is slowly poured in followed by
200mL of 0.5M NaBH, in 3M NaOH (a stock solution of this is

ently but bear descrlptlon here because it has apphcablllty as an

I|evab|y easy process. Besrdes |ts good to see how sc|ence pro-
gresses.

The acetonitrile and mercuric nitrate amounts remain the same
except they are to be accompanied by 12.6g of fuming nitric acid
(see chemicals section) in the reaction flask. Then, with cooling,

T
even 1000mL, then 19g of NaBH, is mixed in). At first things will

the safrole or allylbenzene is added juﬁ‘ﬁt@beﬁWW
is immediate and takes no more than 20 minutes of stirring after

grey then blacken slightly as elemental mercury is released and

which 100mL ice cold dHO is slowly added. Next, with vigorous

s of prnrturt
oil will appear. The solution is stirred for 1 hour and a slight
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not hydrochloride, of the acetamino-safrole intermediate (don't
ask). The chemist wants to keep these crystals so the solution is

to an anhydrous form. Had they used the available monohydrate
they would have used an increased amount of the salt to compen-
sate for the added water in order to get an exact molar ratio. But

dH,O. 40g of the filter cake is scrapped into a flask containing

the article just don't read that way! Strike, nor anyone Strike has
¢ s

rAd! N
(a catalyst, see chemicals section) and the solution stirred for 3

trate. Does that make this method impossible?

hours. Again, the precipitate will grey and elemental mercury will
fall to the bottom of the flask. After 3 hours the solution is de-
canted into a filter (the mercury stays behind in the flask), and the
flask with mercury is washed with 100mL ether which is also de-
canted into the afore mentioned filter. The ether drips through the
filter cake then the filter is washed through once more with 100mL
fresh ether. Both ether washings are combined and distilled to
give N-acetyl-MDA which can be hydrolyzed in the same manner

Surely one would hope not. What if one just used the mercuric ni-
trate monohydrate that is at hand. One's only real concern would
be if the monohydrate water would interfere with the acetonitrile in
a competing oxymercuration reaction. But could it really consider-
ing the massive excess of acetonitrile present? All Strike can say
is that someone, somewhere is gonna try it. And Strike would
really, really like to hear about it.

as before:

The next weirdo method is a contribution by Ritter. This one is
The acetyl intermediate formed by the reaction is another species Ritter's combo contribution whereby she gives all of you a nove
that one could use L iAlH,4 on to strip the oxygen rather that hydro- synthesis for making the valuable nitroethane (this is also included

lyze [26, 27]. To reduce the intermediate one can use the exact
method as was used in the Leuckart reaction or one can substitute
tetrahydrofuran (THF) in place of ether as the solvent. In using
THF the reflux goes for 24 hours instead of 4. After refluxing and
cooling, 50mL dH,O in 100mL THF is added, then 50mL 15%
NaOH, and finally 100mL more dH,O forming a white precipitate.

THF and both the filtrate (the Iiciuid stuff) and the THF washing are
combined and removed by vacuum distillation to give freebase
MDEA (~80-85%).

in the Chemicals section). Then Ritter gives you something to
think about by hypothesizing how this nittomethane synthesis can
be applied in a similar manner to make a beta-Nitropropane (not
propene) from bromosafrole. From there one can reduce using
methods Strike isn't even gonna get into here!

Nitro Compounds

Yeesh! That was what Strike wrote last year. And the sad truth is
that it did not work! The reason why is the way Strike proposed
getting ‘anhydrous’ mercuric nitrate. The baking of commercially
available mercuric nitrate monohydrate was actually destroying
most of the compound. Aside of that this recipe works! It really

Aaas

By Ritter

Nitroethane and 1-(3,4 methylenedioxy) 2- nitropropane This
method of producing the above mentioned nitro compounds is by
far the best Ritter has come across yet. The problem with stan-

dard -nitro

UOCs:

So what can be done about the mercuric nitrate probfem? The
authors in the original paper from which this recipe came from,

used is silver nitrite (al la Merck Index citing). Needless to say, this
IS going 10 be an expensive compound ta make as it /s not avai-
able commercially but must be synthesized from costly silver ni-

clearly call for an amount of mercuric nitrate that is exactly equal
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which use DMSO and sodium nitrite produce low yields of the de-
sired product because other nitrous compounds that are formed
compete with formation of the desired product. This improvernent

This compound is made the exact same way as above only .3 mol
(72 grams) bromosafrole is substituted for the bromoethane.
Some extra DMSO may need to be added to facilitate stirring. Ex-

prevents those unwanted nitrous compounds from ever forming
9 igher yield of the desired nitro com-

cept for this the reaction proceeds as stated abave. When the re-
action is complet

pound /n the case of 1~ (34 methylened/oxy) 2- nrtropropane ex-

the nrtropropene and reduce it to the des:red nrtropropane whrch
can be easily reduced to the desired amine. There is no need to
try to make this intermediate nitropropene which uses watched
chemicals (piperonal and nitroethane) anymore. Bromosafrole will
react in the following synthesis to yield 80% or greater of the 2-
nitro compound which can be reduced a_bazillion different ways to
MDA.

pmduct is surtab/e for reductlon no vacuum distillation is needed

reductrons out there that will reduce an a/rphatrc nitro group (note
this is NOT a nitroalkene). Al{(Hg) in IPA should work fine. There
are also many exotic NaBHy/transition metal salt combinations
that will easily reduce the nitro group, not to mention straight
catalytic hydrogenation. One mistake not to make would be to try
a dissolving metal reduction such as tin/HCI. The boiling acid will
destroy the methylenedioxy bridge and leave you with a frustrating

mess of tar. Also don't forget to check out the new Ammonium |

Now I ies: Nitroat}

Formate Catalytic Hydrogen Transfer Reduction detailed in Syn-

the ) ),

Ethyl bromide 32g, 26.0 ml (.3mol) or Ethyl iodide 46g, 24m!
(-3mol) is poured into a solution of 250 ml Dimethylsulfoxide
(DMSO) or N,N Dimethylformamide or N-methylpyrolidone (DMSQ
preferred), 36 grams sodium nitrite (that's NaNO; pyromaniacs,
not sodium nitrate) and 52 grams phloroglucinol dihydrate. This
stuff is expensrve but rt can be recycled Stopper all thrs in a flask

bath for 2 hours or untrl an emulsron forms. At thrs point dump all

The last recipe deserves to be last: The Ritter Reaction [not affili-
ated with the above Ritter]....

into 600ml ice water and extract w/ two portions of 200mi methyl—
d w/water th S

Ailylbenzens N-acetyl-Amphetamine Amphetamine

then dned w/ anhydrous magnesium sulfate then evaporated off in
a fractional distillation setup, collecting the fraction that boils at
113-116'C at atmospheric pressure as pure nitroethane. Expected
yield about 20 grams. That's not a ton of product but this reaction
can be scaled to any size you can dream of and yields will stay in
the 80% range.

This method was designed to produce an acetyl intermediate just
like that in the failed recipe a few paragraphs above using only
sulfuric acid and acetonitrile [93]. This reaction works, in theory,
in a so-so manner on allylbenzene but not on safrole. This
method will not make X for many reasons. So why does under-
ground literature and DEA forensic scientists keep claiming that it

does7 Stnke doesn't know either. Lef's see what the man who

tempts to obtain am|des from safrol (SIC) were fruitless. "[94]
AN
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now Strike is going to bitch for one entire paragraph and will then
rejoin you for the recipe at the beginning of the subsequent para-

graph.

will rise slowly to around 50°C, then start to rapidly climb towards
80°C. Most methods give the impression that this solution is going

to stop getting hotter at 80°C, but it won't. At around 60-70°C the |

will break the ether bonds of methylenedloxy rlng structure on sa-

chemlst should pIunge the reactlon flask back |nto the |ce bath If

super- cntlcal and the chemrst will have a horrlble sulfurlc acrd va-

frole. This allows the resultant phenols to dimerize and polymer-
ize with other injured safrole molecules. If one included this with
the natural protic destruction that H,SQO, is going to cause on the
rest of the molecule then this method becomes very untenable for
X. Another contention Strike has is with the idea that cyanide pro-
cedures meant as a Ritter reaction nitrile source for the conver-
sion of tertiary alcohols and t-buty! primary alcohols [95] will work
on a stralght up aIIbeenzene as has been suggested This, in

Let say, for example that there was a group of sclentlsts that

por cloud in the house. The reaction color progresses from a light
orange to black after the temperature rise. The reaction mix is
poured into 400mL ice cold 15% NaQOH solution in a PP container.
If more NaCH is needed to make the solution basic then so be it.
The N-acetyl-amphetamine is removed by extracting with ether
then removing the solvent, or by decanting the oil which will form a
layer on top. The oil, dirty as it is, is hydrolyzed with 15% HCL for
10 hours just as was done above and in the Leuckart reaction.

upon the suggestions from cerfain sources, invested in some ex-

___ pensive and elaborate equipment to safely perform the Ritter re-

action using cyanide (a way that supposedly produces higher
yieids than acetonitrile). Let's suppose that both allyloenzene and
safrole were tried with not one active compound being produced.
Next, let's suppose that these scientists were so pissed off that
they had every oil fraction from the beginning of the procedure to
the very end analyzed by mass spectrometer and found that all

Sor. Maybe someone has a way to use these cyanlde procedures

Why did it take Strike so long to get with the program? Because
Strike does not do speed and Strike has never worked on ephed-
rine. But for some crazy reason there are a few people out there
that do. Since Strike has nothing to say about it, Strike bows to the
superior knowledge of those that do.

pseudoephedrlne and phenylpropanolamlne to fnal product

that work. But as far as Strike is concerned, they are not worth
_____the hassie and/or risk.

These methods have been used and abused ad nauseam. S0 as
to not tread on the banal work of yesterday's chemist, the ad-

Hey, Strike is back. Anyway, the only people this procedure is
going to help are those interested in speed, and the only applica-
ble version is going to be the one using acetonitrile. It's pretty
simple though, and the chemicals needed are very basic. 59g al-
Iylbenzene in 200mL acetonltrlle is stlrred in an |ce bath to a tem-

the temperature remains at around 10°C An atternatlve to thls

would be to mix the acetonitrile an FROs]
the allylbenzene in. Either way, after addition is complete, the ice

vanced underground chemists associated with this bock are here
to give you the next cutting edge methods for your reading pleas-
ure. Osmium emailed Strike the journal references. She and oth-
ers discovered them Strike believes. The first recipe here is a nifty
little way to actually make phenylpropanclamine from the very
safe prop|ophenone {96-98] The |ntermed|ate made from proplo-

quently reduced W|th palladlum Although Stnke would |mag|ne
i .

bath is removed to allow the temperature to rise. The temperature
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Phenylpropanolamine. - With catalyst prepared as previously

“\ /J\H L ,I\ NOH L J\ )\ ‘cAl/escnbedf" from 0.5 of palladium chioride and 3g of charcoal, if

phenone (0.06 mol), dlssolved in 150 cc. of absolute alcohol con-

yiproparolamine in from
145 190 minutes with yields of the isolated chioride from 9.4q to
11 Og, or 84 to 98% of the theoretrcal After recrystalllzatlon from

Propiophenone Isomtrosoproplophenone Phenylpropanolamme

bottomed flask, fltted wrth stlrrer reﬂux and dellvery tube for hy- recrystallization f " ted at.103°"
drogen chlorlde was placed a solutron of 80 g of prop/ophenone

through the stln'ed solutlon at the rate of 2-3 bubbles per second
stirring and additior of acid being continued throughout tfe reac-
tion; then freshly distilled butyl nitrite, b.p. 75-81° , was added
through the reflux condenser in 2-3 cc. portions until a total of 61.8

ephednne) one wouId next need to reduce that alpha carbon OH

group to get the flnal amlne Stnke understands that the current

red P or other |od[ne related protocols So when you meth heads

tho
portion-the reac ruin every aspect of those methods as well, wh ¥4
tlon mlxture slowly became a yellow-brown and after several more The folloywmp 0as as wel, W at will you do then
mmutes a light yellow color, after which a second portion was thinks) that have applicable use [99-100]
upon ’
a thlrd portion was added, etc. The mixture gradually warmed up

addition of the nitrite was about n/nety minutes. Stirring and bub-
bhng of hydrogen chlorlde were continued for another ﬂfteen min-

Whlch t:me it became qurte dark The next day the ethereal solu— OH Amphetamine
tion was_slowly stirred info dilute sodium hydroxide “containing ine

edly extracted with
cold alkali until no more product was obtalned The alkallne ex-

talmng sufficient ice to keep the react:on mixture cold In thls Phosphonlum Anhydride Actlvatlon NPronvlbenzene y To a
manner whrte crystals of lsonrtrosoprop/ophenone were obtamed solution of 5.56 g (20 mmol) of tnphenylphosphme ox1de in 30mL
A 06.0 -

y:eld 71 g., or 72 5% of the theoretrcal When treated w:th hy- 1.57 mL (10 mmol) of tnﬂ:c anhydride in 30mL of dry methylene
droxylamine (hydrochioride) i aikaline sofufion for sevi
formed, on acidifying, a voluminous precipitate which was recrys- 1.369 (1 0 mmol)} of 3-phenyl-1-propanol in 10 mL of dry methylene
tallized from alcohol and melted at 230.5-231.0°. chloride was added and the precrpltate vanlshed in 5 min. An

SO/Id all at once and the slurry was stlmed at room temperature for
-202 - -203 -




4.5 h. The mixture was washed twice with TN HC/ [may want fo

BUILD FROMSCRATCH |

skip the HCI or wash with ~5% NaOH afterwards when using this

over MgSQ,, and passed thru 5 short plug of silica to remove tri-

phenylphosphine oxide. Evaporation afforded 1.079 (89%) of

The methods in this book have thus far been presented under the

ss liquid.”
g

a i . ; o
dehyde etc. are still available. We know that safrole, isosafrole,

Second method:

piperonal, ephedrine, P2P and the like are currently schedule |

"MeJSrCl Nal - CH,CN as an Efficient and Practical Reducing

dure for the present

controlled-substances.Strike-has no-doubt that natural oils such |
as sassafras and nutmeg are going to eventually be banned as

Agent IUT Dellly"l- Hll,unul: r\ 1yl-uuur ProCequrcTor e prestit
reduction is as follows: To a mixture of Me;SiCl (1.54 mi, 12

well. Tn anticipation of such an outcome, Strike is going to launch

a preliminary strike against it. The following is the culmination of a

mmol), Nal (1 84, 12 mmol) and acetomtnle (0.6 ml, 12 mmol)

hexane (2 ml) The mrxture was shned for 24 h at oom tempera-

lot of research on how to build x and meth precursors essennally

whole other book could be wnnen on the subject and still not

fure. Dilution with water, extraction with ether—and subsequent
| isolation process gave ethylbenzene (158 mg) with sufficient purity

cover the merest fraction of possibilities. So Strike has narrowed

in 75% yield.”

est yields us|ng the Ieast restrlchve chem|ca|s and procedures In

Wow! Strike ought to consider taking up speed as a second habit.

some instances the science may be a litfle squirrelly, but one |
should keep in mind that, as far as Strike knows, all of the follow-

Those reductions looked freaking easy!

|ng procedures are legal to perform except for those that actually

enu upn
eral pathway of synthesis that Strike is talking about.

Spead m i _
S

8o

ine them without those extra OHs or methylenedioxy ring struc-

fures attached to the benzene core. The
are, however, more uniquely suited for X precursor production be-

cause they take advantage of the hmdrance that methylenedioxy

ll[]g bll uu.urca
This helps to better assure that mono chloromethylations or bro-

minations will occur whereas di- and tri-substitutions are possible

on-a-n

o<+

be using (please don't ask).

it would be pretty pathetic if one had to start the synthesis of a

complex molecule such as X from somethlng l|ke phenol but it can

be tdone—H TOWEVEr,;

legal, there is no excuse not to start as far up the ladder as

204 -
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po is-i i _catecho

One can get a ton of pyrocatechol and play with |t ad nauseam

gote H | Using some of the techniques mentloned here and others men-
HO\(S O\!)\ tioned God-knows- -

N~ A these pre-precursors. An OH or methyl group can be added here.

Gualuwol Salicylakdahyds A-methoxy group can be stropped away or added there Brom|-

nations. Alkylations. Believe Strike, if you

someone has already done it or the methodology is in place for
to be done

-%'—-Ni

QORC:

Y

And wouldnt you know it... -someone already has. Without a doubt
Stri

<

in thls section for this edition. Strike had little faith that someone

would-actually-apply the (lsgal) recipes here from the first edition,
but one person named Merlin did! Not only is Merlin the hand- |

somest chemlst around (seen a picture) but she/he has prowded

some

]

thankful for years to come. Maybe not now. But someday soon.

o

e

SR

Y
T‘i

Q

C D
H.CI Br e
34 5-Bi Safrole
1-benzyichloride 1,3-benzodioxole
oH /I\o /l\o
H
~Y NN A
A— U, — T
= =
oo o Az
Protocatechualdeivyde Plperonal Iscsafrale
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salicylaldehyde and the other has concentrated H,O, (at least

30%). Both sahcyialdehyde and the Hzoz are dnpped in sumulta—

ture needs to be kept at 48 55°C wnth external coohng for 30

CI)HO Ll)H minufes. After addifion the solution stirs for T hour at 20°C to give
HO a yield of catechol at 85%. | coks pretty good don't it?
MO R
u\ /J u\ OMe OH

METHOD #1 [107]--122g salicylaldehyds is stirred into T of TN
then 1420g of 3% hydrogen

peroxide SO|UtIOr‘I (HZOZ the exact % SO|UtIOr'I one fi nds at the gro-

ry
rises to 45-50°C. An ice bath is apphed |f the temperature starts to

METHOD #1 [101 103]--Before a chemlst attempts thls proce-

why Stnke has included a hybrid apparatus hke the one shown in

rise above 50°C. The mixture then stands for 15-20 hours, neu-
. ; ] ’ h stillad

figure 14.

of all its water so that all of the stuff that remains in the flask is

Into the reaction flask is added

completely dry. 500mL toluene is poured into the flask and slowly
all the while being stirred to break up the

912g crystalline guaiacol and
1500g regular 48% HBr which

e

crystalline mass. The pyrocatechol W|Il dlssolve |nto the het tolu-

filtered and the stuff in the f|lter cup can be washed with a Ilttle

is then slowly heated to reﬂux

there to allow the bro- 9
fresh hot toluene which is combined with the original filtrate. The momethane that is formed to
echol leave the reaction flask but is
to crystallize out; which can then be separated by filtration. The still 'cold' enough to keep the
remaining toluene can i istittati tiorm
allowed to cool again in order to afford a second crop of pyrocate- flask. The noxious bro- wea™5

chol. If desired the catechol crystals can be placed in fresh hot

moethane condenses in the

(yield=70%) into the chilled methanol in the
] collection flask. This will keep
- == i irred in a i
3-neck flask with two addition funnels attached. One funnel has that the chemist will not die [Figure 14]
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from breathing said gas. The reaction refluxes for 4 hours during

nuclear winter or body parts at the beginning of the article. Strike

which time the temperature that registers directly above the warm
re starts to

clrmb beyond 95- 97°C then it is time to stop the reactlon Some

ok because guaracol is s0 cheap that the chemrst couldn't care

The apparatus to use is the reflux apparatus wrth drylng tube seen

a water trap because HCI! gas will be evolved. 50g of gualacol is

less. The reaction flask contents should take on a slightly pink
————~color—The reaction-mix-is-oxtracted-hot with- 2X 1L toluene and

placed in the reactron flask and heated shghtly to make it liquid.
Th

both the toluene and water layers saved. The toluene layer is dis-

causrng a vigorous reactlon to begin. When the addltlon is com-

tT]ed to remove any water that it may have absorbed and, upon
be

ptet
oil bath atop the stirplate. After two hours of reflux, the flask is

separated by vacuum filtration. Reduction of the toluene volume

allowed to cool down WhICh w1ll cause the catechol to crystallize.

lt-is- a-goodi
| And

echol.

then stir or shake the flask so as to break up the crystalhne mass.

That aqueous Iayer that was saved can be removed of most of its

W|th hot toluene When the tquene cools a few hundred more

Next, some foluene or benzene Ts poured into the ﬂask and

solvent Iayer is separated, cooled and processed as usual to yleld

grams of catechol will crystallize out but will be contaminated with
d

catechot(70%):

vacuum distilled such that the pyrocatechoi will distill over first,

METHOD #3: [109]--1 part guaracol and 2 5 par1s Me3$ISNa in

about 80% or 600g of catechol.

glves 80-96% catechol

pa

ratus of th|s procedure for a more crude approach [104]. This re-

(Cu(CiQy,),)-ascorbic acid (that's vitamin C, bubbal) are mixed in

port shows some dudes de-methylafing an amphetamme with
proach with

about 30% catechol.

good yields was also employed in ref. 83 and should work as well

work better than hydrochloric acid but, you know, whatever floats

HO HO J\

the chemrsts boat. To do this the chemlst can just plain reflux HI

before or

she can use Hl HBr or HCI and place the reactants in a pipe

Ty — 7
>

bomb tor a few hours.

Phenol Pyrocatechol

METHOD #2 [105 p725 106—108]--Th|s is super easy and uses

ground chemlstry The onglnal reference is in German but the

PYROCATECHOL FROM PHENOL

master here has translated it for you. There's something about
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There are a lot of bad conversion recipes for phenol and a few

should a

s0-s0 ones. This doesnt matter because phenol |s about as

perlment with it at her Iensure

perate peoples of the future to ponder AIthough by then they will

METHOD #1: [112]--5g phenol in dH,O is stirred 5 hours at 20°C
with some ferric sulfate (Fez(SO4)3, an addmonal 7mLs dHZO

Future drug user: "MDA!! 100mgs”

Computer voice : "Affirmative.”

27 Id-of

catechol is 2.5g (50%).

- 1 be oxidized with either performic;

formic or acetic acids to catechol. For example: phenol, formic

[ acid, concentrated H,0; and polyphosphoric acid are heated 2
hours at 80°C to give 539 n-

toxide (P.Os) is said to increase the yield.

METHOD #3: [114]--Phenol and 30% H.Q. in molar ratios of 10:3

to 10:8 is heated at 70°C for 8-10 hours to give ~15% catechol.
I Addition-of tert-butyl-alcohol increases the yield.

[ METHOD ¥4 [115]--80% phenol in aqueous H,S0, solution of pH
3 is brought to 50°C. 30% H,0, is then added causing an exo-

thermic reaction and a temperature of 15°C over 3-4 minutes time.

lulvb. I.IIE bUIullUl]
quickly cooled and extracted with lsopropyl acetone (Strike would

think that another solvent like methyl ethyl ketone could be used)
to gu;e 60% catecho!

[ One of the problems with all the current phenol conversions is that
a certain amount of other phenols, such as resorcinol and hydro-

qumone w1II be formed along w1th the catechol (dont ask) These

CausSe I.IIGy
are all so S|mllar Aside of carefully monltored fractional distillation

there are some vague strategies which can be found in the
ract references 116-118

ri i i d of
crap about phenol converswn? Well, it's probably because Strike

has never had to stoop so low as to need these methods nor
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) METHOD #1 Methylenation started out in the f|rst part of the

\,Ulnuly ualll\d a-process P.et’ty much-i

e~ pyrocatechol, 200mL dH,O, 40g KOH, 140g DCM and 125mL
/ b ethanol are heated in a sealed pipe bomb at 120°C for 24 hours.
| The solvent is then distilled off and the 1,3-benzodioxole can ba |

O
HO\/\ @ extracted from the remaining water solution uslng benzene or
=

other
1,3-benzodioxole (yield=20%).

mix WI|| work just as well under stmple reflux rather than a plpe
bomb [120]. A mixture of 220g catechol, 2729 DCM (or a propor-
DB

see from the genealogy chart Stnke feels it's best just to d|ve ethanol is refluxed in the hood for 72 hours cooled andthe

nght in and discuss the most pivotal poin E

it is: that little bridged ring structure stuck on the benzene core. with a little ether, which is combined with the other fi ltrate, and the

When the tWO OH groups of catechol are bndged the SDECleS that solution is distilled to remove all the solvent The resndue that is

Chemlcal Abstracts call it, 1,3 benzodloxole Why 1,32 Well solutlon added to it and the whole thlng stlrred really weIl for a few

the carbon that bridges the two oxygens is now counted as the #2 minutes. YOU may or may not recognize what's going on here bat——|
h it is the exact sort of thing that one uses to get the eugenol out of

1,3~ benzodloxole all the numbers change aga|n and the #2 car- sassafras oil. Any exposed OH groups (catechols) w1ll form those

bon will no Tonger count. IS y U ereis one vi a N a s

very important thing that there should be no confusIOn about. water as a solid. Any converted 1,3- benzodloxole or methyle-

That is that if one were to demethylate eugenol to gel aIIylpyro- nated compound will not have any such exposed OHs because

qulre any speCIES that has those tWO adjacent OH QFOUDS then means that such molecules will remain in the solvent layer. Thls
those molecules can be methylenated just like catechol with simi- is an excellent way to purify any of tt

o adjust for the weight differ- produced by any of the following methods. The ether layer is
ences of the different species one wants to methylenate. separated washed with water and distiled to give

4-3-benzodioxole-inabout 26-32% vields——————————————————————————
The reaction itself works by the action of Na or K from NaOH or

KOH whlch form what is called a catechoxtde dianion wnth the two METHOD #2: Later versions of methylenation get the yield up to

h e akes the two or_an at- by employing the use of a catalytic metal calied Tobin bronze

tack by a methylene halide which can be elther DCM (methylene [121] The chemist can buy this or make it herself (yeah, right) by
chioride, or dichioromethang), U m

| promomethane) or DIM (methylene iodide, or duodomethane) 0.3% Pb, and 0.2% Fe (that all adds up to 100% by the way).

DCM is cheap and works pretty well, but DBM and DIM work bet- 0.1M of any catechol (for pyrocatechol that's 11g), 3g of Tobin

teryetaremore-expet 1sive:
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bronze shavings and 10.2g DCM are placed in a pipe bomb which They found that by adding water (about 500mL) to the resction

is positioned vertically in a bucket of crushed ice with the perma- mix and then distilling it with no vacuum, that the benzodioxole will
. disti

cold, then 40mL of cold methanol is poured as'ginge.ny as possi- azeotrope is a term for when two things are stuck together whe:
ble down the inner wall of the bomb so that as fittle mixing-as pos=——they distil over). The azeotrope will separate out in the collection
sible between the two liquids occurs. Then a cold solution of 11g flask to give a clear upper

KOH (or 8g NaOH) in 15mL dH,O is added in the same manner oily benzodioxale. If one has made heavier oil species such as

n & 0CCUrs- PIPUIUII
The bomb is immediately sealed after the final addrtron up distill the stuff without the addition of water. O'I'Jt?: ;:ggof
] 1,3-benzodioxole is 70%.
g be-

fore the bomb is sealed. It is also important to note that the When doing this method the scientists confirmed something that
chemist must scale up or scale down the amount of reactants so—— hasiong be > ! €n theorized by those who study these sorts of things.
that the total amount of all the ingredients consumes no less than That is, they determined 2
90 of the vqume space of her partrcular p|pe bomb Too much chol at once l|ke was done in the above method then it tends to

- - G betow {1207,

is heated in an oil bath or oven at 105 115°C for 18- 24 hours and

the contents are then dlstrlled with the 1,3 benzodloxole comrng You see, if there is as much activated catechol swrmmrng around
- = nere DCM to react with-it then thara & ar by oo an
chemrst can only drstrll of‘f the methanol wash W|th dilute NaOH the activated catechol will react with itself and form a drmer before
sojufion and extract with ether, etc. m?BCM' / has @ chance at it. This accounts for about 20% of the
loss in yield. This was avoided by adding the NaOH and catechol |
METHOD #3: Thrngs start to Iook easier and the erIdS hrgher in small batches to the aI- O—CH
. . . i N —0CH,—0

a solvent called DMSO (drmethylsulfoxnde) Maybe you've never DMSO and DCM The DCM

heard of this solvent but Strike has. If is a common solvent used was allowed to have its way X

; ~ ‘ance: ke i % sure with substrates_then another O_CHa_O/\/

Strike believes that one can substitute DMF (dimethylformanilide) small addition was introduced, etc., until all the catechol and

for DMSO. \'?e?WETFBﬁdEd—ThrS_gradu’al_aﬁdiﬁmlr—ategy raised the yield

to 91%! Strike is not about to explain the weird apparatus used to |

1109 catechol 500mL DMSO, 100mL DCM and 83g NaOH are allow slmultaneous addrtlon of two dry products to a hot sealed

ture is brought up to 120°C elther by direct heat or by an o|I bath bet wouId be to drop the stuff down through th condener and

A vrolent reaction will start when the temperature is approached wash down anything that sticks to the inner wall of the condenser

stirred with a few squirts of DMSO

for another 30 minutes and then allowed to cool The

the previous two methylenatron methods or ong can do the supe- you? No'7 WeIl nelther does Stnke But fortunately for us, some-
rior method of separation employed by the scientists of this article.
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| one.did. And now that person, Merlin, has schooled us all. Check

out Merlin's adaptation of #3:

DCM - Dichloromethane 100mi pour into the reaction flask with

Wﬁnwlé

the DMSO.

On one occasion | dried the two solv

B e best method | have tried to produce benzodioxole in

tenns of yields and s:mphc:ty in companson fo other processe)s
e

I'm not sure /f th/s affected my y/elds but if /ts very humid Where

/f you want fo be thorough

followed by a complete novice, like | was when | started a while

ago. What we do is react and reflux the mgredients first, therr use
product with water as

Catechol - 110g, smelis like hospital toilets from where I'm sitting.
I'-'nm/ and che

an azeotrope. Once extracted we wash untfl the product is clear,

and then separate. From st take-about Six-hotrs:

and don’t try to dissolve it f/rst as it just sticks to everything, a dry

funnel and add slowly So as nol fo stop the stirrer bar. When this
is added the solution wifl sta

ad In Upe pa W or1G G g =
The reaction needs to be st/ned in a big way, s0 before we add

is /mpon‘ant that the st/ner keeps sp/nnrng, /f it all stops mowng /n

the ingredients make sure you have a clean Stirrer bar ready, 1
SS NOisy.

Sodium Hydroxide - 83g of AR grade is added in the same way as
the ¢

now the reactron flask will start to get warm as the magic starts.

Ingredients

Catechol - 110g

Now connect the condenser and the drying tube An lmpon‘ant
Poi

DCM (AR Grade) - 100ml

Cadium-Hvdroxide (AR Grade) - 83¢g
S droxide-( ) g

clumpeo in a big lump which can allow moisture to pass by,

; y
the cofton waoal in the drying tube. When this reaction starts in an-

ger it is quite "happening’, so if the drying tube isn't ffnnly placed it

wi

DMSO - Dimethylsulphoxide is a very common solvent with a

12PN

hold it in place for a few minutes or clamp it, or even tape it If

freezing point o egrees. ey i-be
o To melt, all you need to do is place the

you're using @ vacuum adapter make sure the vacuum port is

blocked off propery too, once a pjece of foil I'd blocked mine off |

bottle in a bow! of hot water for 30 m/nutes s:mple lf you ‘re /ucky

enoug o five W Y y
five, no chance. When you open the bottle you w1/l nohce that this

W/th shot out n front of my very eyes, and my dog nearly ate fif, so

ape-tin ylauc

stuff smells a bn‘ fan‘y, don't worry foo much, it doesmt get that
k and start the stirrer.
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. . . could be sodium hydroxide, and we're sorted. Your product should
already be gorng so thrngs don't normally take Iong After ten min- be crystal clear, slightly more viscous than water, wrth a very

dryrng tube and the contents of the flask wrll be a Jovely emerald
green colour this wrll last for three to four minutes and then

oppon‘umty to fan‘ and blame rt on the chemrstry, rf you don't have
a dog o blame, like 1 do. Once things die down take niote of the
time and leave for half an hour. The next thing we will do is add
500mi of distifled water, so we need it all to cool down.

catechol. And to proqress from here you'll probablv need to do this
reaction twice to get enough benzodioxole for the bromination.”

possnble [123] The potassmm ﬂuonde (KF) should be heated at

ter slowly, keep stlrnng If the solutlon is too hot the water wrll any solvents used need to be drled through NaZSO4 152g KF
evaporate and make a big mess. As the water is added you will 229 catechol and 500g DMF are stirred at room temperature for a
the condenser for the dlstrllatlon wrth a recervrng ﬂask at Ieast be allowed to return to room temperature before proceedmg fur—
500m1in capacity. ther. 19g of DCM is added and the solution refluxed in a

110-12Q°C qil bath for 1.5 hours.After coaling, the solution is ex-
tracted wnth ether the ether washed W|th water to remove any ab-

heat lots and lots. Thrs will take a Iong trme and rf youre lmpatrent

JU = 4\)
mrnutes before anything starts to happen. What we're doing here ,'EF regff Eis, the reaction time and gives higher yields on the meth-
yienation-oflargermelectles—M—

1,3- benzodloxole at a yield of 98%! Usmg cesmm fluoride mstead

is removing the water and our product benzodroxole together as

trvely easy and very satrsfylng At ab0ut 85 degrees the drstlllate : This fast method gives super high ylelds and the

will start to come over, as it drops into your coliection flask a

of oil will appear in the middle of the water. The oil appears clearer

than the water, whrch will be milky in appearance. Now all we
UIG dUGOlI 13 yU

above 100 degrees and sit down and watch TV, or have a ciga-

rette.

pension of 12 Sg sodium hydnde (NaH) in 200mL hexamethyl—
pno

in 100mL HMPT over a 10 minute period. A lot of bubbllng will
occur, and when it dies down 809 of BIM or 529 DBM or 25.2g
DCM is added

minutes about 500mL cold dH;O is added and the whole thing ex-
tracted with ether The solvent IayEr is dried through Na;S0, and

conlarns Iess orl and evenlually no orl at all ]ust water Thats rt

¥ ne it. zodi 1 tirthe
water. We just need to separate the oil with a sep funnel, wash
with water twice, to remove any traces of milkiness, which | think
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1,3-benzodioxole, and at about 30-40°C higher should come the

BROMINATION OF 1,3-BENZODIOXOLE

mother fode of yellowish bromobenzodloxole oil (yield=91%)‘ If
o . - .

that come off it into the solution usmg a very low vacuum pull as

It s L

described-inthe j usi acetic
acid as the solvent lnstead of chloroform and drip liquid bromine

into it as previously described [126, 127] to give about 90% yield

as-well.

o — O

1,3-Benzodioxole 5-Bromo-1,3-

tThhe next two bromination recipes use recyclable bromine donors
a

I rH '
DETNLUUIVAVIC

and succlmmlde and are more common than you thlnk No diox-

Hey, folks! We‘re halfway there. One can see throughout this

i re
toxic. Y

because it is a good nucleophile that adds well to things and helps

in getting other things added. AS usual, if the chemist wishes to
| useiodine instead of bromine that is perfectly okay. Since we are

talkmg about bromine here, Iet's discuss what the bromme one
/n.- \

bromine Bz

not hydrobromic acid (HBr) Br, is just heavy enough to be an or-

=

angy red hqurd at room temperature. [f one were to take the fid oft

| bromine were kept cold at all times. If one cannot get liguid bro-

0 0
hen lo of red _evaporated B MoKe |
wm come ﬂylng out It lsnt advisable to breathe so transfer of this Dioxane ]
stuff should be quick or in the hood. It would be best if the liquid Br
mme then they can assuredly get |t from the specralty gas can-
+be called
1,2-methylenedioxy-4-bromobenzene or 3,4-methylenedioxy- T Br
bromobenzene but Strike is lazy and is going to refer to it simply ] [
: N N

U\V\ 7/\1 — o\\(\_7é0

H == xote i 600mit—chior oform
| is stired in a flask and Brz from a little tank is slowly bubbled

through the solution over a period of 4 hours at room temperature.

out 190g-of bromine into the flask

so the chemist may wish to stop the bubblmg and check the
weight gam of the flask periodically. Atter 4 hours the so

hing to come over is the

Succinimide

These little beauties are Iike bromine quarterbacks in that they

The great thing about these two Specles is that they are so bulky

chloroform, then a small amount of higher boiling, unreacted

th
Br atom with any efficiency is at the least hindered #5 carbon
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which is the exact one one wants the Br to be on. Once bromin-

ated, the Br acts as a final deterrent to the possibility of a-second

| bromination. As you ean surmise, multiple brominations can be a

“Bromination for Beginners

problem with some methods After releasing their bromine, both

ed for

reuse.

This process will add a bromine atom onfo the benzodloxo/e
molecule which is important for the next

dioxane in a ﬂask Wthh is in an ice bath, aII of which is in the

is a very stmple operat/on and the yrelds are easy to achieve.

nomenally h/gh boifing pomt Wthh in the case of Bromo-

bble in an a proxnmate amount of bro-

00d. g ofr iqu > IS rapidly o to
4geLhoL(anLaanjlssLbu—p

genzodloxo/e is higher than the temperature at which it will fry
{.

mine from a gas canlster) The solutlon is dumped mto a bucket

Iarge mass of orange dubromodmxane crystals whlch are sepa-

vacuum avallable and by serious | mean down to at least 10mm.

O about six attempts until T discovered what was going
wrong and once | had a good vacuum pump it w. o

rated by vacuum filtration and dried.

eration. With a vacuum of 2mm | distil this stuff at about 100°C,

In an ice bath a flask containing 100g 1,3-benzodioxale or cate-

anai =

chol or guaiacol and 200mL awﬁmedmﬁhen?ﬁﬁgdibm-

| modioxane is slowly added so that the heat and reaction won't get

For those without a fume cupboard, proceed as below. For those

out of control. After stirring for 1 hour the solution is poured into

with a fume cupboard, the second bromination method is recom-
mended

SO yer
is extracted once with some more ether and the two ether frac-

tions combined, dried through Na,SO, and distilled to give bromo-

The Reaction

——benzodioxole{80%)-

: —~This ™ itored—for—the
bromination of 1,3-benzodioxole. The bromosuccinimide can be
purchased or made from succinimide in a way that is pretty much

Ann., vol 551, p108 (1942)). To do this method one mixes 122é

The lngredlents are placed m a reflux set-up and feft for thnee

tifled wrth vacuum, it's qutte simple.

1,3- benzodloxole 188g N-bromosuccinimide and 50UmL chioro-

ingredients

n is then vac-
uum filtered from the solids and the filter cake washed with a little
extra chloroform. h—is—combined-—with—the

Benzodioxole - 122g

iginal filtrate and vacuum distilled to give about 180g (81%)

Bromosuccinimide - 188g

bromobenzodioxole.

Chloroform - 500m/

Now the real goads on BOTH of the reactions in #2 and #3. Again,
courtesy of Merlin:

do twice to get the correct amounts. Wash'ed and dned.
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things very thoroughly. Remove the solids from the filtrate and |

Bromosuccinimide - easily purchased but ! could only find one

grade. It's a very fluffy light orargy crysta gr=use glove
brom/ne is VERY nasty.

wash the sol/ds WIth fresh solvent to get any product off the sol/ds

they can be dned and reused

Chlorofonn a vely common solvent Wthh has a rather unpleas-

nropen‘les wh/ch you dont really want to fmd out about

Place the f//tered solvent lnto a reaction ﬂask wrth your vaouum

ting down to the pressure needed here lt Wl// be powerful enough

to strip off the chioroform without adding foo much heat. If you just
turm the vacuum on the evapor:

Thefes no real order needed to get the stuff mto the react/on

chlorofonn goes in last s0 you can wash down the SO/ldS if you

ﬂask untll lt freezes and the drst//latlon stalls. So what you need to

perature getting above about 20C The solvent can be removed

have any stuck In the funnel. Set up the condenser and drying
nation

wrthout vacuum, no problem w1th that, so long as the temperature

ther way somet/mes the solvent vwll come off orange that Bromo—

Start the heat and wait. It will take about 20 minutes to get going

succinimide gets everywhere and the condenser will start fo gef
really dirty and blocked.

and there usually ismtmuct to see. The flask will be-a nice-orange
| colour from the bromine and it won't change much until just before

the end Make sure the water is running, everythmg IS secure and

lts obwous when the chloroform has fll‘llShed comlng over. If

SO make sure you stop before it gets too hot lf you are using vac-

After three hours the flask will have turned slightly darker in colour

uum it's time to stop anyway.

and the contents wrll look slightly more transparent If 50 then eve-

about Allow to cool enough for the vacuum filtration, usually about

clean everythlng up before you dlst// your product The condenser

30 minutes.

will be full of shite. Clean all your bits and replace the flask with
stirring and begin to he

| Vacuum filtering can be a bit tricky, as the filter paper clogs up

vacuum avallable that's 10mm or less don't bother.

very qulckly and stalls the process Wth thrs stuff lt is partlcu/aﬂy

distillation be will very messy A way mund that / have found (that

jtres of distiliate is likely to be unreacted benzo-
dloxole This will come over at about 80°C. The best thing to do

rsnt in any book) was [o use loads of filter papers, throw them ait

here is walt for the temperature to get to about 90°C and then stop

n bia bea and_then rinse them with solvent, then filter the y ae-flasks-and-start-agai—Dent-allow-thereachon
solvent Filter tlny amounts at a time, as soon as the paper blocks ﬂask to heat up while you change ﬂasks in fact let It cool down a
- Stop an bit - if you don't, you'll know why I said this.
least twice. Any way you can make sure that you have done two
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An ice bath is needed technically but I've never had any problems

With a new flask in place start your heating again. At around

with heat gefting out of control. So use one anyway.

T006C the proauct will start to appear. 1 hrere should e foadsof 1,
it will look very clean and clear, and could best be described as

We need:

sllghtly yeI/owrsh m colour lf you re. lucky you'll have about 1 80g

(yuck’) The bromine atom is a heavy bastard sa the molecules

Dioxane - 5009

here we/gh much more than the benzodloxole molecules 50 ex-

Bromine liquid - 990g

Stop your dlstlllmg when the colour of the d/strllate starts to get

Uioxane - s a very common and cheap salvent.

darker in colour, What's feft i the fiask is shite, andcan-bethrown
away.

Bromine liquid -

shoots out of the bottle as soon as you open it, that will make your

The recervmg flask contents should contain a very pure product.
tha naxt of: hnul

skirrand syes sting like you've iever known.

Thereis noneedtoclean tpany further—Forthe-next Siage "
ever they will need to be dried over sodium sulphate. This can ei-

Use a PP beaker, on a sti

ther be done now or later Now is better dly your product before

Grrgnard reactlon.

bromme wh/ch WI// cause the so/utlon fo get hot The crystals wrll

contents of the beaker into 2 Iltres of cold water The whole thlng

goes whoosh! and forms a huge Ilump of really mce Iooklng orange
mass. There wil

romination wi ibromodioxane

action beaker, and these should be carefully scraped into the wa-

| This_method is by far the easiest of the two methods / describe,

ter.

but because it uses bromine liquid as a precursor fo the dibromo-

What's Jeft in the water now needs to be vacuum filtered and |

had-of
1106-0f

fume extraction) is absolutely essential. Surgically removing ones

dried. ThtS should be done carefully and under the fume hood. Up

fu tlnc IJU"IL ulc bIlD'III

gonads with a blunt knife would be a much less painful way of
is stuff in the kitchen

drying might take a day or so. Often bromine liquid stays hangmg

around the crystals which makes them nasty, leave in the buchner
funnel of your vacuum fil

The procedure is similar to the reaction described above except

n't necessary as the reaction is much

that d'bromod/oxane crystals are used instead of Bromosuc-__lume cupboard or a mask.

Unless all the bromine has gone, don't go near them without a

easier. The dibromodioxane crystals are made quite easily and as

$ pn ps o 0y r ol
——farastknow-cannot-bepurchased:

The dibromodioxane crystals are now ready for the reaction. Us-
ing the same ICe bath as before we have a PP beaker contammg

Wwe gently add 200g of dlbromodroxane crystals and watch the
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THE BIG CHAPTER

solution turn a gorgeous orangy red. We leave to stir for one hour.

After an hour we pour the contents lnto 500ml of water We then

clean ether. We comblne these two ether layers and dly over so-
dium sulphate. Now comes the mother of all chapters. Three different controlled
ecstasy precursors from 1 compound: bromobenzodioxole.— This
is also the pomt that speed makers should begin to pay more at-

e e ection of this book Strike has prowded

there is no need to clean the condenser after the solvent is re- the re0|pe for making bromobenzene so that the I
moved, as there are no solids left over from the reaction. No vac- can make all of the analogous precursors.
ion either. However a
vacuum of at least 10mm is still required to distil the product. /°\(\
) O/V\/\

Although the clean up i ciT easi 2. 7 o Safrole
For those with the correct equipment this has to be the preferred °\|/K 0\(\
method. K/LB, \o)\)\/\

5-qu0— \ Isosafrole

1,3-benzodioxola

et Allylberzens

X

c. — !
=z Ca
Br

Bromobanzena \ Propenytbenzens

)
NP cHo
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in the three neck flask is stirre g Mg an In the

| pPREPARATION of the GRIGNARD REAGENT little separatory funnel is plac
. drous bromobenzodloxole or 78g bromobenzene (for speed) in
2100m A\A H
N LUUIIIL. ll_ll PR A AL =
The preparation of the bromobenzodioxole or bromobenzene is ratus will be resting in on top of the stirplate because the chemist
90109 to be the same no matter which one is used and no matter may need to throw some ice water in it during the reaction. Al-
hp 0 hemist wishes to make. This means that this -

f|rst part needs to be done correctly. This first part of preparation little mtrogen mto the head space of the three neck ﬂask before
ction begins. Another thlng to consider before beginning Is

of the bromo compound starting material [125,131-134]. Mr. Grig- whether or not to place a catal

nard eamed a Nobel prize for this in 1912 so you can bet that it's a means s that it is sometimes difficul to get a reaction gomg be-

often add a Ilttle insurance policy in the form of a tiny crystal of
iodine or, as |n ref 110 exactly 2 drops of dibromoethane into the

= t = reaction f|
U J\ - m /k best that the chemist does so anyway.
"MgBr
Bromobenzene Grignard Reagent The reaction is started by dripping the bromo/THF mix from the
lis for the chemist to place a magnesium atom tion will begin to occur after a little addition. This will give off heat
| Y ipping
onto the bromine of the bromobenaodigxgve ﬁ so that the temperature of the reaction stays below 55°C. After
change which you are going to IearnI:bl;urrn ﬁ\ _add_ltlon the solution is stirred for another hour during which time

just a bit. This means that the chemist Is go- will have dissolved info the solution, Thats it. The chemlst now

nesium_powder or has her Grignard reagent which is the entlre sol tion in the rea
. lv-Qs ution in the reac-
magnesium turnings which are thin curly-Q s tion flask. She nee

of Mg that looKk like they came fromra scour- :
ing pad. The procedure can be done in ei- ¢ ( ) because the reagent won't keep forever.
ther tetrahydrofuran (THF) or ether, but THF \

preferabie—Al-the-componentSheed o-pe X ; SAF
as dry as pOSSIble wh|ch means that the \ o nlkGI:E Or ALLYLBENZENE
' M-GRIGNARD REAGENT —————————————————
solvent |s dned through Na;SO, or distilled, ( \ ) FRO
100°C for an .
hour and the glassware is baked ':‘_f”no‘ﬁ” r— All the glassware from the making of the Grignard reagent re-
. Todiiisadiiiiadd L bL_ mains exactly the same with the Grignard reagent still resting in
ratus to use is seen in figure 15. (Figure 151 tho reactian fa !
- 4335 -
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moved. Into the separatory funnel is placed 60g of anhydrous al-

“The Grignard Reaction

lylbromide (Br—CHz-CH =CH,, see chemlcals section for how to
j d_solution

Another vigorous reaction will start and the addition is regulated

Since completing my Synthiesis of safrole using the methods de-
scribed here, | have learnt that | am the fi

[ so that things do not get out of control. After addition the soiution
is refluxed for 3 hours, cooled and then hydrolyzed by pouring the

do so. There may be. areas in my procedures that can be im-

reaction mix into 300mL ice cold saturated ammonium chloride

pro ved—Wh

as a fairly detailed account of my experiences.

——solutionimraPP-container:

What the chemist will see is two layers: a solvent layer (THF or

The Gr/gnard reachon rs well documented in many areas of

chemis

Et,0) and a water layer with a lot of suspended solids. The

erably, the chemist can vacuum filter the entire two-layered solu-
tion to get rid of all the SO|ldS then remove the water ayer

W|th fresh solvent before it is dlscarded The solventlsafrole Iayer

sible before attempt/ng th/s reachon The apparatus requmed in-

cludes: - 1000m] three neck flask, 7000ml sep funnel, a condenser
d ji b }

stlr p/ate For reasons whrch / would prefer not to go lnto the

v P
yle/ds so everythlng needs to be drred /nclud/ng the ingredients.

2U
The solvent layer is then dried through Na,SO, and vacuum dis-

The best way to dry the glassware is to cook it in your oven for

half an-hour

tilted. The first thing to distill over is, of course, the solvent. The
. A B

bromaobenzodioxole need to be dried over sodium sulphate, and

is going to be 1,3-benzodioxole and will be saved for reuse. At a

the magnesium should be cooked mn the oven along with the

glassware. Atmospheric moisture must be kept out of the reaction |

much higher temperature comes all the safrole. The chemist will
of

by using the drying tube.

that high-boiling oil is going to smell just like licorice (yield=87%).

complex substance that before now, was only a gift from God to

o
surriniary

mometer and sep funnel to be attached to the reactlon ﬂask The

man via plants. Man took this gift away from her fellow man but

ra.

thermometer is placed well below the surface of the flask con-
tents. If the temperature rises above 55°C jce will need to be used |

e

clairh her right to self determination. Albeit illegally of course.

to coo/ thmgs down a bit. So the three neck flask will be sn‘tlng in

it IDD' UdUI uri lllﬂ =

stead of THF the ether will boil well before 50°C is reached giving

And it would certainly be illegal _if Merlin had actually done the

use, Merlin's accounting is astonishing:

a better indication of how hot things are getting.

The Reaction

Place 12g of magnesium into the flask along with 200mi of THF

and stir. Place 100g of bromobenzodioxole along with 200mi of

234 -
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THF into the sep funnel. It is recommended that an iodine crystal

The allyloromide is slowly added to the Grignard reagent. it should |

is p/aced in the reaction flask and before the condewer s at-

move any afr As / dfdﬂ ‘t have any mtrogen aval/ab/e / Sklpped th/s

be added as carefu//y, lf not even more so than the bromobenzo-

v y
start to get gomg There is no need to keep the reaction under any

Ul IUUI”D‘ |lll.U HIU IGODHUII

flask. When the iodine is added the solvent will begin to turn

particular temperature but if it gets foo hot in there your so/vent
hoils, a sure sign telli

brown. Although thls /ooks like the fodme is jusl dissolving it would
o re S cay rlhvfhpm;m.

was much more vigorous than the first, which was fun as I realised

tmust be WOIKlllg

After all the allylbromide has been added, the solution is heated |

d/oxo/e Into the reachon flask and keep a close eye on the

and al/owed to reflux for three hours, and subsequently feft to cool

m o4
Htes:

ermoimeter, rememberin ure should niot—be
allowed to go above 55°C. If the temperature does begin to climb

Prepare a 300m/ saturated ammonium chloride solution in a

too fast stop the addltlon and walt untl/ it reduces to at least 40°C

Although the react/on was described as bemg vigorous, in my ex-

2000ml PP contalner by addmg 225g of ammonium ch/onde to

into the ammonium ch/onde so/uhon Two /ayers w:// form wh/ch

perience there wasn't much fo see except a rapid rise in tem-
d the

contain a big 1oad of suspended solids - which are removed by
vacuum fiftration. These two [ay:

so/utlon shou/d be dark brown Il7 co/our The so/utlon shou/d now

dark greeny-brown with only tiny partlc/es of magnesrum that WI//

sep funne/ and a//owed to sett/e The water /ayer is dyscarded

HCL and then once wrth 50m/ of water Any remaining water must

be sw:rhng around as the so/uhon shrs Whats left in the ﬂask is

happy in the know/edge that very few (on/y me up untl/ now) have

then be removed by drylng over sodium sulphate. Now all we

seen this bromobenzodioxole - Grignard reagent.

Using a standard vacuum distillation the solvent is distilled off.

us from the

This shouldn't take oo long. The first thing 10 come over afier the
solvent was the safrole, which with my vacuum (2mm) started at

above reachon pour 60g of a//ylbromlde mto the sep. funne/ As

pro
dried over sodium sulphate. This stuff is rea//y nasty, use a mask

around 90"C The safro/e w:// be a c/ear /lqurd shght/y viscous and

pect a y/eld of around 859 No further cleaning up is necessary,

please be wamed.

at least or a fume cupboard if you can get access to one or fill the

and the safrole can be used as is for any further reactions.”

You can see now why Strike is so proud of this chemist's hypo-

thetical work. 1t |s the most professmnally written and applied ex-

perim

when Strike tells you that these three contributions were the first
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chemical experiments Merlin had ever done. Here is this rookie

solution is refluxed for 30 minutes. The solution is hydrolyzed with

applying some of the most advanced, and often difficult, organic

same to give an -hydroxy intermediate (please don't ask, but the

4 b raunal
SYNNCITs Prov arounun

yield is 81%).

Is this a testament to Strike’s masterful book writing abilities?

What the chemist has is an alcohol intermediate which is not what

methods'? Maybe. Stnke Ilkes to think that it is a testament to the

(no, Strike is not gay!).

she wants. If she were o fllck off that OH group then a double
i b

be bome [26]. So what the evil chemlst does is place 609 of the

- PIPERONAL or BENZALDEHYDE FROM

really small flask, attach the flask to a distillation apparatus and

GRIGNARD REAGENT

start heating with vacuum. As the OH group is being kicked out it

Wi
Lid

os the same

; :
more water can be seen evolving then the reaction is finished.

Grignard solution and the same apparatus except that the Grig-
nard solution is poured from the three-neck flask into the separa-
- i cleaned and dried and

However, the chemist contmues to heat to dustnll over all of the
isosafrole which wi =91Y
intermediate). If the chemist wanted to she could perform the

put back in place or, if the chemist has a spare, swapped with a

5 i =
tion setup and stop the reaction when a temperature of 170°C has

= Uc

(no, that's not the same as N-methylformamide) and the ice bath

been reached [28 p698]. The oil is still going to have to be dis-

tray is put back mto place. The chemlst is going to need to cool
is going to

tilled to-purifyitthough—————————————

have to stock the ice bath with dry ice and ethanol. The Gngnard

solufion is dripped in so that the temperature of the reaction flask
| contents never rises far from -20°C. After addition, the solution is

allowed to come to room temperature and stirred at that tempera-

o

what was done .for safrole except that 300mL cold 30% H,SO,

solution is used for hydrolysis instead of ammonium chioride

(yield:ﬁ7°/..) Get it? Good

—— ISOSAFROLE or PROPENYLBENZENE
FROM GRIGNARD REAGENT

wilkdoexactly
what was done for piperonal except that the chemical in

three—neck ﬂask is going to be 30g of propanal chilled to -15°C.

er_the solution reaches

room temperature, the ice tray is removed, heat is applied and the
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flask of the apparatus shown in figure 16. This who
a little involved but it really isn't. The flask has all the components

erator using H,SO, and HCI/NaCl which happens to be the exact

Why sure you can. Here are all the anothers to make that gene-

same generator that the chemist is gaing to have anyway so that
she can crystalli iZzati

alogy map of total precursor synthesis complete.

tion). Either sulfuric acid is dripped into the HCI/NaCl or the valve

onthecannister s opened so that @ gentle, steady Iitlle stiream of
HCI gas starts bubbling into the reaction fluid. The

[~o [0
o]

needs to remain between 25-35°C as the bubbling continues for

with dilute sodium carbonate solution and once again with .water.

~NF CH,CI

The solvent is dried through Na;SO, and distilled to give what is
N ; . A - o

1,3-Benzodioxole Piperonyl chloride

70-90%). Now, if this procedure does not work as described then

one should bfame the Japanese, who said it would and then pro-
ceed to try it over again except this time one is going to add 30g of |

CHLOROMETHYLATION

zinc chloride.

not only turn

PIPERONAL or BENZALDEHYDE FROM

CHLOROMETHYL INTERMEDIATE

1,3-benzodioxole into a methyl chloride but will work equally well
in converting plain old benzene into -

important £ The benzylchloride compound made in the previous recipe can be
/ are imp converted fo piperonal or benzaldehyde using a chemical called
stepping stones towards the produc- f hexami i

1
h—For—example;

benzyl chloride is a schedule | con- ‘

methenamine or hexamethylenetetramine, is a weird looking

trolled substance because it will beget \ n
and phnnyl:r‘nfnnitrilp }

chemicalthat is easily made from formaidehyde but is better off
being purchased.

(a precursor for phenylacetic acid).

[~ [~—

The best method Strike found for this

d T | ]

[135] does not use ZnCl which is

Y NN

a facilitator to the addition of the chlo-

L 2

romethyl group [37 p538, 136]. Sirike

2

n
had occurred so Strike will proceed (Figure 5]

Piperonyl chioride Fiperonal

5 -3=benzodioxole, 99y ) -
paraformaldehyde and 500mL toluene are placed in the reaction

In a flask with stirring is added 158g piperonyl chloride or 126g
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benzyl chloride, 140g hexamine and either 500mL 50% aqueous

dripped from the separatory funnel inta the reaction mix_over

o
vel—a

acetic acid or 500mL 60% aqueous ethanol The solut|on |s re-

cont|nued for 15 mlnutes more. When cool, the solut|on is ex-

period of 3 hours dur|ng wh|ch tlme the solutlon will blacken and a

! e stuff is poured into
500mL hot water, cooled and carefully aC|d|f|ed with co‘hcentrated

tracted with ether, the ether washed 3 times with water, dried
illed to afford piperonal or ben-

H2.SO, or HCI. The whole mix is vacuum fi ltered from the tarry
resi

zaldehyde (yield=70%). The two products are quite fragrant which

you know that a lot of methylamine is produced as a side product

vacuum distilled to give protocatechualdehyde or vanillin
- 0).

of this reaction? How it can be salvaged Strike has no idea.

When making vanillin from gualacol the chemist can smell suc-
cess bes OF.
ne

PROTOCATECHUALDEHYDE FROM PYROCATECHOL

can even flavor cookies with the stuff (truel). This

chualdehyde or van|II|n usmg what is called the Rlemer-Tlemann

R|emer-Tlemann method is also an excellent way to get sallcylal-

everything the same except uses NaOH mstead of KOH.

reaction onty
works on benzene molecules that have an OH group. One needs

ALLYLBENZENE FROM BENZENE

to use KOH |nstead of NaOH because lt is bet'ter at promo’(lng

from gualacol then there needs to be a little ethanol in the react|on

i L in"a manner
similar to the prevnously mentloned method where P2P was made

as well.

by merging benzene and chicroacetone using AICl;. This method
is for speed m

OH ?H

of 1,3- benzodloxole However, this should work in a limited way

or catechot.—The conversion factor is very low but that isn't a ma-
jor concern of speed chemists because ¢

precursor and all of that benzene that |snt converted can be run

fore she knows it, the chemist will have amassed an enormous

Pyrocatechol Protocatechualdehyde

amount of allylbenzene [139, 140].

To proceed one can merely throw all the ingredients intc a reac-
tion flask and reflux for 5 hours or one can do the more prudent

=
Nz LA

way as foIlows Uslng the same apparatus ln f|g 15 one places

dissolve the salt Next 1109 of catechol or 1259 gualacol is

added and sl|ghtly heated to dissolve. The condenser and add|-

“brought to 70°C in an oil bath. 2409 (160mL) chloroform is sIole
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to

reducing a solution of CuSO, with zinc dust). The solution is |

purchase but Strike is going to tell how all three are made in the

slowly heated to a mild boil for 10 hours with the temperature kept

Chemicals section.

AT
oW

below 17‘;0{\ Some rrng soi
nolic compounds are mixed with the tar, safrole and unreacted

Everythrng needs to be anhydrous and the procedure begrns by

gle-neck flask. 90g of powdered anhydrous AlClg fs added wh|ch

oenzooroxole These phenols are removed by shaklng the mrx
with 5% NaOH sol ion, extracting with ether and action

trlllng under vacuum to give unreacted 1,3-benzodioxole and Sa-

will cause a vrolent reaction and heat. A condenser is immedi-
i d the solution

IIUlU \ylcm—ou IO}

is allowed to come back down to room temperature. The react|on

dllute HCI solution and the benzene layer separated When the

There is one other benzene to aIlylbenzene method that you

maglcal clay and other s|m|lar catalyst add the allyl to aryl in rec-

benzene layer is distilled the first things to come over are perfectly

y wilLcome

ord fashion. To read more check out ref #143.

WHI-GEM

the high boiling allylbenzene.

ISOSAFROLE FROM PIPERONAL

afts method that

[26]-This will work just as wi -

Strike does not have the space to go into. Friedel-Crafts works

penylbenzene as it will in converting piperonal. This is like the

e

used in place of plain old benzene. Also, there is a significant

"
it

was the most street-applicable article Strike has ever come

amount of unwanted byproducts and molecular rearrangements

people read more about th|s method before they attempt any such

across, but the greatest thmg about this amcles recrpes is that

thrs has to do no doubt wrth the fact that the most accompl|shed

reaction. amphe emists co-authored the work: Drs. Shulgin and
SAFROLE FROM 1,3-BENZODIOXOLE e ~0 ~o
~o ~o oL 0.k
o L o X T L
\!( \W — T 7 l\/\CHO W\
\/ Z S Piperaonal Isosafrole
1,3-Benzodioxole Safrole

-

| [141, 142)--This is similar to the Friedel-Crafts method but is less

T i y an application of the Grignard reaction but
is a lot less troublesome because it uses really common chemi-

harsh and has been proven successful at producrng safrole ln a

1,3 benzodloxole and 0.15¢g powdered Cu (Whlch can be made by

cals This method can be done as |t was done in the reference

propane and bromoethane are cheap to purchase or can be made
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from propanol or ethanal). These phenylbutenes will produce a

CRYSTALLIZATION |

perfectly respectable amphetamlne that make an excellent sub-
' going to describhe

the isosafrole synthesis as well.

1- bromoprOpane for the phenylbutene or 469 bromoethane for

All of the rempes in thlS book glve ecstasy freebase Oll as the fmal

able to crystalllze it |nto a distributable, usable form To do this

isosafrole or prop ory-funnek
In the flask is stirring a solution of 14g Mg turnings and 50mL an-

one is golng to place a hydrochlonde (HCI) onto the NH; group of

hydrous ether and the bromine compound is dripped into the flask
- : - . . o

not affect the drug in any way In fact if one were to Iookat the

tra 10 minutes. Next, a solution of 50g piperonal (or 35g benzal-

active ingredients label on almost any pill bottle in the pharmacy
one can see that the drug therein is referred to as ‘what-

dehyde) and 200mL anhydrous efher is placed in the separatory
reagent over 30 min-

eyer-drug.HCl'. 'fhe drug companies crystallize their freebases

utes time. The reaction mix is then refluxed for 8 hours, hydro-

lyzed by the addition of 75 mitice cold—saturated—ammenium

chloride solution and vacuum filtered to remove the crud. The

To do'thie, one is going to generate a dry HCI gas by using the

etherial filtrate is washed with ice cold 1. 5N HCI solutlon dried
ord_a

the reaction flasf( is

residue of 62g of crude alcohol intermediate (almost 96% yield!).

to be the exact kind of interme-

placed about 100g
non-iodized table salt / \
(NaCl) and ZOOmL 4 s

diate that was produced by the Grignard reagent reaction with
r Cn

e 30 35% HCI (agaln

propana ~a= r—So
what the chemist does is apply the 1g of KHSO, to that crude al-

cohol lntermedlate and process it just as was done before to give

isosafrole—or —propenylbenzene—or 3.4-methylenedioxyphenyl

-1-butene or phenylbutene (yield=81%!). This is a great little pro-

Strike is stressing that '
tha!—$2—00lgal—poel—‘. .

cleaner 30% HCI stuff
works greatl). These
amounts do not have

cedure.

to be exact. All the

using enough salt to

bmd the water from

i§ placed an arbitrary
amount of concen-

trated (96-98%) HZSO.; (let's say 100mLs). The HCUlsalt mix

Ana U

Ut
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mix the salt and acid, and occasionally during the addition is pref- There i

erable. dure. Strike listed ether, DCM and ethanol as crystallization sol-
vents—But—the one chemists should use I1s DCM. That’s

In a plastic container the chemist dissolves her golden yellow right...DCM! Strike is telling all of you right now that DCM is an |

freebase olil into some DCM, ether or ethanol. The chemist theg absolutely superior solvent for crystallrzatron In fact it is so good

- ; I th

white, puffy HCI gas will start to exit the glass rod or pipette which half of the recipes in this book.

vent/freebase solution to bubble the gas through the solvent. Most of the fina i | inthi j i
for the chemrst to take up the final free base product in DCM.
Usually eeba DCIV dark. Used to be that

base that the chemist has is not 100% pure (which it usuaIIy |snt) Someone-Who-Is- Not-Strrke (SWINS) would have to distill the |

then there is gorng to be a ittle pre- crystalrzatron crap that will freebase to get clear yellow oil before crystallrzrng because when

crumbly, nugget- lrke appearance lf thrs stuff is gorng to come out ored crap would contamrnate the frnal product But not wrth DCM.

Vi i e grungiest (well...not too grungy) freebase, the crys-
bling. When the chemist sees this she stops the bubbling and tals that come out a
vacuum f|lters thrs stuff from the solution. Every time the chemrst the contamrnants that none remain in the mass of crystalled final

ter cake with a little extra solvent Before she d|scards the filter vent!
with the crap in it she washes it with a [ittle extra ether because
And no, that colored crap is not 'dirty X'. If one were to try it they in it are werrd Crystals produced by ether are IrttIe and powder-

—wouldendupygettingsick—————————————__pulfy, Nothing wrong with that per se, Buf the crystals produced in

DCM are large, crystalline an

After the crap is removed, the bubblrng is resumed and in about shouldnt be a difference, SWINS swears the effects are more

of the pipette. Crystals erI start formrng everywhere and, |f

enough freebase is present, the whole solution will become a thick There are some alternatives to this HCI generator type of crystalli-
f beautiful ite MDA HCI crystals. It is the most satis- zati i
fyrng srght o behold These crystals are removed by ﬁltratron purchased Also, one can crystallize with very concentrated

by pou e Stutt directly into the ether/freebase
neath a warm|ng lamp. The remarnrng solvent still has more free- [26] Regular 35% HCl can do this too, but the water content may
base and it wrll be bubbled as many times as necessary o drssolve the MDA. HCl or make the crystals strcky whrch means

X erI appear but there wrll be another small forrnat|on of coIored ter.

[ crap. This s also discarded.

One idea that Strike thi
generator and bubble as much HCI as passible into as much sol-
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vent as can be spared by the chemist. What the chemist now has -butyrolactone, dopamine neurotaxic
is a reagent of super—saturated HCl/solvent Th|s solvent can be 6- hydroxydopamlne drugs enhancing GABA function such as

y i d obarbitone, and & atory amino aci
crystalllze All the chemist has to do is dissolve her freebase in as a"t39°"'5ts such as Dizocilpine and Dextromethororayn Let St
little solvent as possrble then pour in some HCl/solvent reagent. tell you this: If you had a buzz you would not have it very long if

f

means that the chemlst won't have to keep settlng up the genera-

[ tor apparatus ali the time.

ANTIDOTE

With all that X lying around someone could conceivably OD on the
stuff (an average dose is 100mg) This has never been reported

tlon Str|ke knows because Strlke researched this fact very thor-
oughly.  About the closest the government forensic scientists
| come to attributing a death to X is by stretching the facts of a case
so irresponsibly that it can be at times qulte amusrng Usually, the

QUlllclllllly III\U I'\ IUPUI LUU Ladots UI
death attributed to the drug ecstasy”. But if one reads the case
report it is always about how the subject had been malnlmlng

abnormahtles pnor to taklng the X Such people are npe for an

[ adverse reaction. Aftributing such deaths to X is about the only
way scientists or doctors can further whatever agenda they are
being paid to further.

It is almost impossible to OD on X. A lethal dose is 70 hits for
God's sake! Because of this, and the fact that there is rarely an
e not go-
ing to be very familiar with the proper treatment. So, if such a
L¢]
how it is treated [155]. The most immediate concem for any am-
phetamine overdose is fatality caused by hyperthermla (body gets
ae nf nffnhfc

ht-And
on the human body, but any of the following drugs, alone or in
combination, will help: 5-HT uptake inhibifors such as Fluoxetine
and Citalopram, 5-HT antagonists such as Ritanserin and Me-
thiothepin, dopamine antagonists such as Haloperidol and
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 CHEMICALS middle neck of the flask, a stopper in one of the side necks andin |
the final neck attaches a simple distillation setup 300g of sulfuric

acidi
dGiG =

lution. The heat of the reaction alone will allow for the distillation

ALLYL ALCOHOL ff the allyl bromide as it is formed during the addition. This should

collected is washed w1th dilute sodium carbonate solution, dried
istilled to give product which boils at

‘;e"CfaﬁS reactions but is the major stepping stone f°r‘m:k;rl’r$];t 68-72°C (yield= 92-96%) Allyl chioride is made using HCl instead
distillation apparatus (no vacuum Jbubbal) with a tube leading of HBr.

h H
away from the vacuum adapter to a NaOH solution trap. 4009 BROMOBENZENE

and rapldly heated S0 that it reaches 195°C in about 30 45 min-
utes during which time CO; and a little disfillate will evolve. is

ivi i i ing
is continued untll a second wave of dlstlllatlon oceurs between the

benzene and 0.5mL pyridine (slightly watched chemical). A con-
denser 5 attached and a drylng tube made from a vacuum adap—

ﬂaslf s allowed to cool to about 115°C. 125g more formic aCId is (thIS W|l| allow for the collectlon of HBr gas that will form dur|ng the

add d and the solution heated again to 260°C collectin all the el ¢S
e uti 9 9 condenser. 125g (40mL) of liquid bromine is poured down into the

ceiving flask. A third formic acid addition is done to insure that as Le.aCtiO” flask through the condenser and the drying tube is imme-
much allyl alcohol as possible is obtained. ~What the chemist has o A4
and the died down the reaction is allowed to warm up to 25-30°C by re-

allyl alcohol is distilled collecting the fraction comes over below ?;::;L:: ”E:_ ice bath and sir there for 1 hour. After 1 hour the

aqueous solution that is 70% allyl alcohol. This can be made an- untll no more red bromme vapors can be seen. Remember, all of

h b ing it with potassium carbonate, distill d that HBrvapor
ydrous y refluXIng it with po u |s°| ing an vaged as perfectly usable 48% HBr solution by distilling that water

and collecting what comes over at 126°C.

the chemist should really do is use the 70% solution directly in the
production of the more preferable allyl bromide in the next recipe.

The reaction solution is washed once with water, three times with
5% NaOH and once more with water. The benzene Iayer is dried

ALLYL BROMIDE through Na,SO, and distilled with no v

tion between 150-170°C. This fraction is then redistilled and the

[146 p42)--This stuff is cheap and legal to buy. However, Strike
has a premonition about the future security of this chemical. Ina fraction-coming-over at 154-157°C-is the pure bromobenzene.———
ETHYL. ETHER

1d-300g-98% fr-nn
oG cof

centrated) H,SO,. After a few minutes of stirring 385mL of the

70% allyl alcohol made from above or 233g pure allyl alcohol is

| added. The chemist now attaches a separatory funnel into the
-252 - -253-

Ethyl Ether--this is a condensed and modified version take from




"Practical Organic Chemistry" by Vogel (3rd ed., 1966 [37]). A 750g. of crus i i i .

simple distillation set up is used W|th a magnetlc heatlng stlr plate and a rapld stream of sulphur d/ox1de (from a siphon of the liqui-

y are being taker that the outlet
tential to ignite and explode any stray ether vapors. The d|st|llat|on of the gas-de//very tube id below the surface of the bromine layer.
set up is used except that a two holed stopper is placed in the top The rate of flow of the gas is adjusted so that lt is completely ad-
onen 3 N orhbea able to cool the 2 =
and a small separatory funnel the collectmg flask is packed in ice contents from time to time. The reduct/on is complete when the
and ice cold water is coursing through the condenser. mixtore—assumes uniform yeliowish-brown or yeIIOWIsh colour

which is unaffected by further introduction of st -
W|th brlsk stlrnng 75mL Everclear (ethanol) is poured |nto the re- cess of the latler gas should be avo:ded as it will be evolved dur-

y E ed Wi a
unt|I mcorporated The rest of the d|st|IIatlon apparatus is con- shon‘ st/lll head and condenser and the mlxture is dlstllled The
nected and the solutlon slowly heated to about 140°C. Next main product WI/I pass over at 125—126" / 760mm but the tem-

mate dlst|llat|on output that one can see condensmg over into the res:due is sulphuric acld The dlstlllate is redlstl/led from a Ilttle
collection flask,  The temperature must remain between ——barium bromide i order to remove traces of sulphunc aCId and
140-150°C. After all the ethanol has been added (which should the fraction, b.p. 125-126%-constan

have taken approxmately 90 m|n) the d|stlllate that has collected contalnlng 48 per cent. HBr— collected. The yield is about 1150g.

the ether WlIl form the top Iayer here) The ether can then be drled

through sodium sulfate and used or can be distilled to purify. Br; + SO, + 2H,0 = H,S04 +2HBr.
FUMING NITRIC ACID Method 2 (from otasslum bromide and sulphuric acid). Potassium

UIUIIIIUE (c‘in) Ib ml ) 1n a litre flas an
This stuff is way too expensive to buy especially since it can be the latter is cooled in ice or in a bath of cold water. Concentrated
made so easny 500mL regular n|tr|c aC|d (HNOz) and 500mL sulphurlc acid (180ml.) is then slowly added Care must be taken

no vacuum. A reddlsh haze will appear over the reactlon l|qU|d bromlne may be formed The solution is cooled to room tempera-
WhICh w:lI distill over to give an orangy—red fuming nitric acid dis- lure and the potassium bisulphate, which has separated is re-
rk moved by fiftration through a ha
funnel or through a sintered glass funnel The filtrate is _distilled
fre
IIUHI [z} - -
48% agq. HYDROBROMIC ACID lected; this contains traces of sulphate. Pure constant boiling point

hydrobromlc ac1d ls obtained by redlstlllatlon from a llttle barlum

try"[371) cal.
"Hydrobromic acid. Method 1 (from bromine and sulphur dioxide). Method 3 (from bromine and suiphur). (1). A 1-iitre three necked
- A mixture of 600g. (or 188.5ml.) of bromine, 250ml. of water and flask is charged with 27g. of flowers of sulphur and 550 mi. of
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water. The flask is equipped with a dropping funnel (with tip below phide (either form a freshly chagged Kipp's apparatus or from a

the surface of the water), a water sealed mechanlcal st/rrer and an cyl/nder Of the gas) passed in as rap/dly as it can be absorbed
used rubber stoppers are generally satlsfactory The ﬂask /s im- itis almost colourless) and most of the sulphur sticks together in
mersed in a bath of water at 60° the mlxture stirred wgorously the form of a hard Iump The sulpur is removed by f/ltrat/on
(125 5ml) of bmm/ne are /ntroduced from the dropplng funnel glass funnel), and the f/ltrate is bolled unt/I the Iead acetate paper
dur/ng about 20 minutes. The remperawtmtmﬁxtﬁre—tesfmgenm s negative. The solution is filtered
rises rapidly as the reaction proceeds; the flask is cooled mo- again, if necessary. The hydriodic acid is then distilled from a
mentanly ina bath of cold water /f the condensed brom/ne vapour 500ml Cla/sen ﬂask and the fract/on b P- 125 5- 126. 5° / 760mm.
added the mixture is heated on a bo:I/ng water bath for 15 min- conta/ns 57% of hydrogen /od/de The yield of the constant boiling
utes. The reaction product is cooled, and filtered from residual ~ acid is 785g. or 90% of the theoretical.
intered glass funnel.

The filtrate is distilled and the constant b.p. hydrobrom/c acid col- HS +1,-->2HI + S
ected a - mim. yieldis 805g.

Note. The hard lump of sulphur remaining in the flask is best re-
Note. (1 ) The reaction between bromine and sulphur in the pres- moved by boiling with concentrated nitric acid in the furme cup-
enceof waternay be represented-by-the eguation: beard-"

3Br; + S + H,O = 6HBr + H,S0, } LITHIUM ALUMINUM HYDRIDE (LiAlH4 , LAH)

It is rather slow at moderate temperatures and_the hydrobromic

--Everything here must be performed in the hood and every-

X . thing must be as absolutel < I -
progress. By carrying out the reaction at 50-70° or above in the Jing must t ly water-free as possible. The appara

S0

presence of a large excess of water, the inhibition observed at 30mL Et,O (ether) and 23.5g lithium hydride which is stirred for a
t few mmutes Inthe separatory funnel is placed a mixture of 71 Zg

o ZY 71 PaY Y
ILIVVBI lclllle ULMIUO ATATAVIS By e ap e
a alumi

drlpped in at such arate that the reactlon produces enough gen-

Cognate preparatlon taken as one intended for HI (hydroiodic
K 0 Br).

reactlon gets out of control When the reactlon has VISlbly ceased

=, Ib blldlyb'u Wltll o llll)(' the Chemlst f-[ters h Whl .
ture of 480g. of iodine and 600mL water. The central aperature is qum_ filtr the whit particulates from the solution by vac

f/tted with a stopper carry/ng an efficient mechan/cal st/rrer leading

filtrate is distilled with no vacuum until the residue that remains is

g syrupy then the rest of the ether is removed under vacuum to give
pect/ve/y with 3 leacn tube for hydrogen sulfide extending well a residue in the flask that is LIAIH, (86%).

below the surface of the liquid and with an exit tube attached to an
inverted funnel just dipping into 5% sodium hydroxide solution.
The mixture is vigorously stired and a stream of hydrogen sul-

When scnentlsts were ﬂrst synthestzlng L|AIH4 they found that it
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was necessary to have a tiny piece of LiAH, already in the reac- will form in the hot solution as the flask is being heated. No harm

tion vessel to facrhtate the start of the reaction between the LiH done. Either the second batch of crystals form on their own or the
chemist, after removing a third o quid allows the k t0.coo

bemg added and added until the solution would suddenly burst which will readily bring out a 5900"‘-“ crop. This second crop of

info an uncontrolled reaction. It was determined later that wha € ate IS
e R " P once again returned to the reaction flask to be reduced in volume

taking for the protective coating of lithium hydroxide to dissolve by distillation.

hydride has such a coating. Some people found that a drop of The chemist may have to do one, or possibly two more volume

lodlne would negate such a phenomenon but it was fma“y shown reductions before all of the excess ammonium chlonde is removed

smoothly ThlS means that the chemrst needs to dry her ether after the last removal of ammonlum chlorrde is a Ilght yellow
through Na,S0O,4 and dlsfll it before use. The last thlng fo say is : Ll
d alumi- filtrate. The chemist puts this to distill once more. What often

happens next |s that while the chemrst goes off to watch TV the
solution will di

METHYLAMINE solution will become an instant mass of methylamine hydrochlo-
ride. It this deesn't happen for the chemrst then she W|Il ]ust re-

num chloride separately.

tremely watched and extremely easy to make Its best to make have is a nice mass of methylamlne hydrochlonde crystals that
thrs chemical in Iarge batches. In the reaction flask of a srmple she-separates by vacuum fiitration.

The way the chemist knows that she has methylamlne and not

10009 of ammonlum chlonde The mlxture is slowly heated to
[ 104°C during which time all of the ammoniurm chioride will dissoive
and the solution will be a bright, clear golden color. Lots of
sparkly CO; bubbles will be evolved and as the solutlon ap-

of crystals Ammonlum chlorlde crystals that come from thls reac-
tion are white, tiny and fuzzy. lhe methylamine hydrochlonde
I d 2

sparkly. The chemrst leaves the methylamlne crystals in the
Bhbhllcl Iulllll=l UI lllc deuulll Ill\l
filtrate to the distillation set up so it can be reduced one last time

to afford a second crop. The combmed methylamine hydrochlo-
ride fi

hours of maintaining the temperature at 104°C nothmg more will
distill over and the heating is stopped. If the solution is allowed to
heat over 104-105°C then there will be pmdurt loss

[ AS the solution cools a big old mass of unreacted ammoniurm chio- : - -
ride will form. The chemist removes this by vacuum filtration and beaker of hot ethanol and chilled. The methylamine hydrochloride
saves the crystals for reuse at another time. The golden colored that Tecrystallizes in the cold ethanol s vacuum filtered to afford

clean, happy product (yield=50%).

to reduce its volume by about a third. Temperature is not so much
a problem now as the chemist will let the stuff distill over at what-

ducing solution
is so concentrated that the remaining ammonium chloride crystals

Th H H i i g’
LR}

classic “Methylamine FAQ". It was Strike's first-ever introduction to
this person’s work and it is still Strike’s Tavorite:
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ing amine will not require purification, though, so it will be left upto |

“Synthesis of Methylamine/Methylamine HCI via Hofmann Re-

you whether or not to perform those steps.

arrangement

using the Hofmann rearrangement react/on One way is to react

To make methylam/ne we start W/th Acetamide. The general, un-

the primary amide with an alkaline-halide solution (eg - Sodim
Hydroxide-and-Bromine). The other method is to use an alkaline-

CH;CONH, + Ca(OCl), --——> (CH;CONCI),Ca++ + H,0

hypohallte sofution (eg Sodium Hydroxide and Calr:/um Hypo-

chlorite). The astute observer will niotice that there is *rro* chemi=
| cal difference in the two processes. One produces the Hypohalite

then

in situ, the other uses the Hypohahte ltself Subst/tutlon of various

| have p/cked the best comb/nat/on of max:mal yleld and ease of

(CH3CONCI},Ca++ + NaOH ----> CH3NH, + Na,CO;

ava//ab/l/ty Feel free to prove me wrong ; -). Also, at least one text
ields

than Sodium Hypobromite. This delicious vmd/cat/on is expected
since Chlorine is @ more reactive halogen tnan Bromine. Now, we
| are going to use Calcium Hypochlorite, in the form of powdered

*CAUTION* Methylamine IS a po:sonous noxious mflammab/e

as Chlor/ne gas though wh/ch can be produced /f one is care/ess

pool shock, because concentrated Sodium Hypochlorite is a rare,

i thie beginming!

because of this.

O forre in fers onfea
One-referenice-to-keep-in-mind{Thanks-te-J-W—Smith-for-sending

this one)} concerns the first step of the reaction.

The main example presented will be the alkaline-hypohalite

method as it is the easiest o a?qmrerthﬂartessary chemicafst
| is of interest to note that the aftkaline-halide method is much easier

Whitmore and Thorpe, J. of the Amer. Chemical Society, Vol 63,

to perform, process- wise, in that it is more forgiving of sloppy

Aprit 1941, pt118

PN T
ecrmnmique.

ss is that the hypohalite will

ch/oroam/de before heatmg fo degradat/on temperature Wlth th/s

convert the amide to a haloamide. This then spontaneously

rnod/f/c lion it was possible to prepare methylamine...consistently
in 78% yield."

charnges to the isocyanate when heated and decomposes-to-the
amine from the water present. In effect, all that happens is that a

Carbony! (CO) group is stnpped off the starting amide to yield the

0
pre purlfm::hnn are around 80%,

In my expenence, this is a *true* statement. Please remember to

post-purification average around 65%. Certain uses of the result-

keep the reactants well iced, though. Now, to begin:
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", ctoel
IIIUD\) Steer

mixing bowl, prepare an ice bath with water and salt to bring the

After the bowl has been sitting in the ice bath for a few minutes,

temperature down to 1 oc or so. Setup your glassware for srmple

need to be performed qurckly Use a vacuum adapter to connect
fo the receiver flask, and aftach some T

| tubing fo the vaccum nipple to connect to a bubblier setup (a fun-

add the Acetamlde solutron Stir well untrl the solutron has cooled

bow! in bursts of no more than a couple mL whrle st/rr/ng wgor—

ere will be no fizzing or bubbling at
all. ThIS depends on how cold you kee

nel mven‘ed ina beaker ora plastlc aquar/um aerator tube) The

mg in rt (you wrll add pre—heated o/I to the bowi).

slowly you add the pool shockl Reahstrcally, the considerable heat

taskl Keep an add/tlonal 50g of ice on hand to throw d/rectly mto

*NOTE* In order to make this as painless as possible, please ob-

the mixture if necessary. This squtlon *may* evolve Chiorine gas

serve the folIow:ng recommendat:ons 1) Keep the mixing bow/

chlorite solutlon as rt is belng added as cIose to oC or Iess as pos-

outs:de) Keep stirnng unt/I rt has calmed down and turned a turbid

it for 2 hours, stirring occasionally
and makrng sure that it never gets warmer than 5C.

—__sible; 3) Affer half the Hypochlorite solution has beern added, place
| a plastic bag with 50-100g ice/salt/water mix into the bowl to help

keep temperatures low (use this instead of directly adding ice. to

After the 2 hours is up, add the Sodium Hydroxide solution quickly

’ g
the process less volumelrically efficient); 4) Purchase an 8lb bag

with stirring. The solufion should immediately tum a chalky, milk
white. That's because a lot of So

of ice ahead of time!

ated. You no Ionger need be concemed over /ts temperature so

you-can-teavethe sofutioninthis st erhaps

hours have passed by too quickly and you've suddenly realized it' s

Next you will prepare three solltiors.

2:00am.

10g of Acetamide in 20mL of distilled water. 16.4g of Calcium Hy-
pachiorite (Pool shock) in 50mL of hot distilled water 24g of So-

dium Hydroxrde (Lye) in 40mL of cold distilled water

Pretreat @ water batf on the stove (or wherever) fo abouf 80C and
place the stainless steel mixing bowd in it. Once the temperature of

This last solution should be prepared slowly as if is quite exother-
mic—Set all three aside in a freezer. Now prepare the mixing appa-

the solution hits a'bout 65C take the bowl out and set aside while

is exothermic enough to sustain it's temperature' nicely. If you find

ratus which w:ll be a sta/nless steel "mrxmg bowI" suspended in

s0 that heat transfer will be max:mal whrle preventlng any corro-

the temperature climbing past 800 immerse the bow! rnto some

to faII at which point youshould transfer the whole mess to the

sive lnteract/on A glass bow! will not be sufficient for larger scale
enough-to prevent the

reactants from going over 10C (at which point the Haloam/de will

distii It} O Choose whether
you want to make the hydrochloride salt or the aqueous solution of
Methylamine, though.

decompose and youll have [0 start over). Take the Sodiumm Hy-
| droxide sofution out of the freezer once it is cool, but not cold.
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to effect gentie borllng whrch wrll dr/ve off the Methylam/ne as a

natic acid straight from the jug onto them and swl'rl.

One particufar problem to watch out for is the sucking back of

bubbler solut/on (be it plain water or 6N HCI) into the receiver

below atmospher/c and therefore cause th/s to happen but it has

References Joumal of Chem/cal Educat/on v14, pg542 Organ/c

/stry, pg574

several imes with me. Needless fo say, this results in a serious

mess and *botches* the whole process (I have found a cure for

this by using an autormnotive one-way vacuum valve, like a PCV).

Methylamine/Methylamine HC| via Schmidt Rearrangement

Continue heatrng the ﬂask contents until you have collected

Thrs reaction is qurte srmllar to the Hoﬁ‘nann Rearrangement but it

srred amine. ere the Hofmann it has wrde appllcatron and versa-

For the aqueous solution: Pla istil er into

tility, yet also has excellent yields in many cases. It will also
preserve the chirality of the starting Acid/Anhydride, which is not

your bubbler setup The expected“ not theoretical, yield of Meth-

plastrc aquarium aerator tube as the bubbler wrth excellent results.

of /nterest to us, but an lmportant fact to note The restnct/ons on

versely react wrth erther Sulfunc Acid or Hydrazorc Ac/d it wouId

Sure beats using an inverted funnel.

be a cnime if I didn't a/so mentron that the Schm/dt Rearrangement
has much gre -

Forthe FCI salf: Do exactly as above except use 6N Hydrochlorlc
Acid. 6N HCI may be produced ic

boxylics, but that is well beyond the scope of this FAQ. See Or-

Acrd” to 100mL wrth d/stllled water Evaporate the bubbler solut/on

heat gently fo a boil with constant motron until dense whlte fumes

rangement you start off wrth glacral Acet/c Ac/d You m/ght be

appear Thrs wrlI remove the Ammon/um Chlorrde Remove from

off the flltrate until_crystals lust begin to form Allow the soin. to

sayrng to yourself Uamn why bother with the Hofmann' since

dled wrthout a fume hood under any* crrcumstances Really Thls

cooI naturally fo room temperature then cool further in an /ce

The y/eld of Methv’amlne Hydrochlonde should be around 55% of

rs commg from a guy who has no problem d/strllrng Ether solutrons

cause you “can generate the Hydrazorc Ac/d in srtu usrng Sod/um

the theorefical.

Azide and toncS ve fiot p s be-
cause / don't have a powder addition funnel. Anyway, Sodium
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adequate upward ventrlat/on or at least w:th the air flowing away

fronT you.

tween Sodium Az:de Acet:c Ac:d and SUIfUI'IC Ac:d ! myxed 5mL

* * Thi i IVE and
HIGHLY TOXIC! | am not exaggeratmg' Do not, under ANY cir-

37C) Use Iatex gloves to handle, and dispose of small quantltles

of each mto a smaII cup underneath my fume hood" Though 1
it like it was ex-

using plenty of water followed by dilute baking soda/water.

pandmg, my heart started racmg, and | feIt more weak and con-

minutes, but Needless fo say, this procedure is a 'tad' on the

water in a beaker Add 400mL of erther Chlorofonn or Benzene to

dangerous side. You have been *warned*.

this paste (dependmg on what you have avallable but be consis-
tent |;

flask situated in an ice/salt bath, drop in a stirrer magnet, attach a

Theory behind this reaction’is:

Cfai, ! iti X ; =
ture cool to OC.

R-COOH + NaN; --H,50,—> intermediates -—H,O—-> R-NFHz ¥
co

tes (O==C==N)

Place 499 of cold concentrated Sulfuric Acid into the addition fun-

just like the Hofmann Rearrangement. The isocyanates are de-

composed with
of similarit between the Hofmann and the Schmldt reactions.

Before I detail the synthesrs steps, ! should note that if you wish to

nei, but only after you make sure the stopcock 1S trned OFF. Lver
uch that the flask

contents stay around 1C, and never go over 5C. This might take a

separatory funnel (ventilation is absolutely required here) and

19 Sodium-Azide,

you mfght need a powder addition funnel. This bit of equipment is

separate out the aqueous layer. Your HN; is dissolved in the Chlo-

roform/Be. )
nzene-layer—f-you-wish-to determine the exact concen-

quite pncey and lts likely you won't have one, so the first part of

drazoic Acid separately. tration of the acrd you may titrate it, but the react:on generally
goes to completion with no secondary hydrazide
as you kept the temperature where f told you fo. Some HN. might |

fo Some HN3 might

There are three vanations on this process you may choose from:

have gone to the aqueous layer, but mostly the result/ng Sodrum

OLJII
moles of Hydrazoic Acid over the the total moles of HNa and your

1) Add Hydrazoic Acid to a Carboxylic Acid/Benzene or Chloro-

form mixture (O.Re
Add Sulfuric Acid to Carboxylrc Acid/Hydrazoic Ac:d/Benzene or

solvent (Chioroform = 117g/m, Benzene = 78g/m).

Chloroform m:xture (thrs IS my prefered method) 3) Add Carbox-

b Making the Amine (Al Variations)

ric Ac:d or Sulfunc Ac:d/Benzene or Chlorofonn mfxture )
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are for simple distillation with a claisen adapter, or Wesf qondenser
o " more distillate comes over, then turn up the heat and hold the re-

) v , 3 JCHOR temperattire-at 104C Uil once again, nofhing else comes
condensed solver;t vapors. ‘ over. This should take from 4 to 5 hours. The dict;

fain interesting things, so check out footnote 1 for details on what
to do with it Next_the reaction-fi.

e-reaction-fla € cooled raph y {0

o) Specifics for Varfation 2 roqrrll temperature by immersion into first a warm water bath
: swirled, “ana then an ice bath. Filter the solution on the vacuum
Buchner funnel to ~ ;i i ;
Drop your stirrer magnet into the flask and add 250mL of Benzene Concentrate the filtrate using moderate vacuum and gentle heat
or-Chloroform-(take-your-pick), Next-add .25 moles-glacial Acetic unti-the volurmeis reduced to halt Filfer the mother liquor once
Acid (15g) then .5 moles Hydrazoic Acid with stirring. Warm this again after cooling quickly to yield a second batch of Ammonium

solution to about 40C using a waler bath. Make sure all joints are Chioride, ~19g.

wly. The
reaction is mildly exothermic, so t{ike care and watqh tﬁe_tem-

iltrate 10 a ceramic evaporating dish and heat on a

' vert to the hydrochioride salt form, first water bath unti a crystalf _
:lcjilcfia;i s:éiufr%,:nan;%,;n? of 10% N};OH solution and stir well. quickly then filter the mess on the vacuum Buchner to yield ~96g
gh i ioi tals. Filter to recover. 0 o p of crystals, ~18g. Concentrate the filtrate |
through it to precipitate out the crystal a lhird time as far as possible using the water bath, then store the
dish in a vacuum dessicator-toaded-with-Sodium Hydroxide in the
Methylamine HCI from Formaldehyde and Ammonium Chio- prtltom fo[ 24 hours. Add Chloroform to the residue left in the cru-
ride cibte™todissolve out Dimethylamine Hydrochloride (distill off the

Chioroform to recover - good
vacuum Buchner funnel to yield an additional ~20g of Methylam-
i i Stals in the funnel with a small

This is least desirable of all sses [What do you . '

mean by that? This is really easy to do! And the yield are ﬂn'e!]. portion of Chioroform (~10mL).
f Iyt?llltﬂlto, aud I’t TOYU U‘O

substantial labor to get a decently pure product. Not "Iqbor" as in _

difficult but "labor” as in a lot of it. I would suggest this onfy for Purification of the Methylamine HCl is in order now, so transfer all

T S ST SR e e X uué product to a 500mL flask and add either 250mL of
(note - N. Coffey found formaldehyde at Home Depot - look for absolute Ethanol (see i i - -
Wildewcide™ and dissolve it i enough water ake o SolU- Butyl Alcohol (see Footnote 4). Heat at reflux with a Calcium Chio-
tion fo depolymerize the paraformaldehyde). ride guard tube for 30 minutes. Allow the undissofved solids to

settle (Ammonium Chioride) then decant the clear solution and |
CoOl quicKly to precipitate out Methylamine HCI. Fifter rapidly on

Place 250g of Ammonium Chloride and 500g of technical Formal- the va
dehyde (37%, Formalin). Rig the flask for simple distillation sl (see Footnote 3). Repeat the reflux-sefttle-cool-fitter pracess four
that a thermometer extends into the reaction mixture, and a Liebig
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| more times.if using-absolute Ethanol, or two more times if using n- even need to be recrystallized (the reaction goes to completion
Butyl Alcohol. The yield of Methylamine HCI should be 1 00g. with no side products). The reaction is:

Footnote 1 - The byproducts of the first step are Dimeth- CH3;COOH + NH,CONH, ——> CH;CONH; + CO, + 2NH,

cooled raprdly to promote smaller crystal formatlon tom flask in prepara t/on for simple refiuxing wrth magnetic stiring
Footnote 3 - According to the original document, centrifuging is and wrthout cool/ng water (or use cool:ng water heated fo about
the most satisfactory method of drying products because of their L ii

so that the bulb is around 1cm from the bottom fully lmmersed
Heat on the mantle gently to bring the temperature of the mixture

then transfering to'a vacuum dessicator loaded with either cor-

centrafed Sulfuric Acid or Sodium Hydroxi
| not normally necessary to have absolutely dry Methylam/ne HCI

denser and probably subliming in it as well unless heated "cool-

anvwa ing"™ weter ¥
yway. Hold at reflux untrl the temperature nises to 195-200C (approxr-
Footnote 4 - The solubrl:ty of Ammon/um Chlorlde in absolute mately 1. 5 hours) Allow to cool then rearrange the condenser for

anol 15 0.6g7100g a oo y d
neglible, even at its boiling POIH? If you use ”'BUt.V’ A’COhO/ .VOU Heat to collect nearty pure Acetamlde stan‘lng at 200C with most
wrll only need to pen‘orm 3 reflux/filter operations fo oblain suffi- coming over from 274-27 6C IF the product smells strongly of mice
. - amineHvdrochloride. ation from warm methanol is in

order To recrystalllze take 50g of Acetamide, dlssolve in 40mL
warrii Memanor add—100mtEther to—crash—itout and—atlow fo

| References to this section: Sharp & Solomon, J. Chem. Soc. 1477 stand. If no crystals have formed after an hour or so, gently
(1931) emer, J. Chem. Soc. 850 (1917) Sommelet, Compt. scratch the inside of the beaker with a glass rod. if your product is
rend. 178,217 (1924) HofmannAnf: 79, 16 (1851) only-faintly-odorous-and-is-colourlessto-white, then it is consid-

ered pure. Melting point is 80.5C.

, e trom Acstic Acid and U

Synthesis of Acetamide from Ethyl Acetate and Ammonia

Urea is conveniently obtained as a constituent of many fertilizers
and so it is easily obtained. Sources have indicated that a 501b

bag-can-be-purchased-for-$15-in-the US._it is of less than ideal Ethyl Acetate is allowed to mix with concentrated Ammonia solu-
purity from this source, so some washing will be in order (with tion for several days to make Acetamlde Thisis a very attractlve

what?). Glacial Acefic Acid is easily obtained shotoaravhic——————method-because 3
| supply stores in high purity and for cheap as well This reaction
produces Acetamide with such purity that the product does not
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which should com omplete
mantle. Yield shouid be greater than 24g

Dehydrate at Ieast 100mL of grain alcohol to y/eld absolute Etha-

Reduction of Nitromethane

710l 74m ere 2 [ tity of Ethrarroi to-a
round bottom flask with 225q glacial Acetic Acid and 3g of con-

The _fower nitro

centrated Sulfurlc Ac:d Heat at reﬂux on an eIectrIc heatlng man-

column to distill oﬁ‘ the crude ester at 76-77C Change receiver

are eas:Iy reduced by a multitude of systems, but by far the easi-

0 the highest yielding, is the Iron/Hydrochloric acid
system The reaction fs:

flasks and recover the excess of Acefic Acid, bp 118C. Wash the
m_Bi-

carbonate solution then add 50g of anhydrous Sodium Suifate (the

HCI 4 RNO; + 9 Fe + 4 HyO weeeeenme > 4 RNH; + 3 Fes0,

salt of Sulfari i
>100C for several hours) and distill the pure dry ester once again.

Yield should be greater than 70g.

First, your N:tromethane *may* require purification, especially if it

was for"fuel" use i this case, it ieeds to be vacuum distilled af a
vacuum of better than 100mm Hg. At that pressure, it will come off

b) Reaction of Ethyl Acetate and Ammonia to make Acefamide

at ~47C. Dlshllatton at atmosphenc pressure is possible, but !/ do

pound and because :t S ﬂash pomt is 420 Its your choice.

~ A H
U Annora

solution (~28%) to a 500mL round bottom flask with a stirrer mag-

net. Plug the neck w:th a thermometer ln a thermometer adapter

nous (stop the st/rrer occas:onally to check) Attach standardd:s-

*CAU TION* The Iower mtroalkanes form shock and/or tempera-

Hre—se pound arnines and hydrox-
ides. BE CAREFUL DAMNITI You have been wamed.

fillation apparatus but leave © € [eceivel atfirst,
connecting a short piece of rubber tubing to the receiver adapter

Wthh is submerged ina beaker of dilute HCI (10 20%) Heat gen-

When no more bubbles come over then attach the receiver ﬂask

Heat the reaction mixture to 100C and hold for 14 hours. A tem-

perature reguiator is necessary it using a heatmg mantle else use
a large boiling water bath (if you wi

and commence distilfing acefamide from 170C up, rapidly. Run
il

doesn't run out).

lation slows to a crawi, remove the receiver flask and set aside in

= ! Up IHG 57 e um—;u IUI llIB
distillation then use the recelver flask as the distilling flask and a

At the end of this time, allow to cool then add enough 25% So-

glass container with screw-lid top as a receyver Run 80C water

water bath or w:th gentle electnc heat to dnve the Methylamme off




Additional notes - Nitromethane is found in high performance RC

oven to collect thecrystals of Methylamlne HCl (hygroscoplc/)

model fuel, usually as a mrxture with methanol and various

shop, was 55% nltromethane

I The yield should be approximately 15g (95%)-

ing-a Tin/HC! Q\/prm

Johnson & Degering, J. Am. Chem. Soc., v61, 1939, pp3194-3195

which w;Il give an equrvalent yield in a much shorter time W/th the

disadvantage that Tin is a much more expensive metal. ine balr
i i ws:

Hydrolysis of Hexamine

Hexamine, mar

2CH-NO, + 6Sn + 12H+ -—-> 2CHsNH, + 3Sn(IV) + 4H,0

easrly and convenlently produced from Formaldehyde and Ammo-

lWES SUILllIUIlb Form
erizing, with heat, Paraformaldehyde (the only ingredient in OTC

Cognate procedure: Setup a flask with reflux condenser in WhICh
.25 mol of nitromethane, .38 mol of granulated Tir1 metail ana
have been added. Carefully pour 115mL of 31 45%

MildewCide). Hexamlne is then reacted with Hydrochlorlc Acid

hydrochlor/c ac1d (munatlc acld) down the reﬂux Condenser in1 0—

pouring the next aI/quot If the react/on seems fo get out of hand

(excess:ve frothlng, vapor escaplng the reflux condenser, efc...)
ackens back down

6 HCOH + 4 NH3 —-> 1 CsH Ny + 6 H,O 1 C5H12N4 + 4 HCl + 4

Once all the HCI has been added, heat the mixture to reflux with

H0 -—> 4 CHNH3*HCI + 2 CO,

an electric mantle for 1hr. Af the end of this time, allow to cool,
h, then add, carefully, a chilled solution of

75g sodium hydroxide in 125mL of Water If the ﬂask contents start

add slowly! Since methylam/ne readlly dissolves in water you WlII
need to distill the react/on contents carefully to first Ii erate the

product is best captured by bubbllng the distillation vapor lnto a
beaker of hydrochloric acid (Use a siig
above by evaporating the bubbler so-

{ution to yield the crystals (take care when evaporating HC/ solu-

fai

a) Preparation of Formaidehyde

heating mantle and cork in the neck connected to a gas bubbler

immersed in at least. OmL o distilled water. Heaf the parafor-

temp. regulator is absolutely necessary for this step or use a sifi-

formaldehyde gas in about 91% yield. Alternatively, the gas can

T -4

oven,s, lungs, etc...). [Vogel's, pg 892]

be bubbled through the Ammonia solutlon d/rectly (only for the
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ately, 55mL of methanol should be added to it to prevent floccula-

tion (repolymerization).

air of average hum/d/ty (65% rh) they may be contam/nated W/th

some Hexamine. Washing 100g of the crude product with 100mL
of Chioroform by stirring in a beak

b) Preparation of Hexamine

many times as necessary, will remove Hexamine. Methylamine

HClHs insoluble in-Chioroform where examine js at the rate o
1g to 10mL.

H .
= 6—€X

tremely poisonous and quite noxious. Perform this step in a well-

ventilated area (outside or with direct exhaust of the fumes)!

Synthesis, March 1979, Blazevic, "Hexamethylenetetramine, A

Versatile Reagent in Organic Synthesis", pp161-176 *

454mL o ormaldehyde solutio im—or 490mtof
|l 37% technical arade solution is *slowly* poured into a tall beaker

NITROETHANE

containing 250mL of 28% Ammonia Solution. St/r vigorously the

7=

care that the Formaldehyde solution is not added too rapidly oth-

[148, 149]-Strike couldn't find any decent nitroethane synths ex-

erwise it will boil over.

cept for a couple of Chemical Abstract articles. One suggestlon is
to tre.

and 0. 0645 moles of Kx.CO; at 125- 130°C Another route would

yp
action has been used to nitrate other oaraff ins and would probably

work.,

( CA U TION excess ammon/a W/II be l/berated/)

tuckity for D
some very nice protocols for this extremely important chemical.

The yield of Hexamine should be 140g, white crystals.

The first recipe below was sent to Strike unsolicited in the mail by

I3 an
SGHhechen

Strike was not given a complete citation with the article and so can

¢) Hydrolysis of Hexamine

only give a partial reference for this arficle. Sorry):

(31 45% HCI) with vigorous st/rnnq After aIl is added heat on the

mrxture of ethyl sulphate [EtO-SOz-OEt] (120 g. ) and sod/um ni-

water bath Th/s will dr/ve off the formed Carbon D/oxyde and then

less to /ust barely wh/te de//quescent crystals

trite [NaNU,] solution (120 g. in 160 c.c. of wafer.) The bottles
ere shaken mechanijcally for 20 ho he pressure being re-
feased at intervals. The contents were then poured into a sepa-

lqlllly IUIIIIUI, CIIIU I.IIU |2/ %/ o] rayc'l ~ear

chloride and distilled at 14mm., the distillate up to 60° being col-
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used agam) The drstrllate was fractlonated at atmospher/c pres—

used to reduce species such as mtroethene to nltroethane That

sure, and the fraction of b.p. 114-116° collected. This was shaken

d

certainty-sounds Teasomnabie. Now where the hell can one find ni-

troethene?

redistilled b.p. 114-115.5°. Yield, 124 g. (31% or allowing for re-

cavered ethyl sulphate, 43.5%).

SODIUM AMALGAM

ing

the same qdantities of ethy! sulphate as above. The recovered
nitrite soiution (lower layer) fro e fil
| adding approximately 16 g. of sodjum nitrite per 160 c.c. of solu-

[37 p194]--This is done in the hood because it has the potential to

is place
15.2g of pure sodium metal with no stlrbar Sodium metal is ex-

tion . Yield, 185 g. (46%, or allowing for recovered ethyl sulphate,

plosrve when put in contact wnth water. The sodium is rmmedr-

P L.YEW

65%)

the hotplate Near a temperature of around 50°C the metal wull

appeared in the Theoretlcal section of thls book

melt in ithe hot toluene and at thrs point 7509 of mercury are
added drop b bub-

bhng of the toluene but thrs witl drmrnlsh as the add|t|on continues.

Whenaddition-is comp olu-
ene leaving just enough to cover the molten catalyst so that it will

preferred), 36 grams sodium nitrite (that's NaNO; pyromarniacs,
| not sodium nifrate) and 52 grams phloroglucinol difydrate. This
Stuff is expensive but it can be recycled. ) S_topper all this in a flask

“Ethyl bromrde 32g, 26.0 ml (. 3mol) or Ethyl IOdIde 469, 24ml

oxide

not degrade by exposure to the air. Now, wh||e stlll hot the tolu-

(DMSO) or N.N Dimethylformamide or N-methyipyrolidone (DMSQO

to store it in, the rest of the toluene is decanted and the air space

fiushed with nitrogen before sealing the container. The amalgam
the chemist made is one of 2% strength

bath for 2 hours or.until an emulsion forms. At this point dump all

SODIUM BOROHYDRIDE (NaBH,)

shed w

info 600ml ice water and extract w/ two portions of 200mf methyl-

yviwater three times

then dried w/ anhydrous magnesium sulfate then evaporated off in

[15§1]--This catalyst should really be purchased rather than made

a fractional distillation setup, collecting the fractior that boils at
113-116'C at atmospheric pressure as pure nitroethane. Expected

because its use in underground chemistry is limited and is hardly
" h - N

the 80% range "

y:eld about 20 grams Thats not a ton of product but thrs reactlon

tial as a precursor to the NaBH,CN in Strike's #1 method of
e ere are a lot of ways to make this catalyst, but the least
mvolved is the one using boron trifluoride. What the method calls |

for is an apparatus called an autoclave. You know how usmg a
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The only other thing Strlke has to say IS that some have hinted

ast

vacuum-¢

lower temperature? Well, an autoclave is a device that causes an
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increase in pressure so that things will get to a higher temperature
W|thout bo||rng YeeshI ThlS is already startlng to sound complr-

pnce to pay for total |ndependence from government scrutlny

[152])--This catalyst has not been give i i -

All biology labs and hospitals have autoclaves for sterilizing their ground literature and, as of this book's printing, is still relatively
equipment so if the chemist has access to one then all she needs A d - '. i i
to do is place the reactants in a flask, cover the flask with foil and this chemical because the eventuality of more intense scrutiny is

blast them in an autoclave for a few hours, Thrs however is lnevrtable . The best way to make this P"OdUd is tO start with

home use would be as follows. Still, Strike is not entlrely sure rf about makmg this catalyst is not very safe unless strlct adherence

this apparatus is a correct one, and if the chemist also has some tosafety s used.

search chemrst who has used autoclavrng as a synthetlc tool. .

Strike's idea is to Use a pipe bomb with a special fitting so that Fhe-'cy _ -
introduced into the bomb. Most nide of course, and cyanide is lethal. Cyanide has no odor and

vacuum pumps are reversrble so that they W|ll produce pressure W'" kill you instantly if a single Wh'ff of it Is lnhaled EVEW"’""Q

beyond what is publlshed here is strongly urged To acqurre a
stabilized source of cyanide one is going to need to introduce hy-
drogen cyanide (HCN) into tetrahydrofuran (THF) solvent. ldealty |
one would want to use a cannister of cyanide gas and bubble it

the chemrst is gomg to have to look up because |t was not pro-

vided, and Strlke does not want to look it up erther It is suffice to

bnng an ether solutlon to 120-130°C wrthout lt borllng

to a street punk. This is because such an item, in the wrong
hands, could be a ternble terronst weapon. The best way a home

7 9g sodlum hydrlde (NaH) and 100mL of a 0.05M solutlon of bo-

be purchased as a commercrally made producl)rs placed ina plpe

bomb Pressure is applied and the bomb is placed in a 120-130° .
vacuum-and-_the To make a cyanide/THF solution one is going to have to create

To do this the HCN from sodlum or potasslum cyanlde To do thrs one is gomg

NaBH, is isolated by recrystallization from water.

due which causes
hite orecmltate is

separated as afi lter cake washed with a I|tt|e water and the frlter

be some mmor changes though. The reactron ﬂask is not going to
be a slmple slngle neck flask but, instead, is gomg to be a sin-

that are attached the catalyst This dry NaBH4 is now suitable for the necks stoppered and the other one P|U999d with a rubber

use. AIthough Stnke |s agam not sure, Stnke thinks it mlght be stopper tt
; outside of the flask down to the bottom of the flask. At the other

end of the apparatus is the vacuum adapter connected to the re-
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ceiving flask. If one were to look up into the vacuum adapter one

will see that it has a little drip tube that extends down its
y drips from into the receiving flask. Right?

ing all this so that the NaCN dissalves into the water. No HCN

Now, what one wants to do is attach an extension of tubing or

glass to the end of tnmrmubgstﬁhatﬂtwﬁteﬁeﬂdﬂtheway to

gas should be evolving at this point.

the bottom of the receiving flask. The chemist does this because

she wants the cyanlde to bubble through the THF that she is going

sitting in a an ice bath

To release the HCN gas one is gaing to acldlfy the sclution with
o)

30mL of HZSO4 through the |nIet tube. Each add|t|on aluquot will

cause tt [
of the vacuum will get things going agaln After addmon the solu-

In professicnal laboeratories, scientists use things called gas dis-

tien is brought to a boil and kept there for 1 hour. The chemist

persnon tubes at the ends of their ‘drlp tubes’. These kinds of ‘drip
ss_that have a tip

can-Now-r

gained approximately 60g in welght That gain in weight will be

made out of porous ceramic. When a gas is pulled through the

due to the absorption of HCN.

end of a gas disperser 1t is busted up intc a bunch of tiny, fizzy
the absorption of the HCN gas

into the solvent. What the chemlst has is a bubblrng tip that is
going to pi efficiently-
The best way a chemist can approxlmate a phase separator is by

Wlth the HCN solution in hand the rest of the procedure goes

the HCN/THF solutlon is gradually added. Bubbllng caused by the

wrapplng a bunch of nettlng or some such shit around the tip. But

trvaealg iy nroper aas pnersian pe O an

glassware maker.

release of hydrogen w“ll oceur (no smoklngl) as the solutlon stlrs

more hydrogen can be seen evolving. The solution is then vac-

tumfi

to give NaBH;CN (91%). Whew! All catalysts, including this one,

To make the HCN/THF the chemlst is golng to have the setup as
described In place, unae cog and > om acuum
source must be channeled way, way outside (the vacuum is not

must be stored |mmed|ately so that they have no prolonged expo-

on at this point mind you). in the prewelghed receiving flask is
placed 113g sodium

cyanide (NaCN) and 500mL water and the stoppers are immedi-

ately put back in place The vacuum hose, which s connected-to
oing to have a hose clamp on it so that

vacuum flow can be regulated With the hose pmched shut by the
ed hv

adlustlng the clamp. What the chemist wants to see is a slow

bubbling comrng from the inlet tube in the reaction flask and atso

The vacuum flow

sheuld not be any stronger than what is needed to cause this
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ist | and List I| chemicals.

List | chemicals can only be bought or owned if one has a DEA or
. . Iy . H o ead

s . LLAA%LIE 1Y
below the given threshold. If one requires an amount of List Ii
chemical above the threshold amount, then will need the same

(3
o

L LISTICHEMICALS . [1] CA, 37,3882 (1943)
[2] CA, 30, 7497 (1936)
Anthranilic Acid Piperonal Nitroethane [3] CA, 24, 1853 (1930)
isosafrole Ephedrine Safrole [4] Ber, 42, p1505 (1948)
Phenylpropanclamine  N-Methylephedrine Ethylamine [5] Saimoria, GV etal, Synth- Comnr, 27, p4335 (1997 |
Benzaldshyde Propionic Anhydride N-pseudoephedrine %;;”’MWMMM‘*MWW‘*
Methylamine Ergonovine ME-p2p [7) Strike, “Sources” (Panda Ink, San Antonio, TX, 1998)
- Piperidine—————————N-Mthyl-Pfed HIH(B7%) [8] 'Buzz, P.', "Recreational Drugs”, (Loompanics, Port Townsend
Benzyl Cyanide Pseudoephedrine Phenylacetic Acid Washington, 1989) ' ' '
N-Acetylanthranilic Acid Ergotomine [9] CA. 52. 11965 (1958)
[10] Lukaszewski, T., J. Assoc. Anal. Chem., 61, p951 (1978)
LIST Il CHEMICALS Threshold by Vol.  Threshold by Wt. [11] Tsuji, J., et al., “Organic Synthesis Collective Vol VIII', p137
[12] Clement, W.H., et al., J. Org. Chem., 29, p241 (1964)
Acetic Anhydride 250 gal 1,023kg [3] Tsuiji, J., Synthesis, p369 (1984)

———Acetone 50gal——180kg——————————————[14] DarCason, T.A etal., J. Forensic Sci, 29, pt187 (1984)

oride

Ethyl Ether 50 gal 135.8kg [16] Lloyd, W.G., et al, J. Org. Chem., 34, p3949 (1969)

HCI (Gas) Not yet known [17] Mimoun, H., et al, J. Org. Chem., 45, p5387 (1980)

lodine Not yet known [18] ‘Fester, U.', "Secrets of Methamphetamine Manufacture, (4th

Methyl Ethyl Ketone 50 gal 145kg Ed., Cocompanics, Port Townsend, Washington, 1896)

KMnO4 N/A 55kg t181Rogers, HR-et al, J-Org-Chem 40, p3577- (1978
oluene i

[21] Cowan, D.M., et al., J. Chem. Soc., p171 (1940)
[22] Johns, E.B., et al., J. Am. Chem. Soc., 60, pS19 (1938)
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[50] Varma, R.S., et al, Synth. Comm., 15, p843 (1985)
[51] Varma, R.S., et al, Synth. Comm., 14, p1093 (1984)
[52] Varma, R.S., et al, Tetrahedron, 46, p7443 (1990)

L [24}MasonJ.-P. etal. J-Am. Chem. Soc., 62, p1622 (1940)
| [25]Ekks, J. etal., J. Chem Soc., p15 (1943)

[26] Nichols, D.E., et al., J. Med. Chem., 29, p2009 (1986) Eg]ﬂgiannis, A, et al, Agnew. Chem. Int. Ed. Eng., 28, p218
[27] Braun, U., et al., J. Pharm. Sci., 69, p192 (1980) ;54] I\;Iicovic. V.. et al. J, Chem Soc, Perkin Trans. 1, p265 |
LZFB] S};lulgin'; A.T.,nShlulIgi‘n. A, "Pihk?goé\Chemical Love Story", (1995)
{TransformPress; Berkley, ro99) [55] Gribble, GW., et al, J. Chem. Soc., Chem Comm., p535
L [20] Groot-Wassink, BH., et al ../ Chem. Edu., 51, p671 (1974) (1875)
[30] Crossley, F.S., et al., J. Org. Chem., 9, p528 (1944) [56] Abdel-Magid, A.F., et al, J.Org. Chem., 61, p3849 (1996)
[31] Novelli, A., J. Am. Chem. Soc., 81, p520 (1939) [57] Abdel-Magid, A.F., et al, Tet. Lett., 31, p5595 (1990)
[32] CA, 47, 11246 (1953) [58] Varma, R.S,, et al, Tetrahedron, 54, p6293 (1598)
[33] Noggle, T.F., et al., J. Assoc. Anal. Chem., 69, p681 (1986) [59] CA, 65, 14349 (1961)

em., 108, p619 (1935)

TFoote PA JAm Pharm Assn., 27, p573(1838)

i AL "A Textbook of Practical Organic Chemistry", (3rd 163] Smi S. etal. J Am

Ed, Wiley & Sons, New York, 1966) [64] Boyer, J.H., etal., J. Am. Chem. Soc., 77, p951 (1955)
[38] Shulgin, AT., et al., J. Med. Chem., 18, p1201 (1875) [65] Levene, P.A., J. Biol. Chem., 115, p415 (1936)
ich, P, etal, J. Med. Lrem., 17, pTidu{isra) [66] Levene, P.A., et al, J. Biol. Chem, 120, p759 (1937)

. Biol. Chem., 140, p259 (1941)

cho = 68 hesis, p823 (1976)
[42] Shulgin, A.T., J. Med. Chem., 11, p186 (1968) [69] Prak KS. g ' i
[43] CA, 52, 18271 (1958) [70] Boyer, .LH., .. Am. Chem. Soc., 73, p5865 (1951)
[44] Hassner, A., etal., J. Org. Chem., 34, p2628 (1969) [71] Maiti, S.N., et al., Synth. Comm., p1201 (1988)
[45] Shulgin, AT., Can. J. Chem., 46, p75 (1968) [72] Maiti, S.N., et al., Tetrahedron Lett., 27, p1423 (1986)
[46] Shulgin, A.T., Naiure, 207, p1120 {1904) [73] Stanovnik, B., et al., Synthesis, pd19 (1977)
2 A T L Aot M Q AAL 4 QEAY
(47} Shulgin, AT - Med.-Chem., 8, pads(1960) [74] Bayley, H., et al., Tetrahedron Lett., p3633 (1978)
8 na P "Oraani nthesi: ollective Vo ' p8 . oy A aga

[49] Varma, R.S., et al, Synth. Comm., 14, p1099 (1984)
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[76] Rolla, F., J. Org. Chem., 47, p4327 (1682) [103] Perkin, W.H., J. Chem. Soc., 57, p586 (1890)
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