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I}Tame: ' Code: AZF
Instructions

¢ Write your name and code on each page.
e This examination has 8 problems and Periodic Table on 49 pages.

¢ You have 5 hours to work on the exam problems. Begm only when the START
command is given. :

e Use only the pen and the calculator provided.

o  All results must be written in the appropriate boxes. Anything written elsewhere will
not be graded. Use the back side of the exam sheets if you need scratch paper.

¢ Write relevant calculations in the appropriate boxes when necessary. Full marks will
be given for correct answers only when your work is shown,

¢  When you have finished the examination, put your papers into the envelope provided.
Do not seal the envelope.

»  You must stop working when the STOP command is given.
* Do not leave your seat until permitted by the supervisors.

e The official English version of this examination is available on request only for
clarification.
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Physical Constants, Formulas and
Equations

Avogadro's constant, Ny = 6.0221 x 10%* mol™

Boltzmann constant, kg = 1.3807 x 1077 J- K™’

Universal gas constant, K = 8.3145 J K mol™ = 0.08205 atm'L-K ™ mol™
Speed of light, ¢ = 2.9979 x 10° m'g™

Planck's constant, # = 6.6261 x 107 J-s

Mass of electron, m, = 9.10938215 x 107 kg

Standard pressure, P = 1 bar = 10’ Pa

Atmospheric pressure, Pam = 1.01325 x 10° Pa = 760 mmHg = 760 Torr
Zero of the Celsius scale, 273.15 K

1 nanometer (nm) = 10°m

1 picometer (pm) = 107" m
Equation of a circle, x* + y* = #*
Area of a circle, T

Perimeter of a circle, 27
Volume of a sphere, 47°/3
Area of a sphere, 4rep

Bragg's Law of Diffraction: sin 8 = n\2d

The 44" IChO — Theoretical Examination. The official English version
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Name: Code: AZE

PROBLEM 1 7.5% of the total
a—i a—ii a-iii b c Problem 1
4 2 2 2 10 20 7.5%

a. Boron Hydrides and Other Boron Compounds

Boron hydride chemistry was first developed by Alfred Stock (1876-1946). More than
20 peutral molecular boron hydrides with the general formula By}, have been
characterized. The simplest boron hydride is B,Hg, diborane.

133 pm
H H

nopn—\ 874,

B. 97°( B
VAR 4

" 1000

i. Using the data below derive the molecular formulae for two other members of this
series of boron hydrides, A and B.

Substance State (25 °C, 1 bar) Mass Percent Boron | Molar mass
(g/mol)
A Liquid 83.1 65.1
B Solid 88.5 122.2
A = B=

The 44™ JChO — Theoretical Examination. The official English version
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if. William Lipscomb received the Nobel Prize in Chemistry in 1976 for “studies on the
structures of boron hydrides illuminating the problems of chemical bonding.” Lipscomb
recognized that, in all boron hydrides, each B atom has a normal 2-electron bond to ai
least one H afom (B-H). However, additional bonds of several types occur, and he
developed a scheme for describing the structure of a borane by giving it a styx number
where:

s = number of B~-H-B bridges in the molecule
t = the number of 3-center BBB bonds in the molecule

B

*
A Y

r-B
B

y = the number of two-center B~B bonds in the molecule
x = the number of BH; groups in the molecule

The styx number for BoHg 1s 2002, Propose a structure for tetraborane, B4Hig, with a
styx number of 4012.

The 44™ IChO - Theoretical Examination. The official English version
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iii. A boron-based compound is composed of boron, carbon, chlorine, and oxygen
(B4CCls0). Spectral measurements indicate the molecule has two types of B atoms,
with tetrahedral and trigonal planar geometry, in a 1:3 ratio, respectively. These spectra
are also consistent with a CO triple bond. Given that the molecular formula of the
compound is B4sCCl¢O, suggest a structure for the molecule.

Structure:

The 44" IChO — Theoretical Examination, The official English version
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T

b. Thermochemistry of Boron Compounds
Estimate the B-B single bond dissociation enthalpy in B2Cly(g) using the following
information:

Bond Bond Dissociation Enthalpy (kJ/mel)
B--CI 443

CI-Cl 242

Compound AH? (kJ/mol)

BCls(g) ~403

B2Cls(g) -489

The 44" IChO — Theoretical Examination. The official English version
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c. Chemistry of Diberane

Code: AZE

Give the structure for each numbered compound in the scheme below. Each numbered
compound is a boron-containing compound.

+ CIQ
3 | -— | ByHg |—o —————» (.HsB(OH),
+ CH3OH C6H5MgBF
NH,CI +H,0 N
200 °C + NH,
H
; 4 2
INprnged A
I, .l
PN
i +NaBH;
cl >~ L3
NOTES:
a. The boiling point of compound 5 is 55 °C.
b. Excess reagents used in all reactions.
C. The freezing point depression for 0.312 g of compound 2 in 25.0 g of benzene is

0.205 °C. The freezing point depression constant for benzene is 5.12 *C/molal

The 44" IChO — Theoretical Examination. The official English version
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Number

Molecular Structure of Compound

The 44" IChO — Theoretical Examination. The official English version
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PROBLEM 2 7.8% of the total
a—i a—ii b-i b-ii ¢ Problem 2 | 7.8%
4 4 6 i 5 20

Platinum(II) Compounds, Isomers, and the Trans Effect.

Platinum and other Group 10 metals form square planar complexes, and the
mechanisms of their reactions have been studied extensively. For example, it is known
that substitution reactions of these complexes proceed with retention of
stereochemistry.

T. L

T. L
N Y N X

N
L/ \x L/ Y

It is also known that the rate of substitution of ligand X by Y depends on the nature of
the ligand frans to X, that is, on ligand T. This is known as the frans effect. When T is
one of the molecules or ions in the following list, the rate of substitution at the trans
position decreases from left to right.

CN™>H™>NO,, I" > Br', CI" > pyridine, NHy, OH™, H,0

The preparations of cis- and frans-Pt(NH;)Cl, depend on the frams effect. The
preparation of the cis isomer, a cancer chemotherapy agent commonly called cisplatin,
involves the reaction of K,PiCly with ammonia.

2~ -

Gl cl cl cl ol NH
N/ NH; NS NH;, NS
/Pt\ S /Pt\ — /Pt

cl cl cl NH3 ch \NHg

10
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I. Draw all possible stereoisomers for square planar platinum(Il} compounds with the
formula Pt{py)(NH1)BrCl (where py = pyridine, CsHsN).

ii. Write reaction schemes including intermediate(s), if any, to show the preparation in
aqueous solution for each of the stereoisomers of [Pt{INH3)}(NO2)Clz]™ wusing, as
reagents, PtC142', NHj, and NO;". The reactions are controlled kinetically by the frans
effect.

cls-isomer;
e
Cl Cl
Pt
/
Cl \CI

trans-1somer:
o
Ci Ci
\Pt/
y
Ci \Ci

3
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b.  Kinetic Studies of Substitution Reactions of Square Planar Complexes
Substitutions of the ligand X by Y in square planar complexes

ML:X + Y =MLY + X
can occur in either or both of two ways:

»  Direct substitution. The incoming ligand Y attaches to the central metal, forming a
five-coordinate complex, which then rapidly eliminates a ligand, X, to give the product,
ML3Y.

+Y - X
ML X — > [ML;XY] =™ ML;Y

** = rate determining step, Rate constant = ky

« Solvent-assisted substitution: A solvent molecule S attaches to the central metal to
give ML1XS, which eliminates the X to give MLi1S. Y rapidly displaces S to give
ML5Y.

+8 -X +Y

** = rate determining step, Rate constant = kg

The overall rate law for such substitutions is
Rate = k[MLs X} + kv[Y][ML;X]
When [Y] >> [ML;X], then Rate = kyps[ML3X].

The values of k; and kv depend on the reactants and solvent involved. One example is
the displacement of the CI” ligand in a square planar platinum(ll) complex, ML, Xy, by
pyridine (CsHsN). (The MLsX scheme above applies to ML;X5.)

—y

| AN i | A 7\ |
AN X, CHyOH 2N N=
PK + I e m\ + Ci
= N/ Cl N = N/ Cl
< N | i

Data for reaction at 25 °C in methanol where {pyridine] >> the concentration of the
platinum complex are given in . the table below.

12
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Concentration of pyridine (mol/L) kobs (s'l)

0.122 7.20 % 107
0.061 3.45 x 10
0.030 1.75 x 10™

i. Calculate the values of k; and ky. Give the proper unit for each constant.
A grid is given if you wish to use it.

The 44™ IChO — Theoretical Examination. The official English version
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il. When [pyridine] = 0.10 mol/L, which of the following is true? (Tick the box next to
the correct answer.)

Most pyridine product is formed by the solvent-assisted (k) substitution pathway.

Most pyridine product is formed by the direct substitution {ky) pathway

Comparable amounts of product are formed by the two pathways.

14
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Name: Code: AZE

No conclusions may be drawn regarding the relative amounts of product produced
by the two pathways.

¢. A chemotherapy agent

In an effort to better target cisplatin to cancer cells, Professor Lippard’s group at MIT
attached a platinum(IV) complex to oligonucleotides bound to gold nanoparticles.

s P NHY s, £ PIIVY
S.W SW

Gold nanoparticle Oligonucleotide Pi(IV) cdmpiex attached

The experiments use gold nanoparticles with a diameter of 13 nm. Aftached to each
nanoparticle are 90 oligonucleotide groups, with 98% of them being bound to a Pt(1V)
complex. Suppose that the reaction vessel used for treating cells with the Pt(IV)
nanoparticle reagent has a volume of 1.0 mL and that the solution is 1.0 x 10 M in Pt.
Calculate the mass of gold and of platinum used in this experiment. (The density of
gold is 19.3 g/em?)

15
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Mass of platinum

Mass of gold

The 44" IChO — Theoretical Examination. The official English version
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PROBLEM 3 7.5 % of the Total
a b c-1 c-ii | Problem 3
4 _ 12 6 12 34 7.5%

Thiomolybdate ions are derived from molybdate ions, MoO4*, by replacing oxygen
atoms with sulfur atoms. In nature, thiomolybdate ions are found in such places as the
deep waters of the Black Sea, where biological sulfate reduction generates H,S. The
molybdate to thiomolybdate transformation leads to rapid loss of dissolved Mo from
seawater to underlying sediments, depleting the ocean in Mo, a trace element essential for
life.

The following equilibria control the relative concentrations of molybdate and
thiomolybdate ions in dilute aqueous solution.

MoSs” + H0(1) = MoOS5* + H,S(aq) K;=13x107
MoOS:™ + HoO(l) = Mo0,8,% + H,8(aq) K;=10x10"
Mo0,S,™ + HoO(l) = Mo0;8% + HyS(aq) K3=1.6x10"
Mo038* + HO() = MoO4Z + HaS(aq) K;=6.5x10"°

a. If at equilibrium a solution contains 1x10”7 M MoO,4” and 1x10°M H:S8(aq), what
would be the concentration of MOS42'?

17
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Solutions containing Mo0,S,>, Mo0OS;> and MoS4* display absorption peaks in the
visible wavelength range at 395 and 468 nm. The other ions, as well as H,S, absorb
negligibly in the visible wavelength range. The molar absorptivities (g) at these two

wavelengths are given in the following table:

€ at 468 nm £ at 395 nm

L mol” cm™ L moi’ em™
MoS4~ 11870 120
MoQS;” 0 9030
Mo0,S,* 0 3230

b. A solution not at equilibrium contains a mixture of MoS4 " MOOS3 “and Mo0,8,”

and no other Mo-containing species. The total concentration of all species containing Mo

is 6.0x10°M. Ina10.0 em absorption cell, the absorbance of the solution at 468 nm is
0.365 and at 395 nm is 0.213. Calculate the concentrations of all three Mo-containing

anions in this mixture.

MoOgSzz':

MoOS,>:

The 44™ IChO ~ Theoretical Examination. The official English version
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MOS42—I

¢. A solution initially containing 2.0x107 M MoS,” hydrolyzes in a closed system. The
H;S product accumulates until equilibrium is reached. Calculate the final e%uilibrium
concentrations of HyS(aq), and all five Mo-containing anions (that is, MoQO4”, M003SE',
Mo0,S,%, MoOSs* and MoS4%). Ignore the possibility that HsS might ionize to HS"
under certain pH conditions. (One-third credit is given is given for writing the six
independent equations that constrain the problem, and two-thirds credit is given jor the
correct concenirations.)

i, Write the six independent equations that determine the system.

The 44™ IChO — Theoretical Examination. The official Engitsh version
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il. Calculate the six concentrations making reasonable approximations, giving your
answers to two significant figures,

H.S MQO‘;Z- MOOgSz-

MoO,8,% MoOS,* MoS,*

The 44" IChO — Theoretical Examination. The official English version
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PROBLEM 4 7.8% of the Total
alb ¢ d-i | d-ii | d-iii d~iy e-i e-ii Probl_em 4
12114 10 | 4 2 2 4 4 8 60 7.8%

In the 1980’s a class of ceramic materials was discovered that exhibits superconductivity
at the unusually high temperature of 90 K. One such material contains ytiriom, barium,
copper and oxygen and 1s called “YBCO”. It has a nominal composition of YBayCu; Oy,

but its actual composition is variable according to the formula YBayCusO7.5 (0 <& < 0.5).

a. One unit cell of the idealized erystal structure of YBCO is shown below. Identify
which circles correspond to which elements in the structure,

TR

h—y

® O @

The 44™ IChO - Theoretical Examination. The official English version
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The true structure is actually orthorhombic (a # & # ¢), but it is approximately tetragonal,

with a = b ~ (c/3).

b. A sampie of YBCO with &= 0.25 was subjected to X-ray diffraction using Cu K«

radiation (A = 154.2 pm). The lowest-angle diffraction peak was observed at 26 = 7.450°,

Assuming that g = b = (¢/3), caleulate the values of g and ¢.

¢. Estimate the density of this sample of YBCO (with §=0.25) in g cm™. If you do not
have the values for a and ¢ from part (b), then use a = 500. pm, ¢ = 1500, pm.

Density =

The 44" IChO — Theoretical Examination. The official English version
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d. When YBCO is dissolved in 1.0 M aqueous HCl, bubbles of gas are observed
(identified as O, by gas chromatography). After boiling for 10 min to expel the dissolved
gases, the solution reacts with excess Kl solution, turning yellow-brown. This solution
can be titrated with thiosulfate solution to a starch endpoint. If YBCO is added directly 1o
a solution that 1.0 M in both KI and HCI under Az, the solution turns yellow-brown but
no gas evolution is observed.

i Write a balanced net ionic equation for the reaction when solid YBa;Cu;07.5
dissolves in agueous HCI with evolution of O,

it. Write a balanced net ionic equation for the reaction when the solution from (i)
reacts with excess KI in acidic solution after the dissolved oxygen is expelled..

23
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iii. Write a balanced net ionic equation for the reaction when the solution from (ii) is
titrated with thiosulfate (S,055).

iv. Write a balanced net ionic equation for the reaction when solid YBa;CuzO7g
dissolves in aqueous HCl containing excess KI in an Ar atmosphere.

24
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e. Two identical samples of YBCO with an unknown value of & were prepared. The first
sample was dissolved in 5 mL of 1.0 M aqueous HCl, evolving O,. After boiling to expel
gases, cooling, and addition of 10 mL of 0.7 M KI solution under Ar, titration with
thiosulfate to the starch endpoint required 1.542 x 107 mol thiosulfate. The second
sample of YBCO was added directly to 7 mL of a solution that was 1.0 M in KI and 0.7
M in HCI under Ar; titration of this solution required 1.696 x 107 mol thiosulfate to
reach the endpoint.

i. Calculate the number of moles of Cu in each of these samples of YBCO.

ii. Calculate the value of & for these samples of YBCO.

25
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PROBLEM 5 7.0 % of the Total
a-i a-ii b ¢ d e f Problem 5
2 4 4 2 12 | 6 4 34 7.0%

Deoxyribonucleic Acid (DNA) 1s one of the fundamental molecules of life. This question
will consider ways that DNA’s molecular structure may be modified, both naturally and
in ways devised by humankind.

a. Consider the pyrimidine bases, cytosine (C) and thymine (T). The N-3 atom (indicated
by *) of one of these bases is a common nucleophilic site in single strand DNA
alkylation, while the other is not.

i. Select (circle) which base, C or T, has the more nucleophilic N-3 atom.

NH, 0
% iMe *
I NN ! NH
N/I%() N/J%O
H H
C T
(1)
C T

ii. Draw two complementary resonance structures of the molecule you select to justify
your answer. Indicate all non-zero formal charges on the atoms in the resonance
structures that you draw.

(i)

26
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b. One common modification of DNA in nature is methylation of the indicated (¥)
position of guanine (G) by S-adenosyl methionine (SAM). Draw the structures of both of
the products of the reaction between guanine and SAM.

0 NH, N
NH N
N N/)\ RH ° s < N IN
H 2 HO oH N
G SAM

¢. One of the earliest man-made DNA alkylating agents was mustard gas.
0

s :

A T3
CE/\VS\/\Cl E—— [A] - C;/\/s\/\N \N N
H H

Mustard gas acts by first undergoing an intramolecular reaction to form intermediate A
which directly alkylates DNA, to give a nucleic acid product such as that shown in the
equation above, Draw a structure for reactive intermediate A.

' 27
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d. The nitrogen mustards react via an analogous pathway to the sulfur mustard of part c.
The reactivity of the compound may be modified depending on the third substituent on
the nitrogen atom. The reactivity of nitrogen mustards increases with increasing
nucleophilicity of the central nitrogen atom. Select the most and least reactive from each
of following groups of nitrogen mustards.

i

NO,
NO,
>N N atr >N
1 11 111
MOST REACTIVE:
LEAST REACTIVE:
il.
OCH, NO,
N N N
el N TN N g c1” N TN g ct” NS TN TN
I 1l I}
MOST REACTIVE:
LEAST REACTIVE:

28
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il

oﬁ/cw3 " O OCH;
e
z e

IS N e >SN ST SN
1 11 111
MOST REACTIVE:
LEAST REACTIVE:

e. Some classes of natural products act as DNA alkylators, and in this way, they have the
potential to serve as cancer therapies due to their antitumor activity. One such class is the
duocarmycins. Shown below are steps from an asymmetric total synthesis of the natural
product. Draw the structures of isolable compounds J and K.

o]
. ﬁw
N o }) Mg
Hat00C— b o i L. -
N QEBn 2) 0,
) ONs
] OBn E/\/
OBr
OH
Oy :
8
Ns = \< ]@ . v NYD
O.N {+}-Duccarmycin SA  <—— HsCO0C
2 e N N OBn
) (8] QB
Bn= \(\© '/’(oan "
3 K
29
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f. Related small molecules were synthesized to study the way in which the duocarmycins
work. One such example is the thioester shown below. Draw the structure of reactive
intermediate Z.

Q

ct—" N NH
7 i
o 0
N <N //1\ N
0 N7 K, o
7 NaHCO; H 7
OBn — @ . OBn
CHsS N CH,S N
. Co1HgN204S L

CaHyoCIN,O,S

30
The 44™ IChO — Theoretical Examination. The official English version




" Name:

PROBLEM 6

Code: AZE

6.6 % of the Total

Problem 6
2 4 6 8 20

6.6%

Varenicline has been developed as an oral treatment for smoking addiction and can be
synthesized by the route shown below. All compounds indicated by a letter (A — H) are
uncharged, isolabie species.

Br Br

LiAIH,

N
~d
o

N

varenicline

KCN

EtOH, H0

NaOtBu

o 0

AN

F3C7 TO7 TCFy

{CH3CHgz}aN, CHLClz

NaO
QCyHs
C2H5O\/’\COZCZH5 f
A gV
NaOC{CHaz}a
Pd(OAC)Q, CYQP CN
THF
|
0
~0CHa
©:> Ho, Pd(OH)» B
i H2804, CHaOH
ya
HaN
0 HNGy (2.3 mol/moi E}
N~
OFs o
E 2N
Ha, PdiC
{CH3).CHOM

T

31
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a, Suggest a structure for compound A.

A

The 44™ IChO — Theoretical Examination. The official English version

32




Name: Code: AZF

b. Suggest a structure for compound B consistent with the following 'H-NMR data:

6 7.75 (singlet, 1H), 7.74 (doublet, 1H, J= 7.9 Hz), 7.50 (doublet, 1H, J= 7.1 Hz), 7.22
(muitiplet, 2 nonequivalent H), 4.97 (triplet, 2H, J = 7.8 Hz), 4.85 (triplet, 2H, J= 7.8
Hz)

B

"H NMR Chemical Shift Ranges
] 1] ] i

1 1 I ] 1

Arcmatics RpC=CHy Alkyl-H
[t o

RCH:={ Moy

RHC=CHR ROCH
R

Br-CH RC{”O}"CH
Lo s

RCO, - CH NC-CH

RCOOH

33
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e. Suggest a structure for compounds C, D, and F.

C D

d. Suggest reagents X and Y to convert compound G into varenicline, and provide the
isolable intermediate H along this route.

X Y

H

The 44™ IChO - Theoretical Examination. The official English version
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PROBLEM 7 7.5 % of the Total
a b ¢ d e f Problem 7
9 15 8 6 8 6 52 7.5%

An artificial enzyme was designed to bind the two substrate molecules shown
below (diene and dienophile) and catalyze a Diels-Alder reaction between them.

a. There are eight potential products from a Diels-Alder reaction involving these two

molecules in the reaction without any enzyme.

i. Draw the structures of any two of the potential
products that are regioisomers of each other, in the boxes

N._.O
that are given below. Use wedges (==} and dashes () \c])//
to show the stereochemistry of each product in your o
drawings. Use R and R’ shown below to represent the
substituents in the molecules that are not directly N._
involved in the reaction. Me”  Me
COy”
diene dienophile
R 1 R
H'N\fo
© AKO
N
Me”  “Me
Ccoy
35
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ii. Draw the structures of any two of the potential products that are enantiomers of each
other, in the boxes that are given below. Use wedges (=) and dashes (- ) to show the

stereochemistry of each product in your drawings. Use R and R’ as in part (i).

iit. Draw the structures of any two of the potential products that are diastereomers of
each other, in the boxes that are given below. Use wedges (—=) and dashes () to show
the stereochemistry of each product in your drawings. Use R and R’ as in part (i).

36
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b. The rate and regioselectivity of a Diels-Alder reaction depend on the degree of
electronic complementarity between the two reactants. The structures of the diene and the
dienophile from part a are given below.

i. Circle the carbon atom in the diene that has increased electron density and therefore
can act as an electron donor during the reaction. Draw one resonance structure of the
diene in the box to support your answer. Indicate all non-zero formal charges on the
atoms in the resonance structure that you draw.

=
AN

N 0
H/ \K

)

COZ—

il. Circle the carbon atom in the dienophile that has decreased electron density and
therefore can act as an electron acceptor during the reaction. Draw one resonance
structure of the dienophile in the box to support your answer. Indicate all non-zero formal
charges on the atoms in the resonance structure that you draw.

37
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iii. Based on your assignments in parts (i) and (ii), predict the regiochemistry of the
uncatalyzed Diels-Alder reaction of the diene and dienophile by drawing the major
product. You need not show the stereochemistry of the product in your drawing.

The 44™ IChO — Theoretical Examination. The official English version
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¢. The figure below shows the Diels-Alder reactants as they are bound before they enter
the transition state for product formation in the active siie of the artificial enzyme. The
gray area represents a cross-section through the enzyme. The dienophile is below the
cross-section plane whereas the diene is above the cross-section plane, when the two
moiecules are bound in the active site that is shown.

Draw the structure of the product of'the enzyme-catalyzed reaction in the box given
below. Show the stereochemistry of the product in your drawing and use R and R’ as you
did for question a.

39
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d. Consider the following statements about enzymes (artificial or natural). For each
statement, indicate whether that statement is True or False (draw a circle around “True”

or “False™).
i. Enzymes bind more tightly to the transition state than to the reactants or products of the
reaction.

True False

ii. Enzymes alter the equilibrium constant of the reaction to favor the product,

True False

ili. Enzymatic catalysis always Increases the entropy of activation of the reaction
compared to the uncatalyzed reaction.

True False

40
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e. Modified versions of the artificial enzymes with different catalytic activities were
prepared (enzymes 1, 11, III, and 1V, shown in the figure below). Two amino acid residues
that differ among the different enzymes are shown. Assume that the enzyme functional
groups shown are located in close proximity to the matching fragments of the reagents
when they form the transition state in the enzyme active site.

Of thése four enzymes which one would cause the greatest increase in the rate of the
Diels-Alder reaction compared to the uncatalyzed reaction?

Enzyme #

Enzyme | Enzyme ll

Enzyme HI Enzyme IV
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f. The substrate specificity of the artificial enzymes V and VI (see below) was tested by
using the dienophile reactants 1 - 6, shown below,

Xy

CH

Dienophile #1 reacted most rapidly in the reaction catalyzed by artificial enzyme V (see
below). However, artificial enzyme VI catalyzed the reaction most rapidly with a
different dienophile. Of the six dienophiles shown above, which one would react most
rapidly in the Diels-Alder reaction catalyzed by enzyme VI?

Dienophile #

Enzyme V

Enzyme VI

42
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PROBLEM 8 8.3% of the Total
a b-i | b-ii | b-fii | b-iv | b-v | c-i | c-ii e-iii Probiem 8
2 3 4 6 | 4 2 5 8 2 36 8.3%

Polycyclic aromatic hydrocarbons (PAHs) are atmospheric pollutants, components of
organic light emitting diodes and components of the intersteliar medium. This problem
deals with so-called linear PAHs, 1.e., those being just one benzene ring wide whereas the
length is varied. Specific examples are benzene, anthracene and pentacene whose
structures are shown below. Their physical and chemical properties depend on the extent

to which the & electron cloud is delocalized over the molecule.

henzene anthracene pentacene

i 1 1 i I i
X | i i E | }

i ] I o [

i | § ol [ o}

1 d 1 1 da 1 ¢ dp I

a. The distance across the benzene ring is d = 240 pm. Use this information to estimate
the distances along the horizontal (x) axis for anthracene and pentacene, d, and d,
respectively.

For anthracene, d, =

For pentacene, d, =

b. Assume for simplicity that the = electrons of benzene can be modeled as being
confined to a square. Within this model, the conjugated = ¢lectrons of PAHs may be
considered as free particles in a two dimensional rectangular box in the x-y plane.

For electrons in a two-dimensional box along the x- and y-axes, the quantized
energy states of the electrons are given by

2 2 2
n
E= nx2+ & i
L L~ 18m,

x b
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In this equation, #, and n, are the quantum numbers for the energy state and are
integers between 1 and <o, & is Planck’s constant, m. is the mass of the electron

and L, and L, are the dimensions of the box.

For this problem, treat the n electrons of the PAHSs as particles in a two
dimensional box. In this case, the quantum numbers », and », are independent.

i. For this problem, assume that the benzene unit has x and y dimensions that are each of
lengthd.  Derive a general formula for the quantized energies of linear PAHs as a
function of quantum numbers #y and ny, the length 4, the number of fused rings w, and

the fundamental constants /4 and m,.

ii. The energy level diagram below for pentacene shows qualitatively the energies and
quantum numbers 7y, 1y, for all levels occupied by n-electrons and the lowest unoccupied
energy level, with the electrons of opposite spins represented as the arrows pointing up or
down. The levels are labeled with quantum numbers (ny; #y).
Pentacene:
_(3:2)

G n
112 2)
1L(1;2)
FECHRY
EGRY,
1L 1)
LG
FRNCHR Y
(ECHEY
D
RRCHRY
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The energy level diagram for anthracene is shown below. Note that some energy
levels may have the same energy. Fill in the energy level diagram with the correct
number of up and down arrows to represent the n electrons in anthracene. Also, the
blanks in parentheses within this diagram are the quantum numbers #y, #,, which you
need to determine. Fill these blanks with the pertinent values of ny, ny for each filled and
the lowest unfilled energy level(s).

Anthracene:

_ s
B GRS B G
s
S G
s
N G
s
_ s
s

iit, Use this model to create an energy level diagram for benzene and fill the pertinent
energy levels with electrons. Include energy levels up to and including the lowest
unoccupied energy level. Label each energy level in your diagram with the
corresponding nx, Hy. Do not assume that the particle-in-a-square-box model used here
gives the same energy levels as other models.

45
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|

iv. Often the reactivity of PAHs correlates inversely with the energy gap AE between the
highest energy level occupied by n-electrons and the lowest unoccupied energy level.
Calculate the energy gap AE (in Joules) between the highest occupied and lowest
unoccupied energy levels for benzene, anthracene and pentacene. Use your result from
parts i1) and i1i) for anthracene or benzene, respectively, or use (2, 2) for the highest
occupied energy level and (3, 2) for the lowest unoccupied energy level for these two
molecules (these may not be the true values).

AE for benzene:

AFE for anthracene;

AFE for pentacene:
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Rank benzene (B), anthracene (A), and pentacene (P) in order of increasing
reactivity by placing the corresponding letters from left to right in the box below.

Least reactive —--emmmmmessmmmm e > Most reactive

v. The electronic absorption spectra (molar absorptivity vs. wavelength) for benzene (B),
anthracene (A), and pentacene (P) are shown below. Based on a qualitative understanding
of the particle in the box model, indicate which molecule corresponds to which spectrum
by writing the appropriate letter in the box to its right.

800

¢. Graphene is a sheet of carbon atoms arranged in a two-dimensional honeycomb
pattern. It can be considered as an extreme case of a polyaromatic hydrocarbon with
essentially infinite length in the two dimensions. The Nobel Prize for Physics was
awarded in 2010 to Andrel Geim and Konstantin Novoselov for groundbreaking
experiments on graphene.
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Consider a sheet of graphene with planar dimensions of L,=25 nm by L,=25 nm.
A section of this sheet is shown below.

i. The area of one hexagonal 6-carbon unit is ~52400 pm?”. Calculate the number of &
electrons in a (25 nm x 25 nm) sheet of graphene. For this problem you can ignore edge
electrons (i.e., those outside the full hexagons in the picture).

48
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ii. We can think about the 7 electrons in graphene as being free electrons in a 2-
dimensional box.

In systems containing large numbers of electrons, there is no single highest occupied
energy level. Instead, there are many states of nearty the same energy above which the
remaining are empty. These highest occupied states determine the so-called Fermi level.
The Fermi level in graphene consists of multiple combinations of », and n, quantum
numbers. Determine the energy of the Fermi level for the 25 nm x 25 nm square of
graphene relative to the lowest filled level. The lowest filled level has a non-zero energy;
however, it is negligible, and can be assumed to be zero. To solve this problem it might
be helpful to represent the (#.,n,) quantum states as points on a 2-D grid (as shown
below) and consider how the energy levels are filled with pairs of electrons. For the
number of electrons use your result from part (i) or use a value of 1000 (this may not be
the true value).

A
- o 5}
) e}
- e} o ©
2
c -
- 6]
. o
[l l ] Il ] i }
Nx
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iii. The conductivity of graphene-like materials correlates inversely with the energy gap
between the lowest unoccupied and highest occupied energy levels. Use your analysis
and understanding of = electrons in PAHs and graphene to predict whether the
conductivity of a 25 nm x 25 nm square of graphene, at a given temperature, is less than,
equal to or greater than the conductivity of a I m x 1 m square of graphene (which is the
largest obtained to date). Circle the correct answer:

less equal greater
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NucTpyknuun

o B BHIAHHOM BaM KoMmiaekTe ofbeMoM 49 cTpasul umeroTea 8 3anay u
nepuogHYecKkas tabnuiua.

¢ Ha soironaenyie padoTe: otsouTes S gacos, Hauunaiite paboty Tosske nocae
komanael CTAPT,

¢ Tlonp3yHTech TOABKO BEAZHHBIMH BaM PYYKOH H KalbKYJIATOPOM.

* Bce pemenys 3anuchiBaitTe B COOTBETCTRBYIOLLHUE [10JI4 [/ OTBETOB, 3aucH BHe
nionieii OTBETOB HE MPOBEPTIOTCT M He oleHHBaroTes. HMenonssyiite obopoTHyHO
CTOPOHY BBIAAHHBIX THCTOR KaK MEPHOBHK.

e Bo BceX pacueTHBIX BOTIPOCAX NPHBOJMTE BEIUMCIEHHS — TOJNBKO B 3TOM CIYHae BbI
NOJY4HTe [TOJIHBIH Oa.

*  3akoH4HB paboTy, MONOXKUTE CBOK OyMark B KOHBEPT M HE 3aKJIeHBaliTe ero.
¢ B pomkasl npekpatuts paborty cpasy nocne komanas CTOIL
¢ He nokupaiite ceoe paGouee MecTto Ge3 paspelieHns HpenoaBaTeris.

¢ B moboi Moment Bol MoxeTe MONPOCUTEH oQHIMANBHYIO aHITHHACKYIO BEPCHIO
38AaHUH JIis HPOSICHEHKS HeNOHATHBIX QOPMYIHPOBOK.
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Pu3nyeckue KOHCTAHThI, (POPMYJIbI
" ypaBHEHUSI

Tlocrogunas Aroraapo, Na = 6.0221 x 10% momp™

[Hocrosanag bonbiMana, kg = 1.3807 x 107 ,H)Ic-l{“}

VuuBepcanpHas razosas nocrosgsas, R = 8.3145 kK 'mons™ = 0.08205 ar- K™ Mo ™
CxopocTs cBera, ¢ = 2,9979 x 10% me¢™

Hocrosuyas ITnauka, 7 = 6.6261 x 107 Jx-c

Macca atexktpona, m, = 9.10938215 % 1073 r

Cragpapryoe napnesue, P =1 Gap = 10° Ila

AtMochepHoe aapierue, Py, = 1.01325 x 10° [a = 760 MM.pT.cT. = 760 Topp

Hone mkane: Henscns, 273,15 K

1 manomerp (um) = 1077 M ‘

1 mukomMeTp (nwm) = 1077 M

VpaBHenue OKpYKHOCTH, X° + ) = 1>

ITnomane xpyra, T

Jausa oxpyxHOCTH, 2707

O6benm wapa, 47°/3

ITnomwaas cepsr, 4up?

3axon bparra-Bymeda: sin 8 = nh/2d
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Damprag: Kom: AZE

JAJAYA 1 7.5 banana
a—i a—ii a-Hi b ¢ OYKH Baaxer
4 2 2 2 10 20 | 73

a. Prapuas: m Apyrue coexnHenus dopa

Xumuro reapunos 6opa srepsrle Hecnenoran Aindper Crox (1876-1946). On
OXapaKTepu30Bal bonee ABaflaTH HeHTPaibHBIX MOJEKYISPHEIX IHAPHIOB Gopa
(Gopanos) ¢ obmeit opmysoit BiHy. Camev pocTriM ruapuaoM Gopa asngeTcs
mubopan Baols.

133 pm
H H
119 pit AN ,ﬁ‘ﬁ’f"oﬁ /
N g?“{'“’af)zzz*ﬁ
/ ‘& @l \‘\
H H H

i. Wcnmomesys npuseneHube HEOKE JaHHDIE, BRIBSIUTEC MOJICKYIAPHbIE OPMYIBI ABYX
Ipyrux rujgpusos 6opa, A u B.

Arperarsoe
Macconas g109 Moanpnan Macca
BemecTso COCTOSHEE 5ona. Y (t/moun)

(25 °C, 1 6ap) pa,
A KHIKOCTD 83.1 65.1
B TBEPJOC BEUIECTRO 88.5 122.2

A B
4
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ii. Buursam Jlurickomb nonyumi Hobenenckyro ipeMuio mo xumMuy 8 1976 1. 3a
«H3YYCHHE CTPYKTYPLL IMApuoB Hopa, IPosSCHsIoNniee HEKOTOPLIC HPodeMEl
XUMUUECKOM CBI3u», JIMNCKOME YCTAHOBHIL, YTO @0 6cex 2udpudax Bopd kaxcOvlil
amom B 0bpazyem o6uliHYIO O8YXaReKMPOHHYIO C6A3bL X0MA Dbl ¢ OOHUM AMOMOM
sooopoda (cBsa3b B-H). Onnako, BeTpedalores ¥ CBI3H ApYyrHX Tuiok. Jlunckomo
pazpaboTan cxeMy Anis OIHcanus CTPYKTYpE Noboro 6opaHa, B kKoTopoit oxa
XAPaKTEPH3yeTCs Tak Ha3bIBAEMEIM YHCIIOM SIyxX , [OE!

5 = gicno Mocrrkor B—H-B B monexyne,
1 = UHCIO TPEeXNCHTPOBEIX cBA3cH BBB B Monexyne

B

)
)

F--B
B

¥ = 9ACIC ABYXUEHTPOBBIX cBsx3el B--B B Monexyne,
x = yucao rpynnuposox BH, B monexyne.

Yucno styx aas BoHg pasao 2002, Vzobpasure crpykTypryo dhopmyiry Terpabopana
B4H g, ans xoroporo yncio styx passo 4012,
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iii. HemssectHoe coexmEeHHE HMeeT MonekyuApayio  dGopmyny  BsCClO.
Crexrpockonnyeckne UCCIEIOBAHMS TTOKA3ATH, UTO B €0 MOJEKYJE HMEKTCA TONBKO
ABa THIIA aTOMOB B! ¢ TeTpas/pHYecKol ¥ IUIOCKO# TPHTOHAILHOH TIeOMETpHEH, B
coorHonIeduy 1:3, coorBercTBenHno. CrekTpsl TAKOKe YKA3bIBAIOT Ha HANMYHE TPOHHOI
ceasu C=0. Mzobpasnre cTPYKTYPHYO HOPMYIY 3TOr0 COSAHHEHMS,

Crpykrypa:
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b. Tepmoxumust coexunennii Gopa
BrIMHCTHTE BHTATIBIHIO THCCONUMAlME oArHapHoH caasu B-B s B,Cly (1), ucnonesys
CIEIYIOIYIO HH(pOpMAaIHo:

Cpuzp JHTaILNRA Jucconmanny o3 (k/x/Moan)
B-Cl 443

Cl-Cl 242

Coennnenne AH® (JE/m0.18)

BCls(r) -403

B,Cly(r) —489

DHTAABIHA THCCONHAlIKENT ~
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c. Xumusa gubopana

Ha cxeme HyKe MMEIOTCS IS Th HEM3BECTHBIX BemiecTs 1 — 5, Kaxoe 13 KOTOPBIX
copepxut Bop.

+Cly
3 | - B:Hg |———— 1 | ———— C HB(CH),
+ CH;0H C¢HsMgBr
NH,C! +H,0 A

200 °C + NH;

H

| 4 2
ol - N_ - ¢l

~ B/ PR B
I, A

- N ~ N H

?~ + NaBH,

— Y
Cl 5

Ycraropure CTPYKTYPBI 3THX COSHOMHEHIH, CClIU H3BECTHO CIACOYIOMESS:

a. Temneparypa Kiunenus semiecrsa 3 pagaa 55 "C.
b. Bo Beex peakuusx UCTIONL30BAIHCE H30BITKE PEAreHTOB.
c. Honyxenue TeMIIepaTyphl 3aMeP3aBHs pacTopa, conepxamero 0.312 1

semectsa 2 B 25.0 r Genszona pasuo 0.205 “C. Kpuockonrueckas KOHCTAHTa [yid OEH30/1a
pasra 5.12 *Ckr/mois.
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Homep

CrpykrypHas gopMyna coenHenns
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JAJTAYA 2 7.8 6anjion
a—i a—ii b-i b-ii c OIKH W ) 81
4 4 6 1 5 20 7.8

Coenunenns naatunei(ll), n3omeprl, mpanc-sausnme,

IInatuna ¥ OpyTHe INATHHOBBEIE METAUIL! 00pazyloT MIOCKOKBAIPATHBIE KOMILIEKCH,
MEXaHH3MBI PEeakIpi ¢ yyacTHeM TakuX KOMILIEKCOB XOpolno HiyueHbl. Hampamep,
H3BECTHO, YTO PEaKHHH 3aMEHICHMS B TaxuX KOMIUIEKCAX IIPOXOIIT C COXPAaHEHHEM
CTEPCOXUMHEYECKON KORDNTypauEL.

T L T L
\Pi/ +Y————>—\/ + X

Pt
\
L/ \X L/ Y

Takye M3BECTHO, YT0 CKOPOCTh 3AMEINCHMA aurapfa X NHTaEgoM Y 3aBHCHT OT
IIPUPOJBI JMTaHa, HAXOMIIIEroCsAd B /Mpanc-TIONIOKEHNH 110 OTHOIIEHUKO K X, TO €CTh,
oT nuranfa T. DTo Ha3BIBacTCd mpanc-eauanuem. Huxe npuBeien paj JIHTaggor T B
ITOM psJIY CKOPOCTH pEaKlMH 3aMelIeHHs JIMrania, HaxoDAUIerocs B mMpanc-
nonokeHud K T, yOpIBaeT ciieBa Halpaso.

CN™> H" > NO,, I" > Br", CI" > nupumur, NH;, OH™, H,O

IMpu cunrese yuc- u mparnc-PINH3;»RCly cnepyer yuHTHIBATE Mpanc-BIHSIHEE.
Cunres yuc-m3oMepa, KOTOPSIH HCHONB3YETCS B XHMHOTEPaUU# paka H HMEeT
TPHBHANBHOE HA3BAHKE HCIUIATHH, BKIIOUaeT peaknmio KyoPtCls ¢ ammuaxoM.

2 _
cl Cl ci Ci | c NHs
NH NH
\Pt/ 3 \Pt( — >Pt/
o’ o ol NHg \NHS
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Davuus: Kon: AZE

i. M3obpazure CTPYKTYPHBIC HhOpMYJIB BCEX BO3MOXKHEIX H30MEPOB
IIIOCKOKBaApaTHLIX KoMIulekcos mratuHeI(1]), umeromux coctas PH{py }(NHs)BrCl (raoe

py = mapugun, CsHsN),

it. Ina xaxporo u3 crepeomzomepos [PUNH:)(NO;)CL]™ ykamure cmocof ero
TIIOJNYUEHHSA B BOAHOM PACTBOPE, HCTIONB3ys B KauecTse peareutos PtCl%, NH; i NO,
B xampom caydae 3aNMIHATE CXEMY CHHTE33 ¢ YKa3aHHEM IIPOMEXYTOUHOH YacTHIHL.
Yarute, 4To peakiuy KOHTPOIHPYIOTCS MpaHC-BIRIHACM.

YUC-H3OMED:

7
N
/ \

Mpanc-n30Mep.
2—
Cl Cl
Pt
Cl Cl
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Damunns Koma: AZE

b. M3yuyene KHHCTHKH peaknuii 3aMeIICHHZ ¢ YHACTHEM ILIOCKOKBAIPATHBIX
KOMIJIEKCOR
3aMenIeHAe AUrania X JUMragioM Y B IIIOCKOKBAAPATHEIX KOMILISKCax

ML:X + Y -2 ML:Y + X

MOXKET HPOXOJUTE 10 HI‘OGOMY W3 JABYX ONHCAHHBIX HMKEC MCXAaHH3IMOBR HIH
HapajliedabHO 10 060IM MEXAHHIMEM:

« [lpamoe zamewjenue; BXORSIIUN MTUTaHA Y IPHCOSIMHACTCS K IEHTPAILHOMY aTOMY
MeTanna, obpazysd NATH-KOOPIMHAIMOHHBIE KOMIUICKC, KOTOPBIM 3dateM OTIIEIISET
nurag X U nepexoaut B npoiaykt MLaY.

+Y -X
ML X = [MLXY} — > ML;Y

¥¥ = CROPOCTB-THMHTHPYIOIHAS CTAINSE, KOHCTAHTA CKOPOCTH Ky

« 3amewjenue ¢ yuacmuem  pacmgopumens: Mojekyna  pacTBopHTens S
OPHCOCHHACTCS K LICHTpaNLHOMY aToMy ¢ obpazosanmem MIL;XS, xoropeiit zarem
ormerser X ¢ obpasosanuwem MLsS. 3arem nmuramyg Y Obicrpo samemaer S ¢
obpazopanuem MIsY

+§ -X +Y
ML;X ——— [ML;X5] > [ML;S] T ML;Y

*H = CKOPOCTR-JIHMETHDYIOINGA CTAH A, KOHCTaHATa CKOPDOCTH ks

Obinee KHHETHYECKOES YPABHEHHE BCEX Peakinil 3aMellleHus TAKOTO THITA HMeeT BHA:
r &= ksIMLsX] + ky[Y][MLsX]
Ecmu [Y] >> [ML3X], 10 7 = kops[ML3X].

3HaueHUsA ks M Ky 3aBHUCAT OT PEATrCHTOBR H pacTBopuIens. OJHHM H3 OPHMEPOB
apgeTcst samemnienue surapga ClIT B 1rockoxsanparHOM Komuiexce raTeabi(ll),
MLy X, mupuunomM (CsHsN),

(Bce crazanmoe BhIIiE 0 MexaHu3Max i MLaX, npumerumo i Kk ML Xo.)

| A i 1 AN 7\ |®

Pt + Cl
7 N/ e ¢
S RN ' ]

Kuretwyeckue maHesIe 010 peakimu npu 25 "C B MeTaHOIE, IIE KOHIECHTPALML

. 12
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s Qamunus: Kon: AZE

IRPUIREE >> KOHUSHTPAIIMH KOMIIIEKCA TUIATHHEI, TPHBESJICHRB] B tabnuie.

KounenTpaims nupuuHa (MoJn/ 1) kobs (c“])
0.122 7.20 x 107
0.061 3.45 x 107
0.030 ' 1.75 x 107

i. Paccunraiite 3HaueHus kg ¥ Ay, IPUBEIHTE PaSMEPHOCTH JJS Ka@ION U3 XOHCTAHT
CKOPOCTH.

HPH FKEeNaHHH MOXKETE BOCTIONE30BATLCS CETKOMH,

kg = ky =

I3
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Damunus: Koo AZE

i, Ecnu xonuentpauns nupunuaa passa (.10 Moze/n, To Kakoe 0JHO M3 VKA3AHHEIX
HUOKe yTRepxkaeHuH crpaseanvro? (TloctassTe ranouky B COOTBETCTRYIOMEH suekixe.)

bonpinas gacTh KOMIJIEKCa, COAEPIKALIeTo MUPHIMH, obpazyeTcs Mo MexXaHu3My
«3aMEIICHHE ¢ YYACTHEM PAaCTBOPHTEII» (ks).

Bénpurag 4acTh KOMILIEKCA, COHEPKANIero NHPHanH, 00pazyeres IyTeM NpsMoro
samentenus (ky)

CpaBHKMBIG KOIMHeCTBA IPOJIYKTA 06}38.33/}0'1«‘051 IO KaXJIOMY H3 MCXAHH3MOB,

Henp3s coenate BpIBoJ 00 OTHOCHTENBHEIX KOMHUCSCTRBAX IIPOAYKTA, 0OpasyeMbIx
[0 KaXA0MY K3 MEXaHH3MOB,

C. CPEHCTBO A XHEMHOTEPanuH paKa

His Oonee >ddexTHBHON NOCTaBKH HMCIIIATHHA B PaKOBBIC KIETKH KOMILIEKC
mIaTHHE(IYV) DOpHCOeIMHMIM K OJIHIOHYKJICOTHAY, KOTOpbi Obll  HPHBAT K
HaHOYaCTHIaM 30JI0Ta.

oo TS0 NHY ng PHIVG

HamouacTuia 3omota Omnuronyxiaeotds ONHOTOHYKICOTHI C IIpHCOE-
JMHEHABIM KoMinekcom PHIV)

B skeneprMenTe HCIONL30BATNCH HAHOUACTHIE! 30710Ta fuameTpoM [3 M. K kaxnoi
Ha"owacTule npucoeuieHo 90 OMUroHYKICOTHANBIX Mpynn, 98% KOTOPLIX CBA3AHEL €
xomiutexcom P(1V). Hanowacrnus: naxondares B pacrsope obbemom 1.0 M, B KoTOpoM
obnias KoHIedTpaimsa Iatmgel cocrasizer 1.0 x 10°° M. Paccauraitre macenbl
30J10Ta M INIATHHBE B YT0M pactBope. ([InoTHocTs 3010713 19.3 rfom’)
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r Danurs

Kom: AZE
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44" MXO - Teoperuaeckuii Typ. Odunrancueii pycckudi nepeso,
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hamunug: Kon: AZE

3apaga 3 7.5 fdamia
a b c- ¢-ii OYKH Haer
4 12 6 12 34 7.5

TuomonubpaT-woHE HONMY9aOTCs W3  Monubaar-roHa MoOf' 3aMenoll  aroMos
KHCIIOPOZA Ha cepy. B mpupoie THOMONMOAATE! MOXKHO HaliTH, HaupuMep, B 11yGoxux
BoAax UepHOro Mops, Iie MHOTI'O CEPOBOAOPOA,

B pazbapnesnsix pacTBOpax, COACPXKallEX MOIHORAT- ¥ THOMOMUGAaT-HOHBE,
YCTaHABIUBAIOTCH CHEAYIONIE PAaBHOBECHS:

MoSq* + Hy00x) = Mo0Ss> + H,S(p-p) Ky =13x10""
MoOS;" + HoO(k) =~ Mo0,8,% + HoS(pp)  Ka = 1.0x107
Mo0,8,% + H00K.) == MoO3S” + HaS(p-p) K3 = 1.6x107°
Mo038* + Hy00k) = MoOs” +HS(p-p)  Ks=6.5x107°

a. PapHOBecHas KOHIIEHTpAITHS MoO4* paBra 1x 107 M, a PABHOBECHAS KOHICHTpAIUs
pacteoperroro H,S pasna 1x107° M. Brruncaute paBHOBECHYIO KOHOEHTpaIHio MoS™.

[MoS," ] =

16
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Damvunug: Kom AZE

PacTBOpEI, CO/EPKIUIHE MOOZSQZ”, MoOS;* u MOS42“, HOTTOIIAIOT B BHIHMOH
obnacth 1pH 395 1 468 uM. OcTabHEIE HOHBL M CEPOBOJIOPOIL B BHAUMOH 001acTH
IPAKTHYECKK HE HOTIOIHA0T. MonapHeie K03 (GUIEEHTE! SKCTHHKIHAHN (£) TAHBI B
TabnuIe:

& pu 468 HM, g npK 395 BM,

71 MoIs " oM amoms” oM™

MoSs* 11870 120
MoQS;> 0 9030
MoO,S,% 0 3230

b. B pacteope, He Haxodawemcs 6 pagrogectt, W3 MOXHOICHCOACPIKAIIKX YACTHI ECTh
TOJIBKO MOS42"", MOOS32“ H Moozsf“. O61mas koHuenTpanust Mo B 3TOM pacTBope
paBHZ 6.0x107% M. Onrrdeckas mI0THOCTE 3TOTO PAacTROPa B KIOBETE C ONTHUCCKHM
myreM 10 cm coctasmsier 0.365 mpm 468 um 1 0.213 npu 395 mM. Paccuntaitte
KOHIIGHTPAIHH BeeX MONMMOCHCOMSPKAITAX JacTH,

MOO2822_:
MOOS;;Z”:

MoSﬁ“:

44" MXO — Teopernueckuit Typ. OfuuuanpHbii pyCCKHi IepeBo.
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Damvunun; | Ko AZE

¢. B pacTrope ¢ HauanpHOM KoHIeHTpamnmei MoSs 2.0x107 M, IPOUCXOAUT THAPOIHS,
Ob6pasyrommiica HzS octaeres B pactsope. Paccunralite pasHOBECHbIE KOHIEHTPAIHH
HaS(p-p) u Beex HOHOB, cofepxaimx Momubaes (MoO, Mo038%, Mo0,S,%,
MoOS:* u MoS4*7). Ilnccouuaumeit CEPOBOROPOIa Ha HOHEI IpeHeOpeys.

i. 3anmuInnTe IWeCTs HE3aBHCHMBIX MF€6PB.HT:I€CKHX ypaBHeHHﬁ, HEOOXOJHMBIX HIIs
pacucTa PapHOBECHEIX KOHHSHTpaHHfI YKa3aHHBIX BBINIC 4aCTHIIL.

18
44" MXO -~ Teoperuueckuit Typ. OGHUIRANEHEIR PYCCKHH TEPEROL




Damumas: Kom AZE

il. CHenas pasyMHbIe JOIYIIEHHS, PACCYHTANTE PABHOBECHDIC KOHIICHTPALIMN YKa3aHHBIX
BpIme YacThil. OTBET 3anMIIHTE C TOYHOCTLIO JIBE 3HAUAHINE HHQPEL

H,S - MoO,~ MoO;5%

Mo0,8,%~ MoQS,> MoS,*

19
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- QaMuang: Kom: AZE

SAJJAYA 4 7.8 Ganna
a b c d-i | d-ii | d-il | d-iv e-i e-ii Ouyxn Banant
12 1 14 10 4 2 2 4 4 8 60 7.8

B 1980-x rogax OpLI OTKPBIT KIACC KEPaMHUHECKHMX MATEPHATIOR, KOTOPHIC IPOABIAIOT
CBEPXIIPOBOJSINNE CBOMCTBA NpH HeoOBIYHO BBICOKMX TeMieparypax {90 K m moune).
OmpuM m3 rakrx Martepranop (ofozmauaetcs xak “YBCO”) spngerca coenuHeHwue, B
COCTaB KOTODOIO BXOJAT HTTpHH, Oapuif, Meap # xucnopoi. Ero uueannsupoBaHHAf
Bpyrro-popmyna YBayCusOg, HO pearbbili COCTAR MOKET H3MEHATECA B COOTBETCTBHHU

¢ dpopmynoit YBaxCuOqg (te 0 <8 <0.5).

a. Hmke npusegena ojsa snementapHas suehika YBCO. Pacumdpyiite ofosHauenve
JJIEMENTOB B Ayelike, HanpoTHBR Kaxaoro KpyskoduKa B3aiiMilidTe CHMBOJI 3/1EMEHTa,
KOTOPOMY OH COOTBETCTBYET.

O

"
N~y

M
O
\'S)
X O @
IE%

.
o}
.
.
@
lil
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Damues: | Kom: AZYE

DTO COENHHEHHE HMEST OpTropoMOHYECKYI0 CHHTOHMI) KDPHCTAIIMYECKOH pelleTKH
(a#b +# c), ofHAKO B JOCTATOMHO XOPOIIeM TPUOIIKEHHH MOXKHO CYMTATh, YTO OHO
HMEET TeTParoHalsHy0 CHHIOHMIO C TapaMeTpaMH 37eMeHTapHoH auelixa a ~ b = (¢/3).

b. O6pasenr YBCO ¢ & = 0.25 mceaemoBajn METOJOM PEHTICHOBCKOH An(pakimy ¢
ucnonszosarmeM Cug, H3TyUeHNA ([UIHHa BOAHb: A = 154.2 M), JJudpakiuonnsii nux ¢
HAaUMEHBIIHM 3HAYCHHEM YIUIa OTpaKeHUs HabmonaeTcs npy 3HaueHun 20 = 7.450° Ha
OCHOBaHMH 5THX JaHHBIX DACCYHTAHTC 3HaYCHHA IAPAMETPOB @ H ¢ HIEMEHTapHOH
AYEeHKY, CUUTas, 9To o = b = (¢/3).

¢. Paccumratite mnoTHOCTH Mamnoro obpasua YBCO B rem™. Ecmu BBl Gapay H He
CMOrAH DacCUMTaTh 3HAYeHMs napaMerpos suelixy B nyskrte (b), mcromssylive
caenyrowme exuansel g = 500 mM, ¢ = 1500 oM.

{InoTHOCTE = I cM

21
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Damunng: Kon: AZE

d. Ilpu pacteopenun obpazna YBCO B Boguom pactBope HCI ¢ xonuerTpamnmett 1.0 M
nabmonaercs Beyienenne (Oa. BTOT PacTBOp NPOKHIATHIM B Tewenwe 10 MHHYT 1
YAAICHHA PACTRBOPCHHBIX B HEM Ia30B, 4 3aTeM OXJaiwid ¥ nodaguiy u30sITOK pacTropa
KI. Pacreop npuobpen KeNTO-KOPHUHEBYID OKpPacky. ITOT PacTBOp MOXeT OblTh
OTTHTPOBAH THOCYNB(ATOM ¢ KpaxMaloM B Ka4ecTBe MHIMKatopa. Ilpum pacTBOpeHHE
Touro Takoro ke obpasma YBCO B BomHOM pacTBOpe, KOTOPBIE COACPIKCHT
ojaospeMenso KI n HCl (ofa B xonmentpanmu 1 M) B arMocdepe aprosa, okpacka
PAacTBOPa TaKKe U3MEHSAETCS Ha JKeITO-KOPHUYHEBYIO, OXHAKO BLYICICHHSA ra3a MpH HTOM
He HabmozaeTcs.

i,  3ampmmTe B HOHHOM BHAC YPaBHEHHE peakmwy ¢ Kos(uLHeHTaMmH,

npoTexaromel npy pacteoperus Teepaoro YBa;CuzOr.5 B BoproM pactrope HCl ¢
peiaenenpem Oq.

fi. 3aounmte B HOHHOM BHAE VYpaBHEHHE peaxiimy ¢ Ko3pDHOHCHTAMH,
IpoTeKalomel npy peaxnuy pacreopa w3 . (i) ¢ m3berrkom KI B xucnoi cpene
T0CJIe yIAJICHHS] KHCJIOPOAa.

22
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Davunuy; Kon;

fii. JanmMIIMTE B MOHBHOM BUJC ypasHeHHe peakuud ¢ keshduiMenTaMy,
OpOTEKAIOIIEH NpM THTPOBAHHH pacTBOpa, HONYYEHHOTO B 11. (i), pacTBOpOM

=

TrHOCYIbhaTa (5,037,

iv. 3anMIIMTE B HOHHOM BHIE YpaBHCHHE DpeaklBH ¢ KoodhduumeHTamy,

npoTeKaomed IpH pacTeopeHHH TBepmoro YBa;CusOsg B BoAHOM pacTBope
HCI, copepxamem u3derrox K1, B armocdepe aprona.

23
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hamuug: Kon: AZE

e. bruie B3gTo ABa uaeHTHYHbIX 00pazna YBCO ¢ uensBecTHniM sHadenreM 5. Oy 13
HEX pacTBOPHIH B 5 Mia Bouuoro pacrsopa HCl (1.0 M), upu 31oM HpoHCXOIMIo
BeLenenne O». [focre KUMTueHNs DOMYICHHOr0 PAcTBOPA, I VIIACHHS PACTBOPEHHLIX
ra3oB ¢ IOCHENVIOIINM OXJaskieHueM, k nemy nobasuam 10 miu 0.7 M pactsopa KI B
atMocdepe aproma. Ha twrposanue IOXYYEHHOTO pacTiopa ObUIO HU3PACKOIOBAHC
1.542-10™ monb THOCYIBdATE.

Bropo#i ofpazenr YBCO Opi1 pacrBopeH 8 7 Ml pacTBopa, B KOTOPOM
oaHoBpemenno Haxojuumce KI (1.0 M) u HCI (0.7 M) 8 armocdepe aprona. Ha
THTPOBAHHE IIOJMYUEHHOTO pacTBopa 6BUIO  H3pacxomopamo  1.696-107  wmois
THOCYAB(DATA.

i. Paccumralite kosmmuectBo BemectBa Cu (B MONAX) B KAXKIAOM M3 HCCIE/YEMBIX
obpasnos YBCO.

n(Cu) = MOJb.

ii, Paccamraite 3pagenue & B atux obpasnax YBCO,

24
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Davunud; Kom: AZE

3AJAYA S 7.0 6aanos
a-i a-ii b c d e 1 Oukn | Bawibl |
2 4 4 1211216 | 4 34 X
I

Jesoxcupubonykneunopas kucnora (JIHK) — onna u3 paxueAIyx MOIeKyNI Xu3HH, B
3TOH 3ajaue paccMarpHBaroTces nyTH Mofudukanmy crpykrypsl JHK, mpomcxongimie
Kax B IPUPOJE, TAK U IIPHIYMAHHBIE UCIIOBEKOM.

a, PaccMoTpuM nupHEMHAMHOBRIE ocHOBapua: nurosu# (C) um teamun (T). llpm
Mmojudukaty  oxHonenoyegnol monexyisl JHK ankwmapyiorcs arvomer asora N-3
{ITOMEeYeHBl 3BE310UKAMH Ha PAC. HAKE) TOIBKO B OIHOM U3 3THX OCHOBAHUIM,

i. Obpeanre Kpvikikom obosnavenue toro ocmopanug (C wmm T), arom azora N-3
KOTOPOTO HOIBEPTACTCA aNKWIIHPOBAHKRIO.

NH, 0
* Me *
l NN ’ NH

N/&D N/&O
H H

C T

(i)
C T

ii. IIpuBemre [Be Pe30OHAHCHBIC CTPYKTYPS! MOJCKYIB], BEIOpaHHON BaMU B OTBETE Ha
BOIIPOC i, KOTOpBle OOOCHOBEIBAIOT Balll BHIOOD. YK&XKHTE BCE OTAHYHBIE OT HYNA
dopMaNbHBIE 3apAHl HA aTOMaX B 3THX CTPYKTYpax.

(i)

25
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- DaMas; Kom: AZE

b. Onun w3 ocHOBHEIX MyTelt Moaudmkaiu JTHK 8 upupone — METRINPOBAHHKE I'VAHKEHA
(G) mo aromy asora (momedeH *) S-azesosmwiMerHoHusoM (SAM). Hsobpasute
CTPYKTYpHEIE QopMyIibl 060HX IPOLYKTOR PEaKIIHH MEXY I'YaHHHOM H SAM.

O NH, N
y NH S N NH,
< 1L ‘ a
N N RH © CHs N _N
H 2 HO OH X~
G SAM

¢. Onmum U3 nepesix cupTeTHuecKux JHK-anKumpyionmx areHTos ABIAETCS HIPHUT.
0

N 0
HN
N
H NJ‘\\N i N> HN
2 B *
AN N A I e
H

&z

|

Z

Cupayana WOpuT BO BHYTPHMONEKYTIIPHOH peaxiuu 06pasyeT BHICOKODPEAKIHOHHEIN
HHTCPMEIHaT A, KOTOpHH HemocpencTsenHo anxmmpyer JIHK ¢ ofpasosanmem
IpoAyKra, yKasaHHOTO Ha cxeme ssune. Hapueviite crpykrypHyo  dopmyny
PEAKIMOHHOCTIOCOOHOT0 HirTepMemara A,
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hamumiy; Kon: AZF

d. AsormcTole ananors Hnpura pearspyior ¢ JHK (cMmorpu cxemy B IyHKTE ¢).
AKTHBHOCTE a30THCTHIX AaHAJIOTOB HOPHTA MOXHO H3MCHSTH, BapbUpyd TPETHI
3aMECTHTEIE TIPH ATOME a30Ta. AKMUBHOCHL Q30MUCHBIX UNPUIMOS 603DACMAEM C
VBUTUYEHUEM HYKACODUALHOCIU «YEeHMPATLHO20» amoma a3oma. BuibepHTe (YKaXuTe
nudpy) Hanbonee akTHBHLIH K HaMMCHEEC AKTHUBHBIM A30THCTHIH aHATOT HIPHTA H3
K&K [0F OpUBEACHHOH HHXKE CePHH.

i

NO,
NO,
cir >N crr >N e SN
1 n b
Harnbosmee akTHBHLIIH;
HaHMBHee AKTHBHBINA:
ii.
OCH; NO,
N _
c1 NN N NN oM
1 iI 11

Hanboaee axrusyniii;

Hanmenee agkTHBHEEBII;
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DaMumg;

iki.
OYCHS
Ci/\‘/N\/\CI
I

Me
L
il

Kom AZLE

OQT/OCH3

ci /\/N\/\C;
111

Hauboaee ak rHBHBINH:

Haumenee ak THBHBII:

e. [lpwporuele coefHHEHHMA HEKOTODHIX KJIAcCOB Takke Moryt eeicrymars JIHK-
AaNKUIHPYIOUMME areHTamMu. OZHHMM H3 TakuX KNAcCoB ABIAIOTCH TyOKApMHIIHHEI
(duocarmycins). Hixe npusefen dparMenT acHMMETPHYECKOIO CHHTE3a HPUPOIHOTO
coepunenus (+)-Duocarmycin SA. Hapueyiire cTpykrypubie GopMyitsr coeunenuii J

H K, KOTOPhBIiC MOXHO BBIICHHTE B HILJHBHIYAIBHOM BHIE.

0
H N
N Q 1) Mg
Hs;COOC 7 \f o 1} NaH 2} Hz0*
N OBn — W K
2} 1 _ONs
Q';\/ OBn l/\/
OoBn
OH
0, {
e
Ns = D N o
OsN (+)-Duocarmycin SA - H,C00C 74
N 0Bn
- ] 0B
Bn = \(\© ;(OBn n
J K
28
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“Damuus: Kon: AZY

f. JIna Toro urobBl m3yuwTh, Kaxum o0pazoM REeHCTBYIOT AYOKAPMHIUWHEL, OLLIK
CHHTE3HPOBAHEl HX aHalorw. OFHIM H3 HHX SBIAETCA H300paXKeHHBIH Hipke THOY(GHD.

Hapucyiite cTpyXTypHYIO GOPMYIY PeakiiMOHHOCIOCOBHOr0 BelecTsa Z.

o]
N
0 </ % NH
— N N IJ\ —_—
Cl—, y NH ph N N—"",
T\ 0 By HoOT™\ o
% "X Nanco BN TNH, 2 N
7 a 3 H 7
OBn «—m— Z oo 0Bn
CH38 N CH,yS N
H Co1HgN204S H
OH 2irhghegig OH

Ca1H1CIN.0,S
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OaMurus: Koua: AZE -
3AJAYA 6 6.6 6ana
a b c d Ouru bananr
2 4 6 8 20 6.6

IIpenapar «Varenicline» paspaboran kak cpenactBo GopbOBI ¢ HEKOTHHO3ABHCHMOCTBIO.
Ero MOXHO CHHTEe3MpOBaTL II0 CXeMe, IpeJcTapleHHoM nmke. Bee coenumenus,
oboznauennsle OyxpaMi (A — H), ABIA10TCS BeBTPAILHLIME BCHICCTBAMH, M HX MOXKHO

BBIACJINRTD B HHAHBUAYAILHOM BUAL.
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DaMurnus: Kon: AZF

a. Hapucyiite cTpyxrypuyio GopMyny coe/lMHEHHS A,

A

b. B crextpe 'H-SIMP coenunerist B UPHCYTCTBYHOT TaKHE CHTHANLL:

0 7.75 (cunrner, 1H), 7.74 (nyGner, 1H, J= 7.9 '), 7.50 (ay6ner, 1H, J= 7.1 Tn), 7.22
(MynpTainzet, 2 HedxsusaneHTHX H), 4.97 (tpumner, 2H, J = 7.8 T'u), 4.85 (tpunner,
2H, J = 7.8 T'u). HM3obpazute crpyxrypuyio dopmyiry B, COMacyromyrocs ¢ STHMHE
JIAHHBIMH.

B
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-QaMunms: Kon: AZF

XuMHYeCKHE CJIBHTH B CIIEKTpax 'Ham
) 1

t ! 1 ! 1 | 1 i i | i

Aromatics RpC=CHy Alkyl-H
RHC=CHR RCCH
[ [r—
PhO-CH ArCH R, C=CR-CH
RN SEISIEIRG TR
F-CH Cl-CH T-0H

Br.cH RC{=0)-CH

RCC,-CH  NC-CH

0,N-CH R,N-CH
= Lot ]

RCONH ROH

RCCOH

44" MXO — Teoperuueckuit Typ. Oduiunaibibii pycckuil HepeBo.
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~DamMuns: Kox: AZF

¢. M3oGpasure crpykrypusic bopmyis: coepuuenuit C, D a F.

C D

d. Uzobpazwre crpykTypHble ¢GopMmynbt peareHToB X u Y, HCIIONB3YEMBIX JUIA
npespanienns semecrsa G B varenicline n npomexyrousoro upomgyxra H, xotopsii
MOIKHO BBIJICTHTD B HHAMBH/IYATbHOM BHIE,

X Y
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bamums: ‘ Kom: AZE

3ATAYA 7 7.5 banios
a b ¢ d e f Oy Basis)
9 15 8 6 8 6 52 7.5

Henasnro 6b11 nonyyen MCKYCCTBEHHBIH (epMEHT, CBA3LIBAIOIINH Ba cydcTpaTa,
TNIOKa3aHHEIX HIKE, U KaTATH3HUPYIOINIH peaxiuio Hunbca-Abaepa MexKIy HEHMH.

a. B cayuae nedepmenTarusHoil peakiimy Junbca-Anbaepa MEXIY IAHHBIMHE
pelecTaMy (cydberparaMit) BO3MOXKHO oOpazosanue 8 HPOAYKTOB.

el
i. Mz00pasute cTpykTypHSBIE HOPMYIIB! JH00BIX IBYX AN
TIPOAYKTOB, SBISIONIMX PErMOM3cMeDaMHu o N__O
OTHOINEHHIO APYT X Apyry. Yicnone3yliTe KITHHBA (—=) 1 H \g
INTPHEXH { =) U1 YKa3aHUS CTEPEOXUMHE 000HX o
nponyxror. Henonpsyitte R u R’ s ofozgauerus
TIPHBENICHHEIX HIDKE (parMeHTORB, KOTOPEIE HE : PN
H3MEHLIOTCH B X0Ie PCaKIIHy, Me Me
COy”
Juen Anenodrt
R R’

N
© /<fo
N
- \N'Ee

Me
COoy
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DaMHIITHA Kon: AZE

if. Msobpasure crpykrypable GOpMYNB! J00BIX ABYX HPOIYKTOR, SBISIOMLINX
3HAHTHOMeEPAMH 110 OTHOIICHMIO APYT K Apyry. Mcnone3ylTe KIHHBS (== ) H IITPHXH
(e} JUIS yK@3aHMA cTepeoXuMuH 06oux npoaykros. Menonssyiite R u R’ ms
obosHauerus QParMeHTOR, KOTOPbIS He HAMEHAIOTCH B XOJ€ PEaKitii (TakKe Kak B 11, (1))

ili. Mzob6pazute cTpykTypuble GOpMYIL! MI0GBIX ABYX IPOJIYKTOR, SRISIONTHX
ABACTEPEOMEPAMHE 110 OTHOHEHHIO APYF K Apyry. Meions3ylTe KNuHbS (~==) 1 INTpEXH
() I yKa3amus cTepeoxuMun o0omx OpoaykToB. Memonssyiire R u R’ juts
obosznauenus GparMeHToR, KOTOPhIE HE N3MCHAIOTCS B XOJ1e Peakiuy (TaKxe kak B 11. (1))
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‘DamMums; Kona: AZE

b. CKOpOCTb H PErHOCENEKTHRHOCTD peakimu Junsca- Anpiepa 3aBUCHT OT TOTO
HACKOMBKO IIOAXOAAT APYT APYTY ¢ TOUKHK 3PSHUS PACNpeAeHeHUI JICKTPOHHOH
HJIOTHOCTH, JIBa BCTYNAIOUIEX B PEAKIHIO BewecTra. Hixe B suelixax npHBCICHE]
CTPYKTYPBI JIHEHA H JIHEHO(HIIA, PACCMOTPEHHEIE B YACTH ().

i. O0BeuTE KPYRKOM aTOM YIIeposa JueHa, o0aaNaopi TOBLINeHHON SHeKTPOHHON
IIOTHOCTHIO. PajioM ¢ queHoM H300pasuTe OIHY €r0 PE3OHAHCHYIO CIPYKTYPY,
TIOATBEPKIAMOIILYIO Ball OTBET. Y KAKUTE BCC OTIHMUHEIE OT HyNA (hOPMaIbHBIE 3apsiIbl Ha
aToMax H300paXeHHO BaMK Pe3CHAHCHOH CTPYKTYPEL

=
AN

N° _O
H/

co,-

ii, OOBpenuTe KPY:KKOM aTOM yriiepoa AueHodUIa, 0018 aionui TOHKSHHOH
HACKTPOHHOR TIOTHOCTHIO. PafoM ¢ puesoduiom u306pazuTe OfHY ero Pe3oHaHCHYIO
CTPYKTYDY, TOATREPKIAIONIYIO BAI OTBET. Y KKHUTE BCE OTAMHHEIE OT HYJI
dopManpHEIe 3apsabl Ha aToMax H300paKkeHHOH BaMH Pe30HaHCHON CTPYKTYPEL
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Damunmsn. Kom AZE

ili. OcHOBBIBaACE HA BRIBOJIAX, CHACIAHHBIX BaMK B nyHkrax (i) u (ii), npeickaxure
PErHOXHMUIO IPOJYKTa HeepMEeHTaTUBHOH peakny JIMnbca-Anbepa MexLy ABEHOM B
muenopunom. Mzobpasute atoT npoayxr 6e3 yueta crepeoxuMun. Menonssyiite R u R’
Autst 0603HadYeHUs PParMeHTOR, KOTOPHE He UIMEHIIOTCH B XO/1e PEaKiv (M. 1. (a))
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Damums: Kon: AZE

¢. Ha pucyske HHXKe NpeCTARIeHE] JHeH B AHeHOMHI, CRA3AHHLIS ¢ AKTHEHBIM
neHTpoM depMenTa 10 Havaa peakiuu. Cepas o6nacTs HOKa3siBaet cedenne GepMEHTA.
Crszanusit quenodus pacuoiaraeTes Mo IJIOCKOCTRIO CEYEeHH, 8 CRAZANHLL JHeH —
Baj [IJIOCKOCTRIO cedeHus hepMeHTa.

Hsobpasure cTpykrypy nNpolyKra KaTaausupyeMolt epMenToM peakudy Juisca-
Anppepa. Hins yxazanug CTEpEOXUMHM IIPOZYKTA ¥ HEH3MEHIEMbIX (hParMeHToB
MOJEKYN UCIIONB3YiiTe 0003HAYCHMS, IPHHATRIE B 11. ().
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Davuud: _ Ko AZE

d. IIpoananusupylite KaXKa0e U3 IPHBEACHHLIX HIDKe yTRepAeHHE 0 depmenTax. s
Ka)IOT0 M3 YTREPKACHUH YKAXKHTE, ABIACTCS OHO UCTHHHEIM HITH JOXKHBIM, (00BeIHTE
xkpyxxoMm “Meruna” mmm “Jloxs™).

i. Pepment Goslee NTPOYHO CRA3AH C HHTEPMEIHATOM B IISPSXOTHOM COCTOSHHY
(bepmenT-cyOeTpaTHBIN KOMIIIEKC), UM C HCXOHLIMI PEArCHTAMHE H IIPOLYKTOM

peaxiuy,
Hernna Joxn

ii, (DepMeﬁTbl CEBHIalOT IICJOKCHAC PABHOBECHH B CTOPOHY IIPOOYKTOB.

Heruna Jdoxe

i Ilpy epMeHTATHBHOM KaTaIH3e DHTPONMUS AKTHBAIIMH PEAKIIMH BCETAa BLILIE 110
CPaBHEHHIO ¢ aHaNOruyHOH HeepMEHTATUBHON peakiue.

Heruna Jows

44" MXO - Teopetsaeckuit Typ. Odunmansapiii pycekuii mepesos.
P
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davumus: Kon: AZE

e. B naboparopun Opu1a HOJIyYeHa CEPHA MCKYCCTBEHHBIX (JEPMEHTOB, Pa3IHYAIONIMXCS
KaTanuTH4eckoi akTuBHOCTEIO (hepmentr (Enzyme) I, 1T, IH u IV, cMm. mioke). Ha
PUCYHKAX YKa3aEbl 8MEHOKHICIIOTE], BAPBUPYICIIHMECS B pasHEIX (epmentax. CunTaitte,
4TO U300paKEHHBIC Ha pUCYHKE (DYHKIHCHATBHEIE IPYINL] aMHUHOKHUCTIOT
pacrosaraoTes B HEeIOCPSACTBCHHON OTH30CTH OT COOTBECTBYIOIEX GparMeros JueHa
¥ pueHoduna IpH o6pazoBaHRH IIEPEXOIHOTO COCTOSHHUA.

M3 npuBenerHsIx Hxe GepMEHTOB BrIOEpeTe TOT (3AMMIIUTE HOMED),
KaTaTHTHYECKOe AeHCTBHE KOTOPOTo IPHUBEAET K HANOOIBIHEMY YCKOPEHHK) 110
CPABHEHHIO ¢ HeQepMeHTAaTHRBHOH peakinil.

'

Enzyme | Enzyme i

Enzyme il Enzyme IV

Homep depmenta
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Damunug; Kon: AZE

f. Cybcrparnas cnenuduInoCcTs HCKYCCTBEeHHERIX (hepmenTos V u VI (oM. wuke) Gpuia
H3Y4eHa C HCHIONL30BaHmneM NueHo(ninos 1 - 6, NpUBECHBIX HIKE.

Lkl
e QLo O

CH

Huenodun 1 pearnposan gauGonee GricTpo B caydae depmenta V., B 1o ke Bpems,
HaubONBIIAA CKOPOCTE Peakimu B oyuae (pepmenta VI Habmozanaces s apyroro
menoquna. M3 nrectyd HpHBeiSHHEIX BblIIe THEHO(QUIOB BRIOEpETE TOT {3aMUIIHTE

HOMEP), peakuuA Jdunsca-Anpaepa ¢ KOTopeM OyAeT npotexars Hautonee GLICTPO B
Cilyyae Karanusa pepMeHToM VI

Enzyme V

Enzyme Vi

Howmep nuenoduna
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Pavunns; Kon AZE

3agaua § 8.3 Gana
a b-i | b-ii | b-iii | b-iv | b-v c-i | el ¢-iii Ouxcu bannb:
2 3 4 6 4 2 5 8 2 36 8.3

B sanaye paceMaTpHBarOTCH HONMHIHKIHYECKHE apoMaTHieckue yraepogopoasl (ITAY).
B nunelinex IHAY neHTPH O€H30IBHBIX KONEL, HAXOASTCA Ha OJHOH IpsaMol, a pasMep
MOJEKYJIB] 0 OO M3 ocell coBnazaeT ¢ pasMepoM OeH30MLHOTO Konsua. [IpaMepamu
TaKHX YrIeBOJOPOAOB CIIyKaT OeH30H, aHTpalicH H neHTanen. Mx gusuyeckue u
KUMHYECKHE CBOHCTBA 3aBHCAT OT CTCHEHH JENOKUIH3AHA T-3JIeKTPOHHOro obnaka B
MOJEKYIIE.

bBenzon AHTpaueH TleHTaueH

T || |
. e | 4 - - | = -'—‘:
i i ) da 1 1 dp H

a. [ilnprea OeH30mbHOTO KONbIA cocTaBisieT d = 240 nM. Paccauraitre mupumy
AHTpallcHa U NEHTAleHa, d, B dy, COOTBETCTBEHHO.

"AHTpaleH, d, =

Ienranen, d, =

b. llpennonoxum, 4To 7-31€KTPOHBI B GEH30IIE OMUCHBAIOTCS MOJISIIBIO «HACTHIE B
JABYMEDHOM ANIMKe». B 5TOH MOAETH CONPSIKEHHBIE T-3/IEKTPOHD] PACCMATPHBAIOTCA KaK
cBOOOIHEIC YACTHIHE B OCCKOHEUHO BLICOKOH IpsAMOYroNnsHol sMe (OCHOBAHKE MBI
TISKUT B HTIOCKOCTH X-)),

JI7s1 -3MeKTPOHOB B IBYMEPHOM AIIHKE ¢ KOOPMHATAME X H V YPOBHH 3HEPTHH
OIIHMCBIBAFOTCA (POPMYITOH:

2
1 n' K

E — X + Y
iyt 2 2
*\LS L) j8m,
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Gamunug: Kom:

TJiE ¥y ¥ 7y, — KBAHTOBRIE YHCNA (HATYPaNbHbIC YMCIIa, KOTOPHIE HE3aBHCHUMO JIpYT
OT Jipyra MOI'yT OpHHHMATL BCe 3HAYeHud 0T 1 #o «), h — nocrosunas [1nanka,
e ~ MACCA 3JIEKTPOHA, Ly B L, — pasMepsl AOIHKA. DTY MOIEIh MOMXHO
HCIOAB30BATE I ONHCANHS T-3JICKTPOHOE BO Beex [TAY,

i. IIpennosnoxim, uto GeH30ILHOE KOIBIO UMEET PasMep d B KAXJIOM U3 JBYX
H3MEDPEHHH, X H y. Bemennte u sanuimuTe o011yo GopMyny jUis YPOBHEH SHEPTHMH ¢
KBaHTOBBIMH YHCIAMH 7; B 7, B apselnoM IIAY, cogepxaiieM w COWieHEHHBIX
OEH30ILHLIX KOJIeI[ pazMepa d.

ii. ITpuBeennas HIXKe jlMarpaMma KaueCTBEHHO [IPABIILHO [IOKA3BIBACT PACIIONOKEHHS
JHEPreTHYECKHUX YPOBHEH 7T-3JICKTPOHOB Ui fenTaleHa. IIpuee/1enb Bee 3an0HeHHbIe
YPOBHH dHepriy ¥ Buaimii cBobo e, B ckobkax yKaszaHbl 3HAYEHHS KBAHTOBBIX
qucen (M 1,).
TenTaneH:

(3:2)

FNCHY

1LE2)

W2

LED

71

L6 D

RS

INC)

LG

L&

o

Huoxe npupesiena cxeMa sHEpreTHUECKRX ypoBHeH jans antpaueHa. OOpatuTe
BHHMAaHHE, YTO HEKOTOPAIC YPOBHH HMEIOT O/IHO B TO K¢ 3HAUCHHE SHEPTHH. 3amoHUTES
3TY JHArpaMMy ¢ MOMOIIBIO CTPEHOK «BBEPX» H «BHH3Y, 0003HAYAIOMIHX CKTPOHEL B
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Damvunus. Koo AZE

CKOOKAX YKaKHUTe COOTBETCTBYIOIHNE 3HAYCHHUS KBAHTOBBIX HHCEN My, My JUIST BCEX
3aHATBIX YPOBHEH SHEPTHH H HHU3IIETO CBODOIHOTO YPOBHA.

AHrTpalied:

N G
s D
s
)

B G
G
. G
L G
G

iit. Mcrions3y#Te Moses ABYMEPHOIO SIMHKA BT MOTeKyib Hensona. Cocrasbre
JMarpaMMmy YpoBHEH SHeprHE (BCeX 3aHATHIX B Huzinero cofoxuoro), o6oznayuste
YPOBHH KBAaHTOBEIMH YHCIIAMH Ay, 1y, H 3ANOJHATE HarpaMMy n-31eKtpoHaMu. (Vmeiire
B BHTY, UTO 9Ta MOJEND He 1aeT TOYHOIO OMHCAHHUA BCEX YporHel sHeprun GeHsona.)

iv. Peaxnmounas cnocobuocTe MHOTHX [IAY 06parso nponopiyoHansHa pasHocTH
SHEeprui AF MeX1y BRICHIEM 3aHATHIM # HU3IIHUM CBOOOJHBIM YPORHAMHM JHEPTUY T
anexTponos. Paccuntaiite snadennsa AF (B Dxoyisx) jurg Gensona, anrpailesa 1
rieHTalena. JAns 3Toro HCmone3yHTe OTBETH! Ha BOIPOCH 1) W iii) Juis aHTpaleHa |
6er3011a, COOTRETCTBEHHO. ECIIH BEI Xie CMOIUIM OTBETHTE HA HUX, IPUMMTE 3Havenue (2,
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. Davunug; Kon: AZE

2} a1 BBICHIETO 38HATOIO YPOBHSA K (3, 2) AU HH3IIETO BAKAHTHOTO YPOBHS 3THX JIBYX
MOJIEKYT (3TH 3HaYeHHUS He 0013aTeILHO COBMANAIOT C HCTUHHEBIMH ),

benzon

AE = Jhx
AHTpaler

AE = Hox
Henranen

AL = Jhx

Paccraspre Genzon (B), anrpanen (A) u negranen (P) B nopaaxe yBennueHus
PeaKiMOHHON cnocoGHOCTH,

HauMeHee aRTHBHEIN ~eum st s e cmm e > CaMbIil aKTHBHBLH
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- DaMurHs Kon: AZE

v. Ha prcysxe IIpHBeIEHEl 3IEKTPOHHEBIE CIIEKTPLI {ONTHUECKAS INIOTHOCTS KaK (HYHKIH
JIIHHE] BONHLL) 171 Oenzona (B), anrpauena (A) 1 nerranera (P). OcnosbiBascs Ha
Ka4eCTBCHHOM NMONHMAHIH MOKEIH «JaCTHIA B AUIHKEY, YKAXKUTE KaKo CHeKTp K Kako
MOJIEKYIe OTHOCHTCA, B Kak bl KBAAPATHK BIHHITHTE COOTBETCTRYIOIIYIO SYKBY.

600

200 400 800 8OO
X, nm

¢. I'padpent ~ 510 ABYMEpHAS PEINETKa, COCTOMIAL K3 aTOMOB YIJIEpOAa, COEINHEHHEIX B
HIECTHYTOMBHUKH, EIo MOXKHO paceMarpusaTh Kak Ipenensubiii ciryyait [IAY ¢ ouens
DONBITEME pasMepaM¥ B 000uX u3sMepenusx. 3a orkpsitie rpadgena Hobenepckyro
rpemuto B 2010 rony nonyunn Anapeft 'efim 1 Koncrartur Horocenos.

Pacemorpum et rpadena ¢ pasmepamu L, = 25 5M 1 L, = 25 oM. OparmenT
JIFCTa NPUBEACH HIXKE.
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“DaMuus: Kon: AZE

i. ITnomans yriepo Horo mecTHyToILHIKA IPHMEpHO pasHa 52400 mv?. Paccuwrraiite

obimee 9ueno T-3eKTPOHOB B sHeTe rpadera (25 BM x 25 Bm). HYHeiioM 31eKTPOHOB Ha

KpasixX JHCTa MOKHO Hpenebpeys. ‘

Hucno R-31eKTPOHOB =

44" MXO — Teopernueckuit Typ., OduuHabHbIN PYCCKHit IEPEBO,
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hamumzs: Kom: AZE

ii. 7T-0NEKTPONBI B rpad)eHe MOYKHO OITHCATD, HCIIOIB3YS MOJIENb KYACTHIIA B ABYMEPHOM
SAUTHKEY,

B crcremax ¢ G0TpIIHM YHCIOM OTEKTPOHOB TPY/IHO VKA3aTh ¢AMHCTBEHHEIH
BBICIIHH 3aITOJIHEHHBIH YPOBEHE, TAK KaK JIOBOJILHO MHOTO YPOBHEH MMEIOT OUeHb
Ermaxy1o srepriio. Bee 3anoiHeHERe YPOBHY ¢ HauBBICIIEH suepruei o6pasyloT Tak
HaspIBacMbIH yposenb OepmH. B rpadere yposens Qepmu xapaktepusyercs SobuIaM
HabopoM KBAHTOBBIX HHCeN Ky U 1, ONpexennTe snepraxo yposusa Gepmu jucra
rpadena pazmepom 25 HM X 25 um. YUTHTe, 9TO HU3IUKI 3aI0THEHIEIN yPOBEHD NMEeT
[IPEKTHYCCKH HYJIEBYIO SHEPTHIO O CPABHEHHK ¢ yporHeM Oepmu. [[iis oTBeTa Ha 3TOT
BOIPOC TIOTE3HO PACCMOTPETH KBAHTOBBIE COCTOSHMA (7y, #1,) KAK TOYKH HA IBYMEPHOI
peuieTke (CM. HIXKE) M OPEICIHTD, KAKYIO 001acTh 06pa3yioT TOUKH, COOTBETCTRYIOHINE
3AHSITEIM YPOBHAM. HKCNO BIEKTPOROB B AHCTE rpadene BOIBMITE W3 OTBETA Ha BOIIPOC
(1) wn wenonesyite snavenne 1000 (xoTopoe 0THIONL He 0643aH0 GBITH BEPHEIM).

r ® © © o0

- © e}

- ® e}

& | ©
- @ © o e}

- ® © o ©

e
Nx
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Kox:

OHeprud yposHs Depmu =

Hi. DJIeKTpoNpoBOAROCTE IpadeHOIOROOHEIX MAaTepPHAN0B 00parTHo NPOHOPIHORAILHA
PazHOCTH sHeprul Af MEX/y BRICHIMM 3aHATHIM B HU3HINM CBODOIHEIM YPOBHAMHE
JHEPTHM T-3JEKTPOHOB. Y KOKHTE, OObIIE, MEHBINE WIH PaBHa 3IEKTPONPOBOIHOCTE
KBaZIpaTHOrO JIMCTa Ipadera pasMepoM 25 BM X 25 HM 31eKTPONPOBOAHOCTH JIHCTa
rpadesa 1 M x | M upH oH0H ¥ T0#H e Temueparype. OOBeMTE IPABMILHBIA OTBET,

MEHbHIE paBsHa Sonpie

44" MXO - Teoperuueckuil Typ. OPUIHANEHELI PYCCKUR HEPEROL.
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